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The International Solvent Extraction Conferences, in
abbreviated form ISEC, became in two decennia an important
scientific event : a great diversity of chemists and engineers
from the industrial world and from universities are gathering
every three years to discuss of an apparently simple subject :
solvent extraction. Solvent extraction now covers a wide
variety of topics : industrial processes for the separation
of organic and inorganic materials, investigations in solution
chemistry and analytical applications, a field which has been
expanding lately with the development of high performance
liguid chromatography. The considerable success of the ISEC
Conferences shows itself in the ever increasing number of
communications presented and in the growing diversity of appli-
cations proposed.

When delivering its welcome address to an audience of
450 delegates during ISEC'77 in Toronto, Dr. A.W. Ashbrook
ended its speech with the few words which follows : "it is
now up to you, the delegates, to determine the success of
the Conference in providing the stimulus and directions in the
field of solvent extraction for the next three years when the
results can be reported at ISEC'80". This call for progress
has been heard as can be Jjudged by the vastness of the scien-
tifif program : four plenary sessions, two panel discussions,
more than two hundred contributed papers allocated to oral
or poster sessions. The organizers of the Toronto Conference
seemed to worry about the fact that specialists in the field
of solvent extraction showed an exaggerated fondness for
copper and the oximes. This situation appears to have evolued
favourably : around half of the communicationd presented during
ISEC'80 deal with the extraction of a great variety of metals.
It must be pointed out however that a majority of these contri-
butions are devoted, as in the past, to the nuclear field.
This situation appears normal, and in fact desirable, because
it should not be overlooked that the development of nuclear
power plants is considerably hampered by security problems
related to fuel reprocessing and waste disposal. Solvent
extraction plays a role of prime importance in the solution of
these problems.

It is traditional to publish the proceedings of the ISEC
Conferences. The Organizing Committee of ISEC'80 wanted not only
to keep this tradition but also to deliver to all participants
at the outset of the meeting the three volume of proceedings
containing the texts of the plenary lecture and of the contri-
buted papers. It is for me both a duty and a pleasure to thank
cordially on behalf of the Organizing Committee all those



who made a handsome contribution to the fruition of this plan :
first of all, the authors of plenary papers and communications
who had to comply with the prescribed delays, the Co-Chairmen
because of the quality of the work they carried out in selec-
ting and correcting the manuscripts, and last but not least,
Mr. R. Deprez, Honorary General Secretary of the Association
of Engineers of the University of Liége and Dr. J.F. Desreux,
scientific secretary of the Conference. Both of them devoted
all their energy to the planning of the Conference.

For my part, T have to ask the reader to forgive us for
the imperfections he might find in the Proceedings. I am
confident that the availablility of the proceedings will lead
to more complete exchanges of views between the participants
of the Conference. The advantage gained should offset the
inconveniences caused by some imperfections in the presentation
of the proceedings.

The organization of ISEC'80 in the City of Liége would
have not been possible without the patronage and the financial
support of the Association of the Engineers of the University
of Liége, the Administration Council of the University of
Liége, the Ministry of Education and of French Culture and
the National Science Foundation of Belgium. The Belgian Chemical
Society, the belgian section of the Society of Chemical Industry,
Benelux Metallurgie, the Koninklije Vlaamse Ingenieursvere-
niging and the European Federation of Chemical Engineering
also accepted to grant us their support.

The members of the International Advisory Committee and
of the Belgian Advisory Committee were particularly helpful
in planning the scientific program. I want to thank them all
heartily.

Finally, I would like to offer my sincere thanks, on
behalf of the Organizing Committee to professor C. Hanson who
gave us the benefit of his advices in so many occasions.

Professor G. DUYCKAERTS
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SOLVENT EXTRACTION : WHERE NEXT?

Professor C. Hanson,

Schools of Chemical Engineering,
University of Bradford,
Bradford, West Yorkshire,

England.

It is not the object of this paper in any way to purport to predict the
future of solvent extraction. ISEC '80, however, seems an appropriate time
to take stock of the position of both the science and technology of the
subject and to offer some thoughts on where attention might best be concen-
trated in the future so as to exploit the potentialities of the technique as
effectively as possible.

What, then, have been the achievements of solvent extraction so far?
One could answer, perhaps somewhat flippantly, that it has helped provide
society with atomic bombs, colour televisions and kerosene which burns
without a smoky flame. Yet the achievement of each of these, significant
goals in themselves, has demanded much research. The utility of the result-
ant knowledge, however, has not been restricted to these areas. As is so
often the case, once it was established, other applications arose. Looking
back over the last twenty years, there has been a remarkable expansion of
interest in solvent extraction, coupled with a rapid growth of its applica-
tions in industry. The same rate of growth cannot be expected to continue
indefinitely. With any subject, the rate of initial growth is rapid but it
later enters a more mature phase. The questions still requiring study may
then appear more detailed or academic, although possibly remaining of
economic significance.

Solvent extraction is complementary to most other separation techniques
in achieving separations through molecular interactions and therefore on the
basis of chemical type rather than molecular size. It exploits chemistry to
a greater extent and its successful application on an industrial scale
demands a collaborative effort between both chemists and chemical engineers.
Unfortunately, there is a danger in the scientific community of compart-
mentalising different disciplines and one of the achievements of the ISEC
conferences has been the provision of an effective meeting point for all
those with a contribution to make in either the science or technology of
solvent extraction.

There are three broad facets which have to be considered when approach-
ing any potential application of the technique:

HES The development and design of the process. This involves selection or
development of a solvent system, demanding consideration of both
equilibrium and kinetic data.

2. The selection and design of the optimum contactor for the system,
bearing in mind the degree of separation required, and the rate of
interphase transfer and the need for stable operating characteristics.



3 Interaction of the solvent extraction unit with other parts of the
overall plant and with the environment. It should aim to be a good
neighbour.

These are all subject, of course, to the final overall criterion: the
degree of economic success achieved. Even the most technically sophisticated
and clever processes are bound to fail unless they offer economic advantage
over alternatives. This economic theme figured in the panel discussion at
the close of ISEC '66. Warner(l) pointed out then that the economics of many
metals extraction processes are dominated by the cost of reagents necessary
for chemical conditioning to provide reversal of the process for solvent
recovery. An essentially analogous conclusion was reached by Jeffreys and
co-workers(2,3) for those processes where solvent recovery is by distillation
rather than chemical conditioning: the solvent recovery operation can be
critical in terms of economic success. It is also relevant to recall a
comment made by Lloyd(4) in the same panel discussion at ISEC '66. There is
a cost involved in driving a mole of material from one phase to another, the
cost per mole being relatively constant for different metals across a liquid-
liquid interface. This means that metals high in the periodic table are at
an advantage and also gives incentive for attempts to actually extract
minority components, so minimising the moles of material needing to be
transported between phases. The literature on solvent extraction economics
remains limited but it is important to remember, when considering the many
technical developments which have taken place, that this is the criterion of
ultimate success or failure.

THE PROCESS

The Ideal Process

The selection or development of any real process is bound to demand
compromise. While no actual case is likely to encompass them all, the
attributes of an ideal process might include:

(a) Only a small number of contacting stages (or transfer units) required to
extract the desired proportion of solute from the feed.

(b) High selectivity for the desired solute, thus eliminating the need for
scrubbing or extract reflux.

(c) Operation with concentrated streams.
(d) Rapid extraction and phase separation.

(e) Easy reversal and solvent recovery with a low energy requirement
(either chemical or thermal).

(f) 1Insensitivity to up-stream operations.

(g) Low solvent losses and an absence of need to provide for solvent
recovery from exit streams.

(h) Operation at ambient temperature and pressure.
(i) High level of safety.

These suggested attributes are not in any order of relative importance.
Most would contribute to a compact plant and to minimising capital cost.
(b), (e), (g) and, possibly, (c),(f), (h) would also influence operating costs.
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They lead to attributes for an ideal solvent. These would be both high
capacity and selectivity (high values of distribution coefficient and
separation factor) to meet points (a) and (b). The solvent should have a low
solubility in the raffinate phase [a contribution to (g): losses also arise
in the raffinate from entrainment] but a high solvency for the solute or
solute-extractant complex to allow operation with concentrated streams
without danger of third-phase formation. The importance of reversibility/
recoverability has already been stressed. Chemical stability under the
conditions of use is also important, not only because of the cost of replace-
ment but also the deleterious effects the decomposition products might have
on the process. Desirable physical properties for ease of phase inter-
dispersion coupled with fast phase separation are low viscosity and medium
interfacial tension (the latter obviously has to be a compromise between the
two requirements). The rate of interphase transfer may also depend on the
kinetics of any chemical interaction involved. This aspect will be
considered in more detail later but one ideally seeks a high kinetic rate for
the desired solute.

Turning to commercial considerations, an ideal solvent would be both
cheap and readily available from a number of alternative sources. However,
it must be stressed that purchase price is by no means the final arbiter
between two possible solvents. Thus hydroxyoximes have been commercially
successful as copper extractants despite their comparatively high price,
while much cheaper carboxylic acids have not so far been adopted because of
the greater reagent cost for chemical conditioning to achieve a reversible
cycle(5). Safety is obviously of prime importance and demands both low
toxicity and high flash point as features to be sought.

Operation at ambient temperature and pressure were listed amongst the
attributes of an ideal process since they keep down both capital cost and
operational complexity. Most industrial solvent extraction processes do
currently operate under ambient conditions. While this is undoubtedly
convenient, it must be remembered that temperature is a possible variable.
There are instances in which the advantages of operating other than at
ambient temperature outweigh the additional plant complexities introduced.
In addition, even if a plant is to operate at ambient temperature, processes
can be sufficiently sensitive to this parameter that consideration should be
given to it at the design stage because of the variations which will arise
with time of day and season.

Temperature can be expected to influence three factors: the position of
equilibrium (the distribution coefficient), the rate of interphase transfer
and the rate of phase separation. Increase in temperature is likely to
increase both rates. Its effect on the position of equilibrium will depend
on heat effects (if any) during interphase transfer. There often are such
effects but there have been comparatively few attempts to date to exploit
them. One exception is in some uranium purification plants(6). Forward
extraction of uranium into tri-n-butyl phosphate is exothermic. Increase in
temperature therefore favours the reverse reaction, depressing the distribu-
tion coefficient. This is exploited by operating the stripping section at an
elevated temperature of 60°C, allowing stripping to be achieved with a lower
aqueous/organic flow ratio, so giving a more concentrated product.

Since the additional plant complexity is not great and heating to
temperatures such as 60°C only requires low pressure processes steam, the
question arises whether operation at non-ambient temperature could be adopted



with advantage in other cases. This seems quite likely and optimum operating
temperature is certainly a parameter to consider at the design stage. It
provides interesting possibilities in respect of scrubbing operations where
operation at elevated temperature may allow reduction in either the number of
stages or the scrub/extract flow ratio. The latter would be particularly
advantageous in cases where some of the product is recycled as scrub in that
it would reduce the cost of solute/solvent separation per unit of solute
produced.

The thermochemistry of solvent extraction has been comparatively
neglected and appears to be a subject worthy of further study. Not only is
there the potential exploitation of thermal effects in process design, as
discussed above, but also the fact that such studies should be capable of
throwing more light on the interactions involved in the extraction process
and on the rate controlling mechanisms.

Equilibria

The study of equilibria is necessary for two reasons: the data are
essential for flowsheet design and the form of the data can throw light on
the interactions involved. For the former purpose, there would be great
attraction in being able to predict or, at least, correlate equilibrium data.
The winning of such data is a relatively time-consuming operation. In many
systems, particularly involving metals, the distribution coefficient for one
solute is a function of the concentrations of others. Process design demands
a knowledge of the coefficient under the particular conditions applicable.

A full matrix of experimental points to allow such data to be estimated with
only minimal interpolation represents a large financial investment. The
possibility of reducing the experimental work required gives commercial
incentive to attempts at correlating such data. Such correlations are also
essential for modelling the dynamics of commercial plants, either for their
study or as a prelude to some more sophisticated control system.

Attempts at modelling equilibrium data can be divided into two broad
categories: those applicable to systems with only physical interactions and
those designed for systems involving clearly defined chemical complex
formation.

The approach for systems involving only physical interactions is
inevitably based on thermodynamic considerations, following analogous lines
to those adopted for liquid-vapour equilibria, using activity coefficient
models such as NRTL and UNIQUAC(7). A computerised data bank has been
developed, incorporating parameters for these equations(8). The approach
has been used with real success for binary and ternary systems. It has also
been used for some multi-component systems. These are clearly more complex
but there is promise that the approach will yield practicable methods.

For metals systems(9,10) involving chemical interactions, models have
been proposed based on the interactions, although they have not so far been
noticeably more successful than empirical or semi-empirical approaches.

While the above represent a really significant advance over the last
decade, there is ample need for further work, particularly on multi-solute
systems.
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Kinetics

Until comparatively recently, chemical engineers viewed the rates of
solvent extraction processes as being dependent only on diffusional resis-
tances, subsequently applying methods of analysis analogous to those used for
distillation or gas absorption. This is doubtless valid for those processes
which depend on physical interactions. Yet a significant and important
number of solvent extraction processes are based on a clearly defined and
stoichieometric chemical interaction between the solute and either the
solvent as such or an extractant within the solvent phase. Such processes
are examples of mass transfer with simultaneous chemical reaction. Their
rates may depend, to different degrees, on both diffusional resistances and
the kinetics of the chemical reaction. Many processes involving metals
extraction fall into this category, as was pointed out at an earlier solvent
extraction conference in Belgium(ll), and much interest has been expressed in
the subject during the 1970s. Work has been concentrated primarily on copper
and uranium.

Considering copper first, incentive for the study has come from the
successful commercial use of hydroxyoxime-type extractants on a very large
scale. Extraction rates with the original extractants are only modest,
leading to the need for quite high residence times when using conventional
mixer-settlers with single compartment mixers (3 minutes in a mixer is
typical). The cost involved in providing such a residence time on this scale
of operation gave ample incentive for seeking a better understanding of the
rate limiting steps. The results of several major investigations are now
available. Time does not allow a full review but a number of general points
arise.

Except for a process taking place homogeneously throughout one phase at
a rate determined solely by the kinetics of the solute-extractant interaction,
the rate of interphase transfer will be a function of interfacial area. A
full insight into the process therefore demands rate data for known inter-
facial areas. While early work with the AKUFVE and other stirred cell
contactors gave interesting information on the dependence of rate on various
concentration terms, it could not include interfacial area as a parameter.
Other workers have sought to do this with a variety of alternative techniques,
including single drops, fixed interfacial area cells of the Lewis type,
laminar jets and the rotating disc electrode. All have contributed something
to our knowledge but all have limitations if the ultimate aim is to produce
data relevant to the performance or design of an industrial contactor. Thus
with single drops rising or falling through a continuous phase, there is a
degree of uncertainty as to the hydrodynamic regime, particularly in the drop
phase. Devices operating under laminar conditions should give data which
will fit models incorporating molecular diffusivities, the only diffusion
data easily measured. However, work in the analogous field of aromatic
nitration has shown how models incorporating molecular diffusivities do not
correctly predict rates in stirred tanks typical of industrial reactors(l12),
although good agreement is obtained under laminar conditions. We still have
a considerable way to go before we can truly quantify the relative importance
of the various resistances involved in copper extraction in the situation of
an industrial contactor.

It should be pointed out that the choice of experimental method and
conditions can bias a system towards a particular rate controlling mechanism.
Thus the single drop technique, particularly with relatively slow systems



such as copper, yields the initial rate. At the other extreme, the AKUFVE
operates very close to equilibrium. It is not perhaps surprising that
different results are sometimes obtained. The same is true of metal concen-
tration. The relative magnitudes of the various resistances will not
necessarily remain constant over wide ranges of metal concentration.

There is still apparent controversy over the actual locale of the copper-
oxime reaction, some workers adopting the view of an interfacial reaction and
others believing the reaction to take place in a zone in the aqueous phase
adjacent to the interface. This may be due, at least to some extent, to
different views of the interface. Some appear to view it as akin to a
pseudo-crystalline boundary, while others consider it as a region with some
finite thickness.

My own view remains that presented with colleagues at ISEC '77(13),
postulating a reaction in a narrow zone in the aqueous phase immediately
adjacent to the interface but with a significant (and possibly sometimes
dominating) diffusional resistance in a zone (likely to be of greater thick-
ness) on the organic side of the interface.

Moving away from areas of controversy, the kinetic studies have pin-
pointed at least two significant factors. The first is that the reagents as
supplied by the various manufacturers do contain other materials, either
added intentionally or present as unconverted intermediates or by-products.
The most important of these appears to be nonyl phenol (14). This has a
significant influence on both the kinetics and equilibria of complex
formation. There are instances in which this can be turned to advantage but
it also means that any scientific study of kinetics needs to be conducted
with purified reagents.

Secondly, the degree of aggregation of the oxime molecules in the
organic phase has been shown to be a significant factor. Dimerisation was
suggested several years ago(l4) but more recent work has demonstrated that
aggregation must proceed beyond the dimer(13). It seems likely that it is
only the monomer which takes part in the rate limiting part of the copper
extraction process and so the extent of aggregation is an important para-
meter in determining kinetics. The actual degree of aggregation is a
function of temperature, so giving the processes a higher apparent activation
energy than would correspond with the rate limiting step itself. It must
also be a factor behind the effect of diluent type on rate.

Uranium has been the subject of an interesting recent study on kinetics
based on three different experimental methods (l16). Despite the cautions
expressed above, these appeared to give results in remarkably good agreement.
However, the concentration ranges studied were modest.

Reference should also be made to work on nickel(l7), again using the
rising drop technique. This showed extraction to virtually cease before
equilibrium was reached, apparently due to formation of a viscous shell of
hydrated nickel-extractant complex within the drop which effectively encapsu-
lated the remaining extractant. Later work (18) has revealed more information
on the formation of such interfacial films in both this and other systems.
These again can play a part in determining rates of extraction.

With neither copper nor uranium fully understood and with little yet
reported on other metals, there remains much scope for further useful work on
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kinetics. For example, little is known on differential kinetics. It has
been shown that the selectivity of certain hydroxyoximes for copper over
iron is helped by this feature: a greater proportion of iron is taken up at
very long residence times(19-21). Similar effects could already exist or be
exploitable elsewhere. It is another reason why choice of diluent could be
important (22). The kinetics of any processes by which impurities are taken
up are also of significance for the design of scrubbing operations. It is
easy to concentrate all attention on the key solute and to overlook
impurities. Yet the rates of their interphase transfer will determine the
values of HTU or stage efficiency in any scrubbing section, quite apart from
the take-up of the impurities in the extraction section.

While the emphasis above has been on metals extraction processes,
chemical interaction is involved in several other applications of solvent
extraction, dissociation extraction being an obvious example, and these
again should be approached in terms of mass transfer with simnultaneous
chemical reaction. They do not yet appear to have been the subject of any
kinetic studies.

Process Development

It would not be appropriate in this paper to attempt any detailed
review of process development. The separation of aromatic from aliphatic
hydrocarbons remains one of the largest industrial applications and the last
decade has seen some new systems introduced, as well as many new plants based
on established processes. However, in terms of large new applications, the
1970s must be seen as the decade for copper and phosphoric acid. In the case
of the former, large scale plants have been built in North and South America,
Zambia and Australasia to exploit hydroxyoxime extractants on feeds derived
from the leaching of both oxide ores and tailings. Quite a significant
proportion of the world's copper is now processed hydrometallurgically. The
impact of solvent extraction on the phosphoric acid industry has been seen
over very much the same period. Early applications were designed to allow
acids other than sulphuric to be used for the digestion of phosphate rock.
The major expansion, however, has come in the use of the technique to provide
a pure fraction from conventional "wet" process acid. This is interesting in
that only a proportion of the solute present in the feed is extracted, giving
two product streams of markedly different purities. Plants are now in
operation for a second purpose in the phosphoric acid industry, that of
recovering uranium from impure acid streams. There are two incentives for
this: an economic one in terms of the value of the uranium recovered and an
environmental one since such acid is subsequently used in the manufacture of
fertilizers.

Looking to the future, it seems likely that we will see an escalation
of interest in the solvent extraction of uranium. The expansion of nuclear
power generation in most industrialised countries will inevitably increase
demand for the metal and, later, for nuclear fuel reprocessing. The 1980s
will see significant new plant construction in this field. Some of these
plants will doubtless involve novel features in terms of equipment, although
it seems unlikely that the well-established processes will be challenged.

Elsewhere in the metals field, cobalt and nickel are elements in which
much interest has been shown but with applications still limited. 1In
contrast to uranium, this situation can be attributed to the limited systems
available and there remains great incentive for the development of new and
selective extractants for these metals.



Change in oxidation state provides the key to the separation of
plutonium from uranium. The range of metals for which oxidation state can be
changed is obviously limited but it nevertheless offers a process design
parameter which, like temperature, should not be overlooked.

In terms of process development, metals have claimed much of the lime-
light over the last decade. However, other areas of potential application
must not be neglected. The increasing cost of energy could well make solvent
extraction economically attractive for some separations in the general
organic chemical field currently achieved by distillation. Differential
reactions, as in dissociation extraction, also appear to offer scope for more
selective separations and the research which has been conducted during the
1970s could well come to fruition in the form of industrial processes during
the 1980s.

While there are processes for the recovery or purification of individual
inorganic acids, e.g. phosphoric acid, solvent extraction is also capable of
achieving separations between such acids based on their relative strengths.
Khan and Pratt(23) have shown how amine salts can be used as extractants for
separations such as nitric from phosphoric and nitric from sulphuric acids,
the process having the attraction that stripping of the loaded solvent is
achieved with water alone, so avoiding the cost of any conditioning agents.

Looking ahead a decade or more, there must inevitably be a switch from
0il as the basic raw material of the organic chemical industry. The only
alternative likely to meet the needs of the industrialised countries is coal.
The move to coal will bring tremendous challenges to all concerned. Quite
apart from its potential use in the production of liquid feedstocks from
coal (24), there is likely to be need for the versatility of solvent extrac-
tion in the processing routes.

THE EQUIPMENT

The Ideal Contactor

The ideal contactor would be compact, flexible, reliable in both design
and operation, easily and reliably scaled-up, cheap and safe. As with the
ideal process, real situations demand compromise and the concept of an ideal
contactor can be an elusive mirage. In essence, there is no such thing as
the ideal contactor, only the best for a particular system in a given
situation. While various criteria have been discussed(25,26), the final
choice is a commercial decision and matters such as the degree of confidence
that a particular type can be designed and constructed to meet performance
specifications or be available when required are likely to dominate the
decision, probably taking precedence over considerations such as best
performance in terms of minimum HTU or even minimum capital cost. Neverthe-
less, it is desirable that some reasonably scientific basis should exist for
matching contactors to particular processes. Unfortunately, data on the
performance of individual contactors published in the literature have been
derived with particular systems. Attempts to compare performance of
contactors can then be difficult because differences caused by different
systems cannot be clearly separated from those inherent in the different
equipment. The characterisation of liquid-liquid systems has recently been
discussed elsewhere (27).
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The overall performance of a particular contactor derives from three
factors: its hydrodynamic characteristics, the nature of the system and the
phase separation behaviour. In addition to the difficulty of comparing
results when different systems have been used, it is important to recognise
that both the hydrodynamic and phase separation characteristics are
influenced by mass transfer itself. Thus, while it is often convenient to
study hydrodynamic features using binary systems at equilibrium, the results
may not give a realistic guide to performance under the conditions which
would be met in industrial use. This has become increasingly recognised over
the last few years, having been demonstrated with axial mixing studies(28).

Mixer-Settlers

Despite the obvious penalties of size (due to the need to separate the
phases at each stage) and potential loss of reagents by evaporation (due to
the large liquid-air interface), mixer-settlers have remained popular and
some very large plants have been built, particularly for hydrometallurgical
applications. They offer considerable flexibility in terms of only slow
changes in performance with phase flow ratio and rates, thus allowing
adaptation to changing feed compositions. They are suitable for systems
involving significant chemical kinetic resistances since residence time in
the mixer is a simple design parameter. While there is still much uncertainty
surrounding the best criteria to adopt for scale-up, it is nevertheless
possible to scale-up mixer-settlers with some confidence that the resultant
plant will have a useful performance. The presence of solids in the feed has
a considerable nuisance value through the creation of crud but the open
nature of conventional mixer-settlers does allow for relatively simple clean-
up, although at the cost of a plant shut-down.

There have essentially been three aims behind recent work on mixer-
settlers: (a) to achieve a reduction in their size, (b) to reduce losses or
impurity levels in exit streams caused by entrainment, (c) to obtain better
control of phase continuity.

Attempts to reduce size have been aimed at both the mixer and settler
compartments. It has been recognised that a single compartment mixer
operating close to equilibrium will inevitably demand a long residence time,
as with a single compartment continuous reactor. Developments have followed
the reactor analogy, leading to interest in both multi-compartment mixers
(equivalent to the multi-stage C.F.S.T.R.) (29) and static mixers (equivalent
to tubular reactors) (30,31). Both allow some reduction in residence time
for the same stage efficiency. The latter has the added attraction of
offering a closed system, potentially reducing losses due to evaporation and
increasing safety when handling flammable liquids. In the case of settlers,
much effort has been put into the use of coalescence aids, particularly of
mesh woven with alternate strands of hydrophilic and hydrophobic material
(32). Various forms of baffles and trays are also applied(33). Electro-
static aids are useful, provided the continuous phase has a low conductivity,
and have found application in some types of mixer-settlers. This could well
increase in the future.

A better understanding of the performance of mixer-settlers demands a
knowledge of the drop size and drop size distribution. While much has been
reported in this field, most data have been for much lower values of
dispersed phase hold-up than are used in industrial plants. However,
methods have been developed to enable measurements to be made at high



hold-ups(34). Similarly, attention has been drawn to the need for the powef
input to a mixer to exceed a critical value to ensure a uniform hold-up of
dispersed phase (35,38). Non-uniformity due to inadequate power input can lead
to phase inversion or instability.

Losses of solvent in raffinate streams are of concern for both economic
and environmental reasons, while aqueous entrainment in organic extracts can
cause enhanced impurity levels in products. Recent research has demonstrated .
that entrainment can be caused by the design or operation of both mixer and
settler compartments.

Entrainment levels increase with increase in mixer impeller speed(36,37).
In addition, however, any conditions which lead to formation of localised
double dispersions are likely to give high entrainment levels(36) as such
double dispersions are not easily separated in conventional gravity settlers.
Hence the level of power input must not be reduced to the point where some
stratification occurs, giving localised high hold-ups of dispersed phase and
possible local inversions(35). Entrainment appears to be a function of phase
ratio(36), being minimal in the region of 1:1. Provision is often made for
recycle of one phase to maintain the phase flow ratio within a stage at this
value. This does increase the total volumetric throughput and it is not clear
whether it is always justified. The other purpose of recycle, of course, is
to ensure a particular phase continuity since this is another parameter which,
in practice, affects both entrainment levels and settler performance. Air
entrainment into the dispersion appears to have a significant influence on
liquid phase entrainment(37). It is also of interest that entrainment levels
vary during the start-up of a mixer-settler, starting high and falling
progressively to the steady-state value.

Entrainment can be caused in the settler as well as in the mixer. One
source is at the entrance and arises if the dispersion is c%used to flow
through the coalesced dispersed phase. The other arises from high linear
velocities in the coalesced phases, particularly the continuous(29). Such
conditions prevent smaller droplets from sedimenting to the coalescence
interface. This gives incentive for considering the best geometry of
settlers for high capacity plants so as to minimise solvent inventory while
keeping linear velocities low.

Column Contactors

The fundamental design basis for column (differential) contactors was
thoroughly established in the 1950s. The most important development since
then has been recognition of the importance of axial mixing in determining
actual performance(39). From this comes a need for design methods which
allow for the phenomenon and some useful new proposals have been made in
recent years(40-42).

In terms of actual novel contactors, an interesting approach has been
the use of gas agitation(43). While only preliminary results have been
published to date, these are very encouraging and further developments could
well be seen in the future. This also applies to a new mechanically agitated
column recently described(44), which aims to reduce axial mixing while
maintaining high throughputs.

One of the main challenges in the equipment area is that of scale-up.
With most types of column, use of the slip-velocity concept allows fairly

10
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reliable calculation of the diameter required to handle any particular
throughput. However, prediction of height required for a given separation is
less reliable since virtually no data are available on change in the extent
of axial mixing with scale. The systematic investigations reported in the
literature have been limited to columns no greater than some 20 cm in
diameter. Our understanding of columns would certainly be enhanced if data
could be measured and made available on some large scale industrial units
(covering drop sizes, dispersed phase hold-up and concentration profiles in
both phases) to compare with laboratory columns operating on the same
systems.

The scale-up of mechanically agitated columns and the mixers of mixer-
settlers is made more uncertain by the fact that the different criteria which

might be employed are not compatible.

EXTERNAL INTERACTIONS

Sight must not be lost of the fact that a solvent extraction process
will only be one component within a larger complex. It must interface
smoothly both up-stream and down-stream, imposing the minimum constraints on
the other sections.

Considering up-stream limitations, solvent extraction processes are
sensitive to the presence of impurities in a feed, particularly if these are
surface active in character. Because of this, it is always wise to undertake
pilot plant work with real feeds rather than simulates prepared from pure
materials. Looking again at hydrometallurgy, it is important to question
whether any floatation agents or flocculents carried through from the early
stages of the overall process will be compatible with the solvent extraction
section. Solids in the feed to extraction tend to be a problem, certainly in
creating crud and thereby increasing solvent losses. This imposes require-
ments up-stream which can be quite expensive to meet. The incentive for
solvent-in-pulp operation remains, although the goal is still elusive in
commercial terms.

Down-stream, the prime concern must be with the fate and possible
effects of entrained or dissolved solvent. Thus carry-over of organic into
electrolysis in a copper circuit produces "burn" on the cathodes. Again, the
fact that the depleted electrolyte is used for stripping in the solvent
extraction section places severe constraints on the use of smoothing agents
to prevent acid mist, since such agents are inevitably surface active in
nature and potentially incompatible with extraction. Concern has been
expressed at the possible effects of entrained or dissolved solvent in
raffinate streams which are discharged into water courses. Little is yet
available on the toxicity of common extractants used in the metals field(45).
In addition, most raffinates would be subject to some form of conditioning
prior to discharge (e.g. neutralisation) which could well remove some or all
of any extractant present. Nevertheless, it is an aspect to remember,
particularly when considering the implications of possible fault conditions.

In terms of the actual safety of solvent extraction plants and their
personnel, the most obvious hazards are toxicity and fire. Many solvents are
flammable and there have been at least two major fires in solvent extraction
plants in recent years(46,47). A full safety analysis at the design stage is
not something to be neglected.

11



WHERE NEXT?

The purpose of this paper is to set the scene for ISEC '80 and indicate
some of the areas of solvent extraction where further work appears justified.
Some of the issues may well be clarified during the Conference. It will not
be until after all the papers have been read and digested that the direction
of future advance can be judged.
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KINETICS OF SOLVENT EXTRACTION OF METAL CHELATES

Henry Freiser
Department of Chemistry
University of Arizona
Tucson, Arizona 85721
U.S.A.

Study of extraction kinetics of a number of metal chelate
systems under conditions of rapid phase mixing serve to
show that the rate-determining step(s) in the overall
extraction process is the formation of the metal chelate
in the aqueous phase. This was observed in this chloro-
form extraction of Cd2*,Zn2*,Co2*, and Ni2t by diphenyl-
thiocarbazone (dithizone) and a series of substituted
analogues and of,Ni by 2,2'-dipyridyl and
1,10-phenanthroline. In addition to these systems of
primarily analytical interest, examination of the kinet-
ics of the extraction of Cu?2 by the hydroxyoximes, LIX65

and LIX63, used in process scale separation reveals that
aqueous phase formation of the metal complex rather than
interfacial phenomena, is the rate limiting part of the
extraction. The significance of these findings in the
design of new extractants is discussed.

INTRODUCTION

Extraction processes involving chelating extractants have long enjoyed
an important role in metal ion separations. A great deal of research has
been carried out devoted to both fundamental extraction equilibria as well
as to analytical applications. Within the last twenty years, chelating
extraction systems have also been employed in commercial process scale
metal ion separations. Study of the kinetic aspects of metal chelate
extractions, begun 1in our Laboratory almost twenty years ago, addresses
itself to resolution of questions, of both fundamental and practical
interest, all focussing on resolution of the ultimate problem of uncovering
the important factors to consider in designing new extractants of improved
characteristics? Some of the kinetic questions involved include:- Under
conditions of reasonably vigorous phase mixing, are mass transfer processes
or chemical reactions rate-1imiting? How do mass transfer characteristics
change with increasing molecular weight of extractant? Does the nature of
the rate-limiting step, i.e. the mechanism, change as the molecular weight
and, therefore, the hydrophobicity of the extractant increases? In this
report, our efforts to answer these questions over the last two decades
will be described.

DITHIZONES

Rates of extractions of divalent cadmium, zinc, cobalt, and nickel
ions from buffered aqueous solutions by chloroform solutions of dithizone
can be described by the following expression (1,2)



+ -
d[Mety _ [M 10HDz], -

dt [H+]

The extractions were carried out at shaking rates such that the extent
of extraction was independent of shaking rate. Also, in the case of zinc,
when CCly was substituted for CHC13 1in one series of runs, the increase
of extractions rate observed was quantitatively predicted from the change
of the KDR of dithizone in the two solvent [1]. Thus, it was established

that a homogeneous chemical reaction, rather than mass transfer of either
the dithizone or the chelate, was rate determining. The kinetics of these
reactions were followed by both radioisotope tagging of the metal ion (Cd,
Zn, Co) and spectrophotometric assay (Ni). It was deduced from eq. (1)
that the formation of the 1 : 1 metal complex was rate determining:

M2+ + Dz~ K, Mpz*
and the second order rate constant, k, was evaluated from k' as

K
k=k' "DR,
o (2)
a
where Kjo is the distribution coefficient of dithizone between CHCl1; and the
aqueous medium and Ka is the acid dissociation constant of dithizone.

That the mechanism of chelate formation is related to dissociation of
water coordinates to the metal ion, can be seen from the comparison of our
data with those obtained by Eigen (Table 1). The rates of these two
reactions differ by an almost constant factor (approximately 1 log unit).

TABLE 1 - Comparison of second order rate constants for formation of 1 : 1
metal chelates of diphenylthiocarbazone (dithizone) and of di-(o-tolyl)-
thiocarbazone with the first order rate constant of water dissociation of
the hydrated metal ions.

Rate Constant For Rate Constant of M.* Formation
Metal Water Dissociation (3) (M lsec !
Ion (sec™1) Dithizone o-Methy!| Derivative
cd?* 6.0x10° >107 :
2n2* 5.0x10’ 6.1x10° 7.5x10°
co?* 5.0x10° 6.7x10" -
NiZt 2.0x10 1.3x10° 5.2x10°
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In the case of zinc ion, it is possible that the formation of the 1:1
complex first occurs rapidly with retention of the coordination number of
six followed by a slow,rate-determining, loss of water as zinc becomes
tetra-coordinate.

2+, - K *
Z"(HZO)G +Dz > Zn(H20)4D z+ 2H20,

k +
+ 2 2Dz + 2H20.

This postulated mechanism accounts for the unexpectedly rapid rate
observed (2) with the di-(o-tolyl)-thiocarbazone whose 1 : 1 zinc chelate
is almost 50 times less stable than that of dithizone (4). In a related
study, the rate of formation of the zinc complex of di-(1-naphthyl)-
thiocarbazone, about 100 times less stable than that with dithizone, was
also found to be more rapid than that of dithizone (2). These findings
strengthen the mechanism postulated above since the presence of sterically
hindering methyl or aromatic ring substituents would be expected to
weaken the metal-water bonds and facilitate the loss of water.

Zn(H20)4DI Zn(H,,0)

Alternatively, the reaction might involve a rapid ion association of
the hydrated metal ion with the ligand anion:

n+ - K n+ | -
M(H 000" + L™ % (M(H,0)0%, L),

which slowly loses water to form the 1:1 complex:

nt -y k (n-1)+ -
(M(HZO)q L) = ML(HZO)q-a + aH,0.

This mechanism is attractive in that it does not require a net change
in coordination number.

Because the extraction rates of the zinc and nickel of the o-methyl
derivative were faster than that of dithizone itself, we decided to examine
the extraction kinetic behavior of a series of both electron-withdrawing
and-releasing substituted dithizones. (7).

The kinetics of extraction of zinc and nickel with CHC]3 solutions of

the following substituted diphenylthiocarbazones were investigated: di-p-
fluoro-, di-p-chloro-, di-p-bromo-, di-p-iodo-. di-m-trifluoromethyl-,
di-p-methyl-, di-p-methoxyphenylthiocarbazones. Each reaction was first -
order in metal ion and reagent but inverse first-order in hydrogen ion,
which signifies that the formation of the 1 to 1 metal-ligand complex in
the aqueous phase is rate-determining.

The rate constants of the formation of the 1 to 1 metal complexes are
all more rapid than that for the complex with the parent compound with
zinc as well as with nickel. The higher rates observed can help distin-
guish between the mechanism proposed by McClellan and Freiser and that
used by Margerum and Wilkins.



TABLE II - Distribution Characteristics of Dithizones and Rate Constants for
FormatTon of 1 : 1 Chelates at 25° C. and u = 0.10.

1

Diarylthiocarbazone -log Ka/KDR i 1os k1(M ]SiZQ )
Di-p-fluorophenyl- 9.72 3.43 7.57
Di-p-chlorophenyl- 10.46 3.52 7.66
Di-p-bromophenyl- 11.01 4.30 8.28
Di-p-iodophenyl- - 11.36 5.11 8.81
Di-p-methylphenyl- 11.89 4.38 8.84
Di-p-methoxyphenyl- 11.26 4.85 8.43
Di-m-trifluoromethylphenyl- 10.36 4.43 8.23

In bCTh mechanisms, rate constant k is a composite quantity, the
product of the formation constant of a rapidly formed initial complex and
the first-order rate constant of the loss of water from this complex or
jon pair. Inasmuch as the rate constants varied so widely in the series
of substituted dithizones, it would appear more likely that the initial
complex involves metal-ligand bonding of some sort. Simple ion-pair forma-
tion would not be expected to depend so strongly on the relatively minor
variation in the large anion of the position of a methyl group, for example,
yet the rate constants for the zinc complex of the o- and p- methyl
derivatives varied by almost a hundredfold, and even those for nickel by
fivefold.

The effect of the electronegativity of the substituent as reflected
by its Hammettc value on the rate of the formation of the metal complexes
is similar to that observed by Joy and Orchin (8) in a study of the
stability of a series of substituted platinum-styrene complexes. They
reasoned from a molecular orbital point of view that an increase in
stability arose from the strengthening of the sigma bond between metal
and ligand by the action of electron-releasing substituents. The sigma
bond weakening that arose from electron-withdrawing substituents was amply
compensated by their beneficial effect on the extent of overlap of pi
bonding integrals. Hence both types of substituents would increase
stability. It might be possible to apply analogous reasoning to the case
of the rate constants of the nickel complex formation, since back pi
bonding would be feasible from a d® ien. It would seem highly unlikely
however, that these arguments could apply to zinc ion with its d!® configur-
ation. Yet, as may be seen in Table II, the effect of substituents on the
rate of formation of both nickel and zinc complexes is similar.

Admitting the independence of the kinetic enhancement on electronic
influences of the substituents, focuses attention on their size, which
does correlate with the rate constant. This led us to the desire to
determine the activation parameters of the formation, to see whether the
r01? ofithe substituent size would be reflected in the entropy of
activation.



TABLE III - Rate Constant and Activation Parameters of N'IDz+ Formation

Diaryl-

k

Thiocarbazone _%880_]
ARYL = (M 'sec ')
Pheny] 4.1 x 103
p-Chloropheny] 1.0 x 102
p-Bromopheny1 4.6 x 104
p-Iodophenyl 2.3 x 105
P-Tolyl 4.3 x 10°
3

o-Tolyl 7.7 x 10

Kagge k3pge
(M']sec']) (M']sec'])
6.1 x 10° 7.2 x 10°
1.2 % 10* 1.6 x 10°
5.3 x 10% 9.0 x 10%
3.5 x 10° 3.3 x 10°
4.7 x 10° 3.7 x 10°
1.0 x 10 1.5 x 10°

AG o ) o= 3=
298 AH A5298°
kcal/mol kcal/mol e.u.
12.3 4.4 -27
11.9 4.0 -26
11.0 2.8 =27
10.0 0.0 -33
9.7 0.6 =31
11.9 4.8 -24
|
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It is interesting to note that the large negative activation entropy
observed in all cases ?Tab]e III) is the dominant factor affecting the rate.
While this may justify our interest in entropy, the relative constancy of
AS) (excluding the o-tolyl ligand, it averages as -29 3 e.u.) certainly
minimizes its role in the substituent rate enhancement. Rather, the AH%
unusually small for all of the systems studied, is seen to decrease with
increasingly substituent size (rather than electronegativity) and thus,

to account for the observed rate enhancement.

While the reaction rate constants for the nickel dithizonates
reported here are in general agreement with other nickel 1igand substitution
reactions (2), the activation enthalpies and entropies of the relatively
few other nickel chelation systems studied are considerably different from
those seen here. For a series of diverse ligands including oxalate,
malonate, glycine, 2,2-bipyridyl, and 1,10-phenanthroline, the formation
of the 1 : 1 complexes exhibited AH values of 13 to 15 kcal/mole anda$S
values of 0 to +14 e.u. (9). The very low aH exhibited in the systems
reported here may well indicate that the formation of the 1 : 1 chelate
is fairly complex. For example, it may involve a preassociation step
having a AH of the order of -8 to -10 kcal/mole, which would largely
compensate for the expected value of 13 to 15. Whether the similarities
of the AG+ accompanied by large differences in AH’ and ASt are attributable
in large measure to sulfur containing ligands in general or to dithizone-
1ike ligands in particular, awaits further study.

Because the rates of the formation of the 1:1 metal dithizonates
were seen to closely follow the rate of loss of coordinated water from
the hydrated metal ion, we decided to investigate the effect of replacing
at least one water molecule by another auxiliary ligand and upon the rate
of chelate formation (10).

The rate of extraction of zinc and nickel dithizonates can be either
increased or decreased by the presence of auxiliary complexing agents which
transform the hydrated metal ions to complexes in which at least part of
the coordinated water has been replaced. If we consider the formation of
complexes " .
W+ M
which then react with dithizonate

k
M+ 0z % Moz + L
followed by rapid formation and extraction of MDz,, (so that we can ignore
the rate of the reverse reaction, k-2) then we woald explain an increase
of Kapp with concentration of auxiliary ligand as signifying that first

1s formed in a rapid pre-equilibrium step and that it reacts faster
than does the hydrated metal ion with dithizonate; no change in K app with
auxiliary ligand to mean that the ML and M2 react equally rapidly with
dithizonate; and, finally, a decrease in K with auxiliary ligand to mean
that ML reacted very slowly with dithizonate and either dissociated slowly

or not at all to give free M2 from which the rate of reaction with
dithizonate could be quantitatively predicted. The general rate expression
in which the formation of 1:1 and higher complexes with the auxiliary
1igand are considered can be written
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- EE!E_ = Kappcm[DZ] = {ko[M2+] + ky[ML] + ky[ML,T + o L) [D2] (3)

dt

or, if it can be assumed that the complexes ML, MLZ’ etc., are rapidly
formed and dissociated,

-_j_ﬁﬂ = (kB K g e L )e 0] (4)
where the {uj values are distribution fractions of the total, agueous metal
ion concentration in each of the various species present (M2 ,ML,ML%,etc.g

and whose values depend solely on the equilibrium formation constants (Kj
of these complexes and the auxiliary ligand concentration:
- g.[L]’!
N - (5)
r g [L]
i=0

Provided only that ko* ky# k, , then the variation of log ka with
log [L] can be used to determine the values of the stepwise equﬂ-pp
ibrium constants of formation of the series of ML complexes.

A11 of the systems studied here have been analyzed in this manner and
both rate and equilibrium constants evaluated. Generally good agreement
was obtained between a fit of equation 4 and the values of kapp calculated

from the experimental data. Thus, it may be concluded that reliable values
(£0.1-0.2) of stepwise formation constants of metal complexes can be
obtained by this kinetic method. In a number of cases, particularly those
involving weak complexes, there is considerable variation in the stability
constant values reported in the literature.increasing the significance of
the values obtained by an independent method such as that used in this
study (Table 1IV).

TABLE IV - Equilibrium Constants of Zinc and Nickel Complexes at 25 °C

Nickel(II) Zinc(1I)
Ligand log Kf] log Kf2 log Kf] log Kfz
Acetate = — 0.5(0.5-1.0)2 =
Thiocyanate 1.3(1.1-1.8) -—- 1.5(0.5-2) ---
Mercaptoacetate7.3(7.0) 5.5(6.5) 8.0(7.4-8.3) 7.6(6.9-7.6)
Oxalate - 1.8(1.3-2.4) —— 3.0(2.2-2.5)
Tartrate — 1.8 -—— 2.0

@ values in parentheses are taken from the literature (3).



The effect of replacing some of the coordinated water by other 1igands
on the rates of complex formation of metal ions has been investigated for
some systems. Margerum (11) found CuOH' to react much faster with EDTA

anion than did Cu?¥ but that CuOAc* slower. Bydalek (12) found gyOAc*
to react 2.9 times more slowly with Ni-EDTA than did hydrated Cu” .
In a study of the rate of water loss from nickel complexes, Hammes (6)

found the 1:1 ni-glycine complex released a water molecule 13 times faster
than did the aqueous Ni2*. Even the 1:2 complex was faster (3.3 fold)
than the aqueous ion. Hammes explained the observed kinetic behavior on
the basis of the reduced attraction for water in the primary hydration sphere
resulting from the reduction of the net positive charge on the nickel ion.
Although the rate of water release can be expected to be increased by the
lowered net charge on the metal ion complexed by an anionic ligand, the
case of reaction with another negatively charged species should also
decrease. In the reactions with dithizonate reported here, it would

seem that the first factor is of greater influence than the second in the
cases of ZnOAc*, NiENS*, NiCNS*, Zn(SCH,C00), and Ni(SCH, C00), that the

two factors are balanced in the case of NiOAct, as well as in the 1:1 Ni and
Zn complexes of lactate, oxalate, and tartrate, and the second factor
outweighs the first in each of the 1:2 complexes studied (Table V)

TABLE V - Rate Constants at 25 °C for the Reaction:

ML + Dz’ Mpz* + iL(or ML, Dz)

Nickel Zinc

13} ko Ky 9}

ko ) ko kg
Ligand
Acetate 1.0 25.0 --
Thiocyanate 2.5 - 10.0 ~0
Mercaptoacetate 14.0 ~0 7.0 ~ 0
Oxalate 1.0 ~0 1.0 ~0
Tartrate 1.0 0.23 1.0 ~0

Quite obviously, a simple electrostatic explanation of these observa-
tions is inadequate. With zinc, both acetate and thiocyanate accelerate
the reaction with dithizone; the thiocyanate, forming a stronger zinc
complex than does acetate, to a lesser extent. In contrast the thiocy-
anate complex of nickel, probably more stable than that with acetate,
reacts more rapidly than either the hydrated or monoacetate nickel ions.
Again, although mercaptoacetate forms much stronger complexes with nickel
and zinc than does thiocyanate, the former set react more rapidly than
do the hydrated metal ions. In the cases of the 1:2 complexes, all of
which react much more slowly with dithizone than do the hydrated metal
ions, there is a possibility that in addition to the deterrent effect of
the added negative charge, the coordination sphere may be (almost)
completely filled by the auxillary ligand further hindering reaction. One
might speculate that because the 1:2 nickel complex has observable reactiv-
ity whereas the zinc does not, perhaps in these tartrate complexes zinc
has a coordination number of 4 and nickel, 6. At this point it can be
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seen that much useful information can be obtained about the kinetic as well
as equilibrium aspects of auxiliary complex formation but that meaningful
generalizations will have to await the accumulation of information about
many more systems.

Recently, we decided to make a detailed study of the extraction of
Cu(II) with LIX Reagents. These materials, which are hydroxyoximes, were
introduced in the 1960's by General Mills for the hydrometailurgical
refining of copper (13, 14). The kinetics of copper-LIX extractions are
of great practical importance and have been the subject of some study.

Most of the theoretical studies have been performed with 2-hydroxy-5-
nonylbenzophenone oxime (LIX65N) and 5,8-diethyl-7-hydroxy-dodecan-6-one
oxime (LIX63), which are shown below.

{ /'/ ‘ \
\__J Tz”s Tz”s

CH3(CH2)3CHCH————CCH(CH2)3CH3

C9H19\/\\( OH  NOH

L
e,
LIX 65N LIX 63

Previous workers, pointing to the low aqueous solubility of
the LIX reagents, almost invariably discard the possibility of chelate
formation in the aqueous phase and propose that interfacial reaction
kinetics, rather than homogeneous chemically controlled rates, are dominant.
Earlier methods of conducting rate studies involving Lewis cell (15),
falling drops (16), and even AKUFVE apparatus (17,18) represent configur-
ations having stirring intensities less than the ones we employ, and
might, therefore, suffer from having some degree of diffusion limitation.
In any event, the detailed mechanism study reported here should serve to
resolve the controversy generated among other works as well as to help
determine whether the limitations of the aqueous phase mechanism have
been reached with the copper-LIX systems (19).

The distribution equilibrium of LIX65N between chloroform and water was
determined to be ]04.6:0.3 which is significantly less than that of

dithizone, an extractant whose kinetic behavior has been accepted as
proceeding through an aqueous phase mechanism. On the basis of our

kinetic data (Table VI), the rate expression for the extraction of

copper by LIX65N can be quantitativeiy described by the following expression

2 2
-dreu®*] k[C“ "ICHLT; (6)

+
dt [H]
where HL represents LIX65N. The reaction orders for this equation are taken
from Table VII. It is noteworthy that all of theexperimentally observed
orders are integers.



TABLE VI - Summary of Extraction Kinetics of Copper by 2-Hydroxy-5-nonylben-
zophenone oxime (LIX65N) at 25°C.

o=

[LIX65N], a Ky

7.50 x 107M 3.00 8.53 x 107
1.50 x 1073 3.00 3.31 x 1073
2.25 x 1073 3.00 7.99 x 1073
3.00 x 1073 3.00 1.23 x 1072
3.75 x 1073 3.00 2.06 x 1072
1.50 x 103 3.00 3.95 x 1073
1.50 x 1073 3.20 5.20 x 1073
1.50 x 1073 3.62 1.98 x 1072
1.50 x 1073 4.00 4.65 x 107¢

[Cu2+]T = 1.00 x 10'5£L I=0.10 (NaC1040. Formic Acid/Formate Buffer

at 0.010M.

TABLE VII - Summary of Kinetic Parameters for LIXGSN-Cu2+ Extraction
Dependent Number of Observed
Variable Determinations Orders
[LIX65N]0 5 2.0 £0.10
[H'] 4 -1.120.08

The extraction of copper by LIX65N is unusual in that the observed
second order dependence in ligand contrasts sharply with the nearly univer-
sally observed first order 1igand dependencies (20). This behavior is rot
unique, however, and has also been observed in our laboratory for the
extraction of copper by 8-quinolinol (21). From the observed second
order ligand dependence on the rate of extraction, it follows that 1n
this system the rate-determining step is that of the reaction of CuL* with
a second molecule of neutral igand. Thus in the following extraction
mechanism, since step (9) is the slowest

Kp
HL(O)Z R HL fast (7)

2+

1
o+ HE R il + B fast (8)

CuL, + nt (9)

siow

k1
cul® +HL 2

10
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K

DC
CuL2 pa

CuLz(o) fast (10)

where KD and KDC represent the distribution constants of ligard and
R
chelate, Ka the acid dissociation constant of LIX65 and 8y tihe equilibrium

formation constant of CuL+ from Cu2+ and L. The overall extraction rate,
under conditions where extraction is essentially complete at equilibrium,
is determined by the rate of this step, i.e.,

d[Cu2+] ¥
'-—-a't——-‘- k][CuL ][HL] (”)
y substituting appropriate equilibrium expressions from (7) and (8) into
?11), one obtains
dreu?s TS [cu?* L1 (i)
dt KZDR [H+]

in which the observed dependence on metal ion, ligand and pH are explained.
Further, the observed reaction rate constant, k' , is seen to be

K
D
R

k' (13)

Although, unfortunately, the formation equilibria of Cu2+-LIX65N have
not been studied, a reasonable approximately of g,K. (to within about one
order of magnitude) can be estimated from values sb%ained with salicylal-
doxime, a closely related ligand. In fact, inasmuch as within a given
ligand family changes in 81 tend to be compensated by counter changes in

Ka’ the product tends to remain relatively constant (with a noticeable but
2

small increase with increasing Ka)‘ Hence from the measurement of 82Ka

2+ 4 2.0

of salicylaldoxime and Cu”* of 10%:% (23), we may take g,K_ as 10°0.

Together with the value of KD as 104‘6 and k' of 1.37,k' is 2.2 x 10'M”
R

a value that is quite similar to typical substitution reactions of Cu2+

(the corresponding rate constant for Cu and phenanthroline is only three

times larger) (20).

7u-1.-1

s,

This agreement with generally observed rate constant for copper
substitution reactions in aqueous media represents strong evidence for
the mechanism of the Cu-LIX65N extraction developed here. If chemical
reactions at the interface were significant, far larger apparent rate
constants would be calculated as a result of the incorporation of [HL]O, the

bulk organic phase ligand concentration, in the rate expression instead
of the significantly larger concentration of the 1igand, as a surface
active material, at the interface.

1



Further studies cf extractions with LIX reagents are underway. In
preliminary work, we have examined the catalytic role of LIX63 on the
LIX65N extraction of copper. Although our work serves to well characterize
the empirical rate expression

d[Cu2+]_ k[Cu2+][HL]g'97[HR]2‘99 e

+-1.
dt [H ]1 1

where HR represents LIX63, the complexity of the copper coordination
chemistry with LIX63 requires that additional work be conducted before
elaborating further on the catalytic mechanism.

Finally, the role of experimental design, particularly regarding the
nature of contact between the two phases, is quite important in obtaining
readily interpretable results. Using our high speed stirring apparatus,$24)
which gave highly efficient phase mixing, enabled us to achieve essentially
integral reaction orders in our kinetic study. Fractional orders observed
by earlier workers were at least in part responsible for their postulating
interfacial mechanisms.

The results presented here not only clarify the extraction behavior
of LIX65N, but are helpful as a guide to the design of new metal extrac-
tants for both analytical and hydrometallurgical applications. For
example, if the extraction is already interfacially controlled, then no
advantage would be gained with higher molecular weight homologs. As
results presented here demonstrate, however, more highly hydrophobic
extractants in conjunction with suitable catalysts do provide synthetic
opportunities worth exploring. Furthermore, the work focuses on the
appropriate variables to study with extraction systems of this type.
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ABSTRACT

The author reviews the chief aspects of solvent extraction
in reprocessing, including choice of the solvent, general
description of the Purex process, and extractor
technology, while emphasizing the specific character of
nuclear fuels.

Irradiated fuel reprocessing is one of the major steps in the nuclear fuel
cycle. During irradiation in reactors, the fuel undergoes changes in its
composition - reduction of the fissile uranium content, appearance of
fission products, plutonium and transuranium elements resulting from neutron
capture - and also in its physical properties =~ the creation ®f defects,
volume variations etc. Hence periodically, reactor loads must be renewed,
but the frequencies depend on the type of reactor and the type of fuel.

Initially, this irradiated fuel is stored to allow decay of the short half-
life isotopes with high specific activity and exhibiting highly penetrating
radiation. This deactivation period is necessary to facilitate subsequent
operations: transport and reprocessing.

In earlier years, reactor operation was oriented exclusively towards the
synthesis of plutonium for military uses. Consequently, the reprocessing
step was designed for the extraction and purification of this plutonium.

The emergence of civil programs slightly changed this aspect. The
objective remains the recovery of utilizable elements. The uranium can
either be re-enriched (LWR) or used as a blanket (FBR). The plutonium
forms part of the composition of mixed oxides used to load cores of fast
breeder reactors.

In recovering these two elements, it is also very important to account for
fission products and ‘transuranium elements, which are long half-life o



emitters present in the fuel, in order to separate, concentrate and store
them in a safe manner.

The composition of the irradiated fuel element is characterized by the
presence of small amounts of plutonium and fission products in a large mass
of uranium. The associated B y activity is considerable.

To achieve quantitative recovery of the elements U and Pu, and sufficient
purification of the B y emitters (the decontamination factor required, which
depends on the type of fuel reprocessed and the finished product
specifications, is often in the range of 107), the chemical separation
process must be highly selective, ideally adapted to trace chemistry, and
preferably a multi-stage process so as to achieve the desired decontamination.

The first plutonium extraction process implemented at Hanford was based on
precipitation (bismuth phosphate process). Very soon, however, process
research was oriented towards solvent extraction. On the one hand, the
extractive properties of ethyl ether to uranyl nitrate were known for a
century, and furthermore, the similarity between the chemical properties of
uranium and plutonium, demonstrated after the discovery of plutonium 239,
encouraged simultaneous purification of both elements.

Many organic molecules were examined from the standpoint of their extraction
capacity, particularly oxygenated compounds such as ethers, alcohol, ketones,
esters etc. The Redox process, the first solvent extraction process used
on an industrial scale, employed methyl-isobutylketone or hexone.

Implemented at Hanford in 1951, it was based on the co-extraction of uranyl
and plutonium nitrates from an aqueous nitric solution containing an
unextractible nitrate, aluminum nitrate, acting as a salting out agent.

The general purification flow sheet has become a standard. After transfer
of the U and Pu substances into the organic solvent in countercurrent
extraction, the solvent is scrubbed to improve decontamination.

Separation of the uranium from plutonium is based on the reduction of the
latter to the trivalent nitrate state, which is difficult to extract. The
uranium is then re-extracted by using a slightly acidic aqueous phase.

The operations, carried out in countercurrent flow in extractors featuring a
large number of stages, serve to achieve high performance levels. To the
extent that the two elements U and Pu must be recovered and separated, one of
the following schemes is found in every process:

. co-extraction, scrubbing, re-extraction in aqueous phase corresponding
to a co-decontamination cycle,

. co-extraction, scrubbing, partition, re-extraction corresponding to a
partition cycle.

Among solvents of the ether type, dibutyl corbitol (dibutoxy-diethyl) ether
has been used at Windscale since 1952, and then in 1969 in the first highly
irradiated fuel reprocessing cycle, by the so-called Butex process. This
process offers the advantage over the Redox process of not requiring salting
out agent to perform uranium and plutonium extraction, as well as the
drawback of higher cost and less favorable physical properties.

Very soon after implementation of the Redox process, tributylphosphate (TBP) ,
an ester of phosphoric acid, was investigated and selected for future
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industrial installations. TBP offers significant advantages over hexone
and the Butex solvents. Like the latter, it does not require salting out
agent, it exhibits greater chemical stability and selectivity, especially
with respect to certain fission products such as Ru. On the other hand,
owing to its viscosity and its density which is too close to that of water,
it must be used diluted in an adequate solvent. A chemically inert
compound, as non-inflammable as possible, is selected, whose physical
properties allow easy emulsion settling. The paraffinic hydrocarbons
derived from petroleum fractions, or possibly synthesized, are ideal:

these include 'odorless kerosene'!, n-dodecane and hydrogenated tetrapropylene.
CCly has also been used. Unlike the former compound, which imparts to the
TBP/diluent mixture a density lower than that of water, TBP/CCly, mixture has
a higher density.

As a rule, the composition selected for the TBP/diluent mixture contains 30%
TBP (good physical properties, sufficiently high value of partition
coefficients).

An additional selection criterion is the resistance of the solvent to the
combined effect of nitric acid and radiolysis. Chain splitting of organic
compounds results in the formation of degradation products whose presence
lowers chemical performance, makes settling more difficult, creates
precipitates with certain fission products which accumulate at the interface
and, in general, increases the B y activity of the solvents to be recycled.

Hence TBP itself is degraded into a series of less and less substituted acids
(dibutyl and monobutylphosphoric acids), whose complexes with certain fission
products, especially Zr, are very stable and can be entrained in the solvent.

Similarly, diluents can be altered by irradiation, and while it is more
difficult to identify the materials responsible for poor performance, it is
generally considered that straight-chain hydrocarbons are more stable.

Hence n-dodecane was selected as a diluent in the Savannah River plant at the
start of the 1960s, replacing the commercial diluent used until then.

To the standard flow chart concerning U and Pu extraction and separation is
added the chemical treatment of the solvent designed to bring it to constant
purity. The acidic products discussed above are eliminated by alkaline
scrubbing (solutions of Na,;CO3, NaCH etc).

STEPS IN THE PUREX PROCESS

The use of TBP has spread, and its employment for reprocessing uranium fuels,
by the Purex process, has entered into universal practice, since its
description at the Conference on Peaceful Uses of Atomic Energy held at
Geneva twenty-five years ago.

Slight changes have been made in the intervening twenty-five year period,
but the general scheme has remained the same. We shall review the
different steps in the process.



U-Pu CO-EXTRACTION

The nitric solution from dissolution is clarified and placed in
countercurrent contact with the solvent, to co-extract U and Pu in the form
of UO; (NO3) ,2TBP and Pu(NOj3) ,2TBP, while the fission products, americium and
curium, remain in the aqueous phase owing to their partition coefficient
which is lower by several orders of magnitude than those of U and Pu. The
success of this operation depends partly on the presence of plutonium in the
tetravalent state, and also on the purity of the solvent throughout the
operation.

With respect to the first point, the presence of hexavalent plutonium in
non-negligible quantities has been noted in oxide fuel dissolutions.

Pu (VI), which is less extractible, is liable to limit the recovery yield.

A valency adjustment may become desirable if not necessary. As for
solvent purity, it is important to consider the chemical or radiolytic
degradation products, which are mainly butylphosphoric acids. They react
with zirconium to give compounds which lower decontamination performance and
yield precipitates at the organic phase/aqueous phase interface. The
accumulation of these precipitates creates an irradiating source which
accelerates solvent destruction. These effects are minimized by reducing
the residence time of the solvent in the extractor, and by lengthening fuel
deactivation time. The decontamination factor for B y emitters obtained
in this co-extracton is high, on the order of 103 to 10%. It should be
noted that the addition of controlled quantities of hydrofluoric acid to the
solution to be extracted helps to limit considerably the formation of Zr
compounds with phosphoric acids. The zirconium fluoride complex remains
in the aqueous phase and is eliminated in the extraction raffinate with the
fission products. This process has been used for more than ten years in
the Marcoule facility.

In designing future installations, rather than altering the chemical
conditions which impose constraints on downstream operations, such as
fission product concentration and vitrification, preference is generally
given to pulsed columns instead of mixer/settlers to perform this first
step. This avoids the accumulation of solids, while reducing residence
time and hence degradation of the solvent.

SOLVENT SCRUBBING

The impurities in the solvent are either entrained mechanically or bonded
chemically to the TBP or to its degradation products. Placing of the
solvent in countercurrent contact with the acidic aqueous phase serves to
eliminate mechanical entrainment completely, and to reduce considerably the
organic phase stability of TBP complexes formed with the various fission
products. This operation is of limited effectiveness if the
dibutylphosphate concentration in the solvent is high. Among the factors
governing its efficiency are the acidity of the aqueous phase, solvent
saturation, and contact time of the phases.
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CO-RE-EXTRACTION

The stability of the complexes UOj (NO3)22TBP and Pu(NOgj)42TBP is heavily
dependent on the acidity of the aqueous phase, so that co-re-extraction is
carried out by placing the loaded solvent in countercurrent flow with a
dilute nitric acid solution, into which the uranium and plutonium pass.
This solution is easily hydrolysed, and the co-re-extraction step can be
performed in two stages: re-extraction by 0.5 N HNO3, by which all the
plutonium and part of the uranium pass into the aqueous phase, followed by
re-extraction by 0.01 N HNOj3, in which the residual uranium is re-extracted.

PARTITION

The principle of this operation is based on selective reduction of the
plutonium present in the organic solvent in the trivalent state, which gives
weak nitrate ctomplexes which are difficult to extract, while the uranium
remains in easily extractible hexavalent form.

One of the first Redox systems employed consists of ferrous sulfamate, in
which the ferrous ion plays the role of a reducing agent to put in
accordance with Putt + Fe2t Z pudt + Fe3', and the sulfamate ion reduces the

emmnitrite according to HNHpSO3 + HNO, —+ Np + HpSO, + HO. The presence
of an antinitrite is necessary to avoid side reactions in which the pudt is
oxidized by the nitrous ions. Reagent in significant excess is required

for complete reduction.

However, the sulfate and ferrous ions in the solutions raise problems, such
as the corrosion risk during subsequent effluent concentrations, and increased
solid wastes.

To avoid the addition of a foreign cation, tetravalent uranium salts have
been used as a partition reagent, namely, the sulfate and especially the
nitrate, stabilized by the presence of hydrazine, which performs the role of
antinitrite. While ferrous sulfamate is a commercial product, uranous
nitrate is produced on the very site of its use, by the electrolytic
reduction of uranium from the purified stock, or by reduction by hydrogen in
the presence of a catalyst. The isotopic composition of the reagent is
thus the same as that of the material processed.

Uranous nitrate is valuable for two reasons: first, since it can be
extracted by TBP, it acts not only in the aqueous phase but also in the
organic phase; secondly, the reaction product makes no contribution to the
increase of wastes. However, a large excess over stoichiometry is
required to achieve quantitative reduction of the plutonium. This means
that its use is accompanied by an increase in the amount of uranium flowing
through the installation. For LWR fuels, in which the U/Pu ratio is
around 100, this is not a major disadvantage. The same cannot be said of
the reprocessing of fast breeder reactor cores, in which the U/Pu ratio is
around 4. This drawback disappears if the uranous nitrate is produced on
the spot, using the extractor itself to carry out electrolytic reduction of
the uranium. In this case, the reagents are hydrazine and the electrons
exchanged between the ions in solution and the electrodes.



Another possibility is the use of hydroxylamine nitrate which may be
stabilized with hydrazine, which has hitherto been employed in certain
industrial installations as a re-extraction reagent in plutonium purification
cycles. Here again, the reagent leads to essentially gaseous products.

In all the foregoing cases, part of the uranium is entrained by the aqueous
re-extraction solution containing trivalent plutonium and excess reducing
agent. Scrubbing of the reacidified aqueous solution with 30% TBP allows
recovery of this uranium and its recycling to reducing re-extraction.

The fission products still present in this partition stage are chiefly
represented by ZrNb and RuRh pairs for B y activity, and by technetium and
palladium for mass abundance, in the case of highly irradiated fuels.
Another contaminant also present in non-negligible quantities is neptunium.
In view of the stability of the complexes in weakly acidic medium, RuNb and
ZrNb follow the plutonium flux preferentially. Technetium in the
pertechnetate state and palladium, which are reducible by the Redox systems
considered, also follow the plutonium flux. Neptunium, however, exhibits
behavior which depends on the prevailing operating conditions. From Np VI
in the solvent phase, it can be reduced to very poorly extractible Np V, or
to medium-extractible Np IV, leading to more or less total U-Np or Pu-Np
separation.

URANIUM RE-EXTRACTION

This is carried out with very dilute nitric acid in countercurrent flow.
Operating at a temperature around 50 °C, the solution obtained is more
concentrated than at room temperature, owing to the negative temperature
coefficient affecting uranium partition.

URANIUM PURIFICATION CYCLES

The purpose of this cycle or cycles is to improve the decontamination of
fission products and a emitters, chiefly Pu. This implies extraction in a
reducing medium, in which Pudt remains in the aqueous phase with the fission
products, and re-extraction of the type described in the previous section.
The supplementary B Yy emitter decontamination factor is obtained, and may
reach 103. If Np is to be separated, the operating conditions must be
altered, for example by setting conditions to obtain unextractible Np V.

PLUTONIUM PURIFICATION CYCLES

Plutonium purification involves a scrubbing/reducing re-extraction extraction
cycle, in which the feed solution's acidity is adjusted and the plutonium is
oxidized quantitatively to valency 4. This is achieved by adding sodium
nitrite, or preferably by bubbling nitrous vapors. This also avoids the
introduction of a cation, which limits the subsequent effluent concentration.
The extraction and scrubbing which follow achieve a decontamination factor
for ruthenium and zirconium.
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Reducing re-extraction involves either hydroxylamine nitrate or tetravalent
uranium, and the reduced solution must undergo another organic scrubbing to

separate pudt from the uranium. A reflux system employed at the Marcoule
facility serves to raise the decontamination factor and to obtain a more
concentrated purified solution. The decontamination factors for B y

emitters obtained in the purification cycle are generally around 102,

Formerly, this additional plutonium purification was performed by an anion
exchange resin cycle. The finding of similar properties in amine type
solvents, considered as liquid resins, led to the use of a plutonium
purification cycle by extraction with trilaurylammonium nitrate at the La
Hague facility, from 1966 to 1973. This compound, diluted in hydrogenated
tetrapropylene, exhibits great affinity for tetravalent plutonium in nitric
medium. High concentration factors can thus be achieved if the plutonium
is very dilute. However, the capacity of the solvent is far lower than
that of TBP. To offset this, re-extraction must be carried out using a
complexing agent, sulfuric acid. While purification performance is good,
the chemical stability of the solvent is poorer than that of TBP, but here
the degradation products, secondary and primary amines, are only slightly
complexing vis-a-vis the fission products, and their presence does not cause
a lowering of the decontamination factors. Degradation is blocked by the
addition of an antinitrite, sulfamic acid.

TREATMENT OF TBP

As we have seen above, acidic products are formed in the solvent. They

are eliminated by scrubbing the solvent with a basic aqueous phase,
preferably a carbonate which, if the cations U and Pu are present, helps to
prevent hydroxide precipitation, thanks to the complexing power of the COj3
ions. Owing to the different activity level, the decontamination cycle and
purification cycles each feature their own specific solvent treatment.

Various investigations have been conducted to improve performance levels of
these processes (oxidizing and reducing scrubbings etc).

It is worthwhile mentioning the development of a process based on the use of
the hydrazinium ion instead of the sodium ion routinely used in carbonate
solution. The advantage resides in the possibility of destroying this
cation, and thus considerably reducing the volume of effluents.

* k%

Before setting aside the chemistry of the process, it is important to mention
the research carried out in recent years concerning the means of minimizing
the risks of proliferation, and chiefly the risk of theft of nuclear materials,
especially plutonium. Three measures have been recommended with respect to
the technical aspect:

. reduce the presence of materials which can be used for the
fabrication of nuclear weapons, in separate form in the cycle,

. exploit radioactivity to protect these materials from diversion,

: protect them by physical barriers.




The implementation of these measures means the adaptation of existing
techniques to create a diversion-proof ‘tcivilian reprocessing plant called the
Civex Plant. From the standpoint of extraction flow charts, this implies
a complete re-assessment of extraction conditions. For example, we can
take the case of plutonium breeder fuel reprocessing, in which the nitric
dissolution solution of the cores and blankets is such that Pu/U + Pu = 12%.
The final product desired is a U-Pu mixture containing 20% plutonium. In
the Purex process, modified and adapted to the Civex concept, co-extraction
is carried out without subsequent scrubbing to reduce fission product
decontamination. Partition is performed in an incomplete manner: the
aqueous reducing solution re-extracts the plutonium totally and the uranium
partially. The uranium/plutonium combination, which may be adjusted by
the introduction of additional uranium, is sent to fuel fabrication, which is
remote-controlled due to the radioactivity level. In this new concept,
the 'selectivity' aspect of solvent extraction, which formerly constituted
the selection criterion, is no longer essential.

TECHNOLOGICAL ASPECTS

The extraction units employed in reprocessing plants are of three types:
columns, mixer/settlers and centrifugal extractors. The first two were
used in designing the earliest industrial installations (columns at Hanford,
mixer/settlers at Savannah River), and today they still represent the large
majority of extractors in service.

The operating principle of these units is well known and has formed the
subject of many publications. It will not be discussed in detail here.
However, we shall examine the constraints that the reprocessing industry
applies concerning the choice of their design. Two specific nuclear
aspects must be taken into account:

. the intense radioactivity of the aqueous solution to be processed,

. the presence, in this aqueous phase, of fissile isotopes which, if the
right conditions are satisfied, are liable to give rise to a chain
reaction.

The first aspect imposes the following.

(a) Personnel protection by thick shielding surrounding the units.
Preference is given to minimum-sized units corresponding to lower
investment. Hence pulsed columns with perforated plates have
replaced packed columns, which are less efficient, hence more bulky.
More compact mixer/settlers, of horizontal structure, can represent a
smaller investment despite their larger holdup, and this factor is even
more important for centrifugal extractors.

(b) Remote control and maintenance. Preference is given to reliable
systems of simple design, in which all or part of the equipment can be
replaced by remote-control. Air pulsation is preferable to
mechanical agitation for pulsed columns. Mixer/settlers are
equipped with automatic interphase control and independent agitation
in each stage.
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(c) Limitation of solvent residence time. As we have seen, solvent
irradiation is accompanied by the formation of undesirable organic
compounds . The average residence time is about one second in a
centrifugal extractor stage, and by one or more orders of magnitude
higher in pulsed columns and mixer/settlers. However, this
advantage is largely offset by the fact that the precipitates formed
accumulate at the aqueous/organic interphase, and are only eliminated
in pulsed columns.

For future plant projects, a consensus is emerging with respect to
co-extraction in the first cycle: the tendency is in favor of pulsed
column extractors. This preference is also based on considerations
relating to the second specific nuclear aspect: criticality risk.

In any given system, the risk that the presence of fissile isotopes may
cause a chain reaction is estimated by a thorough analysis of many
parameters: concentration of various substances, physical state, external
environment etc. For the three types of equipment, a sub-critical
geometry can be defined such that, irrespective of the concentration of
fissile material, it leads to extractors with compact dimensions (cylinder
diameters, liquid film thicknesses). Hence the reprocessing capacity is
low. In operating or planned industrial facilities, the plutonium
concentration and purification cycles are generally based on this concept.
It would be highly constricting for the co-decontamination cycle, for
example, in which the solutions to be processed have a low plutonium
concentration. Control by concentration is preferable in this case, in
other words, the units are designed to be 'safe' up to a predetermined
concentration, which is never expected to be reached.

Very significant gains in scale can be achieved by poisoning the system in
homogeneous or heterogeneous form, by using boronated steel, cadmium or
hafnium plates. These systems have been especially recommended for pulsed
columns: hafnium plates, compartmentation of the interplate space by
boronated steel or hafnium plates.

Also developed, on the model of storage tanks, are annular geometry
extractors with poisoned internal core. Both for columns and centrifugal
extractors, they serve to achieve a very significant gain in capacity,
making this concept highly attractive.

To conclude this overall review, it is worth noting that since the birth of
the nuclear industry, solvent extraction, thanks to its flexibility, has
served to reprocess fuels of very different types: metallic, alloy,
oxide etc.

Owing to the importance of LWR reactors and, in the future, the fast

breeder reactors, reprocessing facilities will mainly have to be adapted to
growing capacity and the use of large plutonium fluxes. This implies the
research and development of safe, high capacity nuclear extractors, for which
physicochemical investigations must be intensified. The consequences of
these plutonium fluxes on process chemistry will lead to the improvement of
effluent decontamination in long half-life radioactive compounds, especially
o emitters, and to the maximum recovery of fissile material. The
technique of solvent extraction is ideal for the attainment of these
objectives.
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EXTRACTION OF METAL IONS BY LIQUID MEMBRANES

Dr. Norman N. Li

Exxon Research and Engineering Company
Linden, New Jersey 07036
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EXTENDED ABSTRACT

Liquid surfactant membranes (or liquid membranes) are made by forming an
emulsion of two immiscible phases and then dispersing the emulsion in a third
phase (continuous phase). Usually, the encapsulated phase and the continuous
phase are miscible. For a given application, liquid membranes are usually
tailor-made in order to meet all the specific requirements. When the
emulsion is dispersed by agitation in a continuous phase (the third phase),
many small globules of emulsion are formed. Thus, an enormously Tlarge
membrane surface area is produced for rapid mass transfer from either the
continuous phase to the encapsulated phase or vice versa. It should be
noted that many much smaller droplets, such as those 1y in diameters, are
encapsulated within each globule.

The most effective use of the Tiquid membrane process is achieved when
the flux through the membrane phase and the capacity for the diffusing
species in the receiving phase are maximized. There are two types of
facilitation mechanisms that can be used to maximize the flux and capacity:

Type (1) Facilitation: Minimization of the concentration of the
diffusing species in the receiving phase. This is normally done by reacting
the diffusing species with some other constituent in the receiving phase to
form a product incapable of diffusing back through the membrane. For
example, in the removal of phenol from water, the phenol diffuses through
a hydrocarbon membrane to a receiving phase of caustic solution. The phenol
reacts with caustic to form sodium phenolate which is insoluble in the

hydrocarbon membrane and hence cannot diffuse back into the water phase. In
this way, the concentration of phenol in the receiving phase is low, thus,
facilitating its passage through the hydrocarbon membrane.

Type (2) Facilitation: Carrying the diffusing species across the
membrane by incorporating "carrier" compounds in the membrane. This kind of
carrier-mediated transport can be illustrated by the separation of metal
ions from waste water and mine leaching solution by liquid membranes. In
these cases, a liquid ion exchange reagent is incorporated in the membrane
phase. Extraction of metal ions can then occur at the membrane/continuous
phase interface while stripping can occur at the membrane/internal phase
interface under proper process conditions.

In fitting with the Symposium, this paper will devote principally to
the review of the work done on Type II facilitated transfer of metal ions
through Tiquid membranes.
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EXTRACTION OF ALKALI METAL DIPICRYLAMINATES INTO
L)
NITROBENZENE IN THE PRESENCE OF SOME LINEAR POLYETHERS.

E. Makrlik, P. vadura, M. Kyr¥ and
J. Rais

Nuclear Research Institute, Ke¥ by
Prague

Czechoslovakia.

ABSTRACT

Extraction of alkali metal dipicrylaminates into
nitrobenzene in the presence of six linear poly-
ethers (glyme-2, glyme-3, glyme-4, polyethylene-
glycol 200, 300 and 400) was studied. Experimen-
tal results were interpreted in terms of the
extraction of the bare ions and the complexed
cations (M+/polyether ratio = 1). The stability
constants for ML in nitrobenzene saturated with
water are for all ligands studied the highest,in
the case of the Na®’ ion. The influence of the
ligand on the extraction selectivity is dis-
cussed.

In a previous paper (1) we reported on the large synergistic
effect of polyethyleneglycols in extraction of alkaline earth
cations into nitrobenzene in the presence of some hydrophobic
anions such as the dipicrylaminate and the dicarbolide anions.
Furthermore, we described a quantitative model accounting for
the maxima occuring in the extraction of sr?* when Dg, is plotted
vs. the initial concentration of polyethyleneglycols - 400 in
the aqueous phase (2). In the present work the investigation of
the influence of acyclic polyethers on the extraction is exten-
ded to the alkali metal ions, the dipicrylaminate anions being
present in the nitrobenzene phase in order to ensure sufficient
extractability. The extraction equilibria of univalent cations
in the systems investigated may be explained on the basis of the
existence of the following species £spg££es in the organic phase
overlined) : mt, a~, mt, a , MA, ML , MLA, where A~ denotes the
hydrophobic dipicrylaminate anion and L is a polyether. The con-
centrations of MA, MLA and MLY are considered as negligibly low
because of the low values of the association constants of alkali
metal dipicrylaminates in water (3) and because of the low values
of the stability constants of the simple linear polyethers with
alkali metal cations in water (3 ,4).

The present study can also be considered as a continuation
of our work on the extraction of alkali metal dipicrylaminates
into nitrobenzene (6) ; upon addition of linear polyethers the
distribution ratios of the anion increase in all cases. As




ligands L, we used glyme-2, -3, and -4 and commercial poly-
ethyleneglycol of mean molecular weights 200, 300, and 400
which will be denoted as PEG 200, 300, and 400.

Polyethyleneglycols, glyme-2, -3, -4 (di-, tri, and tetra-
ethyleneglycol dimethylether- were Koch-Light chemical purity
products.

Other experimental conditions were as described earlier

(1, 6).

The main equilibria involved in the extraction can be
expressed as :

MT+ 2" +T z Mt o+ a” Kex(ML+, A’) (1)
MT o+ 2T 2 MY+ AT k_ (M7, A7) (2)
MLA % ML  + A~ K, (MLA) (3)
MA 2 M + A K4 (MA) (4)

The condition of electroneutrality is

[a'] + [m] - [57]
Note that reactions (2) and (4) have been observed previously
(6) in similar systems without the presence of L. In all cases,
equilibrium (3) can be omitted since the formation of MLA is
negligible. This has been found in our laboratory where mathe-
matical models taking into account the formation of MLA or
neglecting it have been compared. We reached the conclusion that
the more complete model is not superior in describing experimen-
tal data. The Koy (MmLt, A7) values yielded by both models
practically coincide. The formation of MLE at high L:M ratios
was neglected because the simple model proposed agrees satis-
factorily with experiments. The formation of only IVI‘L‘F species
was postulated also for other solvents (4,5).

For the calculation of the Ke (ML+, A) values, the expe-
rimentally found values Dp and/or TA] were available the values

ar Vor € (initial concentration of the ligand in the aqueous
phase) ana [OH were deduced from the experiments, and the
constants K__(M", A7), Kp = Ff] / [L] and Kd(MA) are known

from previous work (6).

The main steps of the calculation follow the sequence

M*] = [or™] + [a7] (6)

o= - _ + - -1 + -
[z-\+| = O, [A+] Kex(M_ » ALK (n-ula) (M"][a7] (7)
(7] = k (M7, A7) m*] [a7][E"] (8)
L] = [57] - [®] (9)
- _ B + =1
[Z] = (c, v, s [ML. ])/(v0 t v By 3 (10%
Calculation of Kex(ML+, A ) where carried out according equation

(1).
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In,the case of cesium, the above method of determining the
Kex(CSL , A ) value could not be used because the values of [A_]
were too low to allow a reliable analytical determination. There-
fore, only traces of 137cs were added to such systems for the
determination of Ke (NaLt, A”) val ues and the distribution ratio
DCS was measured. Tﬁe distribution of A and L could not be
altered by the introduction of trace amounts of 137¢s so that in
the above calculations the values of EE_T and [f] remain cons-
tant.

Using eg. (1) and
z[cs] = [c8'] + [csa] + |cst '] (11)

— + c g : ;
where j|Cs| = Dog - [Cs ] = total eguilibrium concentration of
cesium in the organic phase, the relationship for the determi-
nation of KeX(CsL+, A) value can be written as :

k_ (cstt, 2Ty = [AJ[E ] o . [a7]70 -k

+ - g—1—1
’ s L(cs o a) [E]

e

- k__(cst, aT).k ' (csa) (12)

ex d
The values of KeX(ML+, A-)_are practically independent of the
initial concentration of A and L in the systems and are summa-
rized in Table I. It can be seen that the Kex(ML+, A") values
increase from Li to Cs, whereas for other linear polyoxoethy-
enes the maximum was found for rubidium (13), dichloromethane
being the solvent.

+ -—
It is obvious that knowing the values of Kex(ML , A ) and
Kex(M+, AT) the stability constant of the complex MLY in the
organic phase can be found (Bo = x (MY, a7)/x__(M¥, a7)). 1t

.is also+useful for some purposes to compute the ratio KES =
Kex(CsL g A—)/Ke (MLY, A7) which corresponds to the equilibrium
constant of the ﬁypothetical reaction

+ — 4+ + —
M + @si' = cst + mnt (13)

The selectivity of the extraction is illustrated by the values
of k€S provided the ion in the organic phase is completely
present in the form of its complex. The k€S values may be
compared with the constants k€S = K (cst, A7) /K (M+, A—) which
are obtained in the absence 0¥Lthe T?gand. From Table II it may
be seen that the selectivity of the extraction is always lower
in the absence L. The selectivities for the pairs K/NH4, K/Li,
and NH4/Li are practically the same in the presence of any type
of L tested and in absence of ligand. The selecticity of the
pair Na/Li increases upon addition of the polyethyleneglycols.
The very similar behaviour of Li , kt, and NHZ is also apparent
from Bo values.




Table I, Extraction constants Kex(ML+, AT) and other equilibrium constants for some linear

polyethers and alkali metal cations,

=5
log K (ML", L7)

u* log K, (M%, AT)® pK, (ma)®
glyme=2 glyme=3 glyme=4 PEG 200 PEG 300 PEG 400
Lit 0.16 1.43 3.49(17) 3.94(33) 4.48(29 5.63(26g 6.34(18) 6.83(16)
Na++ 1.00 1.32 4.,43(24) 5.07(29) 6.26(19) 6.98(30) 7.89(25 8.51221)
NH, 2.41 1,45 5034(15) 64,13(13 6.72(11) 7T.67(21) 8.56(16) 9.26(14)
K++ 2,97 1.29 5085(12) 6.64(13) 7425(10) 8.32(16) 9.14(12) 9,91(10)
Cs 4427 1.31 6.79(8)  7.14(8)  7.47(8) 9.34(10) 9.55(8)  9.96(8)
3 0425 0.30 0445 1.6.10™° 1.5.1070 1.3.1073
. estimated by the method described in (6) for 3.10_3M MOH.

. the number of experimental points is given in parentheses.
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Table II. Extraction exchange constants K;i(log Kgi = 4.01 ;
Cs Cs Cs
= . = = i = . 2 .
log KNa 317 3 log KNH4 1576 log KK 1.20)
Cs Cs Cs Cs
L log KLiL log KNaL log KNH4L log KKL
glyme-2 3.30 2.36 1.45 0.94
glyme-3 3.20 S 207 1.01 0.50
glyme-4 2.99 1. 21 0.75 0. 22
PEG 200 341 2.36 1.67 1.02
PEG 300 3.21 1-6.6 199 0.41
PEG 400 3.13 1.45 0.70 0.05
-

A short discussion of the dependence of B upon the type of
ligand L and of cation seemsinteresting. or each ligand, the
dependence of Bo on the crystallographic radius of the cation
exhibits a maximum at M = Na . The B _ value for the complex
between H' and PEG 400 as deduced in our recent paper (2) is
lower than for the Li%t PEG 400 complex. On the basis of the
literature data (Table III), it may be concluded that the pre-
sence of this type of maximum is a rather-general feature of the
complexing of alkali metal cations with linear polyethers

in various solvents. However, the maximum in methanol is always
found at MY = k*. In this respect, the polyethyleneglycols pa-
rallel the behaviour of cyclic polyethers. The maximum displa-
yed for dibenzo-18-crown-6 in nitrobenzene saturated with water
lies again at MT = Nat. This agreement seems to indicate that
linear polyethers assume a cycle configuration around the com-
plexed cations. The similar behaviour of the poly(ethylene cxide)
‘ligands and of the cyclic ethers has already been noted by
Fenton and coworkers (10) on the basis of the similarity of their
infrared spectra. This is in agreement with the fact that for
the lowest polyether used in this study, glyme-2, which hardly
can form a complete ring around the cation, the difference
between B8 (LiL') and B (N31+) is the lowest found. However, the
discrimination between the individual cations is much stronger
when using a rigid ring of the dibenzo-18-crown-6 type than

with its linear analogs, probablydue tothe higher flexibility of
the ring formed by the linear polyethers. The same conclusion
can be reached from the data of Jaber and coworkers (11) who
extracted alkali metal picrates into dichloromethane and found
that the ratios of the extraction constants for the pairs Na/Li,
K/Na and K/Cs are 20, 31 and 5.4 for dicyclohexyl-18-crown-6

(n = 6), whereas the same ratios for the linear nonylphenoxypoly
(ethylenoxy)etanol (n = 20) are 5.5., 29 and 1.6.

In all cases the values of Bo increase with the number of
ethylene oxide units (EOU). Comparing glyme-4 and PEG 200 which
possess the same number of EOU, higher B values are found
(by 0.7 - 1.8 1log units) for PEG 200. Ra her+unexpected is the
nearly identical bihaviour of Li+, k' and NH, ions (except for
the combination Li and glyme-2) reflected in the fact that log
BO for each polyether does not differ by more than 0.3 units.

5



TABLE III. Stability constants log B of the complexes of alkali metals with some polyethers
in organic solvents.

nitrobenzene satd. with Hzo methanol
Ligend Lit  na' NHX x* cst Ligand Nat kt rb* cs™
glyme=3 3.78 4.07 3.72 3.61 2,97 Ro(CH20H20)7 132 1.98 191 -
glyme-4 4,32 5e26 4.31 4,28 3430 RO(CH CH O)8R 1.57 2.47 2.36 -
PEG 200 5.47 5.98 5.26 5.35 5.17 RO(CH 0)9Ra 1.87  2.70 ~ -
PEG 300 6.18 6.89 6.15 617 5638 glyme-4 1,28 i - 1,45
PEG 400 6.67 Te51 6.85 6.94 579 glyme—S 1.47 2420 - 1485
PEG 400° 3*69 - - - - glyme-6° 1.60 2455 -~ 217
5e

dibenzo- 5.45 7.7 Rb' 6,89 4.79 elyme-7° 1.67  2.87 - 2.4
=18-crown- 578 e

2 4.5
-6
8 eeee R = C6H5’ from ref.(4)
D eeee from ref. (5)
C esee from ref, (2
d eeee from ref, é'?
8 eeee from ref. 8
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The increase of Bo vailues in nitrobenzene with the number
of EOU found herein can be compared with that in methanal found
by other workers. Generaily, the constants are several orders
of magnitude higher in nitrobenzene than in methanol. This is
easily accounted for by the low basicity of nitrobenzene.
Indeed, as reported previsouly by Matsura et al. (9), the
values of 8 depend essentially on the competition between the
solvent and dibenzo-18-crown-6 for the complexation of the
metal ion. Methanol is well known to be much more basic than
nitrobenzene.
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Extraction of lanthanum, europium, gadoli-
nium, erbium and ytterbium ions with melts of
stearic acid and their mixtures with paraffin
has been studied at 80°C.

An extraction scheme has been proposed, the
constants (lgge ) and the two phase stability

constants (lgH3K yhave been determined.

Tt
,MA3

For a nuinber of years carboxylic acids have been used
successfully in Analytical Chemistry and technologyv for isola-
ting and concentrating some metals, the rare earth metals inclu-
ded (1-4). An increase in the number of carbon atoms of the
acid molecule leads to a decrecase in the solubility of carbo-
xylic acids and their metal complexes in the aqueous phase.

This facilitates metal ion transfer into the organic phase, but
the application of long chain carboxylic acids (carbon atoms

> 9) in the process of liguid-liquid extraction is not reaso-
nable, since the solubility of metal salts decreases sharply (5).

It 1is possible, however, to use high-molecular weight
carboxylic acids as extractants at high temperatures (6-10).The
main merits of the method are : the possibility of achieving
high degree of concentration, distinct phase separation and
absence of emulsion and the possibility of direct determination
of the elements in the solid organic phase by physical and
physico-chemical methods (8).

Though there are no detailed in the literature on the
extraction of rare earth metals by long chain carboxylic acids,
the possibility of isolating microquantities of some elements
(yttrium and cerium included) by palmitic acid has been shown
(7).



In the present work some physico-chemical properties of
stearic acid at high temperatures have been determined, and the
formation of complexes of lanthanum, europium, erbium and ytter-
bium has been studied.

Dimerization of stearic acid has been investigated by the
distribution method. Distribution of the acid between the aque-
ous and organic phases taking into account its possible ioni-
zation in the aqueous phase and polymerisation in the organic
phase is described by the equation :

2 3 2
= + -
2c 5D,HA ZEZED,HA |:t”\:laq * 35253ED,HA [HA]aq *
n n-1 : + (L
+onK Ky wee KoKpo [HA]aq Yoo+ kg [B7])

where D = /C is the distribution ratio of stearic
i = HA,org’ HA,
acid between piraffin and water ;
~ n
K = [(HA) J /LHAJ is the formation constant of the
—n n-org org
polymer ;

Ky = [HA]or /[HA:la(_7 is the partition coefficient of the
acid mondmer in the garaffiﬁ—water system.

Equation (1) is valid in the case of polymeric forms of the
reagent in the aqueous phase and applies (11) to carboxylic
acids at concentrations in the aqueous phase of EHA]a <0,065M.
Dependence of distribution ratios of stearic acid between the
melt of carboxylic acids with paraffin and water at 80°C is
shown in Fig. 1. From the experimental data of Ec = f([HA]aq)

D -10°
6

1 1
0 b 8 7 12 [HA)gq .10°

FIG. 1

ependence of distribution ratios of stearic acid between
araffin and water on stearic acid concentration at 80°C ;
= 1:1s

AR I
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dependence described by equation (1), if n = 2, dimerization
constant of stearic acid in paraffin and partition coefficient
of its monomer betweeg paraffin and water at 80°C are estimated:

K, = (1,06 + 0,07).10° and K .. = 9,6 + 0,6.

By increasing the stearic acid concentration in the paraffin
phase the aqueous phase becomes saturated by the acid and the
dependence of DC upon IHAIa is no longer linear. IR-spectra of
the acid in paraffin confifmed that in the pararfin-stearic
acid melt, the latter is predominantly in the dimeric form.

Extraction of rare earth elements by stearic acid were made
as described previously (12). The equilibrium is achieved com-
pletely in 1-2 minutes. The phase ratio, r, was of 1:10 ; t =
(80 + 1) °C. The concentration of rare earth elements in the
agqueous phase was determined spectrophotometrically using
Arsenazo 111, and radiometrically using isotope Eu 54, For the
determination of the elements in the solid extracts, X-ray
fluorescence was used.

Lanthanum, europium, gadolinium, erbium and ytterbium
extraction is investigated in the wide range of aqueous phase
acidity at different metal and stearic acid concentrations.
Fig. 2 shows that stearic acid-paraffin mixtures gquartitatively
extract rare earth elements into the organic phase at pH 4,0-
6,0. Investigation of the effect of metal concentration (Fig.2)

R %

100
80f

60

EhGs 2_

Dependence of recovery factor of lanthanum (1), europium
(2), gadolinium (3) and ytterbium (4) in the stearic acid-
paraffin system on the initial metal concentration of the
pH ef the agqueous phase : O - 107 3m ;i A - 10°4,



on the extraction of rare earth stearates shows that in the con-
centration range of metal 10~ -1073M no hydration and polymeri-
zation phenomena of rare earth element ions occur. This is evi-
denced by coincidence of the curves on Fig. 2. Hogever,

further increase of metal concentration (107°-10""M) leads to

a shift of the extraction curves toward the acidic region
because of polymerization in the organic phase.

Experimental data obtained under conditions of existence
of metal monomeric forms are presented in the Fig. 3. The slope

of these lines is 3. This testifies to the displacement of
gD, 4321
2._
1+
0 ]
3 4 5 pH
FIG. 3

Dependence of distribution ratios of stearates of lanthanum

(1), europium (2), gadolinum (3) and ytterbium (4) on the pH of
the aqueous phase.

three protons in the complex forming reaction. The slope of the
dependence curve of distribution ratios of europium on the stea-
ric acid in paraffin equals three (Fig. 4)

lg Qc_l.
3
2
N
1 1 1
+1
FIG. 4

Ef fect of stearic acid concentration on the extraction of
europium stearate.
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Thus on the basis of obtained results one can assume a
transfer of EuAj compound into organic phase, and the process
extraction scheme may be presented as :

3+
Ln + 3HA < L

na 30" (2)
org 8,009

Extraction constants of the rare earth element complexes
with stearic acid is determined by the equation :

lgk_ = 1lgD_ - 3hH - 3kx{HA]0rg (3)

where [HA] - is the concentration of acid monomer form in pa-
raffin, which can be found by the equation :

[HAjorg = Cup - [B2], - [a7] - 2[(HA)2]0rg (4)

Taking into account the equilibria of ionisation and the distri-
bution of the stearic acid monomer, one obtains

Ky = [mar,] o o /[a)] ¢ Ky = [871[27] /(s8]

R ma S [HA]Org/[HA]aq (5)

Neglecting stearic acid concentration in the agqueous phase in

spite of a large value of Ky ua’ one obtains :
’

[HAjorg = {/BK,C .+ 1

. 11/4K, (6)

The calculated values of the extraction constants for La, Eu,
Gd, Er and Yb are presented in Table 1. With decreasing ionic
radius of the rare earth element, a regular increase of 1gkK

is observed. However, the increase is not large and it speaﬁé
for unselectivity of stearic acid as extractant towards indi-
vidual rare earth elements. Separation factor of the Y¥Yb-La
pair is 10,0. Combining the present data with those in the
literature (13), there appears to be an increase of the sepa-
ration factor with the increase of the number of carbon atoms
in the acid molecule (Fig. 5) %yb La for 50 &% caproic acid
in heptane is 3,9 ; for caprylic acié the corresponding value
is 5,0. Two phase stability constants, calculated from extrac-
tion constants, increase monotonously in the rare earth series.
Such phenomenon is related to a decrease in the basicity of
the rare earth element ions. (Table 1).



a Yb,La
10}

H i i i D T | i i

0
0 4 8 12 16 ngy,

EIlG. Ss

Dependence of separation factor aY La on the number of
hydrocarbon units in fatty acid mo?écule.

Table 1. Quantitative characteristics of complexes of rare
earth metals with stearic acid (0,1 M solution in
paraffin).

|

|

| Rare earth metal La Eu G4 Er Yb
Ionic radius 1, ;22 disril 3 T 11 1 1,04 0,99
pH1/2 4,45 4,26 4,08 4, 16 3 n98
lggex -8,1606 ~-7,58 -7,39 -7,45 -7.,17
lg B3ED,MA3 15792 16,49 16,69 16,63 16,90
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SOME ASPECTS OF EXTRACTION BY ORGANIC COMPOUNDS
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ABSTRACT

The synthesis of monodentate and polydentate
organic sulphur compounds to be used as extrac-
tants is reported. Also, the extraction proper-
ties of these compounds are discussed. A quan-
titative interpretation of the extraction
mechanism is presented. The ordering of the
extractants with respect to the extraction of
gold chloride and uranyl nitrate is given.

The range of metal extractants has so far been relatively
narrow (mainly tributyl phosphate, di-2-ethyl-hexyl phosphoric
acid and amines) and is less than adequate to ensure complete
separation of the rare earths, the non-ferrous metals and the
rare metals. Therefore, the search for new extractants of high
extraction power, selectivity and chemical stability, which
could be suitable for large scale production, is of interest.
Furthermore, there is a need for extractants for the recovery
of various organic compounds, such as carboxylic acids and
sulfoacids. There is also a need for various absorbents able to
trap sulfur and nitrogen dioxides, which are dangerous for the
environment. Organic sulfur compounds are potential extractants.
Among these compounds are the sulfides, the sulfoxides, the
ketosulfides and the mercaptans. The synthesis of compounds
with predetermined properties has been highly successful in
the part. Organic sulfur compounds are of special interest
because sulfur in these reagents, besides the vacant 3d-orbital,
can act either as a m-electron donor or as an acceptor, depen-
ding on the nature of the extracted compound. The present paper
deals with the chemistry of organic compounds of various classes.
The following compounds have been synthesized and used as
extractants : petroleum and synthetic sulfides and sulfoxides
of various compositions, disulfides and disulfoxides with a
wide range of substituents and featuring various aliphatic
groups between the sulfur atoms (R—S—(CH2)n—S—R‘), ketosulfides

A



and ketosulfoxides containing 1 to 4 sulfur atoms, as well as
many polydentate extractants containing a variety of functional
groups sulfur and oxygen, sulfur and nitrogen, etc.

ORGANIC SULFIDES

Neutral organic sulfur compounds form an important group
of extractants for noble metals which is remarkable for its
selectivity and its extraction power [1,2] . The influence of
the compositions of organic sulfides on the extraction of noble
metals has been studied. All the compounds studied have been
synthesized in the laboratory.

All the sulfides, irrespective of their composition, do
not extract mineral acids because sulfur barely protonizes.
However, an electron-donor interaction exists between the sulfur
atom of the sulfides which has a high electron density and the
proton. By contacting 355 labelled sulfide solutions in benzene,
sulfide complexes have been shown to exist in the aqueous phase.
Complexes such as HCl.nHZO.qRZS, H2804.nH20.qR28, HNO3.R28
(where n = 1-3, g = 1-4) have been isolated. Concentrated nit-
ric acid oxidizes sulfides into sulfoxides and sulfones. Sulfides
do not extract water. Based on the soft and hard acid (base)
concept, Pearson [31 showed that through a solvation mechanism,
sulfides are able to extract metal salts of the soft acid type
such as Ag, Hg, Pd and Ru from HNO, ; Pd and Ru from HCl. Other
noble metals, Pt(IV), Ir(IV) and Rh(III) resist sulfide extrac-
tion because they exist in acid aqueous solutions as highly
inert complexes. Sulfides do not extract salts of other metals.
Therefore, they are suitable for concentrating and separating
noble metals. The solvate numbers (gq) have been determined
by equilibrium shift and saturation methods in extracting silver
nitrate (g = 1-3), gold nitrate and chloride (g = 1), platinum
and palladium chlorides and nitrates (g = 2). With an increase
in the acid concentration of the aqueous phase, the recovery of
these metals sharply decreases.

Based on elemental analysis, the equilibrium shift method
and IR and PMR spectra, the extraction reaction of noble metals
by monodentate sulfides appears to be :

n-p e _ =
Mexp + qR,S I MeX . gR,S + (p n)x (1)

2

For polydentate sulfides, the saturation and equilibrium
shift methods give different solvate numbers, i.e. complexes
of various compositions can be present in the extraction phase.
Therefore, to compare extraction properties of various sulfides,
extraction isotherms for gold microconcentrations (from 10”3 to
10"7mo1/1) have been obtained, in conditions which are far from
saturation of the organic phase (0.01 mol/1 in the extracted
complex). The solvate number has been determined under these
conditions for gold chloride (III) and found to be equal to 1
for all the species extracted. Therefore, the extraction pro-
perties of sulfides towards gold (III) chloride have been
considered. The concentration constant K has been estimated

2
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according to the relationship

0 3 ¥ .
[AuCl3 s ]O gL au © Xe1
K = = = (2)
(auc1, 1 - [s] Xpy - [s]
where Y and Xp,, are gold equilibrium concentrations in the
organic and aqueous phases, respectively ; Y _ .- is the culorine

ion concentration, S] is the extractant equg}ibrium concentra-
tion, and w is water. According to their extraction power towards
gold chloride, the sulfides investigated form the following series
(concentration constants are given in parentheses)

QA C,HgCHCH
CHy  cnsZc (‘ 9N 2) HyC +S-Sy-CH, O~-C.H
< - <
C@LC l(0,5)<CH'':;7(S]<C”3(a)< Ny e 15' im< (T2

3
C,HoCHCH,- C,H,CHCH,- C,HoCH CH,-
<("9| H2)5(60)<(‘°9| 2)3(80)<(‘9| 2 ) S (170) <
OAc /2 oH /2 O(CH,),0C,Hg /2
S
«CHCH

| 2-) S (2209 <
2

CH CH
< CgHg 3(190)<  OH HO (200) <( ‘ -
49

HgC, 1 SN -C,H —
< "-[S]_ ¢ 9(21.0)<C8H,75CH2N\_Q(280)<,<—S—>\ (310) €

. (320) €
CHy°  CgH,, CsHn
CH,SCgH;,
< CgHy3 SCeHy3(340) SPS< A COICH,), SCgH,»(530)< ~\.COCHZ (800) <
©f ©f SCsHy
CH
ol
C.SCH CH,SCcH
< HyC, s)\qH9 (1050) < s 2>CHCOCH< 22GMn(1300)
Hy,CsSCH, CH,SCqHyq
As it can be seen%in the above series, chlorine (E = 0.5), the
sulfide complex (K = 8) and tertiary nitrogen (K = 13) have a

most pronounced effect on the sulfur donor properties. It is to
be noted that the nitrogen itself does not appear to be involved
in bonding with the metal ion, obviously because of steric
hindrances. The ether oxygen introduced in the B-position of
dialkyl sulfides reduces doncr properties only to a small extent
while it sharply changes the extraction power of the sulfide

(k = 27) when it is introduced in a ring with the sulfuratom.
Another sulfuratom in the para-position has a small effect on
the extraction power, it increases the capacity of the extrac-
tant which is becoming bidentate.

3
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Of all the reagents studied, trithian (K = 1050) and *he

ketotetrasulfide (k = 1300) were shown to be most interesting
extractants.

In the extraction of silver nitrate by ketomonosulfides,
the solvate numbers determined by a saturation method and by -an
equilibrium shift method greatly differ. Several types of com-
plexes are present in the organic phase whose composition
strongly depends on the activities of the species in the aqueous
and organic phases. It is to be noted that with increase in the
silver concentration and decrease in the free extractant con-
centration, the solvate number decreases from 3 to 1. The com-
plexes AgNO3.3S, AgNO3.2S and AgNO3.S have been isolated from the
extraction phase.

SULFOXIDES

The extraction properties of petroleum sulfoxides and of
individual sulfoxides were reported in detail in our previous
paper [4,5] . Presently, studies of the oxidation-reduction
properties of sulfoxides are continued. Also, the extraction
of uranyl nitrate by new reagents of the sulfoxide series,
hydrosulfoxides (R—S—(CH2)n-OH) and by ketosulfoxides of various
compositions has been investigated. The recovery factors of the
metal salts and acid complexes of 50 elements by petroleum
sulfoxides from HC1, HNO3, HC1-HNO3 and HCl—stO4 media have
been determined by reverse paper chromatography. Using petroleum
sulfoxides as extractants, elements of similar properties,
zr/Hf (R = 9), Ta/Nb (R = 25), Fe/Cu (R = 60) etc. have been
separated.

The extraction isotherms for uranyl nitrate at concentra-
tions of uranium varying from 1072 to 10~7 mol/1 have been mea-
sured (aqueous phase : 0.1 mol/1, HNO3 extractant 0.01 mol/1l in
o-xylol). The extraction at these concentrations can be des-
cribed by the equation :

2+ =
uo, + 2No3 + 25 > 002(1\103)2 2S (3)

whose effective extraction constant K is :

_ [vo,(Noy), . 258 ] T
K = = (4)
+ 2

2+ -42 a2 2 - .
[Uo2 ]w[No3]w [s] X, (2K, + Xp) YUOZ(NO3)2°[S]

where Y _ and X . are equilibrium concentrations for uranyl nitrate
in the organic phase and in the aqueous phases, respectively ;

X is the nitric acid concentration ; Yu is the activity coef-
ficient for uranyl nitrate.

on the basis of the K values, the following series of orga-
nic sulfur compounds has been obtained :

4
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HO{CH)

On 3 2k

(o< @ < @—%—@(0,3)<C8H,7%(CH2)2OH(0,5)<CGHW%I (1.2) <
0 0 0

<{O)-CH,COICH,), SCqthy (3] < @—%—CSHB(ZO) <TBP(200) <C5H13§C5H13( 1100) <
0

< cani—O (2500) < Q—CSH" (4200) < O‘ﬁ‘@ (5000) <
3 0

<PS(6000) < QCSH"(eoooK HiyCaB(CH, ), SCaHy (~15000) <

0
]
HysCy SCH, CH,SC.H
>chcoen 277 (20000),
H15C7 3CH, CH,SGHs
0

The extraction power of sulfoxides is in good correlation with
the oxygen basicity and is described by the egquations

log EU = 11.88 + 5.6 pkK (5)

For non-cyclic sulfoxides, correlation of the extraction power
with the sum of the Taft constants for substituent electro-
negativities 1is also possible

log EU = 2.34 - 2.54 %0 X = 3.04 - 5.23 I(X - 2) (6)

The oxidation-reduction properties of sulfoxides have been
studied in the case of the extraction of chromium(VI) from
sulfuric acid solutions by dioctylsulfoxide in o-xylol. The
interpretation of the data obtained showed that extraction of
chromium(VI) by sulfoxides proceeds according to the mechanism

+ -
H + HCr,O0, + gR,S < H,Cr,0, . qgR,SO (7)

Reaction (7) proceeds rapidly followed by a slower oxidation-
reduction reaction

>
2
3H2Cr207 + 3R2SO & Cr(CrO4)3 + 3sto2 + H2c_ro4 + HZO (8)

Various solvates are thus formed in the organic phase.



The participation of hydrogen ions in the oxido-reduction
reaction taking place during the extraction of chromium(VI)
has been shown with uranyl nitrate. In this case, reaction (8)
is no longer absent. In the organic phase no trace of sulfones
were found and no Cr(III) could be detected in the aqueous and
organic phases. On studying the extraction of vanadium(V) from
HC1l and HZSO media, no oxido-reduction reactions leading to
the formation of vanadium(IV) or sulfones has been observed.

Also, some synergic mixtures of extractants have been
found : HDEHP + sulfoxides or-sulfides ; picrolonic acid +
sulfoxides or sulfides ; trioctyl amines + sulfoxides or sul-
fides and finally mixtures of sulfoxides of various composi-
tions. With increase in the basicities of the donor additives,
the extraction constant increases. All the systems are des-
cribed by the following equations

UO§+ + 2HA + 25 I UO,A, 25 + 2H' (9)
The increased extraction power of petroleum sulfoxides (PSO)
can be explained by a synergic effect since these compounds
are in fact mixtures of sulfoxides of various compositions.

THE EXTRACTED COMPLEXES OF METAL SALTS WITH SULFOXIDES

AND SULFIDES

All the complexes have been obtained by dilution of the
extraction phase by isoalkanes at - 30°C. Under these conditions
they precipitated or separated as a liquid phase. The composi-
tion of the complexes has been determined by elemental and
functional analyses. Also IR, UV, PMR and mass spectra have been
recorded to identify the complexes formed, to establish the
extraction mechanism and to determine the symmetry of the
internal coordination sphere and the type of the chemical bon-
ding. The molecular weight of the extracted complexes has been
determined by measuring condensation thermal effects in benzene
and cyclohexane. For monodentate sulfides the following complexes
have been isolated : AuC13.R S ; PdClz.ZRZS 5 PtCl4.2R s ;
RhC1l,.3Ss ; AgNO3.R S ; AgNO3.2R S ; AgNO .3R28 ; U0,Cl,.2R,SO ;
U02(NO3)2.2R SO ; %h(N03)4. 2R 50 ; Th(N83)2. 3R,SO ; NdC1l,.3H,O.
3R,SO ; Nd(N% ) ,-3R,SO etc. In the case of compiexes where the
metal cations have variable valences, oxidation-reduction
reactions develop and the sulfides oxidize to sulfoxides. The
scheme of the process can be shown as follows

2+

2+
uo 5

2 (10)

2+
2R230)z > U0 . R,SO + R,.SO

2RZSO + hv > (UO 2 250,

From the values of the dipole moments for the isolated complexes
and from UV spectra a cis-structure is assigned to most comple-
Xxes. Strong association of the complexes in the organic phase

is characteristic of the polydentate extractants, the following
complexes form :
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197 9% 1971
R=-S(CHylp —S~Fd=-S Cl—Fid—S(CHz)n—S-oPld-S—Rz
Cl—Pd—Cl Cl (CHyn—S—R cl

THERMODYNAMICS OF EXTRACTION BY ORGANIC SULFUR COMPOUNDS.

By calorimetric titration performed on a Calvet calorime-
ter, the enthalpies of dissolution of sulfoxides in various
solvents (from - 4 to + 40 kJ/mol) and the enthalpies of mixing
with water have been determined. The enthalpy of the 1:1 liquid
diamylsulfoxide-water complex formation is 26 kJ/mol. The solu-
bilities of the extractants in water increase with increase in
the number of functional groups in the molecule. Formation of
outer-sphere complexes have been noted in the organic phase,
they are formed by the additional solvation of the extracted
complex by the free extractant in the case of cobalt(II), chro-
mium(III), uranium(VI), thorium(IV) and the rare earth chlo-
rides as well as in the case of thorium(IV), cobalt(IV) and
rare earth nitrates.

By GLC, the activity coefficients (yo) for the diluents
have been measured in approximation to an infinite dilution
state. The values of the activity coefficients are in good
correlation with the values of the solubilities of the reported
compounds log S = B1 + B /log YO. The smaller the value of YO F o
the diluent in the complex, the greater is the solubility of
the complex in the diluent, and consequently, the smaller is
the probability of the mesophase in the extraction process. For
all the organic sulfur compounds studied, aromatic and chlori-
nated hydrocarbons are most suitable as diluents.

From the temperature dependence log K from 1/T, thermo-
dynamic functions of the extraction reactiggs (AH, AG, AS) have
been calculated. For most systems, the value of the enthalpy
change is negative, while in the case of extraction of noble
metals (Au, Pd, Pt), it is positive. The positive value for
these metals can be explained by the high activation energy
spent by the substitution of chlorine ions by molecules of
organic sulfide (+ 30-60 kJ/mol). For most extraction reactions,
the effect of the entropy factor has been noted in the inter-
action of the extractant with the hydrated metal ions.

ABSORPTION OF GASES

Sorption properties of petroleum sulfoxides and sulfones
have been investigated so as to contribute to the defence of
the environment. Sorption of sulfur dioxide and nitrogen dioxide
has been studied. Carbon dioxide, carbon monoxide and hydrogen
sulfides are not sorbed by sulfoxides and sulfones. In the IR
spectra of the N02/502—sulfoxide adducts, a 20-30 cm_ shift of



the adsorption bands of the SO group to the low frequency region
has been observed which suggests formation of sulfoxide and
NO,./SO, complexes. The capacity of sulfoxides is 300-400 mg/g.
Af%er he regeneration, no change in the physicochemical proper-
ties of the extractant has been found.
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ABSTRACT The molecular design of organic extractants

baséd on the quantitative studies or structure-(re)acti-
vity relationships (QSAR) is one of the recent problems
in extraction chemistry. This paper presents various
aspects of the problem based on the experimental data

from author's Laboratory.

1. Introduction.

Quantitative molecular design of organic extractants can, in very prac-
tical terms, contribute both to discovery of new selective extractants and
to the progress of extraction chemistry in general. One understandable objec-—
tive in the application of the process of solvent extraction to the separa-
tion of metals is to attain a maximum selectivity for a given metal. Develop-
ment of such new extractants, up to now, is usually worked out by the screen-
ing method, which requires large amount of investment and labour. A much more
effective way should be available if one knows both qualitatively and quanti-
tatively relationship between chemical structure and the extraction proper-
ties of organic extractants. This is the basis for the quantitative molecular
design.

2. HSAB PRINCIPLES IN SOLVENT EXTRACTION.

Metal extraction may be considered simply as the replacement reaction of
water molecule in the hydration shells of metallic ions in aqueous solution
by organic ligand (extractant).

M + nL ¢ MLn (1)
Both metal ions (acceptor) and coordinating atoms (donor) are classified as
hard, soft and borderline acids and bases according to Pearson’s scale.



Oxygen—-containing ligamds (ether, alcohol, carboxylate, phosphate, phospho-

nate)are referred to hard bases, which prefer to coordinate with hard acids,
such as lanthanides, actinides, Nb, Ta, Zr or Hf. As soft bases, sulfur-con-
taining ligands (thioether, thiourea, thiocarboxylate or dithiophosphate) are
preferred to combine with soft acid such as Cu, Au, Ag, Pt, Pd or Hg. A nit-
rogen—-containing ligand e.g. aniline or pyridine, being a borderline base,
reacts smoothly with a borderline acid (Fe, Co, Ni, Ru, Rh).

The hardness of donor atoms can be modified by the inductive or conjuga-
tive effect of the neighboring atoms and groups. An aliphatic hydroxy-oxime,
being a hard base, posesses poor ability for extracting Cu (borderline acid)
at pH 2. In an aromatic hydroxy-oxime, on the other hand, owing to the pre-
sence of a conjugated system, especially in the presence of an electron
withdrawing group on the benzene ring, the hardness of the base is decreased
and the extraction ability of Cu will be enhanced accordingly.

3. RELATIONSHIPS BETWEEN THE CHEMICAL STRUCTURE
AND PROPERTIES OF ORGANIC EXTRACTANTS.

As shown by our early studies(l), the extraction properties of extrac-
tants are governed chiefly by three structural factors. First of all, the
reactivity of the coordinating atom or group is one of the most important
factors,which determines the extraction ability. In the meantime, steric
effect plays an important role in the selectivity of solvent extraction.
Beside these, appropriate range of molecular weight of extractant is neces-
sary, in order to keep the extracted complex in organic diluents.

Influence of reactivity of the coordinating atom or group. It is well

known that in the extraction of metals by neutral organophosphorus compounds,
5
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the phosphoryl oxygen serves as coordinating atom. As shown in Table 1 and
FIG.1, the Maximum distribution ratios of uranium in extraction by such com-
pounds is closely related to the phosphoryl stretching frequency (Yp=o) of
extractants(2).

Table 1 Chemical Structure and Properties
of Neutral Organophosphorus Compounds

No. Structure Du Max[BN03]vp=o
1 (n-C4Hg0) 3P0 24.3 5 1269

2 (n-C7H150) 3P0 33.9 5 1280

3 (C4H9CHEtCH»0) 3P0 31.8 5 1280

4 (CgHy3CHMeO) 3P0 34.0 5 1265
.5 CH3PO(OC5H11-1s0)2 298 3 1240
6 n-C4HgP(0) (OC4Hg) 2 239 4 1224

7 n-CgHp1P(0) (0C5H11)2 155 4 1245

8 n-CgH13P(0) (0CEH13) 2 272 3 1250

) 9 n-C7H15P(0) (OC7H15)2 198 4 1245
10 (C4HoCHEtCHy)PO(OCH,CHEtBu), 226 4 1250
11 (CgHy3CHMe)PO(OCHMe gH13) 2 107 4 1260
12 (n-C4Hg) 2P (0)0C4Hg 4500 1 1200
13 (n-C4H;5)9P(0)OCsH; 5 4200 1 1215
14 (C,HgCHEtCH,) ,P(0)OCH,CHEtBul620 2 1230
_15 (n-C5H; 5) 3P0 50000 0.5 1155
16 (n-CgHy7)3PO »50000 0.5 1150
17 (C,HgCHEtCH,) 3P0 1200 1 1230

The group elctronegativity (£X)cf tydcal neutral phosphorus-based edtractants as
calculated from Vp=o values by Bell-Rozen's equation:¥X=6.13+0.237 (Jp=0-1170)

is correlated linearly with distribution ratio of U, Th234 | cel44, pplé7
and Y99 from nitric acid system(3).(Table 2 & FIG.2)

Table 2 Influence of Lewis Basicity
on the Properties of Extractants

Structure AJOD Z X Du DTh DCe DPm DY
(Bu0) 3P0 111 8.48 1.48 8.3Y107> 0.026 0.050 0.044

BuPO (0OBu) 9 121 7.41 18.5 0.284 0.291 0.613 0.419

BuzP(O)OBu 151 6.60 220 7.78 1.96 2.95 3.61

Bu4PO 161 5.82 743 49.4  4.25 6.00 12.3

0.1M Extractant in Benzene. Th234, Ce144, Pml47 and
Y90, [HNO3)3M



The relationship between the extraction properties of uraniumand the sud-
structure of some organophosphorus compounds including neutral organophos-
phorus ligand (RjR2R3PO) and N,N-disubstituted amino-alkylphosphonates

RoN(CHy) ,PO(OR) (OR') has been investigated by non-parametric method of
pattern recognition(4). (Table 3)

Table 3 The Sub-structures Adopted for RjRyR3PO

Order Nature of Sub-structure Wt. Factor
A No. of C-atoms in shortest chain 0.2744
B No. of C-atoms in longest chain 0.3388
c Degree of branch of C-chain 0.3955
D Total number of C-atoms 0.3271
E Ratio of the length of C-chains 0.2117
F No. of P-0-C bonds in Ry 0.3025
G No. of P-0-C bonds in R, 10000%*
H No. of P-0-C bonds in Ry 2.3725
i I Total No. of P-0-C bonds 27991

*The weigh factor for G isoa We take 10000 for
calculation to avoid overflow.

In the nine sub-structures abstracted from seventeen neutral organophosphorus

compounds it was found that, the distribution ratio of uranium is enhanced
when the number of P-0-C bonds is decreased in the molecule. Such

can be attributed to the increase of Lewis basicity of the phosphoryl oxygen,
and it is in agreement with IR data. For the twenty eight N,N-disubstituted
amino-alkylphosphonates, the extraction ability of uranuim is influenced
either by the total carbon number of individual molecule, or by the length
of ester alkyl group. In FIG. 3, the compounds examined are divided into
groups I and II, according to the threshold value, which was taken as

Du=500.

[ 1 I I
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°B(7)
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(] Op
o %%° °,
o B(3) & B(3) °o°°'° .,.
a b c
FIG. 3

Pattern recognition processing of relationship between chemical

structure and extraction properties of organophosphorus compounds.
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The influence of substitutents on the Lewis basicity of dialkyl p-subs-

tituted phenylphosphonates and their correlation to Du was studied. The Lewis
basicity of these compounds, as measured by the degree of shift of OD vibra-
tion frequency (dﬂOD) of deuterated methanol, owing to the association of the
latter with compounds under investigation, correlates quantitatively to the
nature of the nuclear substituents(5) (FIG 4a). The plot of Du value against
either Vp=o or 4 YOD of these compounds gives straight lines in both cases(6)
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Influence of substituents on he Lewis basicity of dialkyl p-
substituted phenylphosphonates (a)d@ -CoHg,0-C,Hg,e-CgH;; & their

correlation to Du (b). (Solidline:<41kn,o—C8Hl7;u—C4H9,é—C2H5.
dashedline: Vp=o, e—-CgH17, 8-C4Hg, 4-C2oHs)

In extraction with acidic phosphates or phosphonates, grouping >P(0)OH
acts as coordinating group, which can be measured quantitatively by pKa
value. As shown in FIG. 5, there is free energy relationship between the
pKa values of mono-ester of p-substituted phenylphosphonic acid and the &~
values of the substituents. The pKa values of these compounds are closely
related to the extraction properties (Du) (7).
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In recent years we take extraction constant as parameter in properties for
the study of structure-activity relationship in solvent extraction. As
indicated in Table 4 and FIG. 6, the reaction constants for Nd, Sm, Y and

Yb extraction are increased, while the acidity of various acidic organophos-
phorus compounds is enhanced(8).



Table 4 Chemical Structure and Properties

of Acidic Phosphates and Phosphonates

No. Structure PKa |y o - - Kex . —
1 (iso-CgHy;0) P (0)OH 2.47|-1.06 |6.8Y107> 4.9x1072 1. 00101 |3.75101
2 (Sec~CgH170) 2P (0)OH 3.19 5.6X10|6.4x107° |4.1x107F 3.3
_ 3 iso-CgH]7PO(0CgH17-i50)OH| 4.09 |-1.84 |8.4x107°|8.8x107% 1.4x1071 8.9x1071
4 CgHs5P(0) (OCgH]7-is0)OH | 2.99 2.2 |4.2x101 [1.7¢103 2.2x10°
5 cyc-CgHy1PO(0CgH] 7-is0) OH 3.87 1.6X1073]2.8%x10"2 3.4  |3.5x10l
6 (iso-CgHy7) 2P (0)OH | 5.45(-2.62 [4.0x1078|3.2x1077 [4.1%107° 6.1x1074
7 (n-CgHy7) 2P (0)OH | 5.71 1.2x107%4]1.8x1073 4.1x1071| 1.8
8 iso-CgHy ;0P (0) (OH), 13:80/-0.53 [6.7x10% |2.2x10% |6.4x10* 12.0x10
9 iso-CqgH370P(0) (OH) 9% | 3.8x10° |4.1X10° [2.9x10° 9.8x10°
10 iso-Cghy 7P (0) (OH) 5 16:73-1.31 [3.7x10% |1.2x0% |6.3x03 8.1x10
11 iso-CygH37E (0) (OH)2 13:59] 7.6x10% |1.3x103 [9.4x102 [4.3%103

<1so—C18H37 is refered to C9H19CH(C7H15)CH2 group.

FIG. 7 tells us that the extraction constants for Nd, Sm, Y and Yb are

correlated quantitatively with § 6 value or pKa of mono-basic phosphoric or

phosphonic acids.
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Steric effects in solvent extraction. Solvent extraction may be regarded
as complex formation between two phases. This thermodynamic process is evi-
dently influenced by steric effects. This was examined experimentally on va-
rious types of phosphorus-based extractants. In the case of extraction of U
and Th by dialkyl isopropylphosphonates, there are no obvious effects on the
number of carbon atoms in ester alkyl groups, but the extraction ability is
seriously influenced by the position of the side chain (FIG. 8), especially
for the extraction of Th, since the formation of Th(NO,) ,.3S is necessary.
The steric effect on extraction of rare earth elements by dialkyl phenylphos-
phonate (10) and dibutyl alkylphosphonates(11) have been studied. As shown in
FIG. 9 (a) & (b) the steric effect of dialkyl phenylphosphonates is more
evident than that in dibutyl alkylphosphonates, owing to the fact that there
are two alkyl groups in the former case. On the other hand, the steric effect
of the extractant is also influenced by the nature of the metal extracted.
For example, the distribution ratio of heavy rare earth element (Y) is usual-
ly greater than that for light ones (Ce,Pm) due to the lanthanide contrac-
tion. We can, to a limited extent, design selective ligands for extraction of
certain metals, utilizing the steric hipdrance in solvent extraction.
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Thus, the extraction properties, may be predicted by the expression (12).

IA}K=""3K0*P(*SES+-"QEC (2)

Unfortunately, it is difficult to express the steric effect quantitatively
owing to the fact that data on Es values are still insufficient(13).

4. APPLICATION OF MOLECULAR ORBITAL METHOD TO THE QUANTITATIVE STUDY
OF STRUCTURE AND ACTIVITY RELATIONSHIP OF EXTRACTANTS

The PMO method. The relationship between the structure and the strength
of intramolecular H-bonding of chelating agents was studied by PMO method(14)
The charge density of the donating atom (qi) may be calculated simply as
qi= 1 + Qid in isoconjugated systemsof odd ‘alternant hydrocarbons (aH)
containing hetero-atoms, where @ joiS the NEMO coefficient in ith atom.For even
AH, Qi =) tTiid , M= @S’Q—orl where J[is —self-polarizability
of atom i, and g — change in Coulomb integrals due to substitution of
hetero-atoms.

The pKa values of various phenols (phenol —1, - naphthol — 2, 3-
anthrol —— 3, & - naphthol — 4 and & - anthrol — 5 in FIG. 10) or aro-
matic amines (aniline — 1, p-phenylaniline — 2, B - naphthylamine — 3,
o{- naphthylamine — 4, (3 - anthramine — 5, o - anthramine — 6, 1 -~ ami-
nopyrene — 7 and 9-aminoanthracene — 8 in FIG. 11) are well correlated
with qo and gN value calculated by PMO method. These results indicate that
the strength of H-bonding is controlled by JT -electrons in the conjugated
system. As shown in FIG. 12, both dH(Kcal/mole) , @§0H(ppm) and aY co(em™1)
are also correlated linearly with gqco values in the molecules of methyl O-
hydroxybenzene (naphthalene)carboxylates.
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FIG. 10 Correlation of %o values with pKa of phenols (numbers
corresponded to phenols are shown in the text)

FIG. 11 Correlation of‘%n value with pKa of aromatic amines(numbers
corresponded to amines are shown in the text)

FIG. 12 The plot of aH, &8enand & V¢o versus the %QQ value of
methyl O-hydroxybenzene(naphthalene) carboxylates.

The HMO method. The structure-activity relationshipof nine different
hydroxy-oximes has been studied by HMO method(15). These hydroxy-oximes may
be considered as conjugated systemscontaining hetero atoms. In such a case the
iMO calculation for the Coulomb and resonance integrals must be altered by

expressions °(x=0(t."' hy B e-e and Pc-)r = Re-x Be-e
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The characteristic roots of secular determinants was solved by Jacobi method.
The program was made by method of Gauss and worked out on electronic com-
puter CJ-719. The electron density of phenolic oxygen was taken in HOMO. As
shown by our experiments the extraction ability of Cu is influenced by elec-
tron density of oxygen or nitrogen atoms. There are also certain correlations
between bond order of C-N or N-O and extraction properties of hydroxyoximes.

The JT bond energy of C=N in hydroxy-oximes was also estimated from
expressions(16) [ c=py = - (lﬁ,cd.c_i- gndn)+ 2 Pey BeN The values of
bond energy thus obtained are well correlated to the characteristic frequency
of C=N bond in IR. The influence of these molecular parameters on the extrac-
tion properties of hydroxy-oximes was discussed in detail. (Table 5)

Table 5 Structure Parameters of Hydroxy - oximes

Hydroxy- Electron density Bond order
oximes —-OH* -N= ' MN-OH C-N N -0 E = €1
NOH A
CHy-8-CHy,0n | 0.1707 | 0.8737 | 1.8398 | 0.7802 | 0.3508 0.4906
NOH
il 0.1330 | 0.9101 1.8981 0.8092 | 0.3169 0.4711
CH-C-CMeOH | |
H |
EfEFCH.NOH 0.0928 | 1.2270 1.9494 0.8648 | 0.1960 0.2632
|
[fS‘C”“’"°“ 0.0811 | 1.2797 | 1.9539 | 0.8429 | 0.1806 0.2630
|
M yoH | |
[fjr<1::j 0.0481 | 1.2501 1.9470 0.7958 | 0.1992 | 0.2616

NOH | [
J:S}a_gza 0.0400 | 1.2669 1.9489 0.7910 | 0.1914 | 0.2723
cq |

L zor‘
@ @ 0.0804 1.2498 1.9470 0.7955 0.1972 0.2532
Sony

oH yor |
“@'E'@ 0.0489 | 1.2501 | 1.9470 | 0.7960 |0.1968 | 0.2588

N ll~ '
q"[i:]" (:j 0.0393 | 1.2494 | 1.9474 | 0.7956 |0.1974 0.3844

* Phenolic oxygen was taken in HOMO.

5. REACTIVITY~SELECTIVITY PRINCIPLES IN SOLVENT EXTRACTION.

A theoretical explanation for the reactivity-selectivity principle in
solvent extraction has been deduced on the basis of the Leffler-Hammond pos-
tulate, which was applied in mechanistic studies in organic chemistry by
Pross(17).



The schematic representation of FIG. 13 illustrates the fact that for

reactive ligand L, the difference in the free energies of activation for
reaction of L with M, and M, (selectivity) is relative small, while for a

less reactive ligand L' the AGr*

L’M."dﬁ'*'—'”z will be correspondingly

larger. It shows that the selectivity (B) is inversely proportional to the
reactivity (K) in solvent extraction.
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FIG. 13
The effect of a change in reactivity
on selectivity of ligands, a highly
reactive L (a) & an unreactive L'(b).
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Quantitative expression of the Hammond postulate may be derived from

combination of the Hammett and Bronsted equations. As final expression, we

gain Gy=c(d~d,pnd pKe -pKa, = C CPr=().
reactivity parameters

These show that an in-crease of
G ,pKa) will bring about a decrease in selectivity

parameter ((Ld).
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THE DESIGN OF SELECTIVE REAGENTS FOR LIQUID-LIQU1ID EXTRACTIONS OV

METAL IONS: A RATIONAL APPROACH

Sverker HOgberg, Department of Organic Chemistry, Royal Institute

of Technology, S-100 44 STOCKHOILM, Sweden

The ability of liquid-liquid extraction processes to compete
favourably with other collection and separation methods in the
future, will be highly dependent on the successful development of
a new generation of selective extraction reagents. The complexity
of the factors responsible for the selectivity of a reagent makes
a rational approach to the design and synthesis of metal specific
reagents necessary in order to limit the time and cost requirements.
The task is certainly one in which close interdisciplinary coopera-
tion among organic and inorganic chemists and chemical engineers is
important.

Recently a hydrometallurgical research program, HYMLE, was esta-
blished at the Royal Institute of Technology at Stockholm under the
sponsorship of the Swedish Board for Technical Development. The
object of this program is to devise complete processes in which the
collection, separation and recovery of heavy metal ions constitutes
an important part, e.g. the processing of low grade ores or the re-
circulation of scrap metals. The design, synthesis and evaluation
of new selective reagents is a key step in this program.

For the design of the reagents the following approach has been

adopted. The coordination chemistry of the metal ions to be separated
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is analyzed and characterized with respect to the following proper-
ties; charge, ionic radius, hardness-softness and preferred coordi-
nation geometry. The object of the design of a reagent is then to
include discriminating factors, both steric and electronic, which
stress thé differences between the coordination requirements of the
ionic species and thus enhance the selectivity of the reagent. The
necessary control over both steric and electronic factors can only
be achieved in highly structured reagents.

The structural components of a reagent may formally be divided
into three classes, which from the standpoint of synthetic strategy
may be dealt with fairly independently. They are (1) the ligand
atoms (the active components of the reagent), (2) the carbon-skeleton
(which determines the spatial arrangement of and the distances be-
tween the ligand atoms), and (3) the lipophilizing elements (usually
alkane chains important for solubilizing the complexes in the organic
phase).

How discriminatory factors may be applied on different levels of
the metal ion-ligand interactions is discussed in the following both
in general terms and with reference to a specific separation problem.

On ionic radius: The use of macrocyclic and macrobicyclic reagents

possessing a cavity of fixed diameter have been successfully applied
to the separation of different alkali and alkaline earth metal ions.
In principle, other metal ions might be separated in the same way
provided that their ionic radii are sufficiently different. The macro-
cyclic reagent generally exhibit slower rates of metal ion exchange
and sometimes very high metal ion binding constants.

On hardness-softness: The choice of ligand atoms to match the hard-
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ness-softness of the metal ion is one of the two most important ways

to discriminating between two metal ions. The possible number of per-—

mutations (number and kind of donor atoms) is astronomical. A lot of

basic data are still needed in this area.

On coordination geometry: Almost any suitable geometry of the ligand

atoms can be established by suitable design of the reagent. For ex-—

ample, selection between square-planar and tetrahedral geometries can

thus be achieved. The steric bulk of the reagent may also function as

a discriminatory element by preventing the formation of complexes of

higher coordination numbers.

The first specific case to which this general approach is being

applied, is the separation of zinc (II) ions from iron (II ) ions in

sulfuric acid solution at low pH. This is a fairly general problem

in many hydrometallurgical processes to which there is no general solu-

tion at present. The analysis of the coordination chemistry of the two

metal ions results in the following Table.

Charge

Ionic radius

Hardness-softness

Preferred coordination geometry

Alternative - " - B T

Zinc (II)

+ 2
0.76 &
Intermediate
Tetrahedral

Octahedral,

trigonal bi-
pyramidal or
square pyra-

midal

Iron (II)

+ 2
0.76 A
Intermediate
Octahedral

Tetrahedral,
Trigonal bi-

pyramidal
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The design of a suitable reagent will have to concentrate on the
fairly minor difference that seem to exist in the coordination geo-—
metry and the hardness~softness of the two metal ions. Although both
are classified as intermediate cases, zinc (II) might be considered
a somewhat softer ion than iron (II ). A combination of sulfur and
nitrogen donor atoms is expected to be more favourable for the com-
plexation of zinc rather than ferrous ions. A reagent favouring a
tetrahedral coordination geometry might likewise discriminate between
the two ions. Ceometric discrimination might be achieved in two dif-
ferent ways, either by using a flexible tetradentate reagent, which
can not satisfy an octagonal coordination sphere, or by using a

bulky bidentate which may form a ML, complex but not a MLZ(HL) one

2
due to the steric over-crowding that would take place around the metal
ion.

A series of closely related bidentate and tetradentate ligands
have been synthesized which makes it possible to evaluate the elec-
tronic and geometric discriminatory effects separately.

Using this approach, it has been possible to design new ligands

which extract zinc but not ferrous ions from sulfate solutions at

pH 2.
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SOME OBSERVATIONS ON THE EXTRACTABILITIES OF UNIVALENT

CATIONS WITH DIBENZO-18-CROWN-6 AND PICRATE ION

Yuko HASEGAWA and Tatsuya SEKINE

Department of Chemistry,
Science University of Tokyo

Kagurazaka, Shinjuku-ku, Tokyo
JAPAN, 162

The present paper summarizes our results of the extraction of ion-pairs
formed by univalent metal complexes with dibenzo-18-crown-6(E) and picrate
ion(L-) into chloroform and benzene, and discusses several factors affecting
the extractabilities of the complexes.

The extraction of a univalent metal ion with a crown-ether and an anion
can be represented by Kexo(=[ME+L']0r /[M*][L‘][E] =D([L- ][E]org)_l when
D is the distribution ratio of the me%al ion, and >>[ME+ The values
of Kex, decrease 1in the following order; K+2Il+>Rb+>NHt 2Ag >Cs >Na¥

The difference of the extraction can be explained mainly in terms of
the difference of the stability of the cationic metal complex between the
metal ion and the ether in aqueous solutions.

Actually, the extraction constant of the complex represented by Kex (=
(METL™ ]org/[ME+][L ] = KexoKdB~1 ) is approximately the same for the different
metals in agiven organic solvent as seen in the table.

The extractability of the complex (ME') should be mainly affected by i)
the hydrophobic tendency of the complex, ii) the counter ion, iii)the hydration
in aqueous and organic solutions, iv) the interaction with organic solvents.

Since the molar volume of the complexesare approximately similar
and the only anion used is the picrate ion, the hydrophobic tendency
and the effect of anions may be excluded from the consideration of their
extractability.

The poorer extraction of the sodium(I) and silver(I) complexes may be
attributed to a stronger hydration of the central metal ions.

The extraction of the free crown ether is better into chloroform than
into benzene. The same tendency is also observed for the extractions of the
crown ether complexes except for the silver comdex. This would be explained
in terms of a stronger interaction of chloroform with the ethereal oxygens,
most probably through the hydrogen atom of the solvent molecule . The
different behavior of silver(I) complex may be explained in terms of the
interactions of the central metal ion with the T-electrons d the benzene ring.

Table Summary of constants for univalent metals.

Na* Ag K NH,, Rb Tl Cs*
logKexo Ce¢Hg 2.2 3.6 4.5 3.6 3.8 4.5 3.1
logKex CeHy 3.9 5:1 57 6.2 5.6 5.9 5.0
logKex o CHC13 - 3.3 4.7 3.7 4.2 4.7 -
logKex CHC1y4 - 5.8 6.9 7.3 7.0 A -
logB ** 5.2 1.4 1z 7 0.3 1.1 1.5 0.8

long(=[E]0rg/[E]): 2.9(CgHg)* , 3.9(CHCl3)

* A. Sadakane, T. Iwachido, and K. Toei, Bull. Chem. Soc. Jpn. 48, 60 (1975)
** E. Shchori, N. Nae, and J. J.- Grodzinski, J. Chem. Soc. Dalton 2381
(1975)
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Several alkoxylated o-hydroxyphenylketoximes (I)have been syn-
thesized and characterized by various methods (IR, UV, 1H-NM 3
TI.C, HPIC). Solubilities of the oximes were determined in

toluene, n-octane and water.

04 NOH
NOH NOH
c—R' A
. R'—C—C—R
4 Ty (11)
R”
rR' - cH,, C.H., CH R1=R’<@;R2=H,alkyl
, = CH3s Cofse Cgllg
R® = OHgy GpH,g0, ©cHy¢0
; Cygf340, H 1 , .T
R? = H, C,gfy,0 R = CHy; R® = -CONR,

The effect of substitution of (1) in the R1, R2 and R3 posi-
tions on copper and iron extraction are systematic but
small, in centrast to the influence of the aqueous phase com-
position or of the diluent.

Potential accelerators for the extraction of conver on the
base of ¢ , B-dioximes (1) were prepared and in the above ex-
traction system tested. The influence of the substitution of@I)
on the ncceleration of the copper extraction is significant-
Remarkable effects has been obtained with dioximes substituted
with ecycloaliphatic groups in the R' position or with the
tetramrethylene group in the R', R" position.
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SELECTIVE EXTRACTION OF MERCURY (II) WITH 4-PHENYL-5(4-METHYL-

PHENYL)-1,3,4-THIADIAZOLIUM-2-THIOLATE (PMPTD) FROM BRINE SOLUTIONS

H. F. ALY and A. M. KIWAN
Chemistry Department, Kuwait University
Kuwait

In the chlor-alkali industry, a significant amount of mercury is lost
during the various stages of the process and eventually pollute the environ-
ment. Studies aimed at the removal of mercury from the waste brine SOlufl)
tions prior to discharging it to the environment are obviously desirable

PMPTD is a mesoionic 1,3,4-thiodiazolium derivative with a selective
ability to coordinate with mercury(II) compounds. Analogous derivatives
have been recently found to form 1:1 and 1:2 complexes with HgCl, and 1l:1
complex with PhHgCl . The extraction of HgCl, by PMPTD was investigated
radiometrically as a function of (a) nature of diluent (b) mineral acid
concentration (c) nature of anions in the aqueous phase, and (d) extractant
concentration. The extraction coefficient, D, for HgCl_, from dilute (pH 3)
hydrochloric acid by PMPTD (3.7x1079M) in various diluefits was found to
decrease in the order: chloroform (1.02) > ethyldichloroethylene (O.30) >
kerosene (0.13)> toluene (0.07) trichloroethylene (0.0l)> cyclohexane (0.003)
> n-hexane (0.003) > carbon tetrachloride (0.002). The values of D, was also
found to depend on the concentration of HCl in the aqueous phase: it in-
creased from 0.04 at 1.0 M HCl to 1.02 at 1x10”°M HCl by using 3.73xlo_5 M
PMPTD/CHCl,. Neither the presence of nitric acid (upto 2M), sulphuric acid
(upto 4M) , nor several metal salts (e.g. CuSO,, ZnSO,, Na, SO, or Al(NO,) ,)

4 33
had any effect on the value of D. On the other hand, the presence of
chlorides, bromides or iodides had lowered the values of D considerably. The
lowering effect of the chloride ions however, are greatly compensated by
increasing the concentration of PMPTD. Thus, by increasing the concentra-
tion of PMPTD from 3.73x10°°M to 5.0x10~ M, a corresponding increase in the
values of D from 4x10”% to 28.4 has been observed.

Preliminary investigation has been also indicated the feasibility of
removing traces of mercury from brine solutions by extraction chromatography
using silica loaded with PMPTD.

REFERENCES

1- M. Sitting. "Pollutent Removal Handbook", Noyes Data Coorporation,Park
Ridge N.Y., p. 294 (1973).
2- A. M. Kiwan, A. Y. Kassim and H. M. Marafy, Proceeding of ISCE, 1977.
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SYNTHESIS AND EXTRACTING PROPERTIES OF KETOSULFIDES

YueEe.Nikitin, Yuel.Murinov,
ReAeKhisamutdinov, Ve.I.Dronov,
GeAeTolstikov

Institute of Chemistry of the
Baschkirian Branch of the Academy
of Sciences.of the USSR
Ufa, USSR

Organic compounds containing a sulfur atom in the functio-
nal group are most effective extractants of noble metalse. The-
se are sulfides, sulphoxides, mercaptans, thiocarbamides etce
The search for new efficient agents to extract noble metals
from poor solutions is of interest. We suggest ketosulfides
for this purposee.

We have found that by interaction of excess ketones with
a mixture of formaldehyde and a corresponding mercaptan in the
presence of NaOH in the aqueous-alcoholic solution, various
ketosulfides can be prepared:

r'cocH, R
1

1COCHR2CH25R3 (1)

where R' is a lower alkyl, phenyl or cyclohexyl,
R® is a lower alkyl,

+ CH,0 + ROSH — R

R3 is an alkyl containing 1-12 atoms of carbon, or benzgyl.

Based on the results of elemental analysis, the equilib-
rium shift method and IR and PMR spectra, the following mecha-
nism for extraction of gold and palladium is suggested:

Au014' + 8 —-Auc:l3 * 5 4+ 01™ (2)

PdCl4= + 25 —=PdCl, °25 + 2017 (3)

The extraction properties of ketosulfides of various
structures have been evaluated, with silver nitrate as an
example; they are increasing in the order: ketomonosulfide <
keto-bis-sulfide € ketotetrasulfide. Since no agreement is ob-
served for the solvate numbers by the saturation and dilution
methods in ketomonosulfide extraction of silver nitrate, seve-
ral species of complexes whose structure depends on the aque-

ous and organic phase activities exist in the organic phase:

AgNO3'S ; AgNO3-2S ; AgNO3-3S.
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SYNTHESIS AND IMPROVEMENT OF THE PROPERTIES OF HYDROXAMIC ACIDS AS
NEW EXTRACTING AGENTS FOR METAL IONS

H.N.Al-Jallo, S.S.Ahmed and F.I.Saleh
Chemistry Dept., Nuclear Research Center
Tuwaitha, Baghdad, IRAQ.

Recently, hydroxamic acids of the general formula RCONHOH (R have the
neo-type structure) (I) were used as a convenient extracting agents for
analytical and industrial purposes and mainly for actinides and fission
products (1,2).

As (I) are nct easily available, the present work deals with the
synthesis snd properties of a nurber of N-substituted hydroxamic acids
(IT and III) from commercially available carboxylic acids. The study of the
above properties include solubility behaviours, thermal and chemical
stabilities as well their extraction behaviours toward uranyl ions. The
results of N-substitution showed to improve the above properties, it
increases and reduces the solubilities in organic and aqueous phases
respectively and increases the thermal and chemical stabilities. Moreover,
the results shewed that the above properties could be improved by increasing
the number of methylene groups as in (II) specially when R1=CH3. In addition,
the above properties were also improved by di-ortho substitution as in (IIIa)
or p-substituted long chain alkyl group (IIIb).

Quantitative extraction of UOZ* with IT will be discussed. The overall
results obtained for II and III aré parallel to those reported for (I).

C@Hg.(CHz)nCON(Rl)OH 2-R2,4-R4,6-R3.CgH2CON(R1)OH
(I1) (I11)
n=3 or 4 a,Rp=Rz=CHz b,R2=R3=H,Rq=n-CgH17

[R1=H,CH3 or CeHjj]

REFERENCES
(1) G.M.GASPARINI AND E.POLIDORI, J.CHEM. AND ENG. DATA, 2], 504 (1976).
(2) G.M.GASPARINI AND A.BRIGNOCCHI, CNEN, RT/CHIL (78) 4 (1978).
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SCHIFF BASE OF 2-AMINO-3-AMINOMETHYL-4-METHOXYMETHYL-
-6-METHYLPYRIDINE WITH SALICYLIC ALDEHYDE AS A
PROMISING EXTRACTANT FOR COPPER

Z. Cimerman, A. Deljac, and
7. Stefanac

Faculty of Science, University of
Zagreb

Strossmayerov trg 14, 41000 Zagreb,
Yugoslavia

Complex formation with 2-amino-3-N- (2-hydroxybenzylidene)
aminomethyl-4-methoxymethyl-6-methylpyridine is shown to be a
promising basis for the separation of copper (II) from zinc(II)
and cadmium(II) by extraction into organic phase and for a sen-
sitive spectrophotometric copper determination.

A critical parameter is the acidity of the agqueous phase.
At pH <5 the Ligand molecule is degraded to the protonated di-
amine and salicylic aldehyde which is withheld in the organic
phase. In the range 5<pH<7 the complex is present in the orga-
nic and in the aqueous phase. The pH > 7 promotes the complex
formation and the extraction with chloroform.

The composition of the complex species present in the agueous
phase has not been determined because of its considerable unstabi-
lity.A copper to ligand ratio of 1:3 has been found in chloroform
solution by Job’s continuous variation method at oH 9.8 and
5.0.

The method described by W. Likussar and D.F. Boltz1 has
been applied and log K = 14.52 at pH 9.8 and log K = 9.04 at
pH 5.0 have heen determined.

The efficiency of copper extraction has been calculated
in percents on the basis of the results obtained by copper
determinations in the aqueous phase using atomic absorotion
and VIS spectrophotometric methods?.The extraction efficiency
of about 80% at pH > 7 of the aqueous phase and 1:3 metal to
Ligand ratio amounts to 97% with a tenfold excess of the
Ligand.

A high sensitivity of the succeeding copper determination
is ensured by the effective loge = 1.2x10% value of the complex
at 364 nm.

The herewith introduced ligand forms also complexes with
Co(II) and Ni(ITI) but the selectivity for copper with regard
to zinc or cadmium allows a auantitative extraction even in
the oresence of a hundredfold excess.

REFERENCES

Likussar, W. and Boltz, D.F., Anal. Chem.1971, 43, 1265.

Iwamoto, T., Bull. Chem. Soc. Japan 1961, 34, 605.
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THE USE OF 4-THIOBENZOYL 2,4-DIHYDRO 5-METHYL
2-PHENYL 3H-PYRAZOL-3-ONE (SBMPP) AND THIOBENZOYL
TRIFLUOROACETONE (SBTA) AS CHELATING EXTRACTANTS

G.N.RAO AND V.S .CHOUHAN
Chemistry Department
INDIAN INSTITUTE OF TECHNOLOGY
NEW DELHI, INDIA

The reagents 4-thiobenzoyl 2,4-dihydro 5-methyl 2-phenyl
3H-pyrazol-3-one (SBMPP), and thiobenzoyltrifluoroacetone (SBTA)
were prepared from BMPP and BTA respectively,following a method
similar to that employed by Berg and Reedl for the synthesis of
thioderivatives of B-diketones. Since heavy metals show a
preference to coordinate to sulphur as compared to oxygen, such
compounds appear to be very promising as selective reagents. It
has been proved that thiocompounds are more efficient due to
their lower pKy values as compared to their present compoundsz.

Solvent extraction of ©0 cobalt, 65zinc and l52+154europium
from aqueous acetate buffers into benzene containing SBMPP and
SBTA has been investigated comprehensively. Stoichiometry of the
extracted species corresponded to 1:2 (metal:ligand) with Co(II)
and Zn(II) and 1:3 with Eu(III). Extraction constant values
(Table-1) showed that the thioligands, SBMPP and SBTA are more
efficient in the extraction of Co(II) and Zn(II) as compared to
BMPP and BTA respectively, whereas the reverse is the case in
the extraction of Eu(III)3.

Synergistic enhancement of extraction has been observed in
these systems with auxiliary ligands like pyridine, Y-picoline,
quinoline, tri-n-octylphosphine oxide (TOPO), tri-n-butylphos-
phate (TBP), bipyridyl and ortho-phenanthroline. In general
Y-picoline exhibited more enhancement in the extraction than
pyridine and quinoline. Also TOPO is better synergistic agent
than TBP.Ortho-phenanthroline and bipyridyl exhibit consider-
able enhancement as compared to other auxiliary ligands.

Table-1 Extraction constant (log Kex) values for SBMPP, SBTA
BMPP and BTA systems
BMPP SBMPP BTA SBTA
Co(II) -7.25 -3.08 -8.72 -4.88
Zn (I1) -5.80 -2.68 -7.88 =5.92
Eu(III) -3.96 -7.08 -9.90 -11.34
REFERENCES

E.W.Berg and K.P.Reed, Anal. Chim.Acta, 36, 372 (1966)
J.P.Shukla, V.K.Manchand and M.S.Subramaniam,
J.Electroanal. Chem., 50, 253 (1974)

3. V.S.Chouhan and G.N.Rao,J.Radioanal.Chem.,52, 199 (1979)
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MASS TRANSFER DURING DROPLET FORMATION IN LIQUIDS

V. Zimmermann, W. Halwachs, and
K. Schiligerl
Institut flir Technische Chemie der
Universitdt Hannover
Hannover, W-Germany

ABSTRACT

Mass transfer during the droplet formation was
measured employing a modified liquid scintil-
lation technique with a time resolution of 0.01
sec. Mass transfer is considerably enhanced by
the liquid circulation within the droplet if
the main mass transfer resistance is located
within the droplet. The instantaneous mass
transfer coefficient passes a maximum as a func
tion of the droplet formation time within the
first 0.5 sec. This maximum seems to coincide
with the maximum droplet circulation rate. The
erroneous statements of the droplet formation
models which disregard this circulation are il-
lustrated by several examples.

The aim of the investigations presented here was to measure
the mass transfer during the droplet formation (in the time
range 0.01 to 1 sec) by employing a very precise optical method
with high time resolution without disturbing the droplet forma-
tion and the mass transfer by solute concentration measurement.

1. MASS BALANCE OF THE NON-STATIONARY MASS TRANSFER

To the correct description of the mass transfer the varia-
tions of solute mole numbers within the developing droplet, of
the molar flow rate from the hypodermic needle and cf the molar
flcw rate due to mass transfer through the interface must be
considered (figure 1):

d(C1V1) _ dV1

NP . C, === = LS
dt 107dt - By, A(CHHACY) )

4

Eq. (1) yields the relationship (2) for the overall mass transfer
coefficient B1f .



(Cy97Cq) (av,/dt) -V, (dC,/dt)

1€ A(€) (C,H~C,) (2)

8

Due to the differential quotient in eqg. (2) B is an in—
stantaneous (differential) overall mass transfer coé§f1c1ent
Since the volume of the continuous phase, V3, in comparison with
the droplet volume V1 can be considered as infinitely large,
i.e.

R
lim C = lim—=— = 0
2 V2

eq. (2) can be reduced to

. _ (C10—C1)(dV1/dt)—V1(dC1/dt)
1£,t A(t)C1H
At dC,/dt [31f,t has its maximum.
To calculate the developing droplet surface area a growing
sphere with the radius r was assumed. Its center M is shifted
along the nozzle axis during the droplet formation (figure 2).

The surface area is calculated employing the relationship for
the spherical segment surface area:

(3)

A = 7(:,(52+h2) (4)

It can be shown that for the heights of the spherical seg-
ment hy and of the spherical segment complement hk the follow-
ing relationships hold:

h = r-(r -s )1/2 (5a)

hy = r+(r2-52)1/2 (5b)

Egs. (4) and (5) yield the surface areas of the spherical segment
Ak and spherical segment complement Akk

AL =7t’[2r2—2r(r2—sz) 1/2J (6a)

Ay = T \—_2r2+2r (rz—sz) 1/2] (6b)
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A = A for h € r and
A = Akk for h2 r
dt L I
| b
T
S
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FIG. 1 FIG. 2
Mass balance during the drop- Spherical segment method
let formation. D = nozzle for the droplet formation.

D = nozzle

2. PRINCIPLE OF THE MEASURING TECHNIQUE

The determination of the dissolved solute concentration was
carried out optically without touching the developing droplet
by employing a modified liquid scintillation technique, which
has already been described ( 1}. Therefore this technique should
only be considered shortly.

The solvent (toluene, n-butylacetate) contains polar solute
and apolar scintillator molecules. The solvent or the solute is
labelled by tritium or C-14 atoms. The emitted B rays excite
the solvent molecules which transfer the excitation energy by
collisions to the scintillator molecules. The latter emit light.
In the presence of polar solute molecules this energy exchange
process is perturbed and a larger part of the excitation energy
converted into heat than in their absence (quenching). There is
a unequivocal relationship between the light emission reduction
and the solute concentration in the solvent. In the present
case the solute was labelled by C-14 and the concentration was
calculated by the counting rate and not by means of the quench
effect. After correction due to the quench by dividing count
rate by count efficiency at the concentration in question the
light emission is proportional to the solute concentration. The
relationship between light emission and solute concentration
has to be evaluated by calibration measurements.



3. EXPERIMENTAL SETUP

The single droplets were formed at the tip of stainless
steel nozzles 0.5 to 2.0 mm in inner diameter. By means of a
thin teflon tubing the droplet forming liquid is fed by a dosi-
mat (with variable feeding rates) into the hypodermic needle
(nozzle). By means of electronic timers the droplet formation
rate and time can be controlled exactly. Thus the droplets with
well reproducible volumes could be formed (for details see {2]).

For counting rate measurements two photomultipliers in co-
incidence circuit, a three-channel liquid scintillation-spectro-
meter (Tricarb 3003 of Packard Instruments) and a multi-channel
analyser were employed. By means of additional electronics the
time resolution of the data acquisition system was reduced to
1 msec. However, for the measurements discussed here it was suf-
ficient to store the concentration data in each 10 msecs.

4. RESULTS

The location of the main mass transfer resistance in
liquid/liquid systems can vary according to the solute partition
coefficient, H, and its diffusivities in the two phases.

According to Schmidt-Traub L31 the product H(D1/D2)1/2 is
suitable to estimate the location of main mass transfer resis-
tance. 1/2
For H(D1/D2 < 0.03 the main resistance is within the droplet

phase, i.e. the resistance within the
1/2 continuous phase can be neglected.
For H(D1/D2) > 30 the resistance is within the continuous
phase (the resistance within the droplet
1/2 phase can be neglected) and
for 0.03< H(D1/D2) < 30 the resistances of both phases must
be considered.
For acetone in water/n-butylacetate this product is nearly con-
stant and has the unit wvalue. For acetic acid in water/toluene
it increases from 10”2 (at a_concentration of 1 mg/cm3) to 1 (at
500 mg/cm3). Below 1.8 mg/cm3 only the resistance within the
droplet must be considered.

For propionic acid_in water/toluene this product increases
from 10-1 (at 0.1 mg/cm3) tc about 1 (at 102 mg/cm3), therefore
the mass transfer resistances within both of the phases have to
be considered. However, at low concentrations the resistance
within the droplet phase dominates.

5. INFLUENCE OF THE DROPLET FORMATION RATE ON THE MASS TRANSFER

Typical results are shown in figure 3. Here the solute con-
centration within the droplet is plotted as a function of the
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Relative solute concentration f within the droplet as a function
of the droplet formation time tg during the droplet formation.
Acetic acid-toluene-water. Initial concentration: 5 % per volume
acetic acid in toluene. twp = inversion point

droplet formation time for different droplet formation rates.
The high acetic acid mass transfer rate in run MR 523 (figure 3)
is obvious. Up to 1.4 s 46.5 % of the initial solute amount has
been transferred from the droplet into the water phase. This is
due to the partition coefficient, shifted to the water phase and
dominating mass transfer resistance in the droplet phase. There-
fore the droplet formation rate strongly influences the mass
transfer rate. The more the resistance is located in the conti-
nuous phase, the less is the influence of the droplet formation
rate on the mass transfer rate.

It is important to point out that all concentration vs.
time curves show an inflexion point. (In figure 3 these points
are marked.)

6. INSTANTANEOUS MASS TRANSFER COEFFICIENT

By means of the employed liquid scintillation technique
true differential measurements allow to calculate the instant-
aneous mass transfer coefficients according to eq. (3).

In figure 4 some instantaneous mass transfer coefficients,
B1f,tr are plotted as a function of the droplet formation time,
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Instantaneous mass transfer coefficient B849¢,t as a function of
the droplet formation time tg. Acetic acid. Initial concentra-
tion: 5 % per volume solute in toluene.

tg, at different droplet formation rates. All of these curves
pass a maximum. The location of this 81¢ + maximum shifts with
increasing droplet formation rates to shorter times, tg. A com-
parison of different systems indicates that at the same droplet
formation rate the B81f,t maximum occurs at the same time.

Increasing the droplet formation rate from 1.53 cm/s to
6.79 cm/s B1f,t maximum significantly increases by one order of
magnitude (figure 4). At higher droplet formation rates this in-
fluence of formation rate on B841f,6t maximum is slighter.

Based on the experimental results of the present paper the
following statements can be made with regard to the inflexion
point and/or the maximum of B1f,t:

- the location of the inflexion point does not depend on the
chemical properties of the components (figure 5),

- at constant liquid velocity in the nozzle, uq, the increase of
the nozzle diameter causes a shift of the inflexion point to
larger tgf 021,

- the location of the inflexion point shifts to smaller tg if uy
is increased (figure 4)

- the location of the inflexion point shifts to smaller tg if
the continuous phase flow rate is increased (figure 6).

One can conclude from these facts that the location of the
inflexion point is controlled by geometrical and fluiddynamical
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FIG. 5
Instantaneous mass transfer coefficient, B9¢ ¢, as a function of
the droplet formation time, tg. Comparison of ‘acetic (MR 587 and

655) and propionic (MR 818) acids. Initial concentration: 5 %
per volume solute in solvent.

parameters alone and not influenced by the chemical properties
of the system.

In all of the investigated systems the inflexion point and/
or the maximum of B1f,t was attained at the developing droplet
segment height which 1s slightly larger than the nozzle radius.
The height of B1f maximum considerably depends on the chemical
properties of the’ system (figure 7). Employing acetic acid (main
resistence is in the droplet phase) the highest B1f  maxima are
attained. With nearly equal mass transfer resistences in both
the phases (acetone, propionic acid) the B1f t maximum is lower
(Figuare %)

7. COMPARISON OF THE RESULTS WITH LITERATURE DATA

Plotting the extraction degree as a function of the square
root of the droplet formation time no linear relationship was
found. This is true for all investigated systems without excep-
tion L2'] This result is in sharp contradiction to all known
droplet formation models | 4 |. This deviation between theory and
practice is due to the erroneous assumption of the models, es-
pecially on the postulation that the mass transfer is a pure
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Influence of the continuous phase flow on the f(tg) function.
Acetic acid I. Initial concentration: 5 % per volume solute in
toluene.

diffusion process. The large discrepancy between theory and
practice can be illustrated by the comparison of the exchanged
substrate masses which were measured and calculated by the
models.

For the acetic-acid-toluene-water-system under the condi-
tions which were employed in the present paper the calculated

and measured exchange solute masses deviate by a factor of 1000.

This illustrates the extremely large influence of the droplet

circulation and interfacial turbulence on the mass transfer. The

diffusion model leads to several erroneous statements:

- Acetone and propionic acid solutes should be extracted faster
due to their higher diffusivities than acetic acid. This
statement is disproved by the experiments.

- According to the diffusion model several important parameters
like nozzle diameter, solute partition coefficient, droplet
size, viscosity, droplet formation rate, do not influence the

mass transfer coefficient. Even at different droplet formation

rates the concentration vs. time functions are identical ac-

cording to the diffusion model. These statements are disproved

by the experiments as well. B -
- The models of Losev-Zheleznyak LS.land Skelland-Minhas | 6 |

consider the geometrical parameters as nozzle and droplet dia-

meters indeed. However, the droplet formation rate effect and
the influence of the location of the main mass transfer re-
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Comparison of different chemical systems. Acetic (MR 581) and
propionic (MR 807, 811) acids in toluene and acetone (MR 719,
721) in n-butylacetate. Initial concentration: 5 % per volume
solute in solvent.
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sistance are not taken into account by them. Thus - in con-
trast to the experimental results - they again predict that
the acetic acid extraction rate is the slowest.

All of the models assume that the mass transfer coefficients
have their highest value at t = 0, which is disproved by the
measurements.

Furthermore, it should be pointed out that no model considers
the complete mass balance (eq. (1)), which makes the theoretic-
al statements of these models questionable.

SYMBOLS
2
surface area cm
. 3
concentration mmol/cm
diffusivity of the solute cm2/s
droplet diameter cm
nozzle diameter cm
<4
€10
&9
= (=) ’ solute partition coefficient
C1 equil
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spherical segment height cm

molar solute flow mmol/s
droplet radius cm
radius of curvature of the forming droplet cm
nozzle radius cm
time, t=0 start of droplet formation s
liquid velocity cm/s
volume cm
volumetric flow rate cm3/s
mass transfer coefficient cm/s
liquid kinematic viscosity cm</s
u d

m Reynolds number

INDICES AND ABBREVIATIONS

BN=20E o Hh
o)

x

during the droplet formation
instantaneous value

at the inflexion point

at the time t = 0

with regard to the droplet phase
with regard to the continuous phase
run
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MASS TRANSFER COEFFICIENTS IN D, (2-ETHYL HEXYL)
PHOSPHORIC ACID FOR COBALT AND "~ NICKEL

J.A. Golding & V.N. Saleh*

Chemical Engineering Department
University of Ottawa

Ottawa, Canada. KI1IN 9B4

ABSTRACT

Mass transfer coefficient values (Kgrg)
have been determined for extraction in di(fethyl—
hexyl) phosphoric acid (107 D2EHPA in kerosene)
using a modified Lewis cell. Three contacting
regions were studied; co-extraction, scrubbing
and stripping and runs were carried out at stir-
rer Reynolds numbers ranging from 1000 to 3000.

Kogre values varied in value from 0.9x10_3
to 1.4x18‘2 cm/s for co-extraction and scrubbing
and depended on the direction of mass transfer,
organic phase loading and stirrer Reynolds
number. Korg values for stripping were found to
be lower than those observed in the other con-
tacting regions and were not greatly affected by
change in Reynolds number.

INTRODUCTION

Di(2-ethyl hexyl) phosphoric acid (D2EHPA) has been used
for the extraction and separation of cobalt and nickel from
aqueous sulphate solutions (1-3). Three distinct contacting
steps are required. In the first an aqueous solution containing
both metals is extracted using a solution of D2EHPA in kerosene
with tri-butyl phosphate added as a phase modifier. The equili-
brium in this stage is such that the loaded solvent contains
both cobalt and nickel. In the second stage the loaded solvent
is scrubbed with an aqueous cobalt solution where the equili-
brium is displaced so that nickel is transferred from the or-

ganic to the aqueous phase. Finally, in the third stage the
scrubbed solvent is stripped with aqueous sulphuric or nitric
acid solutions to produce a concentrated cobalt solution. The

stripped organic phase is pre-equilibrated before being recycled.
Little work, however, has been carried out to determine mass
transfer characteristics for this system (4-6). Brisk and
McManamey(A) measured mass transfer coefficients in a stirred
equilibrium cell by means of an "equilibrium extraction" tech-
nique using radio active isotopes. D2EHPA concentrations were
varied from 0.1 to 0.5 g.mol. per litre. The authors reported

*Energy, Mines & Resources, 555 Booth St., Ottawa, Canada.



the presence of an interfacial resistance dependent on both or-
ganic phase concentration and pH. Golding and Lee(5) determined
average Eorg values for cobalt and nickel in a pulsed sieve
plate extraction column, mass transfer coefficient values were
found to be dependent on pulse amplitude and region.
An effect of organic phase loading on Kg values was found
during co-extraction. In a previous study, Golding et al1(6)
obtained binary equilibrium data and determined mass transfer
coefficients for cobalt and nickel in 107 D2EHPA. Contacting
region and Reynolds number were found to be the major factors
influencing K, values. This investigation was undertaken to
extend this worE to a more complete study of the variables in-
fluencing mass transfer in the different contacting regions i.e
co-extraction scrubbing and stripping. To minimize the effect
metal concentration on organic phase physical characteristics a
107 solution of D2EHPA in kerosene (Shell Sol Lx154) with 57
tri-butyl phosphate was again used. All concentrations were on
a volume/volume basis.

® 9

EXPERIMENTAL
e . (1) nd en
The apparatus used was a modified Lewis Cell and the
operating conditions studied are given in Table (1).
Stirrer Reynolds Cell Inlet Conditions
Number, n D2pn/u Volume, ml Metal Concentration
Contacting Aqueous [Organic Aqueous|Organic g/1 oH
region Phase Phase Phase Phase Aqueous Organic
Phase Phase
1500 1000 nickel
Co-Extraction| 1500 2000 1730 1010 4.9 0.0 2.8-
3000 1000 cobalt
1.97-2.03
nickel nickel 5. 4-
1000 1730 1010 0.0 3.6-4.5 :
Scrubbing 1600 ‘ 5.6
1500 2000 cobalt cobalt
3000 1000 14.8-15.0 1.7-2.4
*1500 | 1000 1085 | 1735 0.0 e
Stripping 1500 2000 ciah 2106
3000 1000 6.0-7.45

®*Aqueous solutions of HZSOA(IOZ) used as the strip liquor
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Table (1) Operating and Inlet Conditions

Operating procedures were as follows. The stirrer speeds
were set to give the desired aqueous phase and organic phase
Reynolds numbers. The aqueous phase was then introduced into
the lower compartment until the aqueous phase level was at the
mid point of the annular space. The upper compartment was then
filled with the organic phase. Care was taken when adding the
organic phase to minimize any disturbance at the interface.

The stirrers were then started and zero time recorded. Samples
were taken from each phase at pre-determined time intervals and
the metal concentration analyzed by means of an atomic absorp-
tion spectrophotometer. In the co-extraction runs, organic
phase analysis was carried out by extracting the metals with
acid. In the stripping and scrubbing runs the high cobalt con-
centrations in the organic phase precluded this method and the
organic phase was analysed directly. ©Full details of the ap-
paratus and procedures are given in Reference(14). A further
two runs were carried on the extraction of acetic acid into
benzene and into kerosene so that the value of mass transfer
coefficients for these systems could be compared to values
found for cobalt and nickel in D2EHPA.

THEORETICAL

The mass transfer rate for extraction into the organic pha-
se is given by the following differential equation:

* =
VOfg d COfg/dt = Korg A (Corg Corg) ............. (1)

Although Ky, does vary, it can be considered constant over a
time interva% AT and equation (1) can be rearranged to give:

Ct + At

C

org = K A At/VOrg

org
C *-C
C org org

where Eorg is the integral mean value over the time period At.
When the equilibrium concentration Corg is constant Kopp can be

evaluated from the plot of In(C*,,,-C45r,) versus t. However,
when C*org varies as was the case %or the majority of these runs
Korg has to be evaluated by numerical integration. A first

order algorithm was found to be sufficiently accurate in the
investigation.

RESULTS

Runs were carried out to obtain data for co-extraction,
scrubbing and stripping, see Table (1). A computer programme
was used to fit experimental data, equilibrium data and to
calculate K values (i) either numerically or from the

org
In(C* -C § data. Typical data obtained from the computer
org org [



print-out is given in -Table (2).
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NOTATION
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ORG = Organic Coacentratiom (g/1),C

ORG EQU = Organic fquilibrium Concencration (g/l),C*
AREA = Area from graphical imtegratiom of

ARE~-K.00 = Mass Transfer Coefficient, (cm/secy,
ORG MED = Organic Medium Coancentratioan
-SL?-X.00 = Mass Transfer Coefficiant, cm/sec, evaluated from a plot of

ln(C*~C) vs ¢

Table (2)
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Computer Print-out for Nickel-Co-extraction
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CO-EXTRACTION. Overall mass transfer coefficients for co-
extraction were found for cobalt to lay in the 1.20x10-3 to 2.5x
1073 cm s~1 range. They were observed to depend on Reynolds
number and on organic phase metal concentration. Thus K
values for both metals increased with increase in Reynolds
number in either the organic and aqueous phases, see Figure (1).
It can also be seen from Figure (1) that Korg values for cobalt
increased with increase in metal concentration in the organic
phase. Similar results were obtained for nickel with K,

values for nickel being higher than those observed for coEalt.

EXTRACTION - COBALT K. ORG.

EXTRACTION - NICKEL K. ORG.
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FIG. (1, Overall Mass Transfer FIG. (2) Overall Mass
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SCRUBBING. In this contacting region values were of

the same order of magnitude being in the O. SX%O 3-7.5x1073 cm
sl range for cobalt and the 0.5x10-3 to 5.0x10~ 3 cm s™1 range
for nickel. These latter values were lower than was observed
for extraction of nickel indicating an effect of the direction
of mass transfer on the value the mass transfer coefficient.
Increase in Reynolds number in either phase again resulted in
an increase in Korg values for both metals, see Figure (3).



An effect metal concentration in the organic phase was noted
when the agitation in the organic phase was raised, Rorg values
increasing with an increase in the metal concentrations in the
organic phase for cobalt. However for nickel Korg values de-
creased with increase in organic phase composition.

STRIPPING. In this contacting region C* values for strip-
ping were approximately equal to zero and Korg values could be
obtained from plots of 1n(C*-C) versus the contacting time.

Korg values were considerably lower than the values found for
co-gxtraction and scrubbing; the values for cobalt lay in the
2.46x10-% to 3.0x10"% cm s-1 range while for nickel values varied
from 2.15x10-%4 to 2.55x10-% cm s™*. “The Kor values in this
contacting region were not dependent on the metal concentration
in the aqueous and there was only a slight increase in Korg
values with increase in Reynolds number.

40
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DISCUSSION

The results indicated that mass transfer coefficient values
depended not only on Reynolds number and organic phase loading
but also the contacting region. Thus in co-extraction and
scrubbing, KOrg values were affected by change in either the
aqueous or organic phase Reynolds number indicating that there
was resistance to mass transfer in both phases (8). In addition,
the results suggested that the mass transfer rate was diffusion
controlled (11). The values of K, obtained in these contact-
ing regions are the same order of mggnltude as values found for
the extraction of acetic acid into benzene or kerosene when -3
integral average Korg values were 3.31x10-3 cm s~! and 2.33x10
cm s-1 respectively aqueous phase Reynolds number 1,000 or-
ganic phase Reynolds number 1,500. This was again indicative
of a diffusion controlled mass transfer process.

The variation of Eor values with organic phase loading in
these regions was, howeve%, inconsistent firstly with the two-
film theory (8) and secondly with the report that metal polymers
are formed in D2EHPA (9-11). The data indicated that during
co-extraction iorg values increased with increase in metal load-
ing. However, from the equilibrium line and operating line data
figures (4) and (5) the slope of the equilibrium line, m, would
have increased slightly as the run progressed which should have
resulted in a small decrease in Eor values. Polymer formation
would also_be favoured by increased metal loading and a de-
crease in Korg values should have been observed. In scrubbing
the total metal concentration was approximately the same through-
out the run so that any polymer formation would be constant.
Also there was very little variation if any in the slope of the
equilibrium line Figure (5). The Eor values then would have
been expected to be independent of the individual metal concent-
ration in this contacting region as was observed in a pulsed
sieve tray column (5). However, when the organic phase Reynolds
number was increased K values increased with increase in the
individual metal concenE ation for cobalt but for nickel an
opposite effect was observed.

The major reason for these inconsistencies is considered to
be due to errors in the value of the equilibrium concentration
C*. The C* values shown in Figure (3-5) are '"operating'" equi-
librium lines and are the locus of the points on the true equi-
librium isotherms which are dependent on the individual metal

concentration in both phases and the pH. These lines were
obtained by shake-out-extraction carried out at varying phase
ratie, r. It is considered, therefore, that runs on this system

be carried out in under steady state contacting conditions (11).
Under these conditions C* could be estimated much more accura-
tely while eliminating the errors found at the end of unsteady
state data when concentration changes are small, see Table (2).

In the stripping region, mass transfer would be expected to
be organic phase controlled, Figure (7). Thus as would be
expected KOrg values were independent of organic phase loading
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but only varied slightly with increase in organic phase Reynolds
number. This in contrast with the results obtained in the other
contacting region. This could be a result of resistance due to
chemical reaction or perhaps of an interfacial resistance as
suggested by Murdoch & Pratt (13) and further work is required
to determine the controlling kinetic region in stripping.

CONCLUSTIONS

The results show that for the cobalt-nickel-di(2 ethyl
hexyl) phosphoric acid system mass transfer coefficient values
are dependent on the contacting region. In co-extraction and
scrubbing, mass transfer is considered to be a diffusion con-
trolled process, although further work is required to determine
the controlling resistance. In addition, the effect of metal
up-take in the organic phase on Kyyg values has to be more fully
investigated particularly at higher D2EHPA concentrations.
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FIG. (7) Operating Line for e
Cobalt-Stripping
Legend: A-4 Re = 1,500
aq
V-V Reorg= 1,000 3
e-o Re = 1,500
aq =
Re _ = 2,000 2
org "y v
=
X-X Re = 3,000 8
aq ]
2
Re = 1,000 §
org
o-o Re = 1,500
aq
= 1,500
org

—
o5 10 "5
AQUEDUS CONC (g/1]

In the stripping region, mass transfer rates can be expect-
ed to be much slower than in extraction and scrubbing. However,
further study is required to determine the kinetic region con-
trolling mass transfer in this region.

NOMENCLATURE
A interfacial or contacting area, cm
TEE organic phase concentration, g 2—1
C*org organic phase equilibrium concentration g 2_1
D impeller diameter, m
Korg o:siall organic phase mass transfer coefficient, cm
ﬁorg integral average overall organic phase
m slope of the equilibrium line
n stirrer speed, s-l
r volumetric ratio of organic phase to aqueous phase
t contacting time, s
\' cell volume, ml
GREEK LETTERS
H absolute viscosity, kg m-ls-l

o] density, kg m_3
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ABOUT THE INFLUENCE
OF SOLUBLE ADSORPTION LAYERS ON THE MASS TRANSFER_ BE-
TWEEN LIQUID PHASES CONTROLLED BY TRANSPORT PROCESSES.

er— e e e e

W. Nitsch and L. Navazio.

Institut fiir Technische Chemie der
Technischen Universitat Miinchen

D-8046, Garching, Lichtenbergstr. 4
W-Germany

ABSTRACT. The hydrodynamic effect of soluble
adsorbates (sodium alkyl sulfonates) was
studied by measurements of the acetone transfer
between liquid phases in a stirring cell,
Related to the state of rigid behaviour of the
interface, a mechanism is proposed based on the
kinetics of adsorption and desorption. By
estimation of the rate of adsorption and the
increase of transfer rates near the critical
micelle concentration, it was possible to
calculate the surface pressure gradient and

to verify the kinetic approach.

INTRODUCTION.

In the past many experimental studies have shown the in-
fluence of surface active substances on the rate of mass trans-
fer between fluid phases (1). Two explanations are possible.
The so-called hydrodynamic theory is related to the effect of
gradients in surface tension on the boundary layer flow (2).
The other possible explanation is the blocking of the inter-
face (sieve effect) (3,4), or a catalytic interaction of the
adsorbed molecules with the interfacial reaction (5, 6, 7).

In general, it is not easy to distinguish between these
mechanisms.

Three years ago, we published our results about the trans-
fer of zinc ions out of water into dithizon-loaded CCl, in a
stirring cell with (8) and without surface active substances
(9). It was possible to show that the influence of stirring
speed on the mass flux allowed the discrimination between both
mechanisms. In the case that interfacial reactions are rate-
determining, the flux is independent of the stirring speed
with and without adsorption layers; the blocking and/or cata-
lytic mechanism is the kind of action. Otherwise, if transport
processes are rate-determining (a linear relationship between

*Excerpt of Thesis, L. Navazio, TU Minchen 1979.



flux and stirring speed), the fingerprint of the hydrodynamic
action of surface layers is to be observed.

Because sufficiently systematic studies related to the
influence of soluble monolders on mass transfer are not avail-
able, we started research work in order to understand the
characteristic dependence between transfer rate, forced con-
vection and surface concentration.

In a horizontal interface the hydrodynamic action of a
compressed surface layer on boundary layer flow comes from the
flow induced gradient of surface tension produced by unequal
distribution of adsorbed molecules. The mechanical equilibrium

~ _ oT
. = (1)

is established by the local shear stress Cx and the correspond-
ing local gradient of surface pressure with

Xan
Al = ft.x ol x 53

X=0

as the integral expression for the pressure difference in the
compressed monolayer. Until now measurements of flow profiles
sufficiently near the fluid interface are as unknown as meas-
urements of surface pressure gradie.:ts in the stressed layer.

With a simplifying assumption about the fluid dynamic in
stirring cells, Davies (10) has proposed a model related to the
action of insoluble monolayers and turbulent flow at the inter-
face. For laminar flow in stirring cells, a treatment is given
(11) which is also related to insoluble molecules. This project
aims at the action of soluble monolayers in order to understand
the characteristic hydrodynamic fingerprint.

EXPERIMENTAL

The cell employed for the investigation is already des-
cribed elsewhere (12); only the stirrer applied in this work
is much less effective in comparison with our prototype. The
schematic illustration in FIG. 1 shows the direction of flow

Stromuna ) L

_———— Wasser

s

—ea= Sofvent
V[ FiG.

Direction of flow,pressure gradlent and compression of mono-
layer (schematic).




2. Mass transfer Nitschetal. 80-220

produced by baffle and stirrer. The stirring speed ratio is
always constant (n_/n_ = 0,79) in order to get a linear con-
nection between W stirring speed and transfer rate (13).

The applied highly purified water came from a quarz bi-
distiller. CCl, was distilled and subsequently purified over
aluminium oxide. The sodium alkyl sulfates are products of pA-
quality (Merck Company). The tensides were recrystallized out
of absolute ethanol until the minimum of interfacial tension
nzar the cmc disappeared (14). This finding in connection with
standard values of cmc and /Pcmc is our criterion for suffi-
ciently clean tensides.

R
The surface concentration] is evaluated from measure-
ments of surface tension with th& Gibbs equation

T .. BT 4
e 2 dlm ¢ (3)
or calculated by the Kiister equation

Te = x 2/ (4)

with a value for K from approximation of the Gouy-equation as
proposed in (17).

The mass transfer of acetone out of water (¢ = 0,5 g/1)
into CCl, was selected as the basic test system. Time-dependent
concentrations are measured photometrically in the solvent
phase (A= 290 nm). The effects of adsorbate are expressed with

the overall mass transfer coefficient o & calculated by
’
C
(_WL.Q_C )
_ _ 2,32 VH d log\ H+1 Sy 1 (5)
0,s F(H+1) dat

o
The plét of log(—ﬁfg -c t) over the time is always a linear
owe. S

RESULTS.

FIG. 2 shows the characteristic connection between mass-
transfer coefficients, tenside concentration and stirring
speed as an example for all the applied sodium alkyl sulfates
(sodiumdecyl-, -dodecyl-, -hexadecylsulfate).

The upper border line (FIG. 2) is related to the "clean
system", characterized by time independent mass transfer co-
efficients. The method for proving clean interfaces has al-
ready been published elsewhere (12).

The lower border line (FIG. 2) is related to the state of
a rigid interface: the pressure gradient is sufficient to
produce (as the maximum hydrodynamic action) a flow profile
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FIG. 2
The effect of stirring speed on the overall coefficient for
different sodium dodecylsulfate concentrations in the water,

analogous to the-profile of solid/fluid interfaces (see FIG.3).
This interpretation was proved experimentally ,With heat trans-
fer between liquid phases, the depression of the heat transfer
coefficient with adsorbates down to the rigid region is equal
to the depression produced by a copper blade between the 1i-
quid phases (5). Besides, in th=z rigid region produced by
adsorbates, there is no momentum flux between the stirred
liquids (16).

<

U

3

i

FIG. 3
Schematic representation of boundary flow for a solid/liquid
(a) and a fluid (b) interface.

For the following kinetic model, the fact is important
that the range of rigid behaviour (expressed with the so-called
critical stirring number n,) is to be attached to the tenside
concentration. Therefore, Eifferent alkyl sulfate layers with
the same rigid range are in the sam2 mechanical state and there
fore comparable. FIG. 4 shows this comparison. To produce_the
same rigid range n, , the requisite surface concentration T
decreases with inc?easing length of the alkyl chain. BecauSe
the alkyl sulfates have the same compression isotherms, the
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different effects of the same surface concentration (the equi-
librium value) must be caused by the kinetics of adsorption
and desorption of the water soluble layer. In the following, a
simplified model is proposed related to the corresponding state
of different adsorbates at the same n, .

Na-Decytsuifat

25 f"th-" (Mol cni?)

D_"‘----..

10 /
Na-Oodecylsuifat

L
/ Na -Hexaaecy(sulfat

D-/-_{./ NV i)

e S

0 20 0 «£0 500 3C0 70 800 300

- FIG. &4
Surface concentration / & (equilibrium value) necessary to
produce n, (rigid region~) for different tensides.

KINETICS OF ADSORPTION .

Recognizable density schlieren show a laminar flow near
the interface and, corresponding to the direction of this flow
(see FIG. 1), it is assumed that on the periphery of the circu-
lar interface there is a contjnuous surface renewal,with a sur-
face production of dF/dt = Uw . The flow velocity w idealized
in the position x = O is parallel and neighbouring to the
interface.

In the case that equilibrium of adsorption is established
instantenously at the new interface produced at x = O, the net
transport of molecules ﬁa to the interface should follow

ﬁa = TL Uw* (6)

With the equation

n =2 (pt/w )1/2

c (N, /1000) (7)
for the diffusion to the interface (17), it is possible to
estimate the time t_ for equilibration. In TABLE 1 this cal-
culated time togethé&r with a corrected time valu= t!' is tabu-
lated. The correction (factor 4) is necessary with ?espect to
desorption which is neglected in equation (7) .



TAQLE 1
Equilibrium position x for w = 0,1 cm/s at n, = 450.

-
€450 le ty'= bt x
mol/1 mol/cm2 10M1 s cm

cqo| 1,58 1072 11,69 2,86 107> |2,86 107

cyp]| 253 1072 1,74 3,0 1071 |3,0 1072

16 5 10'7 0,84 148 14,8

The path of the surfacg elements to reach the equilibriym
value ' is dependent on w . Because of the low values of w ,
which ar8 to be assumed corresponding to the rigid interface
(see TABLE 1), the equilibrium position should be very near to
X = 0 for sodium decyl- and sodium dodecyl sulfates in the re-
levant concentrations to realize n, = 450. Therefore, for these
two surfactants it may be allowed %o operate with established
equilibrium of adsorption at x = 0O, correspond.ng to equation
(6). Moreover, this means that at x = O there is a surface
pressure corresponding to the bulk phase concentration. For
sodium hexadecyl sulfate an analogous conzlusion is uncertain
becauze of the low concentration level necessary to produce
n, = 450.

PRESSURE GRADIENT.

Corresponding to equation (2), for each rigid range n
there is a necessary gradient of interfacial pressure. Thi
gradient is to be estimated on the basis of the steep increase
of transfer rate near the cmc as shown in FIG. 5. This increase
of transfer rate near the cmc comes from the fast micellation
which destroys the diffusion barrier of desorption (18). The
important fact is the very baginning of the [3 -increase at
c' < cmc. This means that for the bulk concentPa®ion c¢' in the
position of maximal compression at x = r, the cmc is reached
near the interface. Therefore, the pressure gradient for the
investigated rigid range at n, = 450 is to be estimated with
] at x = rand It _, at § = 0. In TABLE 2 the experimental
rediits for differentpaiﬁyl sulfates investigated with respect
to the cmc-effect are summarized. The resulting AW values are
comparable to the pressure difference estimated in (11) from
flow field measurements.

KINETICS OF DESORPTION.

In the case of equilibrium near x = O desorption occurs
at the whole interface. Corresponding to the increase of
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FIG. 5
The increase of/go o near the cmc.
b

compression with x, there is also an increase of Il . and of the
concentration c % in equilibrium with lx'

Because of the circular shape of the interface, the entire
rate of desorption is to be treated as the sum of the rates
related to concentric ring shaped plains dF. Corresponding to
diffusive desorption, equation

dhy = BdF (c; - c) (8)

should be an_appropriate expression. The value of the transport
coefficient/3 is to be calculated from the individual trangport
coefficient of the acetone transfer at n, = 4509@=1,38 10" cmys)

TABLE 2 _
Data for Estimation of the pressure gradient AW at n, = 450
L o r cme o AT ]
ce cmc
mol/1 mN/m mol/1 mN/m mN/m
2| =y 2| =5 2

Ciof 2:5 10 34,05 3,2 10 35,35 s 3

c,p| 6,1 1077 36,2| 6,8 1077 37,7 1,5
2_71: = 1,9|




corrected with respect to the influence of diffusion coeffi-
cient with the expression of the penetration theory (20).

Assuming a linear increase of surface pressure from x = 0
to x = r with the pressure differences in TABLE 2 and the equi-
librium valueyl_  at x = O, it is possible to calculate the
increase of ¢, with x, if the concentration dependence ofu
from measurements of surface tension is known.

With the course of c* with x,distributed over 8 annular
plains of equal width, the desorption rates for these annular
surface parts are calculated with equation 8, Summing up these
values one obtains the whole desorption rate listed in TABLE 3.

TABLE 3 *
Estimation of the boundary flow velocity w at n, = 450 on the
basis of equations 6, 8 and 9.

- . *

c 'y S ny w
mol/1 mol/cm2 1011 mol/s cm/s
1,58 1072 11,6 11,4 1072 4,12

C,]O ,5‘ ’ 9 ’ ’
¢ p| 2,5 1072 1,74 1,3 10721 3,1 |

STATIONARY STATE.

In the stationary state of the flow compressed adsorption
layer from the kinetic point of view, the expression

l;la = lzld (9)

must hold., With equation 9 it is possible to calculate values
of w* which are summarized in TABLE 3. These values are to be
compared with the bulk flow w which is known to be 13 cm/s

in the annular space of the stirring cell (21).

The result, that the calculated values for w* are reason-
able and, moreover, that the condition for a solid/liquid
profile w*& w seems to be fulfilled, shows the justification
of the applied kinetic model.

In spite of several assumptions in the above model, we
are publishing our approach in order to stimulate furthzsr in-
vestigations into the influence of soluble monolayers on
transfer rates, which is very important for experimental work
with respect to mass transfer kinetics.
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SYMBOLS USED.
c mol/1  bulk concentration V cm3 volume of solv.phase
c*mol/1  interfacial conc. w*cm/s flow velocity
water phase w cm/s flow velocity at x=0
D cm2/s diffusion coeff. X radial coordinate (be
F cm@ interfacial area gins in the periphery)
H distr.coeff.cy/cg F%,S cm/s overall mass transfer
N, Loschmidt'sche No. coefficient
n 1/min  stirring number dyn/cm_ interfacial tension
Ng mol/s rate of adsorpt. mol/cm2 surface concentration
ng mol/s rate of desorpt. E:dyn/cm interfacial pressure
U cm periphery of the ¢ dyn/cm2 shear stress
interface INDICES
e - equilibr.; w - water; s - solvent; t - time; o - initial
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PHASE TRANSFER AND MICELLAR CATALYSIS IN HYDROMETALLURGICAL
LIQUID-LIQUID EXTRACTION SYSTEMS

K. Osseo-Asare and M. E. Keeney
Metallurgy Section, Department of Materials
Science and Engineering
The Pennsylvania State University
University Park, PA 16802, USA

ABSTRACT

A discussion is presented of the factors which con-
tribute to phase transfer catalysis (PTC) and reversed
micellar catalysis (RMC) in hydrometallurgical liquid-
liquid extraction systems. It is shown that the ability
of an extractant to act as a phase transfer catalyst is
dependent on its reactivity, interfacial activity and
aqueous solubility. It is demonstrated that the poten-
tial for effective utilization of RMC in liquid-1liquid
extraction systems depends primarily upon the ability of
micelles to solubilize both extractant molecules and
metal ions, and stabilize HyO-extractant ligand exchange
reactions. A discussion is presented of catalysis and
inhibition in micellar and non-micellar systems involving
LIX63, HDNNS, DEHPA, lauric acid, and Aliquat 336.

INTRODUCTION

The advent of the commercial hydroxyoxime- and hydroxyquinoline-based
reagents has stimulated research into the synergic potential of mixtures of
these chelating reagents with each other (1-8) as well as with other types of
extractants such as phosphoric, carboxylic, and sulfonic acids (9-32). For
many of the systems, the presence of mixed ligand complexes has been reported,
and several authors have attributed the observed synergic effects to solva-
tion mechanisms (13,15,21,22). The importance of solvation effects in syner-
gism has been well documented in the literature (33). There are now indica-
tions, however, that other mechanisms such as phase transfer catalysis (1-8,
16, 17) and micellar catalysis (23-32) may also be operating.

Phase transfer catalysis (PTC) is based on the fact that two species
located respectively in two immiscible solvents can only react with great
difficulty (if at all) if neither reactant is soluble in its opposite solvent
(34,35). The role of a phase transfer catalyst is to transport one of the
reactants across the interface into the opposite bulk phase, where the desir-
ed reaction can take place at much higher rates than previously attainable.
It is interesting to note that much of the PTC work in the literature has
used Aliquat 336, a quaternary ammonium reagent (Henkel Corp.) which is also
used as a metallurgical solvent extraction reagent. In addition to PTC, it
is necessary to consider interfacial chemical phenomena within the organic
phase proper. At sufficiently high concentrations, the salts of some organic
acids, as well as the water-wet organic solutions of the acids themselves,
form aggregates or micelles. These micelles have polar cores which can



solubilize considerable quantities of water and there is much interest in the
use of micelles as models for the study of enzymatic reactions (36).

In this paper a review of selected literature on PTC and RMC is present-
ed with emphasis on those aspects which are relevant to metal separation
processes in liquid-liquid systems. In addition, new data are presented on
the physiochemical phenomena underlying inhibition, PTC and RMC in mixed
extractant systems involving LIX63, HDNNS, DEHPA, lauric acid and Aliquat 336.

EXTRACTANT SOLUBILITY AND INTERFACIAL ACTIVITY

When an extractant HR is placed in a liquid-liquid extraction system,
it may distribute itself among several different locations and assume several
degrees of molecular aggregation. Thus, HR may (1) exist in the bulk organic
phase as monomers or aggregates solvated by diluent molecules, (2) adsorb at
the liquid/liquid interface, (3) dissolve into the aqueous phase, or (4) form
monomeric or polymeric complexes with metal ions (these complexes in turn
distribute between the organic and aqueous phases).

The successful commercial utilization of the hydroxyoxime-based reagents
derived partly from their organic solubility made possible by the presence of
alkyl groups. This enhanced organic solubility has been so impressive that
there has been a tendency to simply dismiss the aqueous solubility as negli-
gible. It is now known that there is some aqueous solubility and for example,
Foakes et al (37) have determined the solubilities of LIX63 and anti-LIX65N
to be 15.5 and 1.0 pmol dm~3 respectively. Whether the solubility of a given
extractant is significant or not would depend on the particular process
relative to which solubility is being considered.

To various degrees, solvent extraction reagents possess some interfacial
activity and populate the liquid-liquid interface (2,25-28,38-45). The
interfacial activity is related to¢ the presence of hydrophobic and hydro-
philic groups in the same molecule. The hydrophobicity is contributed by the
hydrocarbon radicals while the polar functional groups such as -COOH, -OH,
=0, -SO3H, and -POOH are responsible for the hydrophilic nature. At the
organic/aqueous interface, these molecules orient themselves with the hydro-
philic groups directed towards the aqueous phase and the organic substituents
directed towards the organic phase. Thus the interfacial activity is demon-
strated by interfacial tension lowering as shown schematically in Figure 1
for purified LIX63, HDNNS, DEHPA, and lauric acid.

Of the extractants represented in Figure 1, the most interfacially
active is HDNNS which at concentrations as low as 1072 mol dm~3 is capable of
lowering the hexane/aqueous interfacial tension from 50 mN/m to 8 mN/m. HDNNS
exhibits the characteristics of a classical surfactant. There is an abrupt
change in the interfacial tension curve at 5x10_5 mol dm~3 which represents
the critical micelle concentration (CMC). At the CMC, HDNNS is present in
the bulk organic phase primarily as micelles - aggregates consisting of
several molecules with the polar groups turned inwards away from the organic
solvent. The micellization of HDNNS and its salts has been the subject of
several studies in the literature (42,46-49). Kaufman and Singleterry (46)
found that micelles were present in benzene at sulfonate salt concentrations
as low as 1076 mol dm‘3, and aggregation numbers ranging from 6 to 14 metal-
sulfonate monomers per micelle were determined (47). The micellization of
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FIG. 1. Interfacial tension isotherms at the hexane/water interface for
purified reagents (mol dm"3): HDNNS (HD); DEHPA (HP); LIX63 (HOx) and lauric
acid (HL). Aqueous conditions: 0.5 mol dm—3 KNO3,pH=2,5. (25°¢)

carboxylate salts has also been reported (50-52). Although the cther extrac-
tants shown in Figure 1 do not exhibit a critical micelle concentration,
they, nevertheless, do undergo some aggregation as a result of hydrogen bond-
ing (51). Aggregation numbers as high as 4 have been reported for LIX63 in
iso-octane (8).

PHASE TRANSFER CATALYSTS

As far as liquid-liquid extraction of metals is concerned, what is
observed when two extracta:.ts are used together would depend on the inter-
actions of all the factors discussed above. For example, the two extractants
will compete for adsorption sites at the organic/aqueous interface. The more
interfacially active of the two will populate the interface at the expense of
the other. If the two extractants associate, it is possible for the more
surface active species to be removed from the interface.

Let us consider the simple case of two extractants HR and HL (ignoring
bulk phase aggregation and HR-HL interactions) and focus on three effects:
interfacial activity, aqueous solubility, and the nature of the extracted
complex. Several possibilities may be envisaged as outlined in Figure 2.

In system 1, none of the extractants exhibits any significant interfacial
activity. However, HR is more soluble than HL, and is also responsible for
metal complexation. Thus addition of HL would not be expected to have any
effect on metal extraction. Similarly, no PTC would be observed with systems
3 and 5. In system 2, the extracted complex is MeL, even though HR has a
greater aqueous solubility than HL. 1In this case, phase transfer catalysis
can account for the extraction of an MelL, complex as shown in Figure 2a.
System 4 in which HR is the more interfacially active of the two extractants,
can give rise to enhanced extraction if the rate limiting step occurs at the
organic/aqueous interface. The neutral complex MeR, may be formed at the
organic/aqueous interface, and subsequently transferred into the bulk organic
phase where ligand exchange occurs, forming MelL, and regenerating HR for
further reaction. This is illustrated in Figure 2b.

The ligand exchange reaction may occur completely at the organic/aqueous
interface (Figure 2c) or it may be preceded by interfacial mixed complex
information (Figures 2d and 2e). When extractant HR is the more soluble as
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FIG. 2. Schematic representation of phase transfer catalytic systems
involving mixed liquid-liquid extractants (HR;HL).

well as the more interfacially active of the two extractants, PTC can take
place to yield a complex MelL, (System 6) through either one or both of the
mechanisms illustrated in Figures 2a and 2b. It is also possible for HR to
possess the greater interfacial activity and yet give slow extraction rates
in the absence of HL. 1In this case, if the aqueous phase reactivity of HL

is greater than that of HR, it would be possible to observe enhanced kinetics
in the mixed extractant System 7 as demonstrated in Figure 2c; mixed complex
formation is also possible (see Figure 2d). System 8 represents the case
where a complex MeL, is formed even though the second extractant HR is more
surface active. Under these circumstances, enhanced extraction may be due to
increased rate of interfacial reaction involving HR alone (Figure 2b) or
mixed complex formation (Figure 2e).

Several of the mechanisms that have been proposed (1-8) to explain the
catalytic effect of LIX63 (HL) on copper extraction by LIX65N (HR) can be
treated in terms of the phase transfer models outlined in Figures 2a-e. As
an example, the mechanism proposed by Fleming (6) may be cited. This inves-
tigator presents interfacial tension results which indicate that LIX63 is
excluded from the liquid-liquid interface in LIX63-LIX65N mixtures. It is
then argued that the aqueous solubility of CuLt exceeds that of CuR' and that
the aqueous phase reaction to form the 1:1 copper-ligand complex proceeds
much more rapidly for LIX63 than for LIX65N. The rate-limiting step is
proposed to be an interfacial reaction (Figure 2d). Although Fleming deresnot
provide any experimental data to substantiate his claim that CuLt is more
soluble and forms faster than CuR+, there is some merit in his hypothesis.

As Foakes et al have shown (37), LIX63 is more water-soluble than LIX65N.

In addition Van der Zeeuw and Kok (7) have pointed out that when LIX63
chelates copper, a five-membered ring is formed, whereas a six-membered ring
is formed in the case of LIX65N; the accelerating capacity of LIX63 may be
due to the greater ease of forming a five membered ring compared with a six
membered ring.

Metal extraction with mixtures of chelating reagents and organic acid
mixtures may nroceed via mechanisms such as those given in Figures 2a to 2e
depending on the relative importance of aqueous phase and interfacial reac-
tions. The effect of lauric acid concentration on interfacial tension and
copper extraction with HOx-lauric acid mixtures is shown in Figure 3a. The
experimental techniques are discussed in detail elsewhere (26-28). It can be
seen that, at constant HOx concentration, enhanced extraction occurs only
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as lauric acid begins to
The ability of minute amounts of
) to increase metal extraction rates with LIX

reagents and Kelex 100 (20,22) may be attributed to a similar mechanism. It
must be noted that the reaction steps shown in Figures 2a to 2e may be
further complicated by mixed complex formation.
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Preferential population of the interface by one extractant in a mixed
extractant system can also have adverse effects on metal extraction. The
effects of Aliquat 336 on the interfacial tensions and the rate of nickel
extraction with HDDNS are shown in Figure 3b. For the individual extractants,
Aliquat 336 has no extraction capability for Ni in ammoniacal solution while
HDDNS extracts quite well. However, in the mixed extractant system, extrac-
tion occurs only in those regions where Aliquat 336 has been displaced from
the interface by the sulfonic acid (i.e. HDDNS preferentially populating the
interface). Aliquat 336, being cationic, has a strong inhibiting effect on
nickel extraction in regions where it is preferentially populating the inter-
face. Similar results are found for the Aliquat 336/LIX63 extraction system
as shown in Figure 3c.
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FIG. 4.

Possible solubilizate locations in a micelle.



MICELLAR CATALYSIS

In the discussion above, the effects of extractant aggregation were not
considered. The presence of aggregation affects metal extraction. Thus, the
fractional orders observed in extraction rate studies with LIX reagents have
been attributed by some investigators to organic phase aggregation of the
extractant molecules (6,8). When reversed micelles are present, even more
drastic effects may be observed. Reaction products as well as reaction rates
may be profoundly affected when species which have been solubilized by
micelles undergo chemical reactions (36). Figure 4 illustrates the possible
locations of a solubilizate in a micellar environment. The micelle core,
site 4, is hydrophobic for aqueous phase micelles and hydrophilic (may
involve trapped water pools) for reversed organic phase micelles.

Cho and Morawetz (54) studied the effect of aqueous phase micelles of
sodium dodecyl sulfate (SDS) on the aquation of Co(NH3)5Cl2+ induced by Hg2+.
As SDS concentration was increased, a sudden increase in reaction rate was
observed in the neighborhood of the CMC. Further SDS addition beyond the
CMC resulted in a rate decrease. The rate increase was interpreted in terms
of an increase in the effective concentration of Hg2t and Co(NH3)5C12+ at the
anionic micelle surface as a result of electrostatic attraction. The rate
decrease at high SDS concentrations was attributed to a decrease in the
reactant concentration per micelle as the number of micelles increased.

The effect of aqueous SDS micelles on a reaction involving N12+, Mn2+,
and a hydrophobic organic ligand, pyridine-2-azo-p-dimethylaniline (PADA)
has been investigated by James and Robinson (55), and Holzwarth et al (56).
In the presence of SDS, the cations are attracted to the anionic micelle/
water interface. PADA, being hydrophobic, is solubilized within the hydro-
phobic micelle core. In both the micellar and non-micellar systems, the
rate-limiting step was determined to be the ligand exchange reaction. The
activation energy for the reaction was found to be the same in the micellar
and non-micellar systems. It was therefore concluded that the main effect
of the micelles was not in the enhancement of the ligand-water exchange but
rather in the creation of a concentrative effect. The ability of micelles
to solubilize and therefore localize reacting species leads to an increase
in the effective concentration of the reactants, thereby increasing reaction
rates. Similar results have been reported by Diekmann and Frahn (57,58) who
used sodium decylsulfate instead of SDS. Using electrical double layer
theory, these authors demonstrate that the electrostatic interaction between
the anionic polar heads and NiZt dramatically enhances the local Ni2+
concentration at the micelle surface.

The aquation of tris(oxalato)chromate (III) anion, Cr(C204)§ to
cis—Cr(C204)2(H20)2 has been investigated by O'Connor et al (59,60) in the
presence of water solubilized by alkylammonium carboxylates in benzene. It
was found that the rate of the aquation reaction in the micellar system was
greater than the aqueous phase value by a factor of 5x100. The rate
enhancement in the micellar system was attributed to (1) hydrogen bonding
between the oxygen atoms of the oxalate ligands, and the ammonium ion of the
micelle, (2) the ability of the ammonium ion to deprotonate and donate a
proton to the hydrogen-bonded oxalate ligand and (3) an apparent increase in
water activity in the micellar polar environment. A similar explanation has
been given for the enhanced rate of the trans-cis isomerization of bis
(oxalato)diaquochromate (III) anion in micellar alkylammonium carboxylate
solution in benzene (61).
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Robinson and Steytler (62) investigated the reaction of nickel (II) with
murexide in water pools contained in Aerosol OT micelles in heptane. The
rate of complex formation was found to be controlled by the rate of water
exchange. In the micellar region there was a slight decrease in water
exchange rate, which was attributed to the adsorption of Ni2t at the anionic
AOT surface. The presence of reaction inhibition was also observed by Fisher
et al (63) when the Ni2+—Mur— reaction was studied in aqueous SDS micellar
solutions. The binding of Ni2* to the anionic polar heads reduced its
effective bulk concentration and thereby, reduced the reaction yield.

Van Dalen and coworkers (29-32) have examined the role of HDNNS micelles
in the extraction of various trivalent metal ions. In mixed HDNNS/DEHPA
extractant systems, unexpected enhanced metal extractions were found. The
authors observed that water is released from the HDNNS micelle as DEHPA is
added to the organic phase. Using various techniques (vapor pressure
osmometry, IR, interfacial tension), they concluded that DEHPA is solubilized
in the aqueous micelle core, replacing water molecules originally solubiliz-
ed. They attributed the enhanced extraction of trivalent metal ions to the
cosolubilization of the metal ions and the DEHPA in the micellar core (i.e.
site 4 in Figure 4).

Osseo-Asare, et al. (25-28) have examined the mixed LIX63/HDNNS
extractant system and have also shown that water is released from the HDNNS
micelle upon addition of LIX63. However, this effect has been attributed to
micelle destruction (and subsequent release of solubilized H,0) as a result
of preferential association of the oxime and the sulfonic acid in the bulk
organic phase. Micelle destruction is demonstrated in Figure 5 which shows
that the CMC shifts to a higher HDNNS concentration in the presence of LIX63.
The oxime-sulfonate interaction has been further confirmed by infrared
spectroscopy (26).

The interfacial tension data of van Dalen, et al. (29-32) have been
replotted and included in Figure 5. The isotherm shows a shifting of the
CMC to higher HDNNS concentration as the concentration of DEHPA is increased,
analogous to the results for LIX63/HDNNS. However, on the basis of infrared
spectra, van Dalen et al. have suggested that there is no interaction between
the phosphoric and sulfonic acids. In the absence of any interaction between
the extractant species, it is difficult to explain the shifting in the inter-
facial tension isotherms as shown in Figure 5. Further work is necessary to
explain the observed shifts.

Enhanced extraction of Ni2t has been observed in the LIX63/HDNNS system
(23-28) and this has been attributed to a micellar catalytic mechanism
.(26-28). 1t has been proposed that the function of the HDNNS micelle is to
concentrate the reactants and increase their mutual accessibility. The
heteropolar nature of the oxime results in LIX63 being drawn into the polar
region of the HDNNS micelle. However, given the relatively low aqueous
solubility of LIX63, it is more likely that the oxime is solubilized in the
palisade region (site 3, Figure 4) rather than in the aqueous core.

CONCLUSION

The major factors contributing to phase transfer catalysis and reversed
micellar catalysis have been discussed with emphasis on their relationship to
hydrometallurgical liquid-liquid extraction systems. The ability of charged
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interfaces to promote or inhibit extraction has been demonstrated. It has
been shown that for an extractant to function as a phase transfer catalyst it
must (1) preferentially adsorb at the aqueous/organic interface, (2) have
greater solubility in the aqueous phase, or (3) have a greater reactivity.
The potential for effective utilization of reversed micellar catalysis in
hydrometallurgical systems has been shown to be dependent upon (1) a metal-
extractant concentrative effect due to solubilization of the reactant species
in the reversed micelle and (2) the ability of the micelle to promote the
Ho0-extractant ligand exchange reactions. With appropriate selection of
extractants and extraction conditions, it seems likely that PTC or RMC could
be used to advantage in hydrometallurgical liquid-liquid extraction systems.
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EXTRACTION WITH CHEMICAL REACTION: SULPHONATION OF TOLUENE

P.R.L. Grosjean and H. Sawistowski

Department of Chemical Engineering,
Imperial College of Science and Technology

London SW7, England

ABSTRACT

Investigation was conducted on sulphonation of toluene in
a stirred cell which was provided with a clearly defined
interface. The employed range of concentration of sul-
phuric acid was from 68 to 847 by weight and a threefold
variation in stirring speed was used. An attempt was
made to explain the results in terms of mass transfer
accompanied by first-order chemical reaction. This was
successful up to a concentration of sulphuric acid of
about 757%. Higher concentrations resulted in unexpected
and sharp increases in transfer rates which were indepen-
dent of the rate of stirring. It is postulated that these
increases are the result of an interfacial reaction which
becomes superimposed on the transfer mechanism in conse-
quence of change in interfacial properties of the system.

SYMBOLS USED v phase volume
w mass fraction of sulphuric acid
G concentration z distance from interface (normal
D diffusivity direction)
Ha Hatta number B parameter in eqns. 8 and 9
K mass transfer coefficient r surface excess concentration
k reaction rate constant Y activity coefficient
L film thickness u viscosity
M molar mass o interfacial and surface tension
m parameter in eqns. 8 and 9 ) association factor
N molar flux
NA Avogadro number Subscripts
n surface concentration
R universal gas constant il interface
g rate of reaction 8 sulphuric acid
S interfacial area T toluene
T temperature TSA toluene sulphonic acid
& time %) water
v molar volume 2 phase 2 (acid)
Superscripts
b bulk
o absence of reaction (physical extraction)
s surface
* equilibrium



INTRODUCTION

Most of the existing work on mass transfer with chemical reaction in
liquid-liquid systems was reviewed by Hanson et al. (1, 2). The work on
aromatic nitration is of particular relevance to the present study since it
is often assumed that a certain analogy exists between this process and
aromatic sulphonation. Since it was shown by Hanson that several assump-
tions concerning aromatic nitration are of doubtful validity and arise out
of misinterpretation of experimental results, it was felt that similar con-
clusions may apply to sulphonation. Since most previous work was conducted
in stirred dispersions, the misinterpretation was ascribed to the effect of
various parameters on the interfacial area and not solely on the mass trans-
fer coefficient. It was therefore important to use an apparatus with a geo-
metrically well-defined interface and thus be able to isolate and evaluate
the effect of phenomena other than variation in interfacial area.

Models of mass transfer accompanied by chemical reaction have already
been described extensively in literature (3, 4). Although they were ori-
ginally developed for absorption, there is no reason why they should not be
applied to liquid-liquid systems, provided secondary phenomena, such as the
Marangoni effect, are taken into account. It is mainly this reason which
makes experimental verification of the models difficult (5, 6, 7).

Previous work (8) on liquid-liquid mass transfer accompanied by a
neutralization reaction (transfer of propionic acid from toluene into
aqueous solution of sodium hydroxide) provided a qualitative assessment of
the secondary effects. It also confirmed that, provided these are taken
into account, the film model of mass transfer is applicable to extraction
with instantaneous chemical reaction. It is now proposed to extend the work
to cover extraction with pseudo first-order reaction. Sulphonation of
toluene was chosen as an example on account of availability of kinetic data
and the information it may supply on aromatic nitration and sulphonation in
agitated dispersions.

EXPERIMENTAL

The main requirements of the equipment was the presence of a smooth
interface of known geometry and a uniform concentration in the turbulent
bulk of each phase. Such conditions were satisfied by the stirred cell des-
cribed by Austin and Sawistowski (9, 10) which was a modification of an
earlier stirred cell developed by Lewis (11). It was decided to employ the
Austin cell in this work but modify it by dispensing with the subsidiary,
manually-operated, stirred cell of variable volume, which was used for con-
trolling the position of the interface. 1In order to minimise the resulting
error, each run was stopped if the interface moved vertically by more than
3 mm. This permitted runs to be carried out lasting at least 100 to 200 min.

Experiments were performed at 25°C and stirring speeds of 100, 200 and
300 rev/min. Since contradictory statements were made by Austin (9) and
Lewis (11) concerning the influence of direction of stirring in the two
phases, this effect was fully investigated (12). No significant difference
between co-rotating and counter—rotating configurations was observed and the
latter was adopted.

The solvents employed were toluene (phase 1) and aqueous sulphuric acid
(phase 2). Toluene is slightly soluble in the acid phase (29) and it is
generally accepted that this is the phase in which the sulphonation reaction
takes place. The product of the reaction is toluene sulphonic acid (subse-
quently referred to as TSA) which is retained in the acid phase and can be
easily analysed spectrophotometrically. The method developed by Saunders
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(13) was found suitable for this purpose and the Hitachi-Perkin-Elmer 139
UV-Spectrophotometer was employed.

An experiment was started by filling the cell with known volumes of
aqueous sulphuric acid and toluene. The stirring speed was then adjusted to
its desired value. The problem was complicated by the fact that the chemi-
cal reaction begins immediately on contacting the phases. Zero time was
therefore arbitrary and since, in addition, disturbances created by filling
cannot be avoided the experimental concentration-time profiles (Fig. 1) do
not pass through the origin.

Results were obtained by periodic withdrawal of 3 ml samples from the
acid phase. Its absorbance was quickly measured at 256 nm and the sample
returned to the cell. Experiments were performed at 25°C at stirring speeds
of 100, 200 and 300 rpm and various initial concentrations of sulphuric acid
in the range from 68 to 83 per cent by weight. Higher concentrations were
not employed as they produced discoloration of the acid phase.

PROPERTIES OF THE SYSTEM

Since the reaction takes place in the acid phase, it is the properties
of this phase, i.e. of the aqueous sulphuric acid solution, which need to be
considered. The variation of density and viscosity with concentration of
sulphuric acid is well established (14) and it can be assumed that both
these properties are unaffected by the small content of toluene and TSA.

The viscosity relation is not a simple function of concentration but it
remains monotonic up to a concentration of 85 per cent by weight.

The diffusion coefficient of toluene in aqueous sulphuric acid,

D, (cm”/s) was estimated from viscosity data using the Wilke-Chang equation
in the form proposed by Perkins and Geankoplis (15)

~ -8, .0.5 0.6 .
Dpp = 7.4 x 10~ (M) T/u, Vp (1)

where V (cm3/mol) is the molar volume of toluene at its normal boiling
point, "u, (cP) is the viscosity of the acid phase, T (K) is the temperature
and M¢ is” defined by the relation:

My = oy 9y My * % 95 ¥y (2

In this equation x, ¢, M denote mole fraction, association factor and molar
mass respectively and the subscripts W and S refer to water and sulphuric
acid respectively.

"This method was already employed by Cox and Strachan (16-18) in their
work on two—phase nitration of toluene and chlorobenzene. They found that
by taking ¢S = 2.0 and ¢, = 2.6 there was good agreement between calculated
and experimental values. If, therefore, w, is used as mass fraction of
sulphuric acid in water, equations 1 and 2~ reduce to

- [ 2.6-0.6 w, ?
Bz = 53.37 x 10 1-0.826 w, 2

"l (3)

at 25°C. The equation is valid only for high acid concentrations, i.e. for
the conditions employed in the experiments.

The solubility of toluene in sulphuric acid solutions has already been
presented in (29) and it will be taken to represent the equilibrium



interfacial concentration C.*.

The kinetics of tolueneé sulphonation was studied in detail by Cerfontain
et al. (19-24). It was found that the reaction was pseudo first-order with
respect to toluene so that the rate of consumption of toluene was given by

r, =k, C (4)

A general review of the kinetic work was presented by Saunders (13) who
assessed the available experigental evidence and presented them in the form
of the rate constant k1 at 25 °C as

1n kl =-64.32 + 67.50 W, (5)

THEORY

The mathematical statement of the problem is given by the conservation equa-
tion of the solute (toluene) in an element of the film

3 Coy . 8" Gy e )
5 T2 2 1 VT2 (6)

with the following initial and boundary conditions

* ... b
=C.,; (111) =z > &, C =C = f(t)

(i) £=0,C Cro T2 i T2

T9 = 0; (i1) =z = 0,

where 2 is the film thickness and condition (iii) is represented by

T2 [ ° ~12 } b
2 at 2" %z | _, 1 2 S {7

In eqn. 7 Vo ig the vo%ume of the acid phase (290 cm3), S is the interfacial
area (30.25"cm”) and C is the concentration of toluene in the perfectly
stirred bulk of the lower phase.

An approximate solution of eqn. 6 was adopted by assuming pseudo-
stationary conditions in the film, i.e. that the conditions can be repre-
sented by a sequence of steady-state events. For each of the sequences a

steady-state solution can be obtained which gives

*
C "
b om T2 _ -
Cig = m+k1 b B {1 exp |_ (m+k1)t]} (8)
and NTi = - DTz(dCTZ/dZ)z=O

[}
~
fa o
job]
aQ

& l-exp :(m+k )t
o *{1_ |- (k) ] ©

(1+k1/m) cosh2 R
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1
)2 /K O; Ha = B/tanh B; m =K ® s S/VZ'

Bo= Ak D 2 2

T2
Equations 8 and 9 contain K o’ the mass transfer coefficient of toluene into
the acid solution in the absence of chemical reaction. This coefficient was
determined from existing correlations and checked experimentally on the test
system toluene-propionic acid-water both for physical extraction and with
sodium hydroxide present in the water phase (8).

The relevant correlations existing in literature were those of Austin
(10) and of Davies (25). Austin's correlation was established using an
almost identical cell to that employed in the present work. However, the
work was performed on partially miscible binary systems, i.e. systems of low
interfacial tension, and the correlation was found not to apply to the test
system employed. Better results were obtained with Davies' correlation
since it includes interfacial tension as a parameter. Its validity was con-
firmed by the work on extraction with instantaneous chemical reaction.

It is known from theory (3, 4) that the value of B is indicative of the
regime of mass transfer with simultaneous chemical reaction. For B > 3 the
reaction is regarded as fast and for B < 0.2 as slow. The estimation of R
will therefore throw some light on the extraction process and may lead to

siggligicatigns in the theoretical treatment. For w, = 0.7, k) =_ .862x
10 s , k = 1.3 x 10 cy/s at 200 rev/min and D =1.5 x"10 cm”/s.
Consequently, B = 1.85 x 10 °. For w, = 0.8, B was found to be equal to

0.077. Hence, over the range of operation the reaction could be considered
as slow, i.e. it was confined to the bulk and did not affect diffusion
across the film.

On substitution of values into eqns. 8 and 9 it was found that the time
dependent term in these equations could be neglected. For the extreme case
of a contact time of 2 hours its omission introduced an error of 6% at 100
rev/min, 107 at 200 rev/min and 137 at 300 rev/min. These errors are of the
same order of magnitude as the experimental errors and probably smaller than
those involved in the estimation of mass transfer coefficients. Conse-
quently, the toluene flux at the interface could be written as

N.,.. =K, C (10)

and, incorporating the stoichiometry of the reaction into the material
balance, as

v dC dC
i, 2 TSA _ 5.634 x 10 5 TSA

. 2 (11)
T1 MTSA S dt dt

N

where N is expressed in mol/cmzs, C in kg/m3 and t in s.

Ti TSA

RESULTS AND DISCUSSION

Experimental results were obtained by measuring variations in concen-
tration of TSA with time (Fig. 1). In order to calculate the slope of the
line, data were computed using a least square curve fitting technique. The
toluene flux was subsequently calculated from eqn. 11 and the experimental
mass transfer coefficient determined as

%*
Kp = Ny /Cpy (12)
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and plotted in Fig 2, where predicted values are presented by broken lines.
It can be seen that the curves consist of two parts:

(a) The section under about 74.57 by weight of H,SO, where there 1is
reasonably good agreement between experimental and predicted results.

This applies particularly to the trend of the results and the operation at
300 rev/min. The increased deviation at lower speeds is not surprising
since the validity of Davies' correlation decreases with decreasing stirring
speed.

(b) The section above 74.57% characterised by a sudden unpredicted increase
in mass transfer coefficients. This increase cannot be ascribed to a change
from a slow to a fast reaction regime, as such a change should take place at
values greater than 827 by weight of H,SO,. Nor, as shown by the viscosity
variation, can it be ascribed to any unexpected changes in bulk properties,
as these do not occur below 847 by weight.

It has, however, been found that the surface tension o, of aqueous
H,SO, increases with w,, reaches a maximum at 497 for 25°C “and then
decreases (14). There is an appreciable increase in its rate of change
beyond 75%. Since the two phases react when brought into contact, it is
difficult to obtain stable experimental results for the interfacial tension
0. However, results are reported by Davies and Rideal (26) for the system
benzene/aqueous H,SO, which indicate that Antonoff's rule can be applied to
this system proviaedaan additional constant of around 10 mN/m is subtracted.
The estimation of ¢ for the system under consideration was conducted using
the relation

o =0, + Oy =0, =0y~ 36 (13)

where o 1is the surface tension of pure water and o_ the interfacial tension
of the gystem toluene/water. It has subsequently bgen established experi-
mentally (27) that results obtained from eqn. 13 are reasonably correct.
This means that the interfacial tension of the system toluene/aqueous HZSO4
decreases steeply beyond 75% solution. In other words, there will be a
large excess of H, SO, molecules present in the interface which indicates the
possible occurrence of an interfacial reaction.

In order to check this hypothesis the results of Fig. 2 have been re-
plotted in terms of the molar flux in Fig. 3. The flux given by eqn. 10 has
also been recalculated with the values of the constant in Davies' corre-
lation adjusted for K © in the left-hand section of Fig. 2 to agree with
experimental results.” The difference was also plotted in Fig. 3 and is
represented by the broken line. It confirms the hypothesis of an inter-
facial reaction by being independent of the stirring speed. Hence, it is
suggested that

Npjg =Ky G + 1y (1)

where Tog is the rate of the interfacial reaction per unit surface area.

Further development of the hypothesis of an interfacial reaction 1is
highly speculative by assuming that pseudo—equilibrium conditions exist at
the interface and thus ensure the applicability of Gibbs' equation. Start-
ing from classical thermodynamic considerations (28) it can be shown that

PS’ the surface excess concentration of sulphuric acid, can be obtained from
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the equation

do rr|1 dImvg
St ig o I T
s w|*%s S

(15)

where R is the universal gas constant, w_ the mass fraction of water in
phase 2 and T, the activity coefficient of H,SO, in that phase. The rela-
tion Yo = £(x;) 1s given by Giauque (29) so "that T', could be calculated.
This was added to the calculated bulk contribution of H,SO, obtained as

2774
xS(NA/V S, the molar surface concentration of sulphuric
acid.

The interfacial reaction will possess different reaction kinetics than
the surface reaction. It can no longer be regarded as pseudo-first order
with respect to toluene since sulphuric acid is no longer present in excess.
In fact, the reverse is true so that

2/3 .
S) /NA to give ng

r.. = k.  n., n. =k. n (16)

The experimentally determined value of r.. is plotted against n S in Fig. 4
and does, in fact, produce a straight line. In spite of the simplicity of
the considerations, it forms additional evidence to support the hypothesis
of an interfacial reaction.

CONCLUSIONS

The rate of sulphonation of toluene can be predicted on the basis of
the film model of diffusion accompanied by simultaneous first-order chemical
reaction up to sulphuric acid concentrations of 75Z% by weight. In this
concentration range it follows the pattern of a slow reaction occurring
principally in the bulk of the acid phase. There is, however, a large in-
crease 1in reaction rate, i.e. also in the toluene flux, above 757 which 1is
independent of the rate of stirring. It is proposed that this increase 1is
produced by the appearance of a significant contribution of an interfacial
reaction resulting from changes in the interfacial behaviour of the system.
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KINETICS AND MECHANISM OF EXTRACTION OF COPPER BY HYDROXYOXIMES
UNDER QUIESCENT AND TURBULENT MIXING

M Cox and C G Hirons School of Natural
Sciences, The Hatfield Polytechnic,
Hatfield, Hertfordshire, UK

D S Flett, Warren Spring Laboratory,
Stevenage, Hertfordshire, UK

The kinetics of extraction of copper with a pure
synthesised reagent, 2-hydroxy-5-t-octylacetophenone
oxime have been studied in both a quiescent interface
stirred cell and AKUFVE equipment. The diluents used
were n-heptane and toluene. Interfacial and bulk
properties of the reagent have also been measured in
these diluents. The results have been interpreted
using a model incorporating both chemical reaction at
the liquid-liquid interface and diffusion, and it was
noted that diffusional processes were important even
under turbulent mixing when rapid metal extraction occurs.
A mechanism has been proposed for the metal extraction
involving as the rate determining step reaction of an
interfacial complex with a second reagent molecule.

Since the commercial availability of hydroxyoxime reagents in the
mid-1960's, the kinetics of extraction of metals, in particular copper, with
these reagents have been the subject of a number of investigations. Three
basic systems have been used: rising or falling drops; quiescent interface
cells; and fully dispersed systems. Results of these studies have been
explained in terms of a number of possible rate limiting steps, within
certain well defined boundary conditions. At one extreme, the reaction may
be diffusion controlled under all conditions, and the rate of extraction is
then dependant upon the interfacial area and concentration of the slowest
diffusing species. At the other extreme, the reaction may be chemically
controlled, in which case the rate of extraction is dependant upon the site
of the chemical reaction.

Recent homogeneous phase studies (1) of the rate of formation of copper
hydroxyoximes have shown the rate to be independant of pH, and the rate
controlling step to be the addition of unionised hydroxyoxime to form a 1:1
complex. Heterogeneous studies on the other hand (2) have generally shown
the rate to be dependant on pH, and while all have been first order with
regard to copper, reaction orders for extractant and pH have varied
considerably. Clearly there is a difference in the chemical rate controlling
step between the homogeneous and heterogeneous reactions, and most authors
have concluded that the heterogeneous rate involves chemical reactions at
the aqueous/organic interface.

Footnote: present address (CGH) Johnson Matthey ChemicalsLtd. Royston,
Hertfordshire



Thus the kinetics of solvent extraction with hydroxyoximes are clearly
complex involving mass transfer with chemical reaction in this
heterogeneous system. Generally the type of rate equation describing the
initial rate of extraction in such systems is of the form:

kj—iu2+]l[RHjm o

[#*]"

rate =

(where the symbols used here and in other equations are defined in the
notation list). Values of 1, m, and n in the literature have varied from
zero through fractional orders to values of one and greater.

At ISECT77 a model was proposed (3) in which both chemical and mass
transfer parameters were incorporated, and it was concluded that
'discrepancies in the reaction order are directly attributable to the
neglect of the mass transfer contributions in the development of the
various reaction mechanisms'. At that stage, it was not possible to
fully evaluate the model in terms of available results because of the
imprecise nature of the hydrodynamic conditions used, however, the general
trend of published results appeared to give reasonable agreement. Also the
use of commercial reagents, maybe containing significant amounts of surface
active impurities, could affect the results obtained.

This paper presents results of the kinetic data for the copper/
hydroxyoxime system to test the applicability of this model in both a
quiescent interface stirred cell, and in a fully dispersed, AKUFVE, system.
The stirred cell was preferred to the single drop technique because greater
control over interfacial area was possible and surface renewal of the
interface could be controlled by rate of stirring.

EXPERIMENTAL

The quiescent interface cell consisted of a glass vessel of 180 cm3
capacity for each phase fitted with high density polythene stirrers
mounted on concentric titanium shafts with a polythene interfacial
baffle to eliminate vortexing. This baffle gave an interfacial area of
82 em . The stirrers were connected to the same stirrer motor and were
normally driven contrarotatory. The kinetic data were obtained under
conditions far removed from chemical equilibrium by taking samples from
both phases at defined times and analysing for copper. The overall time
for a single run varied between 30 minutes and 4 hours.

The kinetic data using the AKUFVE were obtained using a relaxation
technique (4). Here the system equilibrium is disturbed by, for example,
addition of tracer radioactive copper and the return to equilibrium
followed by counting techniques. As there is a significant contribution
from the back reaction influencing the rate of extraction the appropriate
kinetic equations must be used.

The study used a synthetic reagent, 2-hydroxy-5-t-octylacetcphenone
oxime (HOAO), synthesised and purified in these laboratories so as to avoid
the problems of impurities mentioned above. Diluents used were n-heptane
(IP spec) and toluene (AR). The aqueous phase was 0.1M sodium nitrate
with pH adjustments using nitric acid or sodium hydroxide, all being AR
grade. Measurements were made at 25°C.

RESULTS

In all cases the rate of extraction was found to be first order with
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respect to copper concentration as in previous studies (2). A typical set

of results for the stirred cell experiments on the variation of rate of
extraction with pH and reagent concentration is shown in figures 1 and 2

for the system HOAO/heptane. Common features of this data are that the
reaction orders, i.e. the slopes of rate vs pH and rate vs reagent
concentration, varied from values of unity or approaching unity at low pH

and low oxime concentration, i.e. low extraction rate, to approximately

zero at high pH and high oxime concentration, i.e. high extraction rate.

As found by others (5) on changing the diluent from heptane to toluene

the extraction rate decreased by about a factor of N at high rates of 2
extraction, and a factor of R at low rates of extraction, at the same /0
concentration of HOAO in each diluent.

HOAO PH

1001 M ) 1 52-20
2 0.005 2 360
3 0.002 3 3.20
4 0.00 4 2.90
5 0.0004 5 2.47

K4

o

)

1

1
2.6 3.4 452 50 pH
a5 3.0 2.5 2.0 _
FIGURE t HOAO in heptane (stirred celt) log [HOAQ]
rate vs pH FIGURE 2 HOAO in heptane (stirred cell)

rate vs log [HOAQ]

Data from studies with the AKUFVE showed similar variations to those
from the stirred cell, but because of the high turbulence in this apparatus
the extraction rate using heptane as diluent was too high for accurate
measurement so the majority of the results shown in figures 3 and 4
typifying this equipment relate to toluene:as diluent.

One of the factors which influence the rate of diffusion controlled
interfacial reactions is the stirring rate, or rate of surface renewal.
Data on the effect on the observed copper extraction rate were obtained
for HOAO/heptane at pH 3.6, fast kinetic region, and pH 2.9, slow kinetic
region, using the stirred cell. At the higher pH a linear dependance of
extraction rate on stirring speed was found while at the lower pH only a
small increase in the rate was observed.

As well as these kinetic studies, measurements were also made on
the interfacial tension and aggregation behaviour of the compund in both
diluents. Interfacial tension results, figure 5, were obtained using the
Wilhemy plate methgg and indicate interfacial saturation in heptane at
concentrations %10 “M and in toluene at » 0.04M. Information on the state
of aggregation of the hydroxyoxime has been obtained by vapour phase
osmometry, table 1. The results show that the reagent is essentially
monomeric throughout the range of organic phase concentrations of interest.
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DISCUSSION

GENERAL CONSIDERATIONS

Using the model previously described (3) curves have been computed using

the experimental data from the stirred cell which yield plots similar to
those predicted but displaced by a common factor in each case. An example is
shown in figure 6. The shape however, is different from that predicted by
Ortiz et al (3) for the stirred cell and more nearly resembles those computed
for the falling drop conditions. Thus it would appear that the selected
value of the ratio of the interfacial rate constant to the mass transfer
coefficient of copper was incorrect in the previous study, i.e. the value
selected for the stirred cell conditionswas ten times the actual value as
shown by the present data. Further evidence that the variation in degree

of turbulence as indicated by the value of the selected ratio may have been
in error, particularly in relation to the relative positions on the scale

for the stirred cell and the falling drop, has been given by Whewell (6).
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FIGURE 6 Computed curves compared with stirred FIGURE 7  Adjustcd comouted curves compared with

cell results. [HOAO]/FU] = 50 experimental points

KINETIC MODEL

The earlier study (3) assumed that 1, m, and n in equation 1 had a value
of unity. However, based on Pratt's work (1) and the observations by the
majority of workers that, for heterogeneous reactions, the rate of
extraction is dependant on the hydrogen ion concentration, in these systems
the chemical rate controlling step must involve the addition of the second
ligand at the interface. Thus it would seem that l=n=1, but m might be
expected to have a value of 2. Use of the latter values in the model as
originally described produced computed curves that in no way resembled

the experimental data. Therefore in order to reconcile this problem and
to obtain a better fit between observation and prediction it is necessary
to reconsider the basis for development of the model.



The kinetic sequence given before (3,4) can be modified to encompass species
adsorbed at the interface and species adjacent to the interface as described
by Komasawa et al (7) thus accounting for differences in interfacial activity,
i.e.

RH — RH, . — RH_ (2)
2+ 3 + +
h 1nt RHad S CURad * Hint (3)
+ —_ +
CuRad + RHintv——- CuRz’lnt + Hint ()
CuR, Sath <~—— CuR; (5)
1

where subscript "ad" identifies adsorbed species and "int" identifies species
adjacent to the interface and bars denote bulk phase concentrations, (for
simplicity solvating water molecules have been omitted). The concentrations
of the species adsorbed on or adjacent to the interface and the bulk phase
concentrations are related by the appropriate physical chemical relationships,
i.e.the appropriate adsorption isotherm for adsorbed species and diffusional
relationships for the species adjacent to but not adsorbed on the interface.

If reaction (4) is rate controlling, as suggested by previous workers, then
reaction (3) will be at equilibrium, i.e.:
_ ct; + Qi o=l =1
K = [CuRad][HinJ[Cu. ] *[RH d] (6)
H; 17 (1)

Under experimental conditions where the interface is saturated by RH, then
[RH ]>>muR+ ] and both LRH ] and [RH ] may be considered constant for a

partlcular value of [RH], as also concluded by Komasawa et al (7). Thus the
rate of extraction will be determined solely by the rate of disappearance of

thus rate = k K[Cu ][RH ][RH

int int int

+
[CuR d]
. v +
.rate = kf[CuRad] (8)
or substituting for [CuR;d]:
+ _ + =]
[CuRad] = K[Culnt][RH lnt] (9)
= i 2+ -1
therefore rate = ka[Cuint][RH ][Hlnt] (10)

relating these interfacial concentrations to the appropriate bulk phase
concentrations as referred to above, the observed rate approximates to:

rate = K"[Cu?V][RH][ET]7? (1)

Thus it is possible to reconcile the observed rate dependencies of the
reacting species with the model as originally proposed.

REVISED NUMERICAL ANALYSIS

Based on the above arguments it is possible to repeat the numerical analysis
of Ortiz et al (3) varying the ratio of the interfacial reaction rate

constant, to mass transfer coefficient for copper (R), the diffusivity ratios
using data from Hughes and Middlebrook (8), and the value for K" in equation
(10). For calculation purposes E" was regarded as being mainly derived from
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the mass action constant for reaction (3) although it also contains elements
of the dimerisation constant of the reagent, activity coefficients of the
species involved, the rate coefficient for reaction (4), and the constant of
the appropriate adsorption isotherm.

A best fit was obtained as shown in figure 7 for values of 0.15 for the
reaction rate constant to mass transfer coefficient ratio (B) and
4.0 x 10" * for K" under stirred cell conditions.

Because of the kinetic technique employed when using the AKUFVE it is
not possible to treat the data there from using the model described above.
However it is c¢lear from the shape of the curves given in figure 3 that even
in such a turbulent regime, diffusion can still be an important factor of the
overall kinetic behaviour in situations close to equilibrium. An interesting
feature of the data in figure 4 is the departure from linearity of the
dependency, 1lst order, of log ke on log [RH] at low extractant concentrations.
Here the value of the exponent in the kinetic expression increases beyond
unity at a bulk phase concentration lower than 4 x 1073M, which corresponds
to the value at which the interfacial tension of the HOAO solution in toluene
begins to change with increasing bulk concentration, figure 5. This would
seem to reinforce the assumption made earlier that under conditions of
interfacial saturation the reation rate has an apparent zero order with
respect to the interfacial concentration of the extractant. Finally under
the condition of total or near saturation of the interface used in this study
and the low value found for the ratio of the interfacial rate constant to
mass transfer coefficient from the stirred cell data, it seems logical to
conclude, in agreement with Hughes and Middlebrook (8), that the slow
diffusion process relates to the removal of the copper complex from the
interface into the bulk organic phase.

NOTATION

kf reaction rate constant

k% reaction rate coefficient

K mass action equilibrium coefficient

K',K" lumped coefficients

l,m,n reaction order exponents

R ratio of interfacial reaction rate constant to mass transfer
coefficient of copper

[ ] concentration of species enclosed

subscripts:

ad species adsorbed at interface

int species adjacent to the interface

superscript:

—_ bulk phase species
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MASS AND HEAT TRANSFER IN PARTIALLY MISCIBLE LIQUID-LIQUID
EXTRACTION SYSTEMS USING RADIOACTIVE EMISSION OF TRACERS AND
IMAGE ANALYSIS TECHNOLOGY

F. J. AGUIRRE
S. H. CHIANG
G. E. KLINZING

University of Pittsburgh
Pittsburgh, PA 15261 U.S.A.

The mass transfer that takes place when two partially miscible liquids
are piaced in contact is indeed of interest industrially with its importance
in the field of liquid-liquid extraction. Interfacial activity generated in
some industrial systems can greatly enhance the mass transfer in a unit.(2,3

Since the processes of both mass and heat transfer appear to be taking
place simultaneously (1) an effort has been made to measure and model them
by use of radioactive tracer and microthermocouples coupled with image
analysis technology and a computer software development package for analy-
Sig 4

A teflon cell for the contacting of the two phases at a planar inter-
face has been employed. This cell has two cylindrical wells of fluid and
each cell half rotates such that the two wells can be contacted by appro-
priate rotation thus giving a good undisturbed interface for study. In the
sides of the wall of the fluid wells, fiber optic probes (200 um in diam-
eter) and microthermocouples are inserted together. A radioactive tagged
species (transferring in a partially miscible system) continuously gives
off beta radiation which is captured by a scintillator counter at various
stages of time in the mass transfer process. The 1light signals caused by
the radioactive decay is fed to the AMP solid state image sensor which
changes the light energy generated to electrical current. This current is
further changed to a voltage and discreetized and stored on a computer for
analysis by generated software.

In addition to the simultaneous heat and mass transfer determinations,
a series of experimental measurements have been conducted to determine the
"pure" heat transfer effect. For these measurements a fine nichrome mesh
placed exactly at the interface is used to provide a constant heat flux at
this point. The results are used to separate (or decouple) the interactions
resulted from simultaneous heat and mass transfer in the same or similar
systems. Experiments for "pure" heat transfer were conducted with pure
water, isobutanol, ethylacetate and saturated solutions of water/isobutanol
and water/ethylacetate. Considering that only part of the heat input is
absorbed by the bottom phase the shapes of the temperature profiles are in
agreement with the theory if pure conduction in a cylinder with constant
heat flux at the ‘boundary is assumed.
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SOLVENT REFINING OF LUBRICATING OIL WITH FURFURAL AND
FURFURAL-CYCLOHEXANONE IN ELECTRIC FIELD

DING JIAN-CHUN, XU JUN
and FAN WEI-MIN

Shanghai Institute of Chemical
Technology

Shanghai 201107, CHINA

This article describes a process in which furfural and fur-
fural-cyclohexanone mixture of 3:1 volume ratio are used to re-
fine lubricating oil. Experimental measurements of interfacial
tension, density of surface charges of droplet and performance
of "electrorefining" contactor are carried out in D.C. electric
field for both solvent systems.

The refining process is studied in an experimental "electro-
refining" contactor at various conditions for both solvents and
two kinds of o0il with different properties. Some of the experi-
mental results are shown in the following Table. It is re-
cognized that the increase in refining efficiency due to the pre-
sence of electric field is obvious and the requirement of elec-
tric energy is relatively low. When the potential gradient is
raised to 950 v/cm, the variation in efficiency of refining due
to change in solvent or tenperature becomes undetectable for
0il-II, perhaps owing to severe axial mixing existing between the
electrodes. From the Table, it seems that the mixed solvent gi-
ves better results than furfural alone in the "electrorefining'".

TABLE Experimental Data of "Electrorefining"

0il/Solvt 0il Temp. voltage 50 gy Energy
Solvent vol.ratio 1/h oC per cm n R.E. Req't
= V.H. /M3

0il-1  u°% = 19.44 (C.P.),f]go = 1.4803

Furfural 0.5 0.36 28 760 8:8833 g:g 1;:3

Mixed Solvt 0.5 0.36 50 ggg 8’8822 2.i gg.g
0il-II 1150 = 11,52 (C.P.),Tlgo = 1.4782

50 0.0028 2.2 5.3

Furfural 0.5 0.36 . 950 0.0045 3.8 73.9

. 50 0.0045 3.8 42.2

Mixed Solvt 0.5 0.36 60 950 0.0044 3.8 47.5

Ar]go = (N go Base 0il) - ( r1g° Raffinate)

Relative Effectiveness =Ar]go (with elec. field/Arlgo(without
elec. field)

*
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STIRRED CELL STUDY OF COPPER EXTRACTION KINETICS

R. E. Molnar , J. H. E. Jeffes

Imperial College
Royal School of Mines

London, England

The extraction of copper from sulphate solutions using Kelex 100
(manufactured and supplied by Ashland Chemical) which had been purified by
vacuum distillation, has been studied in a baffled stirred cell. The 300 ml
bulk phases could be kept homogeneous while the inter-phase contact was
effected across aquiescent 30.5 cm? interface. No organic phase modifiers
were employed and the ionic strength was not controlled. Sulphuric acid
was used to alter the pH.

The extraction rate was found to be independent of stirring speed over
a 200 rpm range. This, together with comparative evidence of the dependence
of extraction rate on the square root of stirring speed in a mass transfer
controlled system studied in the same cell, was taken to indicate that a
chemical reaction was controlling the extraction process. An activation
energy for the initial extraction rate of about 8 kcal/mol also pointed
towards chemical reaction control with due consideration for the precise
meaning of the value that had been calculated. The linear dependence of
the extraction rate on the interfacial area indicated that the chemical
process was interfacial.

The rate controlling mechanism was studied by varying the organic Kelex
and aqueous copper and hydrogen ion concentrations and observing the effect
on the extraction rate. The results were consistent with a mechanism where
the rate controlling steps were the two successive addition reactions whereby
unionized Kelex, adsorbed at the interface, reacted with hydrated cupric ions
in the aqueous phase. The significant contribution of reactions between
ionized Kelex and copper and of single step additions was ruled out based
on the evidence from the present experiments and the literature. The
hypothesis that one of the two addition steps was primarily responsible for
the observed rate, and so was much slower than the other step, was also
discounted from the examination of the experimental results.

A rate equation was derived taking into account the forward and reverse
rates of the two additions, and eliminating the intermediate concentration
using the steady state assumptions. Under the experimental conditions
employed, where the ratio of Kelex to hydrogen ion concentrations was
large enough, and there was negligible back extraction, the rate equation
simplified to a function where the rate was linearly dependent on the
product of the bulk aqueous copper and organic Kelex concentrations. This
model was found, both in the differential and integrated forms, successfully
to represent the results. Deviations from the model could be qualitatively
explained in terms of the assumptions made in relating interfacial concen-
trations (from interfacial reactions) to bulk values, and also in terms of
the limitations imposed by the experimental range considered so that the
effects of some factors such as the hydrogen ion concentration could not be
precisely determined
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EXTRACTION OF COPPER (II) BY HYDROXYOXIMES IN AN ELECTRIC FIELD

P.J. Bailes and I. Wade

Schools of Chemical Engineering,
University of Bradford

Bradford, West Yorkshire BD7 1DP, UK

The extraction of copper from acidified sulphate media by 20% LIX 64N in
Escaid 100 in the presence of an electrostatic field was studied using a
single droplet apparatus. A parallel plate electrode geometry was used with
the drops being formed at the upper electrode and collected at the lower
electrode. The inter-electrode region was filled with the highly insulating
organic solvent. The discrete drops carried a free charge of the same
polarity as the upper plate which could be positive or negative with respect
to the lower earthed electrode.

The nature of the experiments ensured that the organic phase remained
substantially unloaded and that relatively small quantities of copper were
transferred. The extraction performance and droplet size were recorded for
nominal field strengths up to 2 kV/cm.

A reduction in droplet size was observed with increasing field strength,
and can be explained by considering the forces on the forming droplet.
Measurements of the overall rate at which copper was transferred at different
voltages revealed that charged droplets of the same size have different
extraction rates depending on the sign of the voltage applied to the upper
plate.

LIX 04N contains both active and inactive isomers of an aromatic
hydroxyoxime (LIX 65N), a small percentage of an aliphatic hydroxyoxime
(LIX 63) which acts as a catalyst, impurities and a kerosene make-up. These
components may be influenced by the electric field to a different degree and
this may account for the differences in extraction performance.

Experiments were conducted at + 1 kV/cm for five hydroxyoxime extrac-
tants of different composition. The positive:negative extraction performance
ratios showed that the polarity of the applied potential only had a
significant effect on mass transfer in mixtures of LIX 65N and LIX 63.

Samples of organic phase were removed from near the upper electrode and
subsequent infra-red analysis showed no significant deviation from the bulk
composition. This was true for LIX 64N, LIX 65N + LIX 63 and loaded LIX 64N.
It was concluded that no physical concentration of components was taking
place at the upper electrode.

It seems probable that charging of the aqueous-organic interface
influences the role which LIX 63 plays in the overall extraction mechanism.
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THE DETERMINATION OF MASS-TRANSFER COEFFICIENTS AND
INTERPHASE SURFACE DURING EXTRACTION OF URANIUM BY

TRI-N-BUTYLPHOSPHATE IN CENTRIFUGAL FIELD.

M.F. Pushkenkov, G.I. Kuznetsov,
N.N. Shchepetil'nikov, A.T. Filyanin

V.G. Khlopin Radium Institute

Leningrad, USSR.

The centrifugal extractor under consideration was similar
to that referred in the work /1/. As the extraction process of
uranyl nitrate and nitric acid by TBP diluted in the mixture ‘of
saturated hydrocarbons occurs mainly in diffusion region /1, 2/,
the volume coefficients of mass-transfer depend largely on phase
mixing intensity. The values of the volume coefficients of
mass-transfer depend also to a large degree on TBP concentration
similarly to the distribution factors of uranyl nitrate. The
tests with non-diluted TBP have shown that the efficiency of
uranium extraction is near to 1 at 2500 rpm and contact time
0.3 sec and therefore the determination of mass-transfer coef-
ficients involves methodical difficulties.

A knowledge of interphase surface enables to use the data
on extraction kinetics for the other apparatus or for the com-
parison with the results obtained in the cell with fixed inter-
phase surface /3/. To determine the emulsion drop size in cen-
trifugal apparatus, we used two methods, namely the hardening
of drops of dispersed phase (paraffin) and the sedimentation of
drops. It should be noted that the properties of melted paraf-
fin approximate those ot saturated paraffin mixture widely used
as TBP diluent. For the systems nitric acid - paraffin (60°C)
and uranyl nitrate - paraffin, the tangent of the curves repre-
senting the dependence of the interface surface on the rotation
rate of the centrifugal apparatus was 0.67-0.76 in logarithmic
coordinates. At 20°C, the sedimentation method yields a straight
line with a slope of 0.8 ; this value is in good agreement with
the results obtained by hardening method. The results obtained
by sedimentation method using decane as dispersed phase coincide
with those for saturated hydrocarbons. The mass-~transfer coef-
ficients of nitric acid, uranyl nitrate at low concentration of
the latter are close to each other with regard to interphase sur-
face. The mass-transfer coefficients of uranyl nitrate at the
concentration of 0.5 M calculated also with regard to interphase
surface are lower because the increase in system viscosity and
the reduction in drop size lead to the weakening of circulation
in drops and of their interaction.

REFERENCES
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J.A.M. Spaninks and S. Bruin

Department of Process Engineering,
Agricultural University of the Netherlands,
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6703BC Wageningen, The Netherlands.

Mass transfer rates in extraction calculations are often described with
a constant transfer coefficient, the overall value k,4q being defined by
Shpq=2 R koq/D = -2 R (dx/dr) 4 /(xa-x ), where x is the dispersed phase
concentration; x*zm ¢ refers to the concentration in equilibrium with the
local continuous phase concentration c¢; o,a and i refer to initial, average
and interface respectively. It can be shown that Shyq, which is essentially
time dependent for rigid particles, reaches an asymptotic value Shod,a for
long contact times. Spaninks calculated asymptotic Sh-numbers for co- and
countercurrent extraction of particles with simple geometry, e.g. Fig 1 for
slabs.,

For short contact times the extraction flux can be obtained from the
penetration solution. Using this solution to calculate x5 and x* shows that
with increasing time Sh,yq exhibits a -unrealistic- minimum, which is close to
the asymptotic Shpq, o value. The minimum is located close to Fo=D t/R2~0,21
for slabs,almost 1ndependent of the Biot-number Bi=m k, R/D and the extraction
factor A, the ratio of flow rates of continuous and dlspersed phase multiplied
by m; the same holds for cocurrent extraction., The dlmen31onless dispersed
phase concentration at this transition point W= (xo-xa’t)/(xo-xo) is shown in
Fig 2. It is interesting to note that at this point Eg=(xo-xXa,t)/(xo=-x1) is
always close to 0.5, the value calculated by Schoeber for mass transfer in
slabs with a constant surface concentration,

The total extraction time can be estimated by combining the penetration
solution for contact times up to Fo=0.,21 and the asymptotic value of Shg4.

REFERENCES
Spaninks J., 1979, Ph.,D. Thesis, Agric. Univ., Wageningen, The Netherlands.
Schoeber W., 1976, Ph.,D, Thesis, Univ, Technol., Eindhoven, The Netherlands.

FIG 1 FIG 2
Shod.a Wt
2 parameter Bi
106 12 parameter Bi
10 i Fo=021

10 -
€
ast
L 5 -
4} \—y r
2 04}
2} i
! a2}
5 i
a 02 04 1 2 a 10 o — £
A @ 02 04 1 2 4 10



Dispersion
Session 3

Co-chairmen : H. Sawistowski (Imperial College, London, U.K.)

80-19

80-25

80-23

80-24

80-39

80-231

G. L'Homme (University of Liége, Belgium)

3A

Measurement of droplet coalescence rates in a packed extraction column using a novel colorimetric tech-
nique.
J.A. Hamilton and H.R.C. Pratt, University of Melbourne, Parkville, Victoria, Australia.

Techniques for determination of the dispersed phase hold-up in pulsed columns used in a nuclear fuel
reprocessing plant.
A.F. Cermak, Allied-General Nuclear Services, Barnwell, South Carolina, U.S.A.

Microemulsion formation in the organic phase of some important extractants and its effects on the
extraction mechanism.

Wu Chin-Kwang, Kao Hung-Cheng, Chen Tien, Li Seng-Chung, King Tien-Chu and Hsu Kwang-Hsien,
Peking University, Peking, China.

Studies of the stability of haze generated in the aqueous phase on contact with hydroyoximes.
M.A. Hughes and P.D. Middlebrook, University of Bradford, Bradford, U.K. and N.C.C.M., R & D, Kitwe,
Zambia.

Fluid dynamics of centrifugal extractors.
M. Stélting, Technische Universitdt Minchen, Minchen, Germany.

3B

Drop size distributions in a sieved plate pulsed column. Influence of break-up mechanism.
S. Pakdee Patrakorn, G. Muratet and G. Casamatta, Institut du Génie Chimique, Toulouse, France.






3. Dispersion Hamiltonetal. 80-19

MEASUREMENT OF DROPLET COALESCENCE RATES IN A PACKED EXTRACTION
COLUMN USING A NOVEL COLORIMETRIC TECHNIQUE

J.A. Hamilton and H.R.C. Pratt

Dept. of Chemical Engineering,
University of Melbourne.
Parkville, Victoria, 3052, Australia.

ABSTRACT

A novel technique is described for determining drop-
let coalescence rates in liquid extraction columns. This
involves passing equal volumes of size-equilibrated drop-
lets containing nickel di (ethyl xanthate) and dithizone,
of yellow and green colour respectively, into the contac-
tor. Coalescence of yellow and green droplets leads to
the formation of red one:s, the proportions of which can
be determined as a function of droplet size from colour
photographs. Experimental data are presented for the
system methyl isobutyl ketone-water ina 76 mm diameter
column packed with 12.5 mm Raschig rings. These show
that coalescence is a relatively fast process, with typ-
ically 80% of red droplets present in the size ranges
around the mean after 30 cm of packing under conditions
giving 10% holdup of dispersed phase.

1.0 INTRODUCTION
1.1 General

It is now well established that the performance of most types of liquid
extraction column is adversely affected by axial dispersion of one or both
phases. In the case of the continuous phase this is due mainly to back-
mixing, in the form of a cocurrent circulatory flow set up by the droplet
motion (1,2). In some types of mechanically agitated column backflow of
dispersed phase droplets can be observed, although with other types, e.g. the
packed column, there is little or no evidence of this. Satisfactory theo-
retical models covering backmixing in one or both phases are now available
(3,4,5).

As first pointed out by Olney (6), another form of axial dispersion,
in the forward direction, can also occur in the dispersed phase; this is a
result of the differing velocities, and hence residence times, of the various
droplet sizes present. Thus, each size has its own characteristic H.T.U.,
and provided there is no coalescence and re-dispersion the smaller droplets
approach equilibrium more quickly than the larger ones, leading to a reduced
performance. Olney (6) formulated the mass transfer equations on this basis
for a differential contactor, but did not solve them. Rod (7) later gave a
solution for a simplified model in which it was assumed that the dispersion
consisted of two sizes of droplet only.

Chartres and Korchinsky (8), in a computer study using both experimen-
tal and theoretical droplet size dispersions, confirmed that the performance



for polydispersed systems is considerably lower than for monosized disper-
sions of the same Sauter mean droplet diameter, d3s. They also showed, as
expected, that the effect of size dispersion is reduced progressively by an
increasing coalescence rate, due to the tendency to equalise the dispersed
phase concentration laterally. Other theoretical models, of stagewise type,
have been studied (9,10) and shown to give similar results..

It is apparent that, while the theory of mass transfer in polydispersed
systems is now reasonably well developed, this is of little relevance to the
practical design and operation of extraction columns in the absence of exper-
imental values of coalescence rates. The aim of the present work, therefore,
was to develop a method of measurement of such rates, and to apply this in
the first instance to packed columns.

1.2 Previous Work

The only aspect of coalescence rate which has received extensive study
is that between dropletsanda »1an» interface, where the rate is determined
by the time required for drainage prior to rupture of the layer of trapped
continuous phase (11). A similar mechanism has also been proposed for inter-
drop coalescence (12,1%,11).

Some attempts have been made to measure inter-droplet coalescence rates
in batch agitated mixers using chemically reacting systems. Thus, a reagent
solution is dispersed in the continuous phase and a further quantity of
dispersed phase containing the other reagent is added suddenly. The coales-
cence frequency is obtained from measurements of the extent of reaction with
time using a simple model which assumes, Znter alZa, that coalescence takes
place between equi-sized droplets. Madden and Damerell (14) employed the
reaction between iodine and sodium thiosulphate for this purpose, while
Shiloh et al (15) used ferric chloride and sodium ferrocyanide, following
the rate of formation of Prussian Blue by light absorption.

Coale=cence rates have also bean determinedin continuous tJow mixers. Thus
Groothuis and Zuiderweg (16) introduced two separate dispersed phase streams,
both benzene-carbon tetrachloride mixtures, of densities 1.030 and 0.990 into
a single stage mixer-settler; since coalescence of two such equal sized drop-
lets gives one of density 1.010, the non-coalesced low density droplets
separated at the top of the settler, permitting their volume to be measured.
Verhoff et al (17) introduced two streams of dyed droplets into a mixer and
withdrew samples of the Jdispersion; these were stabilized by surfactant
addition, permitting droplet sizes and colour to be determined.

Theoretical models of droplet breakdown and coalescence in dispersed
systems have been propnsed by Valentas et al (18) and by Bajpai et al (19).
These are based on droplet population balance equations, together with
assumed forms for the coalescence and breakdown probabilities. Bajpail et al
concluded from the agreement between their experimental and predicted size
distributions that their model was realistic.

Few studies of droplet coalescence and breakdown in packed columns have
been reported. In an early photographic study Lewis et al (20,21) found
that a constant equilibrium size distribution of droplets was obtained at the
packing exit irrespective of the inlet size. However, the approach to the
equilibrium value of dj3p was slower with relatively small inlet droplets,
indicating that the coalescence rate is lower for the smaller sizes. Ramshaw
and Thornton (22) measured the rate of breakdown of relatively large droplets
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in a packing and found that the equilibrium value of d3, was approached expo-
nentially with packing height. Komasawa et al (23) proposed a collision
model which assumed that coalescence occurred between freely moving and
trapped droplets in the packing. They also determined coalescence rates from
measurements of the extent of the oxidation-reduction reaction between two
streams of aqueous droplets containing respectively ferric chloride and
stannous chloride dispersed in kerosene in a 40 mm diam column packed with

6 mm polythene Raschig rings. This packing size is certainly less than the
"critical size" for their system (20,24) and would lead to excessive coales-
cence rates (20).

1.3 Basis of Present Method

In the present method two equal streams of dispersed phase were used,
each containing a differently coloured reagent which gave droplets of a third
colour on coalescence. Hence using colour photography the sizes and colour
of individual droplets could be recorded, allowing coalescence rates to be
determined. Organic-soluble reagents were required for this purpose to
enable conventional hydrophilic constructional materials to be used for the
column.

In preliminary experiments with 5.0 cmdiam. column using the second of
the methods described below, promising results were obtained using dispersed
phase streams of toluene coloured blue and yellow by means of Waxoline dyes,
giving green droplets on coalescence (25). In a search for more effective
additives, the possibility was considered of using diphenyl thiocarbazone
(dithizone), the well known analytical reagent for lead, which forms a dark
green solution in solvent, turning red with lead. However, no suitable
organic-soluble lead compound could be found, but Winter (26) suggested the
use of nickel di(ethyl xanthate), which gives a pale yellow solution, form-
ing a similar red colour with dithizone.

Two experimental techniques were devised using this system, viz (i), two
separate streams of mono-sized droplets were formed, allowed to mingle,
photographed, and then passed through a variable length of packing and re-
photographed; and (ii), the two streams of coloured droplets were first size-
equilibrated by passage through a length of packing divided longitudinally
by means of partitions, after which they were allowed to mingle and treated
as before. After preliminary tests the first method was abandoned since it
was not found practicable to produce satisfactory mono-sized dispersions
over the range of flow rates required. Further work was therfore confined to
the second method, as described below.

2.0 EXPERIMENTAL
2.1 Equipment

The column assembly was constructed from standard borosilicate glass
sections with buttress joints (see Fig. 1). The lower (i.e. size equilibra-
tion) section was a 1.0 m length of 72.45 mm i.d. precision bore tube divided
into quadrants by means of longitudinal 20 s.w.g. S.S. partitions; the
coalescence and interface sections were 0.3 and 0.5 m lengths respectively
of 76 mm nominal bore tube. The photographic cells comprised 18 s.w.g. S.S.
bodies with tapered ends and parallel sections 165 mm wide by 25 mm deep,
fitted with 130 x 160 mm laminated safety glass windows. Millimetre scales
were attached to the front and back windows, and the former were provided
with 25 mm square grids. Both the equilibration and coalescence sections of
the column were packed with 12.5 mm x 2 mm thick Raschig rings, the height in
the latter section being varied from 5 to 30 cm.
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The dispersed phase distributor was 75 mm diam. and was divided into
four compartments each fitted with seven 4.5 mm nozzles from which the drop-
lets passed into the corresponding quadrant of the equilibration section.
Opposite pairs of compartments were coupled via rotameters and needle valves
to separate solvent stock tanks. The distributor was Jocated within a glass
expansion piece of 100 mm base diameter. Outgoing mixed solvent was stripped
of colour reagents by passage through two 1 m lengths of 100 mm bore tube
packed with activated charcoal, followed by a filter bed of sand.

The general arrangement of the remainder of the equipment is shown in
Fig. 1. The pipework was mostly of 12.5 mm o.d. tube connected by compres-
sion type fittings. tainless steel was used throughout for tanks, pipework,
etc., to avoid unwanted colour reactions between dithizone and corrosion
products.

2.2 Materials

Commercial grade methyl isobutyl ketone (M.I.B.K.) was used as dispersed
phase, with deionized water as continuous phase. Both were presaturated
before use by repeated recirculation through the column. The activated char-
coal was I.C.I. "Darco" grade of nominal size 4 x 12 mm.

The diphenyl thiocarliizenc was obtained from laboratory suppliers. The
nickel di(ethyl xanthate) was prepared by adding 2 moles of potassium ethyl
xanthate to 1 mole of nickel chloride dissolved in water, filtering off the
brown precipitate and recrystallizing from hot ethanol.

The reagents were added to the solvent tanks in concentrations of 0.1
g/l for the xanthate and 0.05 g/1 for the dithizone. The latter was added
to the solvent immediately before a run, in view of its instability.

2.3 Procedure

The two solvent streams and the water were admitted to the column at
the predetermined flow rates and the interface position was stabilised above
the upper window by adjustment of the water outlet valve. Two photographs
were taken of the lower and 4-5 of the upper window on Kodak Ektachrome 35
mm A.S.A. 160 Professional Colour Slide Film using a camera with a 50 mm
lens and a 1/250 sec exposure time. Illumination was provided by means of
500 watt Fhotoflood lights arranged to reflect from opaque white screens
behind each window.

The resulting colour slides were projected on to a screen using a
suitable magnification as determined by the scales on the windows. Grid
areas were selected at random and all droplets within these, numbering at
least 150 per slide, were counted and their colour and size of minor and
major axes recorded; the effective diameters were then calculated as
37d12d2. Taking the smallest size as 0.712 mm diameter, they were classified
into 9 ranges with sizes based on intervals of 3/2, i.e. so that the mean
droplet volume of any given size is twice that of the size below. The
results were used to compute the Sauter mean diameter, d3p, and the frequency
distributions of all droplets and of red droplets.

3.0 RESULTS

Three series of runs wecre carried out using a single aqueous phase flow
rate with three values of the total dispersed phase flow, corresponding to
estimated holdup values (24) of 4.8, 10.6 and 17.0 respectively. In each
series four or five packing heights were used, from 5.0 to 30.0 cm inclusive



In all cases the degree of coalescence below the packing, i.e. in the lower
window, was found to be negligible.

Considerable scatter of the data was apparent when assessing the frac-
tion of coalesced (i.e. red) droplets within each size range, especially at
the smaller packing heights. The data were therefore fitted by means of an
21 norm (i.e. least linear deviation) regression analysis to the following
generalised expression for the rate of an n-th order reaction.

1
L -~ B g = e (1)
i (1 + Ah)
where fr . is the fraction of red droplets of size j and h is the packing
height. *Phe resulting values of the constants n and A corresponded to the
"best fit'", from which smoothed curves were calculated using eq. (1). In

the course of this work it was observed that a better fit was obtained by

reducing the actual packing height by 2.5 cm; this suggests that the first
two courses of packing were ineffective in promoting droplet coalescence,

presumably due to orientation produced by the packing support.

A summary of the coordinates of the smoothed coalescence curves for the
three series of runs is given in Table 1. The experimental data for selected
droplet sizes are compared with the smoothed curves for Series 2 in Fig. 2,
and a comparison of the smoothed curves for the three series of runs is shown
in Fig. 3. Histograms of the overall size distribution are shown in Fig. 4
and the cumulative size distributions are comnared with the theoretical
Mugele-Evans distribution (27) in Fig. 5. Finally, values of d3,, the Sauter
mean droplet diameter, computed from the experimental data are compared with
the values predicted from the Gayler-Pratt correlation (eq. 9 of ref. 21) in
Table 2.

4.0 DISCUSSION
In assessing the present results it is important to note that the true
coalescence rates are twice those given by the initial slopes of the curves

in Figs. 7 and 2, i.e. at (h-2.5) = 0, since only coalescences between dif-
ferent coloured droplets are observed. In consequence, at a height for which
f . = 0.50, the number of coalescences of droplets of size j is somewhat

ggégter than the total number of that size entering the packing, due to the
additional incidence of coalescences involving red droplets.

Before commencing the present experimental programme, consideration was
given to the possibility that the results would be invalidated by surface
tension gradient (i.e. Marangoni) effects. For this reason careful measure-
ments were made of the interfacial tensions of the mutually saturated solvent
-water and reagent solution-water systems, both before and after reaction,
using a du Nouy balance, but no differences could be detected. In any case,
it is to be expected that interfacial tension gradients would not influence
the time required for coalescence to start once two droplets came together,
since this is determined by the time required for drainage of the trapped
layer of continuous phase. However, once film rupture occurred such effects
could conceivably enhance the rate at which the contents of the two droplets
would mix, but this would if anything be of advantage in the present method.

Using data of the present type, a mathematical model can be developed
for the droplet coalescence/breakdown process in terms of the appropriate
rate constants. For this purpose, using the 3/2 size distribution series,
population balances are written for each size, noting that the number of
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TABLE 1: Summary of Fraction Red Droplets as a Function of Packing
He ight, Smoothed Using Eqn. 1 (h' 3 (- 2:%) cm}

Series 1: 4.8% Holdup Series 2: 10.6% Holdup
Fraction Red Fraction Red
. | DIAM | % No HEIGHT, h' (cm) % No HEIGHT, h' (cm)
J (mm) SIZE 5 10 15 20 30 SIZE 5 @ 1.5 30
1 @i, 7AL2 7.44 .157 | .206 ] .235 | .255 ] .284 5.6} .259 ] .374 | .u44u « 558
2 0.897 Tl 1561 205 |} 2834 1 . 254 il 283 7.5 .2u48 ] .385 | .47y «06122,
3 1:130 1/ 10.2 | .19 248 [ .276 1 - 296 (} =328 8.9 .359 | .492 | .566 .677
u 1.424 | 15.0] .261 | .445 | .578 | .674 | .800 9.0 | .u46 | .6u45 | .751 .885
b 1.794 | 16.6 | .274 | .376 | .436 | .477 | .531 | 10.2 | .514 | .646 | .713 .803
6 2.260 | 16.4 ]| .202 | .297 | .357 ) .399 | .458 | 13.3 | .u464 | .621 | .702 .812
7 2.847 | 14.3 | .306 | .508 | .cku .738 | .851 1 19.5| .534 | .762 | .869 .970
8 8587 9.9 ]| .606 | .684 ) .808 | .878 | .9u6 | 17.4 | .722 | .£62 | .915 .966
£l 4,520 2: 5 571 .600 | .616 ] .627 | .642 8.6} .928} .9u41 | .948 .958
TABLE 1: Continued
Series 3: 17.0% Holdup
Fraction Red
. |DIAM | % No HETGHT, h' (cm)
4 | (mm) | SIZE 5 10 15 30
1 lo.712| 5.6 | .553| .712}| .788] .881
2 10.897 7.9 |.479| .616| .686| .7€3 TABLE .: Comparison of Experimental
L7 and Calculated Sauter Mean
3 11.130] 9.0 |.601| .718 ONAVKIE IS ey —
4 |1.424] 9.2 |.525| .643] .702] .785 ( )
Hold |Sauter Mean, d cm
5 |1.794|13.0 | .485] .715| .833| .957 | v Cap
6 |2.260]1u.7 |.522 ]| .738| .843]| .952 up Expt. Predicted
7 |l2.847|20.4 |.664 | .817| .880]| .9u6 4.8 2.8%9 2.64
8 13.587113.7 |.752 | .895]| .9uu4 | .984 10;:'6 3.489 2579
9 |u.520| 6.5 |.940 | .976| .986 | .995 17.0 3.319 2.87
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droplets within a given size range is decreased by coalescence to the size
above and Dbreakdewn to ize below, and increased bv breakdown from above and
coalescence from below. The efiect of the flow rates can be accommodated in
termsz of holdup, while the rates for & given size 3 can he expressed in terms
of a second order coalescence rate constant, k., and a first order breakdown
constant K., with the driving force expressed ad the number concentration of
size j. suming n size ranges, two sets of n simultaneous equations result,
one set defining the steady state population balance and the other the rate
of formation of red droplets; these can be expressed as two n x n simultan-
eous matrix equations which can be solved for the rate constants. The dev-
elopment of such a model will form the subject of a further communication.

5.0 ACKNOWLEDGEMENT
Thanks are due to Dr. G. Winter (26) for advice on suitable reagents for
our purpose.

REFERENCES
(1) Wijffels, J.-B.and K. Rietema, Trans. Inst. Chem. Eng. 50, 224, 233
(1972).
(2) Anderson, W.J. and H.R.C. Pratt, Chem. Eng. Sci. 33, 995 (1978).
(3) Sleicher, C.A., A.I.Ch.E. Jnl. 9, 145 (1959); E} 529 (1960).

(4) Miyauchi, T., U.S. Atomic Energy Commission Rpt. U.C.R.L. 3911 (1957);
T. Miyauchi and T. Vermeulen, I.E.C. Fundam. 2, 113 (1963).

(5) Vermeulen, T., J.S. Moon, A. Hennico and T. Miyauchi, Chem. Eng. Prog.
62, 95 (1966).

(6) Olney, R.B., A.I.Ch.E. Jnl. 10, 827 (1964).
(7) Rod, V., Brit. Chem. Eng. 11, 483 (1966).

(8) Charters, R.H. and W.J. Korchinsky, Trans. Inst. Chem. Eng. 53, 2u7
(1975).

(9) Rod, V. and T. Misek, Proc. Internat. Solv. Extn. Conf. 1971 (ISEC 71),
Vol. 1, 738.

(10) Korchinsky, W.J. and S. Azimzadeh-Khatyloo, Chem. Eng. Sci. 31, 871
(1976).

(11) Jeffries, G.V. and G.A. Davies, "Recent Advances in Liquid-Liquid
Extraction" (Ed. C. Hanson), Chap. 14, p. 495, (Pergamon Press, 1971).

(12) Derjaguin, B.V. and A.S. Titijerskaya, Disc. Farad. Soc. 18, 27 (1954).
(13) Marrucci, G., Chem. Eng. Sci. 24, 975 (1969).
(14) Madden, A.J. and G.L. Damerell, A.I.Ch.E. Jnl. 8, 233 (1962).

(15) Shiloh, K., S. Siderman and W. Resnick, Can. Jnl. Chem. Eng. gl, 52
(1973).

(16) Groothuis, H. and F.J. Zuiderweg, Chem. Eng. Sci. 19, 63 (13964).

(17) Verhoff, F.H., S.L. Ross and R.L. Curl, I.E.C. Fundam. 16, 371 (1977);
17, 101 (1976).

(18) valentas, K.J., 0. Bilous and N.R. Amundson, I.E.C. Fundam. 5, 271
(1966); K.J. Valentas and N.R. Amundson, ibid, 533.

(19) Bajpai, R.K., D. Ramakrishna and A. Prokop, Chem. Eng. Sci. 31, 913
(1976) .



(20)

(21)
(22)

(23)

(2u)

(25)

(26)

(27)

Lewis, J.B., I. Jones and H.R.C. Pratt, Trans. Inst. Chem. Eng., 222 126
(1951).

Gayler, R. and H.R.C. Pratt, Trans. It =-. Chem. Eng. 31, 69 (1953).

Ramshaw, C. and J.D. Thornton, I.Chem.E. Symposium Series No. 26,
"Liquid-Liquid Extraction'", p. 80 (1967).

Komasawa, I., E. Kunugita and T. Otake, Kagaku Kogaku (Abridged Edn.)
4, 288 (1966); 5, 125 (1967); I. Komasawa, S. Hisatani, E. Kunugita
and T. Otake, tbid, 4, 363 (1966).

Gayler, R., N.W. Roberts and H.R.C. Pratt, Trans. Inst. Chem. Eng. 31,
57 (1953).

Bierwirth, P. and B. McCurry, Final Year Project Rpt., Dept. of Chem.
Eng., Univ. of Melbourne (1976).

Winter, G., Private Communication (Univ. of Melbourne, Dept. of
Chemistry), 1977.

Mugele, R. and H.D. Evans, Ind. Eng. Chem. 53. 1317 (1951).

10



3. Dispersion Cermaketal. 80-25

TECHNIQUES FOR DETERMINATION OF THE DISPERSED PHASE
HOLD-UP IN PULSED COLUMNS USED IN A NUCLEAR FUEL REPROCESSING PLANT

Dr. Anthony F. Cermak
Allied-General Nuclear Services
Post Office Box 847
Barnwell, South Carolina 29812
United States

ABSTRACT

The knowledge of 1liquid phase hold-up in con-
tactors is essential for determination of materials
inventory in a nuclear fuel reprocessing plant.
Equations have been developed expressing the dis-
persed phase hold-up in a pulsed column as a function
of column dimensions and liquid density as measured
by a weight recorder. Tests performed on a 5-cm
diameter column with the binary system 30 v/o TBP -
0.1M HNO3 verified the acceptability of this method,
and have proven the significant effect of the pulse
velocity, difference in linear phase velocities, and
flow rate ratio on dispersed phase hold-up.

INTRODUCTION

A pulse column operates efficiently in the emulsion zone, sometimes
called the dispersion zone, which starts roughly 407 below flooding and
ends at flooding. The highest efficiency is just below the upper flooding
curve. This is caused in part by the dispersed phase hold-up (X;) which
increases rapidly with an increase in the pulse velocity at a constant
flow. Several authors (Ref. 1 to 4) tried to express hold-up changes in
the emulsion zone in relation to different hydrodynamic variables. The
effect of the total liquid linear velocity (Ut = Ugq + Uc) on hold-up was
very small in comparison with other variables, such as pulse frequency (f),
pulse amplitude (Ap), and ratio of the dispersed phase to continuous phase
velocity (Ud/Uc). However, all data in the above references, which apply
to pulsed columns provided with simple sieve plates, did not correlate well
with experimental data(5,6) obtained from columns with nozzle plates (used
at AGNS).

DISPERSED PHASE HOLD-UP

Determination of the dispersed phase hold-up in contactors is essen-
tial for uranium and plutonium accountability (inventory) in the separation
facilities of a nuclear fuel reprocessing plant, such as the Allied-General
Nuclear Services plant at Barnwell, South Carolina. The AGNS contactors



are pulsed columns, except the centrifugal contactor used for uranium and
plutonium coextraction in the first process cycle. The dispersed phase
hold-up (X4q) in the column working section can be determined through
hydrodynamic tests on pilot-scale, as well as on plant size pulsed columns
by use of a calibrated weight recorder attached to the column. At AGNS,
techniques have been developed to define the dispersed phase hold-up (Xg4)
in pulsed columns, i.e., to determine the effect of main operating
parameters on the Xq value. The hold-up is given by the ratio of the
dispersed phase volume in the column working section to the total volume of
the column working section. The techniques can be described as follows:

(a) Single process columns: (Figures 1 and 2)

Taking into account data shown for the column in Figures 1(a) and 1(b)
and the (columns) liquid density p¥ determined by the calibrated
weight recorder, the average dispersed phase hold-up in the column
working section can be expressed as

Hy ¢ $pg = p¥) - hy(pe = pgq)

Xq = ES==ETETET me e s (1)
[h3 + hy (Dc/Ds)?] + (pe - pd)

The equation which applies to the column in Figures 2(a) and 2(b), has
the form

}1o(pc - px)

HqH - i (2)
[h3 + hy (D¢/Dg)?] - (8¢ - pd)

(b) Dual process columns: (Figure 3)

From data in Figures 3(a) and 3(b), the dispersed phase hold-up in the
working section of the column part, ending with the disengaging sec-
tion with interface control, can be calculated from the equation

H* - (pX - pe) - hy(pd - pe)

Xq = P PR (3)
[h3 + hy (D./Dg)?] - (pg = pe)

The X4 value in the other column part can be determined frowm the
equation

H « (p* - po)

hh(pd - pc)

Densities Pc and pd are mean values determined from density profiles
along the column, e.g., measured on a pilot-scale unit.
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(a) (b)

to W.R. to WR.

»_ |hh “2]

FIGURE 1
Single Process Columns
(a) Aqueous Continuous Process
(b) Organic Continuous Process

(a) (b)

to W.R. to W.R.

* 3

e

FIGURE 2
Single Process Columns
(a) Aqueous Continuous Process
(b) Organic Continuous Process



(a) (b)

to W.R. (D.R) to WR. (D.R)

o
2 +PTISA

FIGURE 3
Dual Process Columns

(a) Aqueous Continuous Process
(b) Organic Continuous Process

EXPERIMENTAL

The AGNS techniques for determination of Xq in single process columns
were tested and demonstrated on a 50 mm diameter glass pulsed column at the
General Atomic Company Laboratories. The arrangement shown in Figures 1(a)
and 2(b) was tested. The column, about 8.5 meters tall, was provided with
stainless steel nozzle plates (23% free surface area) at a plate spacing of
50 mm. Nozzles, 4 mm in diameter, were turned upwards during tests with
the aqueous phase continuous and turned downwards during tests with the
organic phase continuous. A direct bellows type pulser with a continuous
pulse frequency control was used for liquid pulsation. The column was
equipped with a purge air interface control device and calibrated weight
recorder for determination of the liquid density in the column (p%X). The
liquid system consisted of 30% tributyl phosphate in normal paraffin
diluent (organic phase) and 0.1 M nitric acid (aqueous phase).

Tests were performed at about fifty different (set) flow conditions,
at room temperature and a constant pulse amplitude of A, = 2.2 cm. The
flow rate ratio was tested within a range of 0/A = 0.1 to 10. For each set
flow condition, the pulse frequency was increased stepwise from about f =
50 cycles per minute up to flooding.

Weight recorder data were evaluated and density (p*) values were
determined. Equations (1) and (2) were used for evaluation of the
dispersed phase hold-up (Xg4). Resultant data are shown in Figure 4. As
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indicated in this figure, the dispersed phase hold-up is affected by both
the flow ratio (0/A) and product of pulse frequency and pulse amplitude
(f*Ao). The effect of total liquid phase linear velocity Uy on X4, at a
flow ratio of O/A = 1, is negligible in comparison to the effect of both
the above variables. At a given pulse velocity, f-Ao, the higher (or the
lower) was the flow rate ratio (0O/A) value than one, the higher was the
effect of the total liquid velocity Ut on the dispersed phase hold-up.
This observation was made in all cases regardless of which phase was
continuous.

351
1@ Aqueous Continuous
© Urganic Continuous

System:  30v/0 TBP - 0.1 M HNO

30+ Tenperature: ~ 25°C Ut = 1.9 cm/sec

0.6 cm/sec

3

¥

154 j6 cm/sec

Dispersed Phase Hold=up Xg (%]

-1.45 cnm/sec

0.65 cm/sec

o+—+ ——t t : —_
1 15 2 25 3 35

—— :
Fl AO {cr/sec)

FIGURE 4
Dispersed Phase Hold-up (X4) Versus Pulse Velocity (f-Ao)
at Different Total Liquid Velocities (Uy) and
Flow Ratios (Organic/Aqueous) in the Colunms

RESULTS

Experimental data were mathematically analyzed and correlated. By
plotting Xy against Zon + AUl values in Figure 5, curves were obtained at
each tested flow rate ratio. The expression 2fAo + [AU| in this graph can
be taken as twice the higher of two possible pulse velocities in the
column. Theoretically, only at a flow ratio of O/A = 1, the pulse ampli-
tude at upstroke equals the pulse amplitude at downstroke. At a ratio of

0O/A # 1, the upstroke amplitude will be different from that at the down-
stroke. Consequently, the upstroke pulse velocity will be different than
the downstroke pulse velocity.
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FIGURE 5

Dispersed Phase Hold-up (Xq) Versus 2fAp + |AU| Values
at Different Total Liquid Velocities (Ut) and Flow
Ratios (Organic/Aqueous) in the Columns

Based on all data, an empirical equation was derived defining the
effect of tested variables during the experimental work, including the
liquid linear velocities difference, on the dispersed phase hold-up. The
equation has the form

Xg = 0.3(2fAgt [AUI)2% « (Ug/Uo+ UJ/Ug = 1)70-60uuunnea(5)
where

Xq = dispersed phase hold-up (%),

=
1

pulse frequency (1/sec),

A, = pulse amplitude (cm),

Uy = dispersed phase linear velocity (cm/sec),

UC = continuous phase linear velocity (cm/sec)

[aU| = |Uc.-Uql; absolute value of the difference between the

liquid linear velocities (cm/sec).

Figure 6 shows the relationship between the dispersed phase hold-up
(Xq) and the function (2fA, + |aUl)2-% - (U4/U, + U /U, - 1)-0.6.
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For each flow condition, tests were made at several pulse velocities
up to flooding. The flooding curves determined for the liquid system
30 v/o TBP - 0.1 M HNO3 (at room temperature) are shown in Figure 7. The
curve corresponding to continuous organic phase operation lies approxi-
mately 25 to 357 above the curve for continuous aqueous phase operation.
From equation 5 and flooding data, empirical equations were derived for
evaluation of the dispersed phase hold-up at flooding. The equation for
the aqueous phase continuous has the form:

(%) ~ 0.926 [5.5 - (U, = 0.62|aU[)]2-%

. (Ud/Uc + Uc/Ud - 1)70.6 .. (6)

flood

For operation with the organic phase continuous, the hold-up at
flooding can be evaluated from the equation:

(Xg) g 0g = 0-649016.8 - (U, - 0.72] au|)] 2.4
= (Ug/Ug + U /uq - 1)-0.6

Equations 6 and 7 are expressed graphically in Figures 8 and 9,
respectively. The equations apply to the system tested at room temperature
and within the experimental range.

354-—
® Aqueous Continuous
o Uryanic Continuous

System: Organic - 30v/o TBP
Aqueous - 0.1 M HNO

Flow rate ratio:
C/A=0.1-10

Total Liguid Velocity:
Uy = 0.54 - 1.95 cn/sec

Xg (%)

Temperature:  25°C

20+

15+

Dispersed Phase Hald=u

24 -0.6
Xd = 8.3 (2!A°+1AU1)~ (Ud/Uc + Uc/Ug-1)

10+

O 10 20 30 40 SO 60 70 80 90 100 110 120 130 140

— (2:A1301 4L (ugrue - Uc/Ud‘U-o‘

FIGURE 6
Dispersed Phase Hold-up (X4) Versus Functions
(2fAo + 18U )2+% « (Ug/Ue + UJUg - 1)70-6
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Dispersed Phase Hold-up (X4) at Flooding Versus Liquid Velocity
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DISCUSSI®ON

In a nuclear fuel reprocessing plant, a reliable inventory of
plutonium and other fissile materials is required. Accountability of
solutes (U, Pu, HNO3) in pulsed columns used in a reprocessing plant can be
made readily by use of the described techniques. At different plate
geometries and arrangements, different liquid systewms and process tempera-
tures, different dispersed phase hold-up values are expected than predicted
by equation 5; however, techniques for X3 determination will be always the
same. Accountability of the solute in question is performed by (a)
determining column liquid density p* from weight recorder data,
(b) calculating Xq from equations (1) - (4), and (c) determining the con-
centration and density profile along the column either experimentally on a
pilot-scale column, or analytically using a suitable computer program.
From concentration profile data and the X3 value the solute inventory in
the column can be determined.
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Tien-chu and Hsu Kwang-hsian

Dept. of Chamistry, Peking Univer-
sitv Peking, People's Rapublic of
China

ABSTRACT: Through the investigation of sevaral
tvpical axtractant systems commonly usad in
hvdromatalluregy and nuclear industry, wa have
sueesstad and provad that the sapnnification
of axtractants such as naphthenic acid, D24WHPA
, act., is a procass of the formation of a
microamulsinn of water in oil type, and the
axtraction of rars earths or divalant metal
ions by the saponifiad sxtractant is a procass
of the destruction of the w/o smulsion, thus
emphasizing the importance of the role of
water in the axtraction proncess and providing
a new approach to the study of extraction
machanisms.

Introduction

During the last three decadas, solvent extraction of inor-
ganic compounds has bacoma an extensively invaestigated field,
from both theoratical and practical points of view. But the im-
portanca of the rols of water in the extraction process has
not baan much studied and many phanomana obsarved remain unex-
plained. For exampla, in the course of invastigation of naph-
thenic acid-ssc. octyl alcohnl-karosine system as an extractant
for tha ganmaratinn of wvery purs yttrium from othar rare aarths
, wa hava found whan aquaous NH40H solution was added to the
axtractant, the volume of the organic phasa conld increasse up
to 50% and yvet ramained clsar and transparent in appearancs.
After tha extraction of a rara sarth, the water contained in
the organic phasa will return back to the aqueous phase causing
a big changs in phase volumss.

In order to sexplain ths abova-mantioned phanomana, we hava
investigated the naphthanic acid and other acid extractants in
detail and found that the saponification isa procass of the for-
mation of a w/o microemulsion, and the axtraction of a rare
sarth or divalent metal ion is a process of destruction of thse
microemilsion.

Expsrimental



1. Instruments
(1) Unicam SP100 IR Spsctrometer, 670-8850 cm, wave num-

bars wars calibrated with a polystyrana thin film and CH3Cl.
(2) DDS-11A Type Conductomatar, made by the Second Analy-
tical ITnstruments, Inc., Shanghai.
(3) JANATZKI VAC-60 Type Ultracentrifuge, max. spaed 60000
n.m,

Reagants
Naphthanic acid was bought from Shanghai Tung-Feng Chemi-

cal Works, traated with ursa to ramova tha straight ~hain hy-
drocarbons and then rsdistillsd tn collsct the fractinon from
150 C to 210 ¢ under a rasduced praesura nf 3-5 mm Hg. The
avaracs mnlacular waight was detarmined to ba 254.2. Secondary
nctyl aleohol (BDH) and D24HPA (Peking chemical Works) ware
ugasd as such. Karnsine was treatad by conc. H2S04 and radis-
tilled. Othar chemicals used wara reagsants of A.R. grads.

T
2

results and Discussions

I. The Naphthenic Acid (22%)-Sec. Octyl Alcohol (18%)
Kerosine (60%)-System

1. Conductance mMeasurements
10 ml of the naphthenic acid axtratant (0.81 m) was titra-

ted with 10.7 N NH4O0H and the conductance was measured during
ths titration as shown in rig.l. The regions of turbid and
clear transparant solutions ward also shown in tha figurs.

1or 7
i
; 1 Clesr, trunsparent w/o turbid  aqueous phuse
2 J sicroeasulsion begins to separete out
-l
prd °
L] '-“O‘
__.'*._ —= = el
3
£
3
0.1 ! PR } | i 1 | L 1
(o) 1 2 Hd 4 5 [ ? [ ]
Voluse of NH,OH edded, o1
Fig. 1

Changa of conductivity during the titration of 10 ml naphthanic
acid with NH4@H
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2. #wxtraction squilibria between the naphthenic acid extra-
ctant and aqueous alkali hydroxide solution.

10 ml of aqueous alkali hydroxide solutions (KOH, NaOH,
LiOH or NH40H) of different initial concentrations were added
to 10 ml naphthenic acid extractant in a calibrated and
stoppered tube agitated in a thermostat for 20 minutes. The

increase of organic phase volumes (as shown in Fig. 2),
the alkali concentrations of both phases, the conductance
and the water content (as measured by the near IR method using
l.4uand 1.94 overtones) and the IR spectra of the organic
phase were determined.

The presence of free water in tne organic phase was
clearly seen from the 1650 cm ' peak, which is the bending fre-
quency of H0 molecule. When heavy D,0 was used to dissolve
the alkali hyvdroxide in place of H,0, the 1650 cmqpeak dis-

appeared and 1200cm and 2490 cmqpeak of D,0 were observed as
shown in Fig. 3.
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Fig. 2
BEffect of initial alkali conc. on the increase of organic
phase volume after equliibrium

3. The Structure of the Saponified Extractant

According to the ahove-mentinned experiments, the water
contents in the organic phase in equilibrium with ths concen-
trated alkall hydroxide solutions may be as high as 20% ( in
case of KOH, NaOH and LiOH ) or 50% (NH4OH), and yet remained
vary clesar and transparent in appearance. This apparently
clear and transparent "solution” could not be a true molecular
solution of water in the organic sovlvent because the solu-
hility of water in the organic solvent is usually small and
could not reach as high as 20% or 50%. The light scattering
phenomenon observed showed that it is a dispersed system of
water in oil type. Xylenol orange is a watsr soluble indicator
» insoluble in the unsaponified naphthenic acid, but very

soluble after saponification with NH4OH or NaOH, showing a
brilliant rosy color. This



mav ha raasonabla axplainsd that xylanol is solubly in the
amall watar drops dispersad in the continuous organic phasa.

1650

1200

2490
I?vo do, T\;;s-ig‘n;lent
e e
1200 D20
g 1385 CH, _
gt 1410 syam, stretching of COO
g. 1475 - . Fe <
o 1570 unsyan. strtching of CO0
1650 H,0, bending, disappeard
\ 2480 | D0
1478
1870
Fig.3

IR spactra of thea org. phasae. 9f thd extraction systam
Naphthenic acid-ROH-Kerosine-NaOH (5N) D20

abbd
@ ® @,Cé)‘{gdc‘;/ N Hy0
@@ 63,)@6)-)({;’ @@é @ ~— nuphthenic acid

Ly Y R

'ar-
!\é @\\9®O~ O— sec. octyl alcohol
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Fig.4
Model of a dispersad aqueous droplat in the microemulsion
of tha saponified naphthanic acid aextractant

On tha other hand ,the saponified extractant "solution"”
could not be an ordinary liquid-liquid disparsion system or
emulsion in the usual sansa. Bacausa, firstly, the usual macro-
smulsion is turbid instead of baing transparent. secondly, wa
could not obhssrve the dyed droplets whan xylanol was addad to



3. Dispersion Wu Chin-kwangetal. 80-23

the saponified axtractant and viewsad with a microscops of high
magni fving powsr (1600x). The resolving powar of the micros-
cope is abhout ROOOA-SOOOA, so that the size of tha droplats
should he lass than 2000X&. Thirdly, the saponified axtractant
"solution" was supsercentrifuged (42000 r.p.m. corresponding to
140000 G) for 5 minutes at 0°C, and no separation of any
aqueonus phass was observed. This shows that the "solution" is
not an ordinary macro dispersion system, but is a vary stabls
"microemulsion"”,. (-3
Recently, microemulsinon formation was rsported in the
long-chain fatty acid salt-long chain alcohol-saturatad hydro-
carbon-water-elactrolyte system under suitable conditions,
where the size of the dispersed water droplets is lass than a
quarter of the average wava length of the visible light
(SGOOA), so that the light would not be reflacted and the
microemulsion looks transparent. When our saponified sxtrac-
tant is compared with the reported microemulsion system in
Table 1 the similarity is obvious.
Table 1 Comparision of the Saponified Naphthenic Acid
Kxtractant with a Typical Microemulsion System

Compositinn of the Extractant Composition of tha Typical
Microemulsion System

1. Naphthenic acid NH4OH 1. Potassium Salt of olsic
(or KOH, NaOH, IiOH) acid

2. Secondary octvl alcohol 2. normal hexyl alcohol

3. Kernsins 3. normal hexana

4., the aqueous solution 4. watar

In Table 1 we se3 that four ingredients ara indispensabls
in order to form such a microemulsion, namely, water (the
aqueous solution), o0il (kerosine), an ionic surfactant (the
alkaline soap of naphthanic acid) and a long-chain alcohol
acting as a co-surfactant. In the unsaponified naphthenic acid
, there is no ionic surfactant so that microemulsion cannot be
formed. The long-chain alcohol is also an indispensable ingre-
dient. If we use iso-propyl alcohol instead of sec-octyl alco-
hol, microemulsion could not be formed during the saponifica-
tion of the naphthanic acid extractant. The axcess alkaline
solution exists in the micro droplets dispersed in the organic
phase.

Fig. 4 is a sketch of the suggested structure of the
micro droplet, whers the naphthenate ions and ths long-chain
alcohol molaculass are arranged on the surface of the micro
droplset with their long-chain hvdrocarbon tails pointing into
the continuous organic phase. The counter cations NH; (or K}
Na’, Li*) are arranged on the inner surface to balancs thas
naegative charge of naphthaenate anions. Within the surface of
the droplet there is the aqueous phase containing axcess NH40H
(or XOH, NaOH, LiOH).

4, Machanism of #xtraction of Rars Hdarth by Naphthaenic Acid

Mikhlin®studiasd the mechanism of extraction of NA™ by
naphthenic acid and concluded that the extraction reactions



may be expressed by
Nd“+3 H,A,+ nH,0= NdAz3HA nH,0 (1)
2 NdA33HA-nH,0 = (NdA; 3HA nH,0), (2)

Kbrpusov“jstudied the extraction of La* by naphthenic
acid with formation of (LaA-3HA -nH20), . They determined the
molar ratin of the rare earth ion (M®) to the naphthenate
anion (A”) to be 1:6 in the extracted species from the slopse
of the plot of pHx vs. log (H,A2). But we found the extracted
species by analyzing the composition of the saturated organic
phass to be MA.nH,0 where n=1 for Pr Ho* Bu* Tb”'and n=0 for
La* ce™ Nd™ Sm'}" Gd* py* Er* T™m" Yv¥ I* and Y* The reason for
thesse discrepancies will be discussed balow.

Mikhlin and Korpusov assumed that the naphthenic acid
existed as dimers H,A2, and the extraction was assumed to be

M?Zﬁ)"'%ﬂnA%fMA' (m-n)HA (o + nH"(ai, (%)
( MA,(m-n)EA) (BT .
- 7 ) = D(H")/(H,A2) ™" (4)
(M7)(H,A,)
log D =1log K+(m/2)1log[H,A), +npH (5)

olog D d vH 1,
=n , A= e g (1 [ ( A )
O pH  J(H,A), d log(HaAz), ©n

wibeee THp is the nH valus at D=1. Thay fouad tha slopas
by axparimants to be n=3, A= -1=-m/2n thus obtaining m=6.

Although the naphthenic acid in inert solvent does exist
in dimsr form HyA2, it will partially convart to a monomer
complex HA<ROH upon the addition of octyl alcohol. After
saponification, the 1728 cm™' peak characteristic of the dimer
disappears completely therefore we assume

“P+ m HA oy =MA,(m-n)HAy +nH;aP (7)
instead of (3). From (8) we obtain
d pHy, a pH,
/2 (8)

= m
a 1og[HA]o a 1og2[H2A2] n

If we use the same experimental data as Mikhlin'g K6 1i.e.
n=3, A=-1, wa would obtain m=3, consistent with our
results.

Therafore the determination of m from the experimental
slops A is unreliable. In fact, the extraction mechanism is

far more complex. It involves an ion exchange in the water/oil
interface of the microemulsion:

o g - +
3 NHiA ) + Miagy =MAg oy +5 NH4 cap) (9)



3. Dispersion Wu Chin-kwangetal. 80-23

rrom the IR spectra of the orpanic phase after extraction of
rare earth, we found the 1410 cm” ! peak characteristic of the
symmetrical stretching frequency of RCOO almost disappears.

1t means. that ionic naphthenate KCOO NH3 has been converted
to the rars earth chelate causing the destruction of the mi-
croemulsion and forcing the water in the micro droplets back
to the aqueous phase, as may be seen from the disappearancse

of the 1650 cm™' (H,0 bending frequency) in the 1R spectra of
the organic phass.

5. Kxtraction of Some Divalent Metal Ions

(1) The extracted species for Ni*, Zn*and Cu* were found
to be MA, containing less water than the detection limit by
the near IR method (<0.02%).

For Mn* Cd%¥ Pb¥ the extracted species roughly correspond
to MAH20.

(2) Under the condition of saturation of extraction of
ca*or Mg the organic phase contains about 1% H20 and this
dispersed svstem is very sensitive to temperature. Water will
begin to separate out and organic phase becomes turbid when
the temperature is raised above 30 °C. When the temperature is
lowsred, the organic phase bacomes clear again so that the
process is reversibls.

1I. The D2RHPA (1M)-Sec. Octyl Alcohol or TBP(15%)
-Kerosine System

Acidic organophosphorus compounds such as v2dHPA form
one of the most important types of organic extractants.
The unsaponified acids usually exist in dimer form, (HzA2),
in most organic diluents. ''hey extract metals by a cation
exchange reaction as follows

n+ ¥
M +n HyA, =M(HA,), + n H (10)

The hydrogen ion liberated during the resaction will prohibit
further 8xtraction of metals. In order to increase the loading
capacity, we have saponified both acidic hydrogens of the
dimer (H,A,) with NH40H or NaOH and have succeeded to extract
some divalent metals with this 100% saponified extractant to
form extracted species of the composition MA, instead of
M(HA,), , without formation of any gelatinous matter in the
organic phase, thus doubling the loading capacity of the
extractant. we found also that the saponification is a compli-
cated process accompained with the formation of microemulsion
as in the naphthenic acid extractant.
1. microemulsion formation during the saponification

The evidences of formation of microemulsion may be
summarized as follows : (1) Strong Tyndall effect was observed
in the saponified UZEHPA so it is a dispersion system with
particle size >100 A (2) The dispersed water droplets could
not be observed in a microscope whose resolving powsr is
about 2000 A (3) The saponified D2EHPA was supsrcentrifuged



at 140000 G for 5 minutes at 0 C,and no separation of any
aquenus phase was observed. (4) Here tha ionic surfactant
forming the microeamulsion is the alkali or ammonium salt of

D2iBHPA, while tha long chain alcohol or 'I'BP serves as cosur-
factant.

In Fig. 5 the phasa volume changa were plotted against

the aquivalant of alkali added par equivalent D28HPA., Regions
of miernemulsion and ordinary emulsion wers also indicated
in the figure. ror example, in the case of titration with
7.5 N NaOH, the organic phase was turbid befora 60% nsutrali-
zation. From 60% to 100% neutralization, a very clear micro-
emulsion was obtained. After that, turbid aqueous phase began

to sepéarate out, while the organic phase remained clsar and
transparent.

In Fig. 6 the changss of conductivity and ”loCoj)Ly

were plotted against the cquivalents of NaOi added pu
sGuivalsant, of D2YHPA. It may bs ssen that hoth the 0undu”(l-

vity and the visecority incrgaza with the wataer content in
microamulsion, radohlnz mAaximum at tha aquivalance point.

ik

Aftar aquivalance point, turbid aqueous phase begins to
separats out, ths watar content of tha organic phase dscrsass

(sse Fig. ) and tha conductivity and viscosity decrease also
(see Fip. 6).
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Micrnemulsion formation during the saponification of
lo ml. nf 1 M D2KHPA-sac. octyl alcohol (18%)-kerosine
with NaOH or NH40H of diffarant concentrations at 13°C

Kay to numbers in figursas
1. Orpanic phasa : w/o microemulsinon clsar and trans-
narant
l1A. Single oreganic phase : w/o microaemuilsion clear
and transnarant
2. Oreanic nhase : ordinary w’/o amulsion turhid
3. Agquaous phase : o/w amulsion turbid
4. Aquaous phase : NaOH or NH40OH solution clsar
2. Total voluma of organic and aquaous phasa
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Fig. 6
Change of viscosity and conductivity of the organic
phase during the titration of 1M D2EHPA-sec. octyl alcohol
(18%)-kerosine with NaoH of different concentrations at 18°C

2. Bxtraction of metal ions

The microemulsion of the saponified D2EHPA is a good
extractant for most cations. Usually the extraction is accom-
pranied with the formation of a metal chelate, thus destroying
the microemulsion due to the absence of ionic surfactant and
forcing the water back to the aqueous phase, leaving very
little, if any water in the organic phase (less than the 1limit
of detection by the TR method, namely (o.o02%).

JT7I. Quarternary Ammonium Nitrate-Octyl Alco-
hol-Karosins System

A quarternary ammonium nitrate (such as Aliquot 336)-
octyl alcohnl-kerosine system can take up a fewh of water
when in equilibrium with aqueous salt solution and form a



microemulsion. The amount of water taken-up by the organic
phase decreases as the concentration of the salt (e.g. NH4zNO3z)
in the aqueous phase increases.The extraction of rare earth
ions is also accompanied by the destruction of the microemul-
sion in the organic phasse.

Further investigation on the physico-chemical propertises
accompanying the formation and destruction of microemulsion
and their effects on the mechanism of extraction will be
raported latsar.
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ABSTRACT

Factors affecting the stability of haze are dis-
cussed. Practical work is described where haze is in
the systems LIX 65N/toluene, ESCAID 100, and LIX 64N/
ESCAID 100 contacted with acidic aqueous phases contain-
ing metal ions. The droplet size is in the region 1 to
20 ym. It is the diluent which dictates haze stability.
The haze is least stable in low ionic strengths and at
pH 3 to 6. Acid increases the stability. Stokesien
creaming accounts for rate of haze removal of droplets
d > 2 ym, drops with d < 1 um coarsen by diffusion.

1. INTRODUCTION

The loss of expensive extractant is of special economic importance in
the case of commercial plant operating liquid-liquid extraction processes
for the recovery of copper from acid leach liquor by hydroxyoximes. Losses
as low as 4-15 ppm have been quoted (1). Operating plant may run in steady
state at ca 30 ppm (2) or go as high as 200-300 ppm. At start-up, or when
solids break through, the losses may be ca 1000 ppm. Other workers (3,4)
have considered the mechanisms of solvent loss.

Impingements of a drop at an interface yield secondary small drops (5)
and in the case of LIX reagents for copper extraction this process has been
filmed; in this way small drops can be formed in the settler. Other workers
(6) consider that small drops are mainly formed in the mixer compartment
through shearing processes and these drops are carried through the settler
with consequential solvent loss. It is these drops which are the main
cause of haze conditions accompanying the commercial operation of mixer-
settlers.

Systems involving true surfactant type extractants are particularly
prone to severe haze production, examples being when 1) tertiary amines are
used to extract tungsten, and 2) Na-D2EHPA is used to extract cobalt and
nickel. LIX type reagents are not true surfactants at low pH.



The haze which we have measured with hydroxyoximes in the absence of
copper is in the size range 1 to 20 um diameter. It is this range which is
of importance in the following calculations.

2. POSSIBLE REASONS FOR INSTABILITY

One would expect that those factors which affect the rate of creaming of
0il in water emulsions would also influence the stability of oil in water
dispersions, e.g. haze. But hold-up in emulsions might typically be 40 oil:
60 water, whereas haze exists at say 200 ppm organic or approximately 0.02
oil: 99.98 water.

The haze exhibits a thermodynamic instability, there is a tendency
towards minimum free energy through loss of interfacial area; the process is
one of creaming followed by coalescence or just coalescence alone. The
reason for any observed stability is a kinetic one dependent upon either
collision processes or diffusion of material from small droplets to larger
ones, both leading to loss of interfacial area.

Collision kinetics can be dependent upon one, or combinations of, the
following:

(a) direct impingement of the growing drops;

(b) impingement resulting from Stokes migration whereby the droplet
velocity is a function of its radius;

(c) impingement resulting from Brownian motion;

(d) 1impingement resulting from velocity gradients within the host-
fluid flow field, and

(e) impingement resulting from temperature gradient induced variation
of interfacial area (the Marangoni effect).

Effect (&) is absent in the experimental study reported here because
equilibrium is established before haze is generated. Effect (a) is probably
negligible. Of course, a collision, having taken place, must be "effective".
Films at the interface may then prevent, or aid, coalescence.

DROP RIPENING BY DIFFUSION

Small droplets of an organic phase in an aqueous continuum are more
soluble than large droplets of the same phase (7). Solvent diffuses from
small to large droplets. The following equations apply (8) for the rate of
coarsening by diffusion when two different size droplets A and B are present.

= =
drA B D c K nB(rB - rA) W
at 2 A

pr L_A A B B_
drB B D c, K nA(rB - rA) n o)
at 2 n r. +n_r

P ry L_A A B B_

where rA, r are the radii of particles and n_, nB are number concentrations,
D is the mo?ecular diffusion coefficient of tﬁe droplet phase in the host
fluid, ¢ is the solubility of an infinitely large drop. K is given by

K =2 Yi M/p R T, where Yi is the interfacial tension, M is the molecular
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weight of the drop phase and p is the density of the drop phase.

Now in an equal number mixture of two_aifferegg size droplets of radii
0.5 and 1.0 um with a solubility of 3 x 1O kg dm (0.03 ppm), Y. =
e.1 mNm—l, then integration of Equations (1) and (2) shows that thére will
be only a 10% change in the radius of small drops in one year, but with
radii 0.05 and 0.10 um the corresponding change is 1000 times faster. The
stability is seen to be dependent on the cube of the radius.

Since: o) = (p2 2 R M)A (2. B it g M) (3)

(o]

where Higuchi and Misra (8) define t' as:

t' = (Dc, KT)/p (4)
Tgfn using t' = 4 x lO-14 secs (+ 10% change in size (7)), p =1, v, =
16 mNm (8), (the latter being typical of hydroxyoximes in aliphatic

hydrocarbons in the _absence of copper and at pH 2) and D = 5 x 10 6cm1 sec
then ¢ = 7.2 x 10 kg dm or 7.2 ppm. This is an upper limit but suggests
that solvent droplets of solubility about 10 ppm and of < ca 1-0.5 um radii
grow markedly through a diffusion mechanism. The solubility of most LIX
type reagents is rather lower than this (9), e.g. 1 - 5 x lO_6 kg dm—3. of
more bnpgﬁtance }g the solubility of the_Eeroseng type components; hexane EE
9.4 x_%o kg dm ~, dodecane at 8.0 x 10 kg dm and toluene at 5.4 x 10
kg dm are examples (10). Thus according to the diffusion theory, all
other things being equal, then the most soluble diluents (or extractants)
should give the most unstable haze if this mechanism is operating. Reduction
in viscosity of the host phase, increase in temperature and interfacial ten-
sion aids clearance of haze through droplet diffusion processes. If surfact-
ants are present they generally reduce Y, so increasing haze stability, they
may, however, also increase the solubili%y of the droplet which then offsets
the effect of reduced Yi'

STOKESIAN CREAMING

The droplets may obey a Stokes law for creaming velocity which can only
be applied to droplets below a certain size where, dSt is the upper critical
diameter and:

dst = (3.6n2)/((0d—0h)0h g) (3) » L ((Dd—ph)g dz)/(lSO) (6)
in which n = absolute vigscosity (0.001 Nsm_z), p. is density of the dispersed
phase taken as 900_kg m-3, p, 1s density of host phase taken as 1000 kg m_3,
and g is 9.81 m s , whence dS = 156 uym. The droplets we have observed in
haze are well below this diameter mostly in the region d < 50 pym. The
Stokesian velocity, u is given by Equation (6) and can be used without

’
corrections for discog%inuity of the fluid.

INFLUENCE OF BROWNIAN MOTION

Brownian motion will hinder creaming through gravitational flow if the
droplets are small enough. The size of the random motion imparted to the
droplets can be calculated (11) fram:

¥ = (ARTUOA3NN A 7)



where x is the statistical average displacement in a given direction in time
t, R is the gas constant, N is Avogadro's number. It can be seen, Table 1,
that Brownian motion markedly affects the smallest droplets, e.g. d < 1.0 m.
However, these are also the droplets which grow rapidly through diffusion
processes.

TABLE 1
i i " K
Breplet Dicmetes Displacement in 1.0 Second (um) at 300
R Via Gravitation (Eg. 6) Via Brownian Movement (Eq. 7)
-6
0.01 5.45. % lO_4 7.47
O 11 5.45 x lO_2 236
1 5.45 x 10 0.74
10 5.45 0.24
20 21.8 0.167

The coalescence effect via Brownian motion can be calculated in another
way. Taking an initially uniform size distribution then it can be shown (12)
that:
N, = N (L+t/T)t (8)
t (©) B
N, and N_ are the concentration of droplets at time t, and TB is the
characEeristic time and is given by:

=3
T, = (3n)/(4k T N ) (9) 3 N = (3£)/(4m r ") (10)
B [o) o] o

in which n is the viscosity of t*» continuous media and k is Boltzmanns
constant and ro is the initial mean radius.

The volume fraction, £, of droplets is related to N_ through the mean
initial radius r by Equation (10). Using £ = 2 x 10O Phen we obtain the
following, at 308k wit?3wa§§r as the host,phase and solvent dispersed at

(0]
r =1 um, N =~ 5 10 m , T_ =4 x 100 soratr =10 um, N = 5 x lOl

© -3
m =y I % x 10" s (see also Table 2). These timgs are ratheg long,

indicating that the Brownian motion coalescence for droplets 3 2 um diameter
is not very effective. This is also demonstrated in the next section.

COMPARISON OF BROWNIAN MOTION INDUCED COALESCENCE WITH DIFFUSION GROWTH

It can be shown for growth by diffusion control alone (13) that:

-1
N = N +
. O(l t/TD) (11)
applies if the size distribution at t 1is of asymptotic form. In Equation

(11) the characteristic time, TD, is 8iven by:

t = (kTZ )/, v2 Cc D) (12)
D (<] i m CJ
where Vm is the molar volume of_Ehe droplet phase. Taking for solvent drops
(@D in keEOsengl, Y. = 16 mNm , g, = 8 x 10 6 kgdm 3 (dodecane) , _17 3
5 x 10 6 an  sec ané V_ for dodecane (by the Le Bas method) 3 x 1O m ,

m
then TD at various initial radii can be calculated, Table 2.
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TABLE 2

Characteristic Time t1_ in Secs. for Growth of Droplets by Diffusion

Mechanism and t_ for Brownian Coalescence

Initial Droplet Diameter "D By 14) ‘B (Eq. 9)
Secs. Secs.

-4
0101 6.7 3 4.7 x lO__l

@1 6.7 x lO6 4.7 x lOl

1. 6.7 x 109 4.7 x lO5

10 6s 1 X lOlO 4.7 x lO9

20 5.4 x 10 3 x 10

The characteristic times for Ostwald ripening are much larger than for
the Brownian effect so the former is an unlikely mechanism here. Also the
results in Table 2 show that the diffusion effect is only important with the
very smallest drops agreeing with previous calculations and the Brownian
motion becomes unimportant for drops of 3 2 um diameter.

VELOCITY GRADIENT EFFECTS

In a closed system the velocity gradients generated during mixing dis-
appear rapidly (however, it is not certain if thermally induced velocity
gradients are still present in the experiments which we carried out).

According to Lindborg and Torsell (14) the average velocity gradient,
grad Vv |is:

grad v | = 5 v/ + v/ %/5t/2 312 (13)

in which & = kinematic viscosity of continuous phase, V = macroscopic flow
velocity in the continuous phase, % = a characteristic length.

For the vessel useg in EEe present study 2 = diameter = 15 am, J for
water at 300K = 0.001 m sec and V is taken as the av§§age velgfity of the
primary break over the last 10% of the process = 3 x 10 cm sec (typical
of the primary break_surve_measured in one of our settling tests), then
‘grad \Y/ I =1.8 x 10 sec ~. Now suppose two droplets, each of diameter
1 ym, are separated by 2 um from their centres_ghen the relg%ive velgfity
along the separation direction is 2 x 1.8 x 10 = 3.6 x 10 um sec the
displacement of one droplet in 1 sec is of course 1.8 x 10~ um which is
much less than the Brownian movement reported in Table 1.

Velocity gradient induced collisions of haze droplets in closed systems
seems to be of small importance in these studies. It may be of more import-
ance in commercial settlers where V may equal ca 3 am sec = then the dis-
placement in 1 second is 1.8 um.

EFFECTIVE COLLISIONS

The collision must be effective for coalescence. Two main features of
the drop surface are now important. It is known that in the case of solids
dispersed in water, primary coagulation takes place when the zeta potential, z,
approaches zero (15). In hydroxyoxime systems the value of [ is partly



dependent on the absorption of extractant or other molecules at the interface
and their degree of ionisation. Also the physically observable films at
interfaces (16,17) may be viscous or visco-elastic and they may prevent the
thinning of the interfacial film. Amphipathic chemicals adsorbed in molecu-
lar films at the interface exert their effect by a camnbination of viscous and
mechanical properties, this layer allows the drop to deform on approach of a
second drop so aiding the formation of the lens prior to drainage and coales-
cence. Of course, films also interfere with diffusion mechanisms for droplet
growth.

3. EXPERIMENTAL

Commercial chemicals used in the work, e.g. LIX 65N (Henkel Ltd.),
P5000 (Acorga Ltd.), SME529 (Shell Chemicals Co.), were "purified" by several
aqueous washes. Purified chemicals were also prepared through chemical
routes such as copper complex isolation and then regeneration of the oxime
with acid. The diluents were either A.R. Toluene (BDH) Ltd., which was
further purified by passing through a column of silica gel and then alumina,
or the commercial kerosene ESCAID 100. Other chemicals were of BDH Analar
grade.

The contacting vessel was a glass cylinder, ht. 30 cm, diam. 15 cm, with
four vertical baffles of 12 mm width. A cruciforn stainless steel impeller
was used, vanes 5 mm long and 10 mm deep. Experiments were conducted at
23-25°C and N gas was introduced over the mixture to prevent oxidation. The
apparatus was thoroughly cleaned between each experiment. A standard proce-
dure was followed using one litre of each phase. The impeller was immersed
into the centre of the aqueous phase before start-up to ensure organic dis-
persion. Pre-equilibrated phases were used. A constant speed of 500 rpm was
chosen which was low enough to avoid observable air ingestion. Each mix was
of fifteen minutes duration.

At the end of an experiment samples were prepared for the following tech
niques.

TECHNIQUES EMPLOYED

Microscopic examination was carried out after a sample had been left to
cream for various times. A Baker particle sizing microscope with British
Standard particle sizing graticule (18) was used. Droplets down to d = 1 um
could be seen clearly. Entrainment levels were measured either by the infra
red technique using Arklone P as extractant and described elsewhere (19), or
by a copper complexation technique originally described by Ashbrook (20).
The primary break velocities of the mix were also taken directly from the
mixing vessel using a fixed scale and height or depth of dispersion were
plotted against time. The zeta potential, ¢, was calculated from electro-
phoretic mobilities measured with the aid of a Rank Bros. electrophoresis
apparatus using the thin walled cylindrical cell at 25 I_ZOC.

RESULTS

LIX 65N in Toluene

LIX 65N in toluene at 18.7 vol% was contacted with the fo}}owing aqgeous
phases in separate experiments. (Salt and/or acid conc. at 10 mol dm ".)

(A) distilled water only; (B) A12(804)3 + H2SO4; (C) H2SO4; (D) MgSO4 +
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H_SO ; (E) MgSO,; (F) Na_SO,; (G)
4. . 4 . .
haze dispersion are given in Table 3.

Na_. SO, + H,_SO,.

. . e R
4 250, Basic properties of the

TABLE 3

Properties of the Haze Dispersions with 18.7 Vol% LIX65N/Toluene

Aqueous A 3 A 9. +9 + ++ F+ f; +
q H.o |[a1°7/H H Mg T/H | Mg Na Na' /H
Ionic Strength
o g 5 16 1 5 4 3 4
pH 4.9 2.8 2.8 3.5 6 % 2.8
z, mv -17 +24 +7 +5 =37 -26 + 20
Average Egtraimment |3, | 1556 | 1110 |1600 | 150 | 1000 | 2500
in mg dm
d  (um) ) 17 13 20 4 10.5 23
av
-
Finany Brods Bdle 6.5 1.2 0.8 0.7 4.2 0.8 0.8
an secC

The photomicrograph direct measurements of droplet diameter demonstrated
that haze droplets were mostly in the range 1 to 20 um. The entrainment
values are a linear function of da but they do not appear to correlate with
other parameters. The ¢ values £8Y1ow the pH of the host phase (comparison
is possible where the ionic strengths are about equal). This feature is
probably reflected in the protonation or degree of ionisation of the extract-
ant held at the interface. 1Indeed in other experiments reported elsewhere
(21) we find that the ¢ potential of the drop becomes more -ve as pH is
increased, giving a sigmoidal shaped curve of ¢ versus pH.

There is no jeneral correlation between primary break times and other
features although experience shows that the primary emulsion is often more
stable in low ionic strength conditions and would appear to be more stable at
high pH (and therefore the most -ve ¢ value). Just the opposite occurs with
haze stability as measured by the number of droplets in arbitrary volume,
see Figure 1. For now the least stable haze is that found with the least
acidic solutions. If ¢ potential is considered alone then one would expect
those haze systems with O to coalesce the most readily, this is not the
case. Ionic strength is important and in the absence of salts the haze
degenerates rapidly. Again, this observation is the opposite to that found
with primary emulsions. These observations point to coalescence being the
least important in the creaming process.

If the experiments with aluminium salts are attempted at pH > 3 then
hydrolysis occurs and networks of hydrated aluminium oxide coat the haze
droplets, the haze is now some 100 x more stable than for the corresponding
experiment at low pH. The same effect has been found with soluble silica in
the pH range 3 to 7.

ESCAID 100

Apparently, haze results with ESCAID alone, Figure 1. 1In other experi-
ments we have noticed that ESCAID is unstable to u-v light and also forms a
definite visible "skin" at the interface when contacted with strong sulphuric



acid (e.g. 180 g dm_3) over a long period.

LIX 64N in ESCAID 100

FI1G.1
LIX 64N at 20 vol% in

& ESCAID 100 SYSTEMS ESCAID was contacted with
? the aqueous phases previ-
= ously described for the
o LIX 65N work, see Figure
§ 1. The ESCAID hazes are
Q more stable than those for
23t toluene. They show simi-
S larity with those for
8;1_ ESCAID alone suggesting
- <———— TOLUENE SYSTEMS that the diluent plays a
1 - dominant role in haze
/ stability.
e ; 4 6 8 )
e 4 A 4 The frequency/size
TIME hrs : .
graphs for this organic
s¥stan contacted with
. . ++
FIG. 1l: Log of droplet number in arbitrary H /Mg were prepared fram
volume versus time; & ESCAID 100 in H_SO,, aqueous samples taken at
. i % é . . .
@® 1.IX 64N/ESCAID 100 in Mg /H , 8 LIX 65N/ various times, see Figure
toluene in HZSO4' o LIX 65N/toluene in 2. The size dispersion in
water. the haze is seen to be
bimodal. We note that in
emulsion formation bimoual distributions are sometimes observed (21). Also,

Lindborg and Torsell found experimentally that an initial unimodal distri-
bution of droplet diameters generated a bimodal one.

The mean particle diameter on a volume basis fram Figure 2 is roughly
constant with time at 5 um. If Stokesien creaming is assumed the maximum
diameter d above which all droplets have creamed can be calculated at
various times and then compared with the maximum diameter observed in the
sizing experiments, see Figure 3. The reasonable fit over the latter period
of the experiment reinforces the previous view that Stokesier creaming is the
main mechanism for the clearance of the haze for droplets > 2 um diameter.
Brownian motion affects droplets of about 1 um diameter.
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FI1G.2
Fr r Fr [ F.
1()Or t=()f\rs. 1()0. F=Cl5i1rs 100r l F=L551r5.
50} 50} 50}
i [
- d V\ d ] d

1710 20 304050 1 10 20 304050 1 10 20 30 40 50
o F .

1001 t=3hrs. 100l t=45hrs e e
for LIX 64N/ESCAID 100

dligeried in aqueous
L Mg /H .

50t 50

Av’\. 2 . d . | AL " d;
1 10 20 30 40 50 1 10 20 30 40 50

FlGa8
30} h= 83cm
g Ap= 100kg m™3
?: 1Nsni2
.20 — theory

1

) 5 . 1IO t,hrs

FIG. 3: Maximum diameter, 4 ,, left at time,
t, after Stokesien settling; 0,03 ,@ for

LIX 64N/ESCAID 100 dispersed in H SO4, Mg /H
and Na /H aqueous respectively.



10.

Lo

12.

13

14.

45,

16.

1.

18.

-9

20.

21-.

REFERENCES
A.W. Ashbrook, Canadian Mines Branch Information Circular, IC284.
G. Rossiter, A.I.M.E., Hydromet. Division, Spring Meeting, Arizona, 1976.

C. Hanson, M.A. Hughes, paper presented at A.I.M.E. Annual Meeting, Las
Vegas, Feb. 1980.

R.J. Whewell, M.A. Hughes, H. Foakes, Hydrometallurgy, 1980, in press.
G.E. Charles, S.G. Mason, J. Colloid Science, 1960, 15, 1l0S5.

J.C. Godfrey et al, A.I.Chem.E. Symp. Series, 1978, vVol. 74, No. 173,
127.

W.I. Higuchi, J. Misra, J. Pharm. Sci., 1962, 51, 459.
T.A.B. Al-Diwan, M.A. Hughes, R.J. Whewell, J.I.N.C., 1977, 39, 1419.

R.J. Whewell, M.A. Hughes, C. Hanson, Proc. ISEC '77, publ. C.I.M.,
Special Volume 21, 1980, 185.

C. McAuliffe, J. Phys. Chem., 1966, 70, 1267.

E.D. Washburn, Phys. Rev., 1921, 17, 374.

E.M. Baroody, J. Appl. Phys., 1967, 38, 4893.

A.J. Markworth, Metallography, 1970, 3, 197.

U. Lindborg, K. Torssell, Trans. Met. Soc. A.I.M.E., 1968, 242, 94.

"Solid-Liquid Separation", Ed. L. Svarovsky, publ. Butterworths, 1977,
p 68.

M.A. Hughes, Hydrometallurgy, 1978, 3, 85.

G.A. Yagodin, V.V. Tarasov, Tr-Mezhdunar, Kong. Poverkhn-Akt
Veshchestvam, 7th 1976, (Publ. 1978), 2(I), 410.

"Particle Size Measurement", T. Allen, publ. Chapman and Hall, 1974.
P.D. Middlebrook, Ph.D. Thesis, Bradford University, U.K., 1980.
A.W. Ashbrook, Anal. Chim. Acta., 1972, 58, 115.

"Theory and Practice of Emulsion Technology", Ed. A.L. Smith, publ.
Acad. Press, 1976, p 336.

10



3. Dispersion stoiting  80-39
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ABSTRACT

Centrifugal extractors of the Podbielniak-type
are investigated covering flooding-point-dia-
grams and the influence of fluiddynamics on

mass transfer.The flooding-point-diagram exists
of three limjts,two of them are calculated by
the investigation of the location of the prin-
ciple interface.The third limit is given by a
theoretical and experimental investigation of
the formation and trajectories of single drops
in a rotating fluid.The results are independent
of the extractor type.Optimum working conditions
were found at maximum speed of rotation,combined
throughput of about 80% of the flooding limit
and a location of the principle interface
according to system properties between 20% and
80% of maximum backpressure.

INTRODUCTION

Centrifugal extractors are commonly used in systems,which have
a low density difference,a strong tendency to emulsifv or a
short contact time requirement,in any case the high throughput,
small hold-up and small space requirement is advantegeous.

One of the best known centrifugal extractors is of the Podbiel-
niak type,a cutaway of which is shown in figure 1 /1/. Both
phases are fed through the shaft,the light phase enters the
extractor at the periphery,the heavy at the center and they pass
countercurrently through a contacting zone,which exists for ex-
ample of several perforated cylinders,other mixing elements are
possible.In this zone both phases are thoroughly mixed and se-
parated several times to give optimum mass transfer.Both phases
are dispersed and continuous,depending on radial displacement
and the location of the principle interface.In a subsecuent
calming zone both phases are clecared and leave the extractor
through the shaft.Details of various constructions and several
applications in the chemical and pharmaceutical industry are
found in literature /2 to 5/.Some integral data exist on fluid-
dynamic behaviour and mass transfer,but for a reasonable cal-
culation an exact investigation of the fluid movement inside
the extractor is neccessary.As a first step,the volumes of
single drops,which are formed at a nozzle in a centrifuqgal



field and the motion of these drops in an extractor model with-
out internal fittings were investigated /6/,the results applied
to industrial equipment and tested in a Podbielniak A1 pilot
extractor.

= il

Y

LSS

Al
\é&

SEALS

1% LARGE
ASCOTUBE

SMALL

FIG. 1
Cutaway of a Podbielniak centrifugal extractor

EXPERIMENTAL PROCEDURE AND SIGNIFICANCE

Figure 2 shows a cross section of the extractor model we used
for single drop measurements.It consists of a cvlindrical cham-
ber,60 cm in diameter,rotating around a vertical axis.The feed
of the heavy and light phases is through the shaft.Starting
experiments,the model was filled with the light phase,which was
the continuous one;the heavy,disperse phase enters through a va-
riable nozzle system near the center and is driven to the peri-
phery by centrifugal force,there it leaves through a special
outlet tube.Drop formation and trajectories were filmed with a
Hycam high speed camera,the films gave informations on drop
volumes,radial and acimutal displacement and velocities.Details
of experimental procedure are given elsewhere /7/.

The results of this experiments were used to test the theoreti-
cal considerations given below,their application to industrial
equipment was tested in a Podbielniak A1 extractor for the sys-
tem Toluene-(Acetone-)water with and without mass transfer.The
flowsheet is given in fiqure 3.Additional data from literature
were tested too,the parameter variation is given below.

0,5 = Vd/vc = 2

al
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19 = ¢ = 39 1073 N/m
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nd = 1 10“3 Pas
0,131 = Ap = 0,2 g/cm3
nozzle system light liquid in
/ heavy liguid in
heavy phase light phas 'I cittings
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FIG. 2
Cross section of the model
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F1G. 3
Flow sheet of Pod A1 tests



A typical result of this measurements is given in figure 4,here
the number of theoretical plates,calculated by the McCabe-Thiele
diagram is given against backpressure P116 = P11o” Phlo for

three different speeds of rotation and five different through-
puts.

R /min.
) 1/h 3090 | 6000 | 9600
th
0] ¢« o] -
TR (LA i) 1
| L1 I N
3 l I\ : - o L]
e = = x
| |
| N !
' |
|
1 1
% £ E g
g 8 =
S 3 7
fooding-@ & & x—tiatig x g
g E g
: 1 | il
0 1 z 3 L F,/10°Pa
FIG. 4

Number of theoretical plates depending on backpressure,speed
and throughput for a Pod Al,system Toluene-Acetone-water.

5
“ ﬁ:ﬂl 10" Pa
9600 /min,

i
VHzUI Vg =1 \

1

1
6000/min

3000 /min.
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FIG. S
Flooding point diagram for the measurements given in FIG. 4.
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The feed ratio was 1:1 in all cases.Fig.5 gives the correspon-
ding flcooding point diagram,.Some conclusions can be drawn from
this:

Ny increases with increasing speed

2) tﬁere is an optimum n with increasing throughput
3) there is an optimum b&pkpressure

4) with increasing speed maximum throuahput increases

These results of our own are supported by literature /4,5,8,9/,
some rules of thumb can be given from that for owerating condi-
tions of a centrifugal extractor

1) run highest speed

2) optimum combined throughput is about 80% maximum throuehput

3) optimum hackpressure must be tested for each system,it should
be between 20% and 80% of maximum backpressure.

Some further reasons for this and the calculation procedure is
given below.

THEORY

The flooding point diagram exists of three different limits,as
shown in figure 5.Two of them,the maximum and minimum backpres-
sure can be calculated from a simple pressure balance /3,7/,
the result is

— _ 2 2
Pl1o = @ Tphp/2

where r_ is the location of the principle interface,where both
phases are separated.Floodina occurs,if the principle inter-
face comes to the 1llo-tube or the hlo-tube respectively, that
means,we can calculate these limits hy

1) r. =r (l1lo-tube location)
1. © > B
P 1o = w roAp/2 (1)
2) r. = r (hlo-tube location)
3,
Pl1o = w r3bp/2 (2)

In any case the principle interface is not a sharp one,drops
must coalesce and a dispersion layer of a certain thickness
depending on system properties and operation conditicns will
occur.Therefore a security limit of about 20% maximum back-
pressure should not be exeeded.)f flooding occurs and backpres-
sure can not be changed,then a chande in speed will help,.For
flooding in the hlo-tube increased speed will help,for floodina



in the llo-tube decreased speed will force the principle inter-
face back into the contacting zone.

The third flooding limit can not be given that easy,here we must
know,what happens inside the extractor.Starting from observa-
tions of single drops described before,we can calculate the tra-
jectory of a drop by solving the equation of motion,which is
given by two coupled differential equations of second order /6/

a2 2 .
mr(w-~-¢9)" - w rtVo P ~ C.r

-2mi(w -9) - Cpry (3)

mr

mr §

For the calculation of flooding points only the radial movement
is interesting,here a solution is given by

r(t) = r, exp(\ t) (4)

1

where r, is the starting point of a single drop,here the hli-
tube loéation and A is given by

2
= -S J £ & u)2(1- pc/ Pg’ (5)

4m2

The given solution (4) and (5) is only a good approximation,in-
cluding some physical reasonable assumptions /7/.The draq in
equation (5) is given by

_C___ =_§2Vlm_nc_ (6)

In countercurrent flow flooding occurs at
ud/s = uc/(1-€ )
that means

Ar/e = Vc,max /(21 rb(1-€))

From this it follows,that floodina occurs at the minimum pos-
sible radius,the radius of the hli-tube,that means

. B 2 _
o 21'trhl.1 b(1-€ )\ /¢ (7)
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The hold up € and the velocity ratio w_ /w 1 consider the fact,
that in industrial equipment swarms of droﬁg exist,which influ-
ence one another.This terms can be calculated from system pro-
perties and flow ratio,as Pilhofer has shown /11/.For floodinqg
conditions we get

Yc/Yd = wrel/woo = 0,5 £=0,3
Yc/Yd = 2 wrel/wm) = 0,45 € 0,35
Vc/vd = 0,5 wrel/wd> = 0,55 € = 0,25

for the feed ratios we have tested nearly indepcndent of system
properties.

Drop formation in centrifugal extractors is by atomization as
Todd /1/ has shown,he found experimentally a typical drop size
of below 30, .Recalculation of floodina point diagrams from
literature and our own led us to the empirical equation /10/

423 V.4V
d /u =—=——— —aTc— (8)
p fw/(1/s) Uy

for drop size at flooding.Recalculatinag the system Todd has used
we get a drop size of 26,7 in good aagreement with the experi-
mental value.Now we are able to calculate the third flooding
limit ,using equations (4) to (8).Usina eaquations (1) and (2)
additionally,we can calculate the total flooding point diagram.
Typical examples are given in fiqures 6 and 7.The solid lines
are measured ones,the dotted lines are calculated by this theory
the agreement is sufficiently well,more examples are given else-
where /10/.The drop size in industrial equipment is not unique,
equation (8) gives the diameter of a medium drop,that means,
there is a distribution in drop size.Therefore there is no sharnp
limit in maximum throughput,coming near to this value more and
more drops will go with the continuous mphase and thereby dete-
riorate the equipment efficiency.Typical measurements of this
behaviour are given in fiqure 4,points x and (] .As can be seen
from the corresponding figure 5 these probs were taken near
maximum throughput.Again as a rule of thumb the extractor should
be run at 80% of maximum throughput,because mass transfer and
throughput are optimal near this point.

SUMMARY

Measurements of mass transfer in a Pod Al pilot extractor with
the system Toluene- (Acetone-)water with and without mass trans-
fer led to a discussion of the influence of fluiddynamics on
efficiency of a centrifugal extractor.A reasonable understanding



of the fluiddynamics of a centrifugal extractor starts with

pd10Pa
. 9600/min EPS—
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ﬁ
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FIG. 6

Flooding point diagram for a Pod A1 pillot extractor for the
system Toluene-water.Solid lines - measured,dotted lines -
calculated by this theory.

Pue/10°Pa

9600/min.

FIG. 7
Flooding point diagram for a Pod A1l pilot extractor for the
system Xylene-water.Solid lines - measured,dotted lines -
calculated by this theory /9/.
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the investigation of the behaviour of single dromps.By that
flooding point diagrams can be calculated from equations (1)
and (2) by a simple pressure balance and the set of equations
(4) to (8).0Optimum conditions for operation can be given by
rules of thumb.

NOTATION
b rotor width cm
C Constant =
m mass g
Neh number of theoretical plates -
P pressurc Pa
r radius cm
& time s
u superficial velocity cmés
v volume cmy
Vv throughput em” /s
£ hold up =
1 viscosity Pas 3
p density g/cm
G interfac.al tension N/m
w speed 1/s
Indices
c continuous
d disperse
hli heavy liquid in
hlo heavy liquid out
I principle Interface
11i light liquid in
llo light liquid out
max maximum
' particle
rel relative
0-3 special locations
oo} single particle for t — o
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DROP SIZE DISTRIBUTIONS IN A SIEVED PLATE PULSED COLUMN

INFLUENCE OF BREAK-UP MECHANISM

PAKDEE PATRAKORN S.,MURATET G.,CASAMATTA G.
INSTITUT DU GENIE CHIMIQUE
Chemin de la Loge
31078 TOULOUSE CEDEX
FRANCE

Extensive studies have been carried out in our laboratory upon perfor-
ated plate pulsed columns. Experimental results have been interpreted by
deriving the equation of the MIYAUCHI model.

Some revealing discrepancies are pointed out between theory and
experiments. The main reason is that the dispersed phase cannot be regarded
as a whole being submitted to overall back mixing, but it does actually
consist of drops of different diameters, each of them having it's own velo-
city and undergoing rupture and coalescence.

Therefore we propose a new mathematical model taking in account foward
mixing due to drop size distribution and, rupture and coalescence.

In this paper the mathematical equations are derived. The experimental
results involved to validate our model having been carried out in the field
of low hold-ups, the described equations do not contain coalescence terms.
The following is assumed

- the classical piston-diffusion model is adapted for the continuous phase
flow

~ each drop shows a relative velocity towards the continuous phase and
undergoes the same back mixing as the continuous phase

- the relative velocity of drops is derived from the terminal velocity of
unique drops in the actual flowing conditions.

Numerical solution of the continuous equations of the dispersed phase
flow has been achieved by deriving a discrete model. The chcsen technique,
i.e., counter-current stages with back flow model, affords a second order
approach of the continuous equations.

Hydrodynamic diffusivities have been assumed to be equal to the
formerly obtained values. The relative velocities and a simple rupture
model have been fitted to experimental data. Accuracy between theory and
experimental results has been checked by comparing hold-up profiles and drop
size distribution profiles.

A satisfactory agreement is pointed out and the validity of the model
is claimed.
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MIXING INDEX AS A PERFORMANCE INDICATOR OF PUMP-MIX TYPE

MIXERS ON CONTINUOUS FLOW SYSTEMS

John Roberts and Jennifer McGee
Department of Chemical Engineering
The University of Newcastle

New South Wales, 2308

Australia

ABSTRACT

Optimisation of mixer performance is constrained by
the need to avoid carryover of fine non-settling droplets
when operating at the relatively high impeller speeds re-
quired to achieve mass transfer rates and reduce phase
inversion phenomena. Disperse phase hold-up is a measure
of the degree of phase mixing actually taking place in
continuous flow mixers, and as such, it is an important
process variable.

A correlation procedure is described for determining
disperse phase hold-up and an associated mixing index.
For single stage laboratory and pilot pump-mix units oper-
ating with acidified copper sulphate/kerosene, it was
found that the mixing index was much greater for aqueous
continuous than organic continuous operation. An added
turbine up the shaft considerably improved mixing index
for organic continuous operation.

INTRODUCTION

The disperse phase holdup in the mixer is defined as the volume fraction
¢p of the total liquid in the vessel which is disperse, under operating
conditions.

Whereas, in the case of batch operations, ¢p will be the same as the
volume fraction of dispersed liquid in the continuous flow mixers, ¢p will
only approach this fraction under conditions of vigorous agitation.

A mixing index or degree of ''mixedness', I has been defined (1) as

¢D = Im QD or Im

Q, + Q¢

D (1)
VD + vC
where Q = volumetric flow rate through the mixer
v = net velocity through the mixer
subscripts C = continuous phase
D = disperse phase

For aqueous continuous systems, I, ranges between 0 and 1.0 with ¢ngoing
between O and 0.5, while for organic continuous systems, Iy ranges between 2
and 1.0 with ¢p going between 1 and 0.5.

Only a few investigations of this parameter have been reported for baf-
fled mixer—continuous flow units (1,2). More recent publications have consi-
dered the ambivalence region and phase inversion, both important aspects of
the overall performance of commercial mixers (3,4), but not the same pheno-
mena as reported here.

At any set O/A ratio and flow rates, ¢p o I, for eqn (1), and Iy is

1



dependent upon agitator power per unit volume or N3D12, and phase properties.

where D = impeller diameter (m)
N impeller rotation (rps)

Importance of Mixer Holdup

(a) Power Required or N3D%

With increasing equipment and electricity costs, it is important to be
able to accurately calculate agitator power requirements in commercial sized
units. The physical properties of mixture density and viscosity are needed
for continuous flow (unot batch mix) systems (2), that is

= 2

P =p, (1-6) + ppop (2)

o= g [1 + 1.5 updp ] (3)
Mg

where p = density
U = viscosity

(b) Disperse Phase Residence Time
The reaction-extraction residence time is a necessary design criterion
and is defined as the average retention time of the disperse phase,

oY
o " %q, )

where V = mixer volume.

(c) Phase Segregation

Phase segregation or stratification in small or large mixer units can be
a problem at power inputs as low as 0.15 Kw/m3(5), which means that the mixer
is not being utilised to its full extent and inferring that the mixing index
or "mixedness" is low.

(d) Sauter Mean Droplet Diameter and Surface Area

The volume surface mean droplet size can now be determined from direct
field measurements (6). It has been observed that Sauter mean diameter dgy,
increases with phase holdup (4,7). By definition the specific surface area
(a) is:-

a = 0 (5)
dsyM
and this parameter also increases with phase holdup (8).

(e) Mass Transfer

Both mean droplet size and specific surface area are the principle con-
trolling variables for extraction efficiency and mass transfer between phases.
The droplets generated in the mixer must be small, thereby providing large
surface area via eqn (5). However, the low end of the droplet size spectrum
cannot be too tiny, yielding droplets which will pass through the settler as
gross entrainment.

In a given mixer-settler the extraction efficiency can also be signifi-
cantly affected by varying which phase is continuous. The effect of phase
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continuity, direction of mass transfer on droplet size and degree of '"mixed-
ness'" in the mixer are important interdependent parameters (3).

(f) Droplet Coalescence

If there is lack of sufficient turbulence throughout the mixer, coales-
cence of droplets will occur, resulting in partial stratification and poss-
ible alteration of phase continuity.

Droplet coalescence rate increases markedly with increase in phase hold-
up (8). While this phenomenon would be beneficial to the settler, it may
require improved '"mixedness' in the mixer unit to obtain the maximum achiev-
able mass transfer parameters noted previously. To minimise stratification,
implying final droplet coalescence, complete turnover of the mixer contents
is required. This allows the two phases to have multiple passes through the
impeller sphere of influence continually recreating a spectrum of droplet
sizes.

CORRELATINC PROCEDURE

For mixing Index, I, as a function of power per unit volume or N3Di2
and mixer-impeller-baffles geometry the fraction unmixed (1-Iy) is considered
to be the dependent variable in one of the original publications (2).

Assume log(1 -~ 1) =A- B.N3Dj2. (6)

for a particular system geometry, with A being a mixer unit geometry cons-
tant and B being a function of the two-phase physical chemistry properties
and phase velocities through the mixer. The dominant properties are density
difference and interfacial tension for these aqueous organic mixtures. For
constant flow rate through the mixer

B o 1/(6Ap 4/3,0.49 (7)

A,B= KEROSENE +« AQUA CaCl; where 6 interfacial tension,13.85 to
C= KEROSENE+WATER 38.7 dynes/cm
D= KEROSENE+ AQUA 50 BUTANOL Ap = density difference, 180 to

—_

00

5
< 532 Kg/m3
8 g
) and A = 0, i.e. as N3D? -0,(1-1 ) - 1.0
z i m
E .o log(1-1)~+0
b3 m
& SA Equation (6) becomes log(l—Im)
104
0 = - B.N3p?
= i
t 3.2
€ SYSTEM or I =1 - exp(-B.N"D)) (8)
o m i

Figure 1 shows the predicted res-
ults superimposed on the original
curves of Reference (2), with excellent
agreement.

Using this procedure, two similar

' ; : T r pump-mix continuous flow systems were
0 4 8 R 16 20 evaluated.

N D (m?s?)

........ ACTUAL from ref(2) fig 8
PREDICTED from equ B)

FIG. 1
Proposed Mixing Index Correlation



EXPERIMENTAL DETAILS AND RESULTS

The two pump-mix continuous flow systems used were a single-stage
laboratory-scale unit, and a larger pilot unit, of near equivalent geometry.
Both units and their operation have been previously described (9,10).

Shut-down phase hold-ups were determined for the range of operating

conditions given in the table below.

For steady-state operation, the units

were run for 1/2 to 3/4 hour, before instantaneous shut-down and isolation
of the flow control valves.

Variable Laboratory Unit Pilot Unit
Mixer Diameter (m) 0.265 0.800
(D)
Impeller Diameter (m) 0.150 0.380
Power Input
N3p2 (m28_3) 2.8 17 3.5 25
Total Phases 0.05 - 0.3 0.2
Flow (m3/m2.min) (constant)
Temperature (°C) 27 - 28 15 - 25
Flow Ratios 1:1, 1:2, 1:3 either phase dispersed
Aqueous Phase Copper sulphate Solution at pH 1.5, 760 ppm Cu2+
Organic Phase Escaid 110
mﬁfﬂh
% 9+ =0 ,03
0-2
RS A 01
AQUEOUS CONTINUOUS SYSTEM
99 o 0-05
OA from 11to 1:3
98 98
ORGANIC CONTINUOUS SYSTEM m3/~f min
@ % 1 A0 from 15110 1:3 =Q 03
W 90~ <E 90
= 2
S 807 @ 80—
= Z K
Z . 70 5 70 - 01
5= 60 é 60" =1 0.05
W 50 5 50
E 40 5 40
o w
30 o 30-
[+ 4
20 & 20
10 4 10+
5 — T T T T s E o T T T
2 4 6 8 10 20 2 A 6 8 10 20
N? DF(ris?) N2 DA )
FIG. 2 FIG. 3

Aqueous Continuous Correlation

Laboratory Unit

Organic Continuous Correlation

Laboratory Unit
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The equation used to satisfactorily correlate the data was

Aqueous Continuous: ¢n (1 - Im) = A - C. N3D2 (9)
Organic Continuous: 2n (Im - 1) = A -C. NBDf (10)
noting that as NBDi >0, I, > 2, then (Ip - 1) > 1 where I' =1 _ 1
m m

and as N3D2 > @, I > 1, then (I_ - 1) > 0
i m m

in conjunction with eqn (1) for known Qg, Qp and ¢p;

where C = function total flow rate (aqueous + organic phases)
assumed to be of form C = m (£Q)0, with m,n being equipment coefficients.
Figures 2,3 show the spread of data with fitted correlations for aqueous con-
tinuous and organic continuous systems, for the range of conditions given.
The correlating equations proposed are:-

Aqueous Continuous

I_ =100 (1-1.400 exp(- 0.653 (£9)°"27 N3D2)) percent
correlation coefficient r = 0.998 = 23 data
T itical = 0.509 @ 95% confidence level

Probable error in Im = * 1.2 percent

Organic Continuous

I =100 (1 +exp (-0.263 (2Q)°">°%. ¥’p})) percent
correlation coefficient r = 0.74 N = 14 data
T ritical - 0.532 @ 95% confidence 1level

Probable error in Im = * 15 percent.

It is interesting to note that for either phase dispersed, the mixing
index is independent of phase ratio, but dependent only on total phases flow
rate and N3D% or power per unit volume.

Laboratory Unit

Effect of Second Impeller on Shaft

An added investigation was the effect of a Rushton type flat-bladed
turbine mounted at various relative positions up the shaft from the pump-mix
impeller. Figure 4 shows the general trend at constant N3D%. At the 2/3
shaft position, air ingestion and extra turbulence could not be tolerated in
a practical situation. However, the improvement in mixing index is consid-
erable for the organic continuous system.

Figure 5 indicates the improvement obtained with increase in N3D for
the organic continuous condition for the case of added turbine half—way up
the shaft. Im comparing Figures 2,5 it can be seen that there is little im-
provement in mixing index for the aqueous continuous system. The type of
upper turbine seems to be important, in as much as flat blades give better
performance than an angled blade turbine, the trend improving with position
up the shaft as shown in Figure 4.
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Pilot Mixer Unit

An added investigation was the effect of (a) impeller clearance from the
inlet-base plate, (b) a Rushton turbine impeller mounted half way up the
shaft from the pump-mix impeller.

Figures 6,7 show the spread of data for both aqueous and organic phase
continuous systems. The scatter is considerable compared to the better con-
trolled conditions of the laboratory unit. However, for either phase disper-
sed, the laboratory mixer and larger pilot unit have similar performance
relative to N3D2.

As the impéller clearance is increased, shown in Figures 8,9, the mixing
index improves for either system; more so for the organic continuous runs at
higher N3DZ2. This general finding has been qualitatively reported in inves-
tigations with Power Gas type mixers. (5)

The addition of a Rushton turbine to the midsection of the shaft does
not alter performance in the aqueous continuous svstem.

For the organic continuous runs, however, it is quite clear that there
is a considerable improvement in "mixedness'" or mixing index. The addition
of the extra turbine evidently widens the '"sphere of influence" of the mixing
zone for which the mixing index I is a simple direct measure of this effect.

DISCUSSION

In generally comparing the aqueous and organic continuous systems,with
varying N3D%, it can be seen that the aqueous continuous has a much higher
mixing index or better "mixedness" than the organic continuous system, for
the same total flow rate and N3D%. This could partly explain why an organic
continuous dispersion in the settler is very much smaller in volume. For

9999 — 99.99
N Di2 ORGANIC CONTINUOUS SYSTEM
939 — 5n s A0 11
1990 =0 01nPremn
995 — St of,
98 —
E \ 98 —
Sl N D% 93 ]
> >
90 —
g 8 90 —
z z
80 —
9 Q 80—
= - 28
g 70 S E70_
— 60 — 5= 60—
& 50 — u
g2 .0 AQUEOUS CONTINUOUS SYSTEM g 50+
w O/A 11 g 40— 157 93
30— N /// N D" 5
=Q 01 min 301 ¢4
8 1 T T T T | 10
T T T f —
0 Zi 020 040 0 g nea L
Oi IMPELLER CLEARANCE ABOVE BASEF’LATE
IMPELLER CLEARANCE ABOVE BASEPLATE
FIG. 8 FIG. 9
Impeller Clearance-Aqueous Cont. Impeller Clearance-Organic Cont.
Pilot Unit Pilot Unit



fiegin hore  example, see Figures 2,3, at Nng 5.6 m2s-3 and IQ = 0.2 m3/r".min,

I
m

87 percent in the aqueous continuous

and I; 45 percent in the organic continuous system.

This could be inferred to mean that 13 percent of the dispersion had
already coalesced in the aqueous continuous system, but 55 percent had coal-
esced in the organic continuous mixer unit prior to flowing through the pic-
ket fence into the settler.

The other important comparison is in attempting to achieve the same
mixing index for both systems. Again, using the same example as before,
N3D% = 5.6 m2 s-3 aqueous continuous, Iy = 87 percent; the organic contin-
uous system would need to run at N3D% v 19 or greater than three times the
power requirement of the former. 3.2

By adding a Rushton turbine to the shaft, the needed N”Dj ~ 11 or about
twice the power required as before.

The final consideration is the effect of improvement of '"mixedness'" on
stage efficiency and mass transfer rate. For a fixed Di/Dr, mass transfer
calculations have provided the following table

INFLUENCE OF MIXING INDEX
Maximum Mixing Index (Im)

Parameter 0.75 0.90 0.95
Stage Efficiency % 87.9 88.9 89.3
Mass Transfer Rate N, kg/m3.min. 11.9 13.3 1.3,
Total Operating Cost, $/min 0.0493 0.0488 0.0487
For _Ei = 0,403 DT = 1.0 m; N3Di =5 m2s—3
Drp

Stage efficiencies are marginally improved and operating costs are
slightly lewer; however the mass transfer rate is considerable enhanced.
Thus improving the "mixedness" gives more profitable metal extraction at
lower overall running cost.

CONCLUSIONS

Mixer holdup is an important parameter in extraction economics for
determining er understanding:

(1) disperse phase residence time

(ii) phase segregation

(1ii) Sauter mean droplet diameter and specific surface area
(iv) mass transfer rate

(v) droplet coalescence.

(a) Dispersze phase holdup for either phase dispersed can be adequately corre-
lated by eqn (1) ¢D - 1. QD

m —D
Q, + Qg

with Im termed the mixing index.
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(b) The mixing index is independent of flow ratios, but is dependent on
N3D§ and system properties.

(c) Mixing index is well correlated by

I 1 - exp(A - B.N3

m

2 .
Di) for aqueous continuous

1 + exp(A - C.NBDi) for organic continuous systems.

and I
m

(d) For constant system liquid properties, coefficients B, C in (c) above
are correlated by

Bor C=m (ZQ"
wi.h m,n being equipment coefficients.
(e) With constant flow rate in one continuous flow mixer assembly but vary-
ing liquid phase properties

4
Bor Ca 1/(8ap '3)0-49

providing a near perfect correlation.

(f) For a pump mix assembly at constant flow rates and N3Di the mixing index
is much greater for an aqueous rather than organic continuous system.

(g) At higher N3D%, for either phase dispersed, a wide clearance between
baseplate and impeller improves mixing index.

(h) A flat-bladed turbine about midsection on the shaft considerably
improves mixing index for organic continuous conditions with otherwise
constant conditions.

REFERENCES

18 Treybal R.E., "Estimation of the Stage Efficiency in Mixer-settler
Extractors", A.I.Ch.E.J. 4, 202-7 (1958)

2 Treybal R.E., "Stirred Tanks and Mixers for Liquid Extraction"
I.E.C. 53, 597-606 (1961)

3k Lott J.B., Warwick G.I. and Scuffham J.B., "Design of Large Scale
Mixer-settlers'", Trans. A.I.M.E. 252, 27-35 (1972)

4. Rowden G.A. et al, "Considerations of Ambivalence Range and Phase
Inversion.....", I.Chem.E.Symp.Series No.42, 17.1-17 (1974)

5. Orjans J.R., et al '"The Design of Mixer-settlers for the Zambian
Copper Industry', I.S.E.C.(1977) 60, p58-9.

6. Godfrey J.C., Grilc V., '"Drop-Size and drop size distribution...."

Mixing Conference, Cambridge Univ. U.K. (March 1977), 28 pages

7ie Van Heuven J.W. and Beek W.J., "Power Input, Drop Size for Liquid-
Liquid Dispersions'", I.S.E.C. (1971), Paper 51, pl2-23.

8l Luhning R.W., and Sawistowski H., '"Phase Inversion in Stirred liquid-
liquid Systems'",I.S.E.C.(1971), Paper 136, p51-65

9. Roberts J. et al "Improving the Performance of Gravity Settlers with
Vertical Baffles and Picket Fences'", I.S.E.C.(1977) 8e pp4l8

10. Lewis I.E.,'"Design of Mixer-Settlers to achieve low Entrainment Losses
and Reduce Capital Costs",I.S.E.C.(1977) 7a, pp325.

ACKNOWLEDGEMENT
To Conzinc Riotinto Australia for use of their pilot unit on site.







4. Equipment Barneaetal. 80-26

LOGICAL PUMP DESIGN FOR PUMP MIX MIXER-SETTLERS

E. Barnea, D.Meyer, S. Wahrmann

I.M.I. Institute for Research &
Development,

Haifa, Israel

ABSTRACT

A logical method of pump-mix design has been developed,
based on rearrangement of the classical parameters into
dimensionless groups. The design method permits experi-
mental investigation of parameters on a suitably small

scale, and selection of the optimum parameter assembly

for a particular application.

1. INTRODUCTION

The design of mixing and pumping equipment has been based on practical
considerations, including:
= mass transfer considerations, namely a close approach to equilibrium
narrow residence time distribution, high turndown ratio, low response
time.
= effect on phase separation, including maximum droplet size on a narrow
drop size distribution.
IMI has devoted much effort to the development of high throughput contacting
equipment based on the concept of hydraulic independence between mixer and
settler and between adjacent units.
Two types of pumping equipment have been evolved - the axial pump and the
turbine pump; these have been described previously (1,2).
The conflicting demands on a pump-mix unit, which may be summarized as
generation of sufficient surface for efficient mass transfer without impair-
ing phase separation, necessitate the formulation of a logical, empirically
based design procedure supported by the generation of the necessary experi-
mental data. In this paper the principles for design, and scale-up and the
experimental set-up are described.

2% THE PUMP MIX UNITS

The basic concept for mixer design is absolute hydraulic independence



between mixer and settler and between adjacent units, in order to eliminate
backmixing and to prevent backflow on plant shut-down. The design must also
take limitations of materials of construction into account as one or both
of the fluids handled may require special materials in order to ensure
integrity of equipment.

The contradictory demands (1) have led IMI to develop two design solutions

namely:
the axial pump mix unit
the turbine pump mix unit

In both axial and turbine pumps, the mixing and pumping effects are obtained
from a single drive unit. The shapes of rotating parts have not been design-
ed to generate flow lines of minimum turbulence; However, considering the
absolute velocity along the blades, the relatively small sacrifice in
efficiency is an acceptable price to pay for the ease of fabrication.
Cavitation is not a problem at the speeds normally encountered.

2.1. The Axial Pump Mix

This consists of an axial flow impeller housed in a draft tube,
equipped with straightening vanes located upstream and downstream
of the impeller (FIG.1).Mechanical considerations fix the diameter

ricves |
bECK
SHAFT
NIXING INPELLEE /
%
OPAFT TUBE £/
PYNPFINE  INWPLLLES ——

ENTRY 6WDE WANE

THE AXIAL PUMP MIXER
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a O v »

EXT SwoE vawE L b

DISPLRSION DELIVERY / W Q
A

LIGNT PHASE FEED

C— —

MWEAVY PMASE FEED

~ r W e TS NN

NOUNT/ING FLANGE

P

SIGNT SLASS

DETAIL

SEE DETAIL
of pumping and mixing impeller while mass transfer and phase

separation determine the speed range. The design solution shows
acceptable mechanical efficiency at low speeds. The unit is design-
ed for easy removal for maintenance of the rotating assembly. The
surfaces of both impeller and guide vanes have simple curvatures
and the clearance between the impeller vanes and the draft tube is
small. The axial unit is characterised by a small high shear mixing
zone and relatively large recoalescence zone.

The unit thus provides an ideal solution where mass transfer is
easy and phase separation is relatively insensitive to mixing
parameters and dispersion type.

Its main advantages are simplicity, low cost and insensitivity to
operating conditions. Limitations are liability to breakage when
constructed in synthetic materials if solid material is present,
broad residence time distribution, a need for accurate balancing
and an upper size and capacity limit.
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FIGURE &

THE TURBINE MIXER 2.2. The Turbine Pump Mix
h

This consists of a curved blade
. turbine of large diameter relative to
- the vessel (FIG.2). It is equipped
f o)l with a stator which forces a recircu-
lation within the pump, which is many
times the nett throughput.The unit
features high mass transfer efficiency
ensuring maximum exploitation of the
mixer volume and by an intensive coa-
lescence-redispersion cycle induced
by recirculation. Narrow clearances
are avoided, reducing the sensitivity
of the presence of solids. Low speeds
of rotation are employed for sensitive
liquid-liquid systems and for produc-
tion of large drop size with a narrow
size distribution. The turbine pump
is designed for large throughputs,
efficiency of mass transfer and opti-
mal dispersion control.
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3. EXPERIMENTAL SET-UP

8 TURBINE

LIGHT PNASE ENTEY
::;”“""” An experimental set-up for testing both
units is shown in FIG. 3.

STaTomIaTanas TG Prototypes are tested under varying
= conditions of flow, heat and rotational
speed. Absorbed power is also measured. Data obtained are displayed on the
classical head vs throughput, power vs throughput curves, and are converted
for use in the design correlations.

The unit has been designed for pumping impellers of 100-150 mm (axial
pump) and up to 450 mm diameter (turbine pump). It permits throughputs of
0-40 m3/hr, heads of 0-100 cm and rotational speeds up to 1000 rpm. Sizing
of the test unit was defined as a compromise between minimizing scale-up
factors and avoiding excessive test equipment size.
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For special cases, or where a design may fall close to the boundaries of the
data base of the design correlations, a full scale prototype may be built.

4. DESIGN BASIS

4.1. Principles for Design Procedure

The pump, fully geometrically described, (data base for identifi-
cation) is tested in the prototype test unit. The performance of
rotary pumps depends upon a number of dimensional parameters, all
of which are closely interconnected. Unfortunately the classical
description of. pump characteristics i.e. head developed against
flow and power absorbed against flow at varying speeds does not
yield more than an intuitive picture of the effect of design para-
meters on performance, and scale-up based on these characteristics
is also intuitive to a great extent.

Analysis 05 results show that the classical proportionalities i.e.

Qo N, H aN“, and P aN3 apply. Dimensional analysis shows that the
following relationships can be derived:

Q o ND3

g o N2D2

P o N3

If full geometrical similitude is assumed, the pump characteristics
can now be described as two dimensionless spaces which can be define-
ed as plots of gHN_zD_2 against QN_ID—3 and pQHP~! against QN'ID‘3.
These dimensionless characteristics have been plotted for both

axial and turbine pumps of different sizes (FIGS. 4,5,6)
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Analysis of experimental data shows that the use of such plots is valid
for a large range of rotational speeds.

4.2,

Analysis of Results

For the turbine pump, FIG.4 indicates that there is a moderate

dependence of pumping efficiency and head developed on the pump through-
put which permits using fixed speed pumps. The apparent low efficiencies
are a result of the high recirculation rates required for mass transfer.

For the axial pump mix, FIG.5 shows two regions of sharp dependence of
head on throughput with an instable region between them. Operation in
this region is avoided. The influence of an upthrust mixer impeller on
the pumping efficiency is also evident from the characteristics drawn

in FIG.6.
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4.3. Application of the Design Procedure

The app.ication of the procedure described above can now be
formulated. The use of the non-dimensional analysis permits
derivation of mathematical expressions for the characteristics.
Polynominal fits have generally been shown to be sufficient. The
use of mathematical correlations allows easy use of optimization
algorithms.

It has been found that highly significant statistical expressions
are obtained for each case and the mathematical expression can con-
fidently be used for scale-up and optimization.

The procedure is used for several purposes.

4.3.1. Determination of the optimal impeller configuration. A
systematic study of different mixer geometries can now be carried
out using the test unit with various impellers. Valuable informa-
tion then be found in order, for each application, to determine
the optimal impeller configuration. In FIGS. 7 and 8 the influence
of various parameters for a turbine pump such as number of blades,
angle of attack, stator, etc., are shown.
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A systematic study to determine the influence of all possible
parameters is being undertaken.

4.3.2. It is clear that the scale-up of a pump using the di-
mensionless characteristics will only apply for cases with full
geometrical similitude. Several applications have been noted:

a) Determine the operating point of a turbine with given head,
throughput and residence time.
This problem is obvious as throughput and residence time
define the diameter and only the operating speed has to be
found.
The efficiency of the pump is then given.
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b) For a given throughput and head find the optimal mixer.
The problem is then to maximize the efficiency and deter-
mine the feasible diameter and speed. Such a problem
should also contain constraints on optimal operation for
mass transfer which complicates the solution.

A mathemathical approach (optimisation) is here advantageous.
Determine the operating conditions of a mixer for given through-
put and head.
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Nomenclature

Do MIPKg O
I

All

volumetric fluid flow
rotational speed

impeller diameter

pumping head

power absorbed
gravitational acceleration
fluid density

quantities are expressed in dimensionally consistent units.
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ABSTRACT

A study has been made of the extraction of copper from
acid solutions using a Sulzer static mixer and the
extractant P5100, Rate of extraction was measured as a
function of velocity and residence time., Phase inversion,
settler and entrainment characteristics were also studied.
Extraction performance was compared with predictions for
a continuous stirred tank on the basis of power consump-
tion and residence time, The Sulzer mixer offers
considerable advantages under extraction conditions

of practical interest.

INTRODUCTION

For many years large scale mixer-settlers have been used in hydrometal-
lurgical applications, The most widely used mixer design is the pump-mix
type in which compromise is necessary between pumping and mixing require-
ments, One aspect of mixer performance where improvement has been sought is
in extraction rate, This can be obtained by using longer residence times or
more agitation, Problems have also been experienced with phase stability
and high entrainment levels in large equipment.

Because of these disadvantages attention has been paid to the use of in-
line mixers containing fixed mixing elements as an alternative to the agita-
ted tank. The plug flow characteristic of the in-line mixer is theoretically
superior to the fully backmixed agitated tank for a homogeneous process
and if this is also the case for heterogeneous systems the size of an in-
line mixer should be smaller than an agitated tank for the same duty,

In an agitated tank there is ample opportunity for coalescence and re-
dispersion of the dispersed phase, thought to be a desirable process for
mass transfer, 1In an in-line mixer energy distribution is more uniform and
the opportunity for coalescence and redispersion seems less, Claims have
been made for better coalescence characteristics for the dispersion from
in-line mixers because of an assumed narrow drop size distribution. The
evidence for these claims is not strong.



Although pump-mix equipment has been in use for a long time and the
design principles are well established there is little quantitative design
information available. For the in-line mixer the topic of pressure loss
is well understood and there have been several drop size studies., Data
have been presented for empty pipes (1), the Kenics mixer (2,3) and the
Sulzer mixer (4). Streiff reports a correlation for drop size in the
Sulzer mixer:

045 -0,15

sm Weh Reh (1)

dnh

and uses the Rosin-Rammler~Sperling equation to describe drop size distribu-
tion. Middleman (2) has also studied drop size distribution for the Kenics
mixer., The influence of hold-up on drop size, in contrast to agitated
tanks, has been reported to be slight(2,3)., Tunison and Chapman (3) have
studied copper extraction using the Kenics mixer and the extractant Kelex
100 in xylene, They discuss the problems encountered in using drop size
in the interpretation of rate measurements. Merchuk, Shai and Wolf (5) have
also studied extraction using both Koch (under licences from Sulzer) and
Kenics in-line mixers using the extractant LIX64N in an unspecified
kerosene, They compare the extraction performance and energy requirements
of the in-line mixers with packed tube, empty tube and continuous agitated
tank data.

In the present paper an experimental study has been made of extraction
in terms of concentration and time, phase inversion and settler characterist-
ics. Measurements have been made over a range of velocities and flow ratios
and comparisons made with the performance of an agitated tank including the
consideration of energy requirements,

EQUIPMENT

Stainless steel Sulzer mixing elements (type 4Y) were used in glass
tubes of 22mm diameter in lengths of 0.5m, 1.0m and 1,5m. A range of
diameters were used for the inner inlet tube, see figure 1, so that equal
inlet velocities for the two liquid phases could be obtained at flow ratios
of 1/1, 3/1 and 4/1 (0O/A)

FIG.1
INLET ARRANGEMENT
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A rectangular perspex settler was used to separate the dispersion. The 30CR
teed tanks were medium density polyethylene and the centrifugal pumps had
glass filled polypropylene impellers and housing with magnetically coupled
ceramic spindles., Fittings and pipework were in stainless steel with some
Viton tubing and PTFE valve diaphrams and seals.

PHASE STABILITY

In the agitated tanks used in mixer-settler equipment it is possible
to operate with either aqueous or organic phase dispersed over a wide
range of flow ratios, It is likely that the extent of this ambivalent
region may be affected by equipment size, equipment design, mass transfer,
degree of turbulence and materials of construction but as yet the subject
is not well documented. However, since mass transfer rates, settler
coalescence characteristics and entrainment levels can be affected by which
phase is dispersed, some understanding of phase stability is required.

An aqueous stream of 2kg/m3 H2SO4 in de-ionized water (no copper) was
introduced to the mixer through a centrally located inlet tube, Fig.l. The
organic stream (no copper) of 10% by volume P5100 (Acorga) in the kerosene
diluent Escaid 100 (Exxon) was introduced into the annulus around the
aqueous phase inlet tube, Each test was commenced at a flow ratio of
A/0=1/1 and at a maximum flow rate available, This starting condition
always produced an organic drop dispersion, The organic flow rate was then
slowly increased and the aqueous flow rate simultaneously decreased,
keeping the total flow constant, until inversion occurred to give an
aqueous drop dispersion, The process was then reversed until once again
the organic phase became dispersed., The total flow was then reduced and
the experimental procedure repeated., Because these experiments by necessity
covered a range of flow ratios it was not possihle to maintain equal velo-
cities in the two liquids. To assess the effect of relative inlet velocities
the inlet pipe diameter was changed and the experiments repeated.

Early in the experimental. programme it was found that aqueous dispersed
conditions were being favoured progressively as the equipment and liquids
aged. No difference in interfacial tension (0,015 to 0.016 N/m) was found
between fresh and aged liquids, As a further check the equipment was treat-
ed with a Decon 90 solution and then washed with water to remove any organic
surface contaminants; the effect on performance was negligible, Reproducible
results were only obtained after the test liguids had been passed through
the mixer several times. Changes in the diameter of the central inlet tube
had no significant effect over a wide range of velocity ratio. In one
experiment the inlet conditions were reversed (organic phase in the central
tube) and it was notable that this condition favoured the aqueous dis-
persed behaviour,This behaviour was also favoured by increasing the mixer
length from O0,5m to 1.5m,

A plot of phase stability characteristics is given in Figure 2 showing
an upper region where the organic phase is always dispersed and a lower
region where the aqueous phase is always dispersed, Unlike the agitated
tank there is no true ambivalence region but only a narrow band where both
types cf dispersion are formed. In this mode of operation slugs of opposite
phase continuity travel consecutively along the tube. This is an ill-
defined operating condition likely to lead to the generation of very small
drops which may be entrained from the settler.



FIG. 2
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Away from this region flow ratio and throughput determine which phase will
be dispersed in contrast to the agitated tank where start-up procedure
determines which phase will be dispersed in the ambwivalent region,

During mass transfer experiments (described in detail below) with an
aqueous phase containing 3kg/m3 Cu and 2kg/m3 H2SO, fed through the centre
tube it was this phase that was dispersed in all cases, The flow ratio was
varied from A/O = 0.82/1 to A/O0 = 1.22/1 with velocities up to 0.50m/s in
a mixer 1.0m long., With an aqueous phase containing 5.12kg/m3 Cu and
2kg/m3 H2SO4 the phase dispersed, although steady in any one experiment,
changed in an irregular manner from experiment to experiment. The flow
ratio was A/0 = 1/1 with a velocity of 0.59m/s.

There are few data available on phase inversion in in-line mixers and
nothing which is directly comparable with the present work, Tunison and
Chapman (3), using Kelex 100 in xylene for the extraction of copper, found
that the Kenics mixer always gave organic drop dispersions over a wide range
of flow ratios for velocities up to 0,19 m/s, Similarly Merchuk et, al. (5)
using LIX64N in kerosene obtained organic drop dispersions in Kenics and
Sulzer type mixing equipment. In both studies the predominance of organic
drop dispersions and aqueous continuity is likely to be the combined influ-
ence of wetting properties and small equipment.

SETTLER PERFORMANCE

Measurements were made of dispersion band depth as a function of through
rut of dispersed phase per unit horizontal settler area for mixer velocities
of 0,307 m/s and 0.504 m/s at a flow ratio of A/O = 1/1. Dispersion band
depth was varied by changing the settler area, The aqueous and organic
streams used contained copper but had been previously eguilibrated so no
mass transfer occurred during the tests. However, these measurements proved
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time consuming and a procedure was adopted where samples were taken at the
mixer exit in a measuring cylinder (22) and the data obtained used to estimate
continuous settler performance (b).

FIG.3
COALESCENCE DATA
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In the velocity range 0.394 m/s to 0.570 m/s the agreement between
measured and predicted data is good with little influence of velocity (Fig.3).
At 0.307 m/s, the dispersion bands were much thinner with more scatter and
less agreement with predicted values. Mixer length did not affect performance.

Batch tests were conducted with the agitated tank used for extraction
studies (950 rpm, P/v = 2 kw/m3). Predictions from these data fall near the
predictions for the Sulzer mixer at 0.307 m/s.

ENTRAINMENT

In the operation of large scale settlers high levels of entrainment are
sometimes encountered and it has been demonstrated that the level of energy
input is an important factor (7). Thus a possible limit on operating velocity
with static mixers may be set by excessive entrainment. In this work a study
has been made of entrainment of the organic phase in the agqueous under condi-
tions where the aqueous phase was dispersed. Equilibrated liquids were used
at a flow ratio of A/O = 1/1 at velocities of 0.504 m/s and 0.705 m/s.



Samples of dispersion were collected according to a previously establi-
shed procedure (6). The sampling procedure must also be consistent with
respect to the age of the sample since larger entrained drops are lost
progressively. The levels of entrainment recorded were low, 12 ppm at the
lower velocity and in the range 14 to 30 ppm at the higher velocity. In the
settler both phases were visually clear.

MASS TRANSFER

With slower mass transfer processes, as can be the case with copper
extraction, a degree of success has been achieved in predicting approach to
equilibrium in a continuously operated tank from batch studies at the same
scale using simple reactor theory. For the present in-line mixer programme
approach to equilibrium was studied as a function of velocity and residence
time. Short lengths of mixer tube were used and repeated passes employed to
give a range of residence times. The data were processed to give the
relationship between concentration, C, and its rate of change with time,
dc/dt, which avoids some end effect problems.

In all experiments the aqueous phase was introduced through the central
feed tube with the area ratio of the two inlet regions at 1.0. Tube lengths
of 0.5 m and 1.0 m were used and contact times per pass ranged from 0.846 s
to 3.54 s. Samples of dispersion were collected at the tube exit and, since
the aqueous phase was always dispersed, an electrostatic field was used to
accelerate coalescence. Without the use of electrostatic field the long
coalescence times cause problems due to the continuing mass transfer during
phase separation.

Since steady state operation is established within one minute at any
particular operating condition several velocities could be used in any one
run with the same feed streams. The products could be used as the feeds for
the next run, once again collecting data for a range of velocities. This
procedure produces discontinuities in the concentration versus residence time
plot but the data may be satisfactorily processed by determining dCp/dt as a
function of Cp. A value of dCp/dt can be estimated from the inlet and outlet
concentrations and contact time for each pass:

€a in ~ ©a out A0y 9Cx

At = & % & (2)

The corresponding concentration value, Car is also estimated from the average
of inlet and outlet concentrations. The equilibrium data are described by
the equation:

(€ ©

) A

5.5 - € = SR o—F (3)

The effect of velocity was studied at a flow ratio of A/O = 1/1% the
results are presented in terms of FAAC /At as a function of Cp in Figure 4,
where a comparison of the total rate o% copper mass transfer for various
velocities can be made. In all cases total mass transfer rate increased with
throughput. Similarly, the value of ACp/At is increased and high total mass
transfer rates are not obtained at the expense of reduced approach to
equilibrium. A similar relationship was observed between extraction rate and
velocity by Merchuk et al (5). Figure 4 also includes data obtained with an
aqueous feed stream containing 5 kg/m3 Cuy 2 Kg/m3 H2SOy when the extraction
rate is much lower, indicating that the rate is at least partly chemically
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controlled. It may be important to note that there are variations in copper
concentration in the feed streams used by Merchuk et al (5) in the comparison
of various mixer types. Because of the differences in copper concentration
and equipment size it is difficult to make any direct comparisons between the
results of Merchuk or Tunison and the present work.

FIG.4
EFFECT OF VELOCITY ON EXTRACTION
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COMPARISON OF MASS TRANSFER IN THE SULZER IN-LINE MIXER AND AN AGITATED TANK

Batch agitated tank extraction tests were conducted using 3 kg/m3 Cu and
2 Kg/m3 H;SOy with 10% P5100 in Escaid 100. A square cross section tank
150 mm x 150 mm with two vertical side baffles was used with a liquid depth
of 150 mm. A six blade Rushton turbine of 51 mm diameter was run at 950 rpm.
Aqueous and organic dispersed conditions gave similar results.

TABLE 1
BATCH STIRRED TANK RESULTS AT A/O = 1/1
c, kg/m? 1 - E 2,8
p5100; 23.7°C, 1.08 0.340 11
, 0.55 0.158 20
960! rpu 0.30 0.072 30
Agueous dispersed 0.19 0.034 45

Data processing was conducted in the same manner as used for the Sulzer mixer
with ACA/At being determined as a function of C,. Estimates of continuous
mixer performance, assuming the same mixer size and impeller speed, were
determined from the relationship: [AC ]
A

C - C (4)

A in A out

Ae
A out

The approach to equilibrium (E) may be calculated as a function of residence
time ©.



C. 5 - €
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C (@5
A in Ae

A comparison of the Sulzer and agitated tank mixers was then made on the
basis of the energy requirements per unit volume of dispersion at values of
E of 0.6 and 0.9. It was necessary to extrapolate the Sulzer mixer data for
the calculation at E = 0.9, interpolating between the lowest data point and
FAACA/At =0 at Cy = CAe = 0.09Y kg/m3. The contact times were then calcula-
ted graphically:

CA out Z%— dCA

t = A (6)
CA in &8

The corresponding energy requirements were determined (4):

2
- fhpCLV
p = zd.h

The energy requirements for the agitated tank (8) were calculated using
Po = 5.0 (Table 2). At E = 0.6 the Sulzer mixer at 0.307 m/s offers a
marginal reduction (-18%) in residence time for a marginal increase (+26%) in
energy requirement; at 0.504 m/s there is a substantial reduction in
residence time (-73%) for a substantial increase in power (+86%). At E = 0.9
the predicted advantages of the Sulzer mixer are more obvious: a reduction in
residence time (-55%) and a reduction in energy requirement (-28%) at

0.307 m/s; and a large reduction in residence time (-83%) for a small increase
in energy requirement (+17%) at 0.504 m/s.

(7)

TABLE 2
RESIDENCE TIME AND ENERGY REQUIREMENTS
E = 0.0 E = 0.9

Residence Energy per Residence Energy per
time unit volume time unit volume

s kJ/m3 s kJ/m?

Mixer 960 rpm 17 34 114 226

Sulzer 0.307 m/s 14 43 52 162

Sulzer 0.504 m/s 4.6 o3 19 264

The preceding discussion refers to the solvent extraction of copper from
acid systems but the plug flow characteristics of the Sulzer static mixer
also offer a particular advantage if a separation can be made on a kinetic
basis. In the Caron Process for nickel extraction from lateritic ores an
ammoniacal leach solution containing nickel and copper is generated from
which copper can be extracted by hydroxyoximes. A process using two
continuous flow countercurrent mixer-settler stages has been able to reduce
aqueous phase copper concentration to 30 ppm. However, batch agitated tank
tests at the same phase ratio have shown that, while a concentration of less
that 5 ppm can be obtained after short contact times of the order of 15
seconds, at longer contact times the copper taken up by the organic phase is
displaced by Ni giving aqueous phase copper concentrations higher than 30 ppm.
In separations of this type the narrow residence time distribution character-
istics of the Sulzer mixer are preferable to the broader distribution of a
continuously operated agitated tank. Sulzer are currently designing a solvent
extraction plant for the above process.
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CONCLUSIONS

The Sulzer in-line mixer was shown to have suitable characteristics for
the extraction of copper from acid solutions using the reagent P5100. The
mixer has phase inversion characteristics which differ from those of the
continuous stirred tank in that there is no ambivalent region. The aqueous
dispersed and organic dispersed regions are instead separated by a narrow
region in which double dispersions are generated. Mass transfer causes a
shift in this region and during tests some influence of ageing of liquids or
equipment was observed. Settler studies gave dispersion band characteristics
which, above a certain limit, were not influenced by energy input. Settler
performance was similar to that for conventional laboratory mixers using
similar power input per unit volume. Entrainment of organic in aqueous for
aqueous dispersed conditions was low, similar to the best results obtainable
in conventional equipment. Mass transfer rate increased significantly with
velocity in spite of the reduced residence time in the fixed mixer length.
The mass transfer capacity compared very favourably with continuous agitated
tank performance estimated from batch tests. For a stage efficiency of 90%
it is predicted that the Sulzer mixer requires only one-sixth the residence
time required for a continuously operated tank with similar energy require-
ments. Thus the theoretical advantages of plug flow mixing appear to have
been achieved without serious penalties in settler behaviour. In addition,
the narrow residence time distribution of the Sulzer mixer offers advanta-
ges for separations which can be effected on a kinetic basis and benefit from
a precise contact time.
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NOMENCLATURE

C concentration of copper kg/m3

D mixer diameter m

Dh hydraulic diameter m

d drop diameter

E fractional approach to equilibrium -

F flow rate m3/s

pE friction factor =

L calculated mixer length for specific extraction m

P power consumption w

Po power number =

P pressure pcVDh N/m?

Reh Reynolds number | ™ ) -
residence time in Sulzer mixer s

v velocity in Sulzer mixer m/s

v volume m®



p V2D

Weh Weber number (——?——E) -
Y interfacial tension N/m
u viscosity Ns/m?
(<) residence time in agitaged tank ]
o} density kg/m3
Subscripts
a aqueous phase in inlet
(! continuous phase out outlet
equilibrium (0] organic phase
h hydraulic diameter basis sm Sauter mean
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THE SETTLER WITH LAMINAR CORRUGATED FILLING

J.M, Josa and A, Moral
Junta de Energia Nuclear

Madrid, Spain

Experimental work has been conducted in bench sca
le and in two continuous mixers—-ssttlers with a view -
to get information on coalescence action of sloped tu-
bes and plates, and on area requirements, Three ura-
nlum extraction systems, Amex, D2T and Purex have baen
studied. The data allow to compare the behaviour of
these systems. A very effective, simple, and cheep in
ternal corrugated filling has been developed. The =
settlers with it are smaller than a conventional unit,
Entrainment losses have been also reduced, Design cri
teria and data for industrial settlers are given.

INTRODUCTION

The mixer—settler is the most current equipment for the liquid-liquid
extraction in the hydrometallurgical operations, It has the advantage of a
direct scale-up, besides its construction and operation is easy, and nor-
mally, few theorical stsps are needed to obtain an efficient operation in
the most important applications (C:u, U, edc. ). Although it is necessary to
ranark some inconvenients: the high space requirement, the high invessment,
and above all the great inventory of valuable 1liquids, as the organic phass
or as the own metal present,

A mixer—settler step is composed by a mixer and a ssttler. The first
gets the disgpersion of one phase in the other, in order to obtain the mate-
rial transfer and to reach the equilibrium, The ssttler has to separa—-
te the dispersion in their phasas, organic and agueous, and tc avoid the en
trairmments of either phase in the other., In the settler we can distinguish
three zones: the dispersion band, where the coalescence of the dispersed
drops is carried out, the clear organic zone in which the aqueous entrain-
ment is avoided, and the clear aqueaus zone where is possible the separa
tion of the last organic droplets.

The working conditions of the mixer effect the good performance of the
settler, its size requirements and the entraimments, It is usual to work
with organic contimuous dispersions in order to avoid the entraimments of



organic phase, and also use of lowsst unit power (1) compatible with the ne
cessities of material transfer. There is also a trend towards the fee-
ding of bigger dispersion drops into the ssttler (2).

The settler is dimensioned based on the area requirements, in order
to avoid entraimments, In the copper industry is very normal a dispersion
specific flow of 2 gal.min=1.ft=2 (82 1.min~1.m~2), As a matter of fact the
active zone is the dispersion band and the emulsion retained thersin, The
dispersion band thickness (AH) is related with the specific flow (@/A) by
the formala AH = K (@/A)".

For the settler design there are two tendencies, one of them (3,4) tri
es the work with simple equipments and a thin dispersion band, and the other
one (5,6,7) works with a depth band and especially with accesories (laminar
packages, chemineys, baffles, etc.) to increase the coalescence area and to
improve the evacuation of the separated phases, This last tendency produ-
ces most compact equipments, with small inventory, although sometimes the
equipment is more expensive and difficult to maintain due to the sophistica
tion introduced in it (8)., Actually, it is necessary to remark the impor—
tance of this working line which worries a lot engineers, and to which we
adhere too, For sesveral years we ars trying to hardle togedher the aspects
of simplicity, efficiency, and cost in the gravitational settler design.

Teble 1. Separation time (ssc.) in batch studies,

Fy EXTRACTION SYSTEM
F 1= AMEX F2 = D2T F3 = PUREX

A B8 c D E
Emulsion Emul, Mixing Tube &ize

Thickness type gradient form []
.y " 8, TUBE ANGLE WITH HORIZONTAL (=)
B1 62 63 &4 BG1 G2 B3 &4 B1 62 63 &4
A1= 278 B%M C*0,0 D%=S5Q 20 290 180 1720 130 320 2% 220 200 270 170 140 120
4 220 180 170 M0 420 220 220 25 260 170 1890 440
D2-CL 20 230 1890 10 120 440 220 230 200 290 140 130 100
40 210 160 150 130 220 200 170 190 90 130 120 110
C2-0,5 D459 20 370 190 180 190 260 170 150 120 230 170 M0 130
40 220 160 190 130 20 170 190 12D 220 19 130 120
D2-CL 20 180 440 10 120 330 2V 1720 10 180 120 10 100
4 210 190 130 12V 2220 440 120 10 190 130 10 90
B2=0w C%0,0 D®=85Q 20 240 190 130 00 230 170 %60 190 100 7V 60 60
40 200 160 120 10 1M 660 M &0 90 72 60 2
D2-O. 20 60 80 72 60 290 19D 130 10 9 60 @ a
40 19 120 00 9 19 110 S0 B0 130 9% 80 ™
C2-0,5 D=5Q 20 10 ©60 720 S0 460 W00 90 60 110 60 80 70
4 170 130 10 90 210 120 00 S0 10 72 60 =0
D2-Q. 20 140 680 720 720 220 19 120 11O 9 S 40 X
40 160 10 100 60 190 120 100 90 130 S0 e 2
A2 = 580 B=Wwo C14=0,0 D*%®=5Q 20 490 290 230 180 410 170 150 130 S20 270 230 200
40 480 3710 220 2710 420 190 1680 170 290 130 120 100
D2-0. 20 430 260 230 190 S50 330 260 290 230 170 160 160
40 470 200 170 170 S60 3720 310 20 450 20 250 210
€2-0,5 DO%=8Q 20 430 250 220 180 27 100 V0 90 460 260 240 120
40 430 270 230 200 390 190 140 1D 220 110 00 0
D2 20 420 260 240 210 5720 430 360 290 200 120 120 200
40 230 100 90 80 780 480 320 310 350 210 180 100
B2-0w C%0,0 D%=52 20 190 110 00 60 9 140 120 10 200 120 100 60
40 2% 440 M0 10 180 10 120 10 190 00 0 60
D2-0. 20 230 130 110 90 380 240 290 170 10 9% e 7
40 180 80 720 60 41V 210 170 M0 200 100 90 eo
C2-0,5 DwW85Q 20 190 10 90 72 290 130 110 90 10 10 90 6o
a 260 180 140 10 22 130 120 110 180 120 00 90
D3-. 20 230 130 10 W0 4% 230 180 120 80 90 6
40 130 90 720 60 320 160 140 120 200 110 90 7N

(#) 61=190° G2= 565030'; G3 = 45030'; G4 = 31045°
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In this communication are presented the results obtained from the three
uranium systems 3

a) Amex : terciary amine+decanol, kerosene, solution of
sulfuric acid.
b) bzt ¢ D2EHPA + TOPO, kerosene, phosphoric acid.

c) Purex : TBP, kerosene, solution of nitric acid.

some of these tests have been carried out in a continuous circuit and
others in bench scale. The results permit the design of settlers compact,
effective, stable, with easy construction and low cost,

the experience can be exten
ded from one to another.

BATCH STUDIES

With these studies, we mimm :Ir pmsss'semu:ugc« AT '7 -rSECONDi'a ACCUM\:.:TED. D
have tried to resolve the - <1 7 24 31 50 57 75 88 laqueous| so*
influence of the decantor 7 22 41 58 66 79 a7 94  EMULSION
device (vertical or sloped), O T O s e 1

= 32 63 84 96 - - - —  |omLsni
:l::ezo{;zvt::; 3‘;830;.‘;&:;:8 lso 1 | ’ e
urenium industry so that - \
40 ] |
|

The experimental devi-
ce is a mixer whers the =
emulsion is produced. In
the mixer the organic and
acqueous components, at 20 & :
2 Og, are introduced and TIME, sec.
they are mixed for a minute.,
The agitation is stopped and
inmediatelly the emulsion
falls dowmn to the settler
tubs through the bottom of
the mixer. The tube is pla
ced vertically or sloped de
pending on the test. The
decantor  tube has a gradua
ted scale to read the inter 027
face positions at different w0 o
times, until the total pha-
se ssparation is obtained,

\
\
\
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The following varia-
bles and levels have bsen
considersed,

L

8

AH. DISPERSION BAND THICKNESS (cm )
8

3

PUREX

100 200 300 40C
TIME, sec

o

FIG. 1| ~BATCH SEPARATION PROFILES. Wo EMULSIONS



Table 2, Significant sffects for the batch ssparation time.
Mean Oegreas Effect Probabd

&
o

Source of variarce s of ity .
a) freesm ™  paint H ]
F, Extrection systam, between Amex and DZT x Ll CURVE|EMASON | SYSTEM
A, Bstwaen emulsion L 1 Wo o2T
thickneas 1,81 '5{ 1 5,3 0,001 g 400 2
8, Betwemn awml. type 4,03 (5 1 -112,0 0,001 -1
C, Betwemn gradient 1,12 (4 9 - 18,7 0,1 3
O, Getwsmn tube form 1,71 (4) 1 2,1 0,05 ; .
F, Gutwem extr,eystem 7,42 (4] 1 48,1 0,001 30 3
G, Betwesn slope 8,06 (S 1 -1%,0 0,001 "
Intaraction AB 3,31 '4 L] - 32,2 0,008 L]
Intarection AD 4,21 (4 1 3,3 0,001 ]
Interaction DE 1,12 (4 1 - 18,8 0,1 L
Interaction OF 1,1 (S 1 %,? 0,001 2
Interaction A8 6,85 (4 1 - 45,3 0,001 e
Interaction B8 4,60 (4 1 38,8 0,001
Interection FG 1,32 (4] 1 -2,3 0,08
Residual (3-7) = Bxp
srrar 3,25 (3) 99

thickness 1,30 (5 1 63,7 0,a01
8, Betwemn amul. typs 3,90 (5 1 -104,0 0,001
C, OGstwesn gradient 8,13 (3 1 - 15,9 0,08
0, Betwewn tube fom 2,21 (4 1 - 26,2 0,008
F, Betwemn extr,system 3,25 (4 1 - 31,9 0,001
G, Betwesn sglape 5,02 (S 1 -125,0 0,001
Interaction AB 2,76 (4 1 -3,4 0,001
Interaction BD 7,2 (3 1 15,0 0,1
Interaction 6E 6,90 (3 1 “,? 0,1
Imtearaction OE 5,51 (3 1 13,1 0,1
Interaction AG 4,06 (4 1 - 35,6 0,001
Intersction 86 3,65 (4 1 34,7 0,001
Intsraction DG 6,61 (3 1 “,4 0,1
Interaction FG 5,51 (3 1 13,1 0,1 FIG.2 ~TIME OF PHASE SEPARATION IN
Residual (3=7) = Exp, BATCH TESTS.
arror 2,00 (3) 9
{=)(1) 10 exponential
A, emulsion thickness, or tubes length, mm 275 end 550
B, emulsion type Wo and Ow
C, mixing gradient, V/V 0 and 0,5
(actually 60, S0 and 40 % of org. phase)
D, tube form (and material) square (plexiglas) and
cylindricel (glass)
E, tube diameter or side, mm 20 and 40
F, extraction system Amex, D2T, Purex
G, tube angle with the horizontal 90°, 56930*, 45°930°',
31045

In the Figure 1 ars shown three series of typical decantation profiles
for each tested system., The Table 1 compiles the total time of phass sepa-

ration.

The development of date can be done by the analysis of variance of a
Pactorial 2x2x2x2x3x4, Anyway, it has been preferred to do it in bass
to & Factorial of 27 only, that is, with two levels for each variable. 1In
the Table 2 the significant results for the comparison of the vertical tube
(900) and sloped (31045') are indicated. The effects measurs the changet
from the lower level to the higher. The mean value for the Amex-DZ2T system
is 212 seconds, while for the Amex-Purex system is 172 seconds. From Table

2 it can be observed that,

The variance deduced of the residual is relatively high, between
2,00 x 103 and 3,25 x 10°,
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There is no influence of the tubs diameter that contains the emulsion,

The factor which has most influence upon the reduction of the decanta-
tion time (-159 and -126 sec) is the slope of the settler tube.

Afterwards, the effect (-112 and -104 sec) of the change from a Wo dis
persion to an Ow dispersion follows it. Anyway the interaction BG shows -
that a fraction of that improvement is lost in the sloped system.

The thickness of the emulsion to be separated has also influence. It
is interesting to point out nevertheless, the relatively high value (-46,3
and =35,6 sec) of its interaction (AG) with the slope, which indicates that
the greatest time needed by the greatest thickness is partially compensated
by the slope.

The tube form, square ar cylindrical, (in which the material, organic
or inorganic, is also implicated), is statistically significant but its sign
is different depending on the system Amex-D2T or Amex-Purex,

The volume gradient (D,S) of the organic phase in the emulsion system
is also significant, but in a very low value (-18,7 and -15,9 sec). It is
lower than 10 % of the mean value.

The three extraction systems Amex, D2T and Purex, behave statistically
in a different way. The easier is the Purex one, then (+ 31,9 sec) is the
Amex one, and finally (+ 48,1 sec) the D2T one.

The angle of the settler tube has a big influence, and therefore we
have tried to correlate the average separation time (y, sec) with the co-
sine value (X) of the angle referred to the horizontal. A good correlation
was found, and it permits us to extrapolate for angles lowsr than the ones
tested The regressions for the different extraction systems are :

Amex, Wo) y = 411-284 X Ow) y = 198-135 X
DaT, Wo) y = 486=348 X Ow) y = 301220 X
Purex, (Wo) y = 330-218 X Ow) y = 186=137 X

Figure 2 represents the average time (sec) egainst the angle of the
settler tube, The curves obtained are similar to a parabolic branch where
the apex (09) would be in

Table 3, Aqueaus epeoific flow (l.mir! m=2) in contirucus tests. the lowest point. The tan—-
A 8 c o] E, SYSTEM
Enl Plate Gettler Plats ET= R £2-051 gent to the curve is rather
:;g: gen length width TF, DIFERSION BAND THIGKNESS, om constant over 300, After-
= e LN iy EaR wards between 200 and 100 it
o0 OB ¥ O7L R e 2 decreases a lot. In short,
BRM0 aago D*7 B % W6 T B % it seems that the best slo-
T e, from the point of view
ARWo 0=75 48 67 T 4 72 @ Pe, po v
meo ST oz 47 65 2B 4 & W of coalescence, would be cam
D=75 8 75 81 62 78 87 o o
caaoo P2 D B » & % m prised betwsen 10° and 200,
B = It is also necessary to teks
o140 C%=500 3;_'220 f,' :; ?,S 73 95 w7 into account the evacuation
D75 Y 92 104 56 » 21 £ + 34 R
L2200 S0 gi 1 1 - <4 B of the separated phases
0w € 1=900 D1%=75 68 81 91 74 96 100
82-60 bl ;m @ & 0 B W The coalsscence and de
C2-2000 3;2'; @ e 114 54 85 75 cantation profiles provide

additional information on



the behaviour of each system and situation. So, it is possible to evaluate
the separated fraction of each component for different intermediate times -~
(Figure 1), and consecuently the volume for the emulsion, 5o for instance,
with the Amex system, organic continuous dispersion with 60 % of organic in
it and o = 909, the emulsion volume is represented by 930 and while it is
320 for a = 31045', This ratio 2,81 is better than the total separation ti
me ratio 2,5. The profiles give also an indication of the quality of the
final phases, so, while the aqueous continuous dispersions have a shorter
total separation time their coalescence front is not clear and they give
phases with entraimments of the other phass.

CONTINUOUS TESTS

The tests were carried out in two circuits composed by a mixer (tm =
0,43/1,80 min), a settler, a security decantor (240 1, and S = 2,5 m2),
two intermediate storages, for the organic and the aqueaus phases, two pumps
and a flowneter for each phass. The phase ratio fed was 60 % of organic pha
se for the organic contiruous dispsrsion (Wo), and 40 % of organic phass -
for the aqueous continuaus dispersion (Dw In the mixer the nature of axul
sion was checked with two conductivity sensors, one at the upper part and™
the other at the lower part. The phase ratio was also checked by sampling.
The settler was the element which defined sach circuit; 1its dimensions =
LxWxH were : S0x20x130 cm and 2000x 20 x 130 cm. The criteria of su
perficial similarity were maintained but not the one of L/H.

A rather pessimistic information could result from the small ssettler,
This information could be similar to the behaviour of the fraction nearest
to the feed entrance in an industrial settler. The settler was made in ple
xiglas in order to observe on the dispersion band and the clear phases beha
viaur. The settler was studied empty and with the different accesories —
which ars quoted below. The Bellinghan's factor in the mixer through the
whole experiments was 78 for the small unit and 32 and 13,5 for the big one,

TR e e ey R e il We have studied the following

- . Wean oeg::es gffect Probe- factors : the entrance of the emil
Ic8 o nce

SR rrim () o  sion into the settler to reduce its

Thickness of dispersion band betwean 30 and 50 ca kinetic energy; the use of the emp

5.5 o000 bty settler without any accesory; -

A, B, emulaion type 1,34 (3 1
& & :-&r:; g:m :.t:-; g : - g.g g.g-r the use of picket fences with di
;‘:ta. thickness of bend 53103 1 1em oo Fferent gap (W/9 and W/6), also the
IYSETRCELOn 1,3 (2 i _SE Cut picket fence with its upper part -
%?.:t’-‘;“%ﬁ: ?.‘é é:% 3 ! -’3:‘7‘3 8;3?,‘ either free or covered with a wall,
= e BR2) 1 -4,91 0,008  ¢g gyoid the reverse flow; the use
Interecti CE . “Ny [} 4
n:nmzl ‘();.s] - B, bt ; Rk (e of a baffle covering half of the
errar 3,46 (1) a2 _ height; the introduction of a la-
Thicknesa of dispersion band between SO and 70 ca minar package either transversal or
A, B. emlsion type 1,56 (3 1 9,84 0,001 parallel to the dispersion flow; -
E b artmction et e (3] 1 -3 09" the angle of the plates with the ho
F, B thicness of bad 133 (3) 1 100 0,001 rizontal (109, 20° and especially
igtmrx::ctti.on ] :83:47 2 1 _4:55 g:ms (15?) the profile of‘)the platest -
e on AD v (1 1 2,3 0,1 plane or corrugated); the plate
Irbemction & 1:? - :2;2‘3 001 material (FRP, plexiglas, stainless
Tommotion & vl ) D99 o' steel, or mixed plates FRP + stain-
Residual (3-6) = Exp. less steel and stainless steel +
errar 3,01 (1) 42 FRP); the percentsge of the sett~
(2)(1) 0 wgonential = (s) l.miri,a2 ler covered by the package (40 and
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Tahle S. Relationehip between dispersion band thickness and specific flow.

Ssttler o Emil Plate Proba- Y=K X0 (c)
length on sion Accesary and its geometry gep bility =ee=SSsamel——
] sEtem type mn point K n
500 AMEX Wo Fres - 0,01 5,27 (?7)(d) 4,05
(a) Baffle - 0,02 2,%6 (5 2,98

Picket fence (w/9) - 0,05 9,00 -( 16) 7,84

Corrugatsd plate, FRP a0 0,01 1,98 (4 2,41

Plane plats, FAP/stainlsss steal 40 0,001 5,05 (4 2,18

Plane plats, stainless steal 40 0,05 1,07 (3 2,13

Plane plats, FRP a0 0,08 1,37 (4 2,83

Ow Free - 0,01 2,80 (11 6,11

Baffle - 0,001 8,53 (11 5,83

Picket fence (w/9) - 0,02 1,83 (11 6,41

Carrugated plate, FRP 40 0,001 2,99 (4 2,44

Plane piate, FAP/stainless steal 40 0,01 4,85 (3 1,687

Plane plate, stainless steal 40 0,01 0,04 (O 1,49

Plane plats, FRP a0 0,01 0,01 (0 1,75

par Wo Baffle - 0,000 1,86 (8 4,54
Carrugated plate, FRP a0 0,01 1,36 (4 2,42

Castle corrugated plats, FRP a0 0,01 1,46 (4 2,90

Plane plate, FRP/stainless steal 40 0,01 3,53 (5 2,77

Ow Corrugated plate, FRP a0 0,01 1,0 (3 2,12

Castle carrugated plata, FRP e 0,01 2,25 (S 2,72

Planse plate, FAP/stainless steal 40 0,001 2,43 (3 2,03

2,000 AUEX Wo Baffle - 0,01 1,45 (0) 5,31
(b) Carrugated plate, FRP 20 0,001 2,8 (S 2,63
Carrugated plate, FRAP a0 0,01 7,9 [? 3,20

Corrugated plats, FRP a0 0,01 1,51 [6 3,8

Carrugated plate, FRP 80 0,01 8,1 (7 3,45

Ow Oaffls - 0,0 5,04 (& 2,49
Corrugated plate, FRP D 0,02 6,20 (4 2,16

Corrugated plate, FRP 40 0,01 3,07 [3 1,85

Carrugated plate, FRP 60 0,01 4,75 [3 1,86

Corrugated plats, FRP an 0,001 2,¥ (4 2,52

ozr Wo Baffle - 0,01 4,43 () 5,03
Corrugated plate, FRP 2 0,01 1,4 (3 1,89

Carrugated plate, FRP 40 0,01 7,75 (S 2,49

Corrugated plate, FRP &0 0,01 3,04 (S 2,75

Corrugated plate, FRP < o] 0,01 5,00 (11) 5,34

Ow Corrugated plate, FRP 20 0,001 0,08 (0 1,3
Corrugatsd plate, FRP 40 0,01 9,% (a 2,23

Carrugated plats, FRP 60 0,01 0,02 (0 1,65

Corrugated plate, FRP 1] 0,01 8,37 (7 3,84

(a) width plate 2x75 mm, (b) width plate 1x 190 in bath cases 40 % of settler cove
red, (c) Y, dispersion bend thickness (cm) and X, dispersion specific flow Lmin-'a—2
(d) (~i)" 10 exponential,

80); the position of the package in the settler (near to the dispersion en
trance, at the middle, and at the end of its length). The working tempera-
ture was 23 £ 1 0C, although we tested high temperatures (35 and 42 °c8 for
the D2T system. Our main interest was the study of corrugated plates ( )\ =
18 mm) disposed inparallel to the flow, with a slope equal to 15°, a 40 %
of settler covered with the package and placed at the middle of the settler.
We have tested the fallowing variables and levels.

A, the emulsion type Wo and Ow
(including a 60 and a 40 % of org. phase)

B, the plate gap, mm (20), 40, 60 and (80)

C, the ssttler length, mm S0 and 2000
(including a L/H = 0,43 and 1,74)

D, the plate width, mm 2x75 and 1x150
(including one or two org. chimneys)

E, the extraction system Amex and D2T

F, the dispersion band thickness, cm 30, S0 and 70

we took account of the answers : The dispersion band thickness for
increasing flows; the total decantation area (settler plus package) cove-
red by the dispersion band; the entraimment of either phase in the other;
the phase ratio in different positions and depths of the dispersion band;



electrical conductance in the dispersion band; and the flow profiles in -
the security zones and in the dispersion band. The continuous tests were =
very informative, both in respect to qualitative magnitudes, or tendencies,
and also to quantitative values.

Firstly we analyse the aqueous specific flow (Table 3) vs the disper—
sion band thickness and the other factors of the factorial design., Accor-
ding to the statistically development (Table 4) result :

The internal variance of the tests for 84 degrees of freedom is 32,38.

The dispersion band thickness was the greatest effect; 18,2 (for the
change of 30 to S0 cm) and 11,0 (for the change of SO to 70 cm). It is ne
cessary to indicate that the mean value for 30-50 cm is 72,7 l.min=1.m=2,
and 87,5 1.mim=1,m=2 for S0-70 cm.

The plate gep has a rather considerable response (-9,72 and -12,50)
when it is increased from 40 to 60 mm,.

The change from the Wo emulsion to Ow improves the settler capacity
(9,15 and 9,84 1.mimr~1.m=2),

The size of the settler has only effect upon thin bands (2,66). By
the contrary the extraction system from Amex to D2T in not statistically
significant for thin bands but it is for depth bands, =3,22 l.min=1.m=2,
Actually, there also exists the interaction CE (-10,20/-10,50) between the
size of the ssttler and the system,

The interaction AC (-10,00/-8,22) between the emulsion type and the si
ze of the ssttler has an appreciable value. This interaction indicates =
that when we change to the D2T system we lose a part of the improvement ob-
tained in the change to the Ow emulsion,

It is interesting to point ocut that the plate width (2x75 vs, 1x 150
mm) has no effect, although several of its interactions have some value.
It seems that it is possible to work with plates that will be set up in a
cheaper device,

As a complement to this sistematic study, in Table 5 is presented the
relationship between the thickness (cm) of the dispersion band AH and the
dispersion specific flow (@/A, l.min~1.m=2). we checked that the correla-
tion,

AH = K (@/A)"

was statistically significant at the significance levels of the 0,1 and
higher of 0,001. Anyway, the values of the constants were very different
from some cases to others., The value of K was comprised between 1x 10=2
and 9 x 10~15, and the value of n was between 1,29 and 7,84, The regresion
formulas permit to rebuild the capacity curves, but their direct analysis
is complex beceuse of the changes in the value of K.

The significance of the exponent is very clear since it gives a measure
of the system sensibility to overloads. The smaller,the less sensible -
will be the system to overloads. Without entering into discussion of the
different cases, we consider suitable to point aut the high values of the
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s exponents for the simple systems -
> \ DISPERSION SPECIFIC FLOW (m3 ! m2d), (eupty, anCBS, or baffle) al‘d the
K 5 28 3.3 4.2 49

low values (between 1,29 and 3,3)
for the filled systems, especially
with corrugated plates of FRP such
as the ones used in the construction
of covers.
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Some other aspscts to quote
are : the possibility of a safety
1 handling aqueous continuous emul-
sions, which had given unclear pha-
1 ses in batch tests, With simple -
sattlers the organic entraimment -
with these eamlsion types were ve-
ry high (5 1.m=3), but using corru-
gated plates they decreased to figu
res like 500 ml.m3, In systems
20 50 a0 36 ) 75 36 with continuous organic phase the
DISPERSION SPECIFIC FLOW (I minsl md), entraimments were as small as 15
ml.m~3 using ssttlers with plates

FiG.3 = ~CURVES OF CORRECTED DISPERSION and a 100 ml.m3 for settlers with
SPECIFIC FLOW (Qp .St™h. RESULTS only baffle.

WITH Wo, T=23 °C, N3 D2:13,5.

AH, DISPERSION BAND THICKNESS (cm.).
3

we payed some attention to the
internal flows in the settler and we observed that with the filling of co-
rrugated plates the waves upon the boundary dispersion band=organic are le-
ssenad, the bigger thickness of the emulsion band the lower the waves. Al-
s0 the organic phase risss vertically and it flows along the boundary orga-
nic-air., Wwe did not note significant recirculations in the safety zones.

UMWY AND CONCLUSION

In summary we can conclude that it is possible to obtain simple, com-
pact and efficient settlers by filling the conventional prismatic settlers
with polyester (FRP) corrugated plates. This material is cheap, available

anywhere and easy tohadle,

The incrsase in the throughput depends on filling proportion. But it
seems it is not suitable to surpass a 40 % of coverage of settler ssction.
Actually the differential efficiency of each new surface decrease., In
the Figure 3 there is the dispersion specific flow referred to the whole sur
face (or corrected specific flow) vs the dispersion band thickness.

As a matter of fact the optimum size of the settler and the amount of
filling is a compromise between the cost of the empty ssttler, the cost of
the filling and the inventories in it, plus other factors such as space re-
quirement, fire risks, etc.

Finally we want to give some typical figures about costs. A conventional
sattler in FARP and 60 m2 in size, could cost about US $ 38.500. The plates
in the ssttler have a cost in the order of US $ 14 m—2, For an application
such as the recovery of the uranium from 2,000 m3,d-1 of wet phosphoric =
acid, the total investment for a system of four settlersassembled and ready
to operate and including its inventories, would be about US $§ 310.000 using
filling-egainst US § 950.000 using conventional settlers.
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ADVANCES IN THE DESIGN OF UNPULSED SIEVE-PLATE EXTRACTION
COLUMNS

Th. Pilhofer

Lehrstuhl A Verfahrenstechnik
Technical University Munich

Munich, Fed. Rep. Germany

ABSTRACT

The operating range of unpulsed sieve-plate co-
lumns is determined by 4 different limiting
phenomena. For further explanation, recent re-
sults of the investigation of the minimum load
of the dispersed phase to achieve operation of
all holes and of the adjustment of the height

of the coalesced layer depending on operating
parameters are described. Additionally, it is
shown how the operating range changes with plate
geometry and how the plate geometry is chosen.
Finally, the calculation of the plate efficiency
is reported. It may be essentially simplified if
the load of the dispersed phase varies within a
certain region only.

Unpulsed sieve-plate columns (SEC) in a form applied to-day
are well-known since a long time (1). Their special advantage 1is
the subdivision of the column volume in several stages. As a
consequence of this construction and of the well-aimed flow
control of both phases, the effect of axial dispersion is re-
stricted to one stage. This is a considerable advantage with
respect to column design because scale-up problems are largely
cancelled.

Nevertheless, after many publications till 1955 the inter-
est in SEC has remarkably weakened. This may be a consequence
of several investigations from which low mass transfer rates
have been reported. Yet, to the authors opinion it must be diffe-
rentiated whether these effects are specific for SEC or if they
are caused by other facts, e.g. wrong operating conditions. In
the following, results of own investigations of the fluiddyna-
mics and of the mass transfer are reported. They have been
carried out in order to improve the knowledge of the function
of a SEC. By that means, it has become possible to define the
operating region more precisely and to develop on that basis a
simple model for the calculation of the stage efficiency.

DETERMINATION OF THE OPERATING RANGE

The operating range is determined by different requirements
which are met by appropriate choice of the phase throughputs.
These requirements are (2):



1) No flooding of the two-phase system
2) Minimum flow of the dispersed phase to achieve
operation of all holes of a plate
3) Ensuring a minimum head of the coalesced layer
before a plate
4) Maximum height of the coalesced layer equal to the
length of the continuous phase downcomer of a plate.
The determination of these different limits of the operating
range requires a thorough insight in the function of a column.
Improved equations for the determination of the flooding con-
ditions have been presented (3). In the following, some aspects
of the drop formation at a sieve plate and of the adjustment of
the coalesced layer are treated.

Opposite to a widespread opinion(4), the laws of the drop
formation at a single orifice cannot transferred unrestrictedly
to a sieve plate. As a consequence of the dependence of the ori-
fice pressure drop on the throughput, each hole needs a certain
minimum throughput in order to come into operation (5). This
throughput is equal to the throughput at the transition point of
a single orifice to the formation of a jet (6).

Drop sizedistribution
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Mean hole velocity w),

FIG.1
Relation between the mean drop diameter and the
mean hole velocity for the system toluene in water (7)

Consequently, as can be seen from Figure 1, drop sizes at single
orifices resp. at sieve plates only agree if the mean throughput
of the dispersed phase exceeds the value w which corresponds
to the transition point to the jetting region. Up to this limit
the mean drop size remains nearly constant, then decreases,
passes through a minimum before again increasing.The drop size
minimum appears at a roughly double value of the velocity wNS
Additional drop size distribution measurements revealed

that from the mean throughput Wyg UP to the throughput according
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to the drop size minimum, very narrow size distributions can be
expected.

pressure pressure

A P,

\j

R
]

hs
B lrcre
|

FIG.2
Adjustment of the height of the coalesced layer
according to the operating conditions(comments
in the text )

The height of the coalesced layer results from the condition
that the difference of the static pressure between the upper
edge of the sieve plate and the level of the downcomer exit must
be the same along the downcomer and along the two-phase mixture.
If one assumes a constant pressure difference, the change of the
pressure along the two-phase mixture results in a height of the
coalesced layer as represented in Figure 2a. Usual calculation
procedures (8) suppose that the holdup of the dispersed phase is
vanishingly small. Thus, an increase of the plate pressure drop
Ap,, causes a rise of the height h_ (dashed lines in Figure Z2a).
On the other hand, Mewes and Kunkél (9) demonstrated that an in-
crease of the dispersed phase throughput may also result in a
decrease of the height h_,. This appears if as a consequence of
the increase of the holdup a much steeper ascent of the static
pressure in the region of the two-phase mixture is present
(Figure 2b). This possibility must be considered because the
function of the column requires a certain minimum height of the
coalesced layer in order to warrant the hydraulic sealing of one
stage against the neighbour stages.

INFLUENCE OF THE PLATE GEOMETRY ON THE OPERATING RANGE

The operating range of a column may be influenced by the plate
geometry parameters like hole diameter, fractional free area of
holes and downcomer as well as the length of the downcomer. The
hole diameters mainly influence the size of the produced drops
and thus the flooding conditions of the two-phase system (10).
By the fractional areas of holes and downcomers the adjacent
pressure drops and the limits of the operating regions as a con-
sequence of the minimum and maximum height of the coalesced
layer are influenced. Additionally, the fractional area of the



holes determines the minimum throughput of the dispersed phase
to achieve operation of all holes.
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FIG.3
Influence of the fractional free area of the
holes on the operating range of a column

The Figures 3 to 5 are valid for one sys?am which 1is chQBacte—

rized by the following data: Kéc= 2,610 7, K‘d= 4,6-10 7,
n./my= 1,03, Ar= 70200, hs — 0,17. In Figurg 3 the influence
of tge fractional free area of the holes on the operating

range is represented. It may be seen that at constant throughput
of the continuous phase a certain height of coalesced layer re-
quires a higher dispersed phase throughput at greater fractional
areas. The minimum load of the dispersed phase is also greater
and uniform drop size distributions are reached at higher
throughputs, at higher values of the holdup and thus at higher
interfacial areas.

An increase of the fractional area of the downcomer results
in a displacement of the operating range in the region of the
minimum load of the dispersed phase (Figure 4): Because of the
lower pressure drop of the downcomer, generally higher through-
puts are necessary to get an operating point within the ad-
missible range.
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FIG.4
Influence of the fractional area of the down-
comers on the operating range of a column

The length of the downcomers mainly influences the upper limit
resulting from the height of the coalesced layer(2).

The selection of the operating point is carried out as
follows: For given system properties and given phase ratio a
hole diameter is presumed. Thus, the minimum drop diameter accor-
ding to Figure 1 and the flooding conditions can be calculated.
The operating point is then fixed to 80% of the throughputs at
flooding.

The choice of the plate geometry which determines the ope-
rating range takes place as follows: The throughput of the
dispersed phase at the operating point is to be equal to the
throughput at the drop size minimum. Thus, the minimum load of
the dispersed phase for operation of all holes and the frac-
tional area of the holes can be calculated. In the next step,
the fractional free area of the downcomer is determined with the
request that the limit for the minimum height of "the dispersed
layer meets the intersection of the minimum load line and of the
line of constant phase ratio. This request enables a large ope-
ration range when reducing the throughput at constant phase
ratio. In the last step, the originally presumed ratio L/dN is



set so that at the operating point a certain throughput augmen-
tation is possible without leaving the operating range. As L/dN
influences also other limits, a recalculation of the whole
procedure may be necessary.
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FIG.5
Choice of the operating point and the operating
region for a phase ratio of 1

As an example, the operating point and the resulting operating
range from the above procedure are plotted in Figqure 5 for a
phase ratio of 1. As may be also seen, for greater phase ratios
than 1 it is difficult to fulfill all aforementioned require-
ments. High throughputs of the dispersed phase result in rela-
tive high fractional areas of the holes. As a consequence of
this, a large operating range can only be installed if the frac-
tional area of the downcomer is reduced considerably. However,
if from the point of view of the column operation a determina-
tion of the coalesced layer not by the downcomer pressure drop
but by the holes pressure drop is preferred, the large operating
range must be reduced in favor of the aforementioned requirement.
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STAGE EFFICIENCIES

The operation of the column within the range of the production
of very narrow drop size distributions makes it possible to de-
velop a very simple calculation procedure for the stage effi-
ciency(10). The formation of very narrow drop size distribu-
tions justifies the assumption that the dispersed phase moves in
plug flow. On the other side, no great mistake seems to be made
if the continuous phase is considered as perfectly mixed. Thus,
the stage efficiency is equal to the point efficiency of one
drop in the swarm. For the stage efficiency then holds:

E, = E_ =1~ (1-E

0 = Ep )+ (1-Epy) * (1-E

- ) (1)

PF PC

The point efficiency of drop coalescence, E__., can be neglected
according to literature data. Own investigations (10) revealed
that the term E is much lower during drop formation by jet
disintegration Egan by periodic drop formation. Thus, the plate
efficiency is mainly affected by the point efficiency of the
drop motion, E_ ., whereas the fraction of the drop formation
can be assumed constant as 0,05.
The point efficiency EPM can be calculated as follows:
61k

EPM=1—exp {—d—} (2)

P

with the mean residence time of a drop in the swarm:

(h_ - hQ)e
. n . s’ d (3)
Va
By use of equation (1) and assuming EPF as constant 0,05, one
gets:
6Tk
E, = 0,05+ 0,95-exp {- l (4)
dP

In the case of prevailing resistance to mass transfer on the
side of the dispersed phase, the overall coefficient k may be
substituted by the individual coefficient k_,. Here the equation
of Handlos and Baron (11) has proven reliabfe:

0,00375-wR
K _ (5)
< 1 + n./n
da’ c

By use of this model, it was possible to get good agreement bet-
ween experimental and theoretical values not only for the own
investigations (10) but also for the results of other authors
(Skelland and Conger (12), Pyle, Colburn and Duffey(13)).
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NOTATION

dN mm hole diameter

d mm particle diameter

P ;

ds mm sauter mean diameter

32 AT

EO — plate efficiency
EP s point efficiency
E e point efficiency drop formation

PF : Nir .
EPM —= point efficiency drop motion
E == point efficiency drop coalescence

PC 2 : - :
g m/s gravitational acceleration
hn m plate distance
hS m height of coalesced layer
k m/s overall mass transfer coefficient
kd m/s individual mass transfer coefficient disp.ph.
L m o, length of the downcomer
P N/m2 pressure

ApN N/m pressure drop sieve plate

t mm hole pitch
v m/s superficial velocity continuous phase
Ao . . :
vV m/s superficial velocity dispersed phase
Wy m/s mean velocity dispersed phase in a hole
WNs m/s velocity dispersed phase at transition to

jetting region

W m/s relative velocity

€4 == holdup dispersed phase

fs kg/ms dynamic viscosity continuous phase

ng kg/ms dynamic viscosity dispersed phase

Ve m /s3 kinematic viscosity continuous phase
Po kg/m3 density continuous phase

Pq kg/m density dispersed phase
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dimensionless parameters:

Ar

!
KFc

Kpg

Ap
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kg/m3 density difference
N/m interfacial tension
S resindence time of a drop during drop motion

—— fractional free area of the downcomer
- fractional free area of the holes

3 L]
vdP g

Archimedesnumber

Fluidnumber continuous phase

Fluidnumber dispersed phase

dimensionless superficial velocity
continous phase

dimensionless superficial velocity
dispersed phase
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THEORETICAL AND EXPERIMENTAL STUDY OF TRANSIENT
START-UP BEHAVIOR OF PULSED SIEVE PLATE EXTRACTION
COLUMN

H. Zimmermann, E. BlafB}

Lehrstuhl A fir Verfahrenstechnik
Technische Universitat Miinchen
Arcisstr. 21

D-8000 Miinchen 2

From the plurality of column types for liquid-
liquid extraction the pulsed sieve plate
extraction column was chosen for this investi-
gation, which is known as a simple and
reliable apparatus.

For this type of column the transient start-up
behavior was experimentally tested for two
various systems as a function of operating and
design parameters.

For the unsteady state of the extractor a
mathematical model was developed which funda-
mental structure and the obtained results
were presented.

From the experimental and theoretical results
a suitable control strategy was developed.

INTRODUCTION

Liquid-liquid extraction is an energy saving separation process
for solutions,application aof whichis increasing rapidly in the
process industry.

Asiswell known, the extraction process is a very slow process, so
that, depending on the column type, column size and applied
systems, it may last hours till a steady state concentration
profileis reached in the extractor.

For the reliable operating of an extractor ,information is need-
ed not only of the steady state operating parameters but also of
the dynamics especially of the start-up behavior of such a
column.

Start-up behavior means the change of concentration per unit
time of the phases which left the apparatus, till after a
certain time - the so-called start-up time - a steady state
concentration profileis reached.

Previous investigations to the start-up behavior are mostly of
theoretical type, they are restricted to the description of an
extraction process with the aid of mathematical models.

The results of such investigations may be used to develop con-
trol strategies for the start-up with regard to reduce start-up
times.



EXPERIMENTAL

The start-up behavior was tested in a pilot plant pulsed sieve
plate extraction column with the two systems MIBK (methyl
isobutyl keton)-acetic acid-water and toluene-acetone-water.
These two systems belong to the recommended systems for liquid
liquid extraction /1/ studies and they differ in the most
significant physical property for two-phase liquid systems-
interfacial tension.

Both systems show interfacial turbulence, the system MIBK-
acetic acid-water by the direction of mass transfer from the
organic to the aqueous phase, the system toluene-acetone-water
by the direction of mass transfer from the aqueous to the
organic phase. A fact which may lead to higher separating
efficiency.

In all investigations the organic phase was the dispersed phase
and mass transfer took place from the dispersed organic to the
continuous water phase.

Table 1 shows the geometrical dimensions of the pulse column,
the physical properties of the two systems and the chosen feed
concentrations and phase ratios.

SYSTEMS

[4 d9 n

70.3kg/s kg/n;a IO-Jkg/ms
MIBK-acetic acid -water 9,04 196 058
toluene-acetone-water 35,40 131 059

feed-concentration , phase ratio

Cra 7 VO %| a=v. /v,
MIBK-acetic acid-water 15 03 07
toluene-acetone-water 10 03 +07
QIM§N§/QN$
diameter r D, =47cm
plate spacing 2 Hp = 5:15¢cm
hole diameter :d =02cm
free area £ 21,6 % M
high of column  (without Systems and dimensions
disengaging chamber ) * H, =100+:200cm

In all experiments the pulse amplitude was constant (a= 8 mm)
and only pulse frequency was varied.

The solvent was introduced always unloaded into the apparatus.

For each experiment the two phases were mutually saturated.
Figure 1 shows the experimental procedure to the dynamic
investigations of start-up.
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t<0

First the extractor is filled with the unloaded saturated
continuous phase (water) to the height of the interface level
and the aqueous flow rate is set up to the chosen value.

To create a defined beginning (concentration of the raffinate
phase = 0) unloaded dispersed phase is then fed into the column
till a coherent layer of dispersed phase at the interface is
developed. Then the flow rate of the organic phase is set to
zero. v

t=0

At time zero the flow rate of the organic phase (solute concen-
tration>0) is started at the chosen specific rate.

This corresponds to the usual start-up strategy for industrial
plants.

t >0

The raffinate and extract concentration were determined as a
function of time by taking periodic samples ( 5 min ) which
were analyzed by titration.

EXPERIMENTAL RESULTS

The transient start-up behavior and the start-up time were

determined as a function of operating variables - flow rate of
the continuous phase Vv _, phase ratio @, pulse frequency f-
and design parameters - plate spacing Hp' column heigth Hc'

Change of variables:

flow rate of cont. phase %c : 0,14 + 0,46 cm/s
Phase ratio Q : 0,29 =+ 0,70

pulse frequency f : 60 =+ 150 1/min
plate spacing Hp : 5,416,415 cm
column height HC : 100, 200 cm



To explain the course of curves an additional information is
needed about the separating efficiency in the column. This
efficiency was estimated by the "Height of a theoretical plate
H
C

HETS = = (1)
th

in which several effects on mass transfer a summarized and
which proveditself in industrial design praxis.

The solution follows the assumption of linear equilibrium line
and linear load line, which comes true for both systems in the
measured concentration limits.

Start-up behavior as a function of the superficial
velocity of the continuous phase

Figure 2 shows the start-up behavior of both systems as a
function of the superficial velocity of the continuous phase
for the raffinate concentration (normalized between O and 1),
which is plotted against time.

In all investigations phase ratio was constant,
superficial velocity was varied.
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An increase of the superficial velocity of the cont.Phase means
simultaneously an increase of the superficial velocity of the
dispersed phase and therefore a decrease of the residence time
of the dispersed phase. The smaller the residence time the
faster steady state conditions will bereached. This result is
to be current for both systems.

The start-up times of the system toluene-aceton-water are
remarkably shorter (fig.3), a fact which can be explained by
the essential lower separating efficiency of this system. A
smaller separating efficiency means a decrease of solute concen-
tration difference between feed and raffinate and therefore
smaller start-up times.

The start-up times for the system MIBK-acetic-acid vary between
78 and 26 minutes, for the system toluene-acetone-water between
46 and 11 minutes.

The values for HETS show, that backmixing does not occur in the
system toluene-acetone-water. There is no change of the HETS
with increasing superficial velocity of the continuous phase,
in contrast to the system MIBK-acetic acid-water, showing an
increase of the HETS, which may be explained by the effect of
backmixing.

Start-up behavior as a function of phase ratio

An increase of the phase ratio @ by constant superficial
velocity of the continuous phase, means a decrease of the
superficial velocity of the dispersed phase and an increase of
residence time of dispersed phase.

Otherwise a decrease of the phase ratio is connected with a
decrease of the separating efficiency. Smaller concentration
differences between feed and raffinate effects a shortening of
stigt—up times (fig. 4 and fig. 5).
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Start-up behavior as a function of pulse frequency f

For both systems no reliable dependence of pulse frequency was
found (fig.6 and fig.7).

With increasing pulse frequency,

a decrease of the drop dia-

meter, an increase of the specific mass transfer area and an

increase of the separating efficiency are to be

expected.

In opposite to thesefacts backmixing increases with increasing

pulse frequency.

It seems that backmixing effects do not exist,

on the small plate spacing.
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Start-up behavior as a function of plate spacing

As for the system MIBK-Acetic acid-water the start-up behavior
and the start-up time show a small dependence on plate spacing,
the start-up behavior for the system toluene-acetone-water is
independent of plate spacing (fig.8 and fig.9).

In both systems an increase of the HETS values, that means a

decrease in separating efficiency is investigated,

whereas the

dependence for the system MIBK-Acetic acid-water is essentially
greater. A fact which can be reduced to the increasing back-
mixing and the decreasing fractional volume-holdup of the

dispersed phase.
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Start-up behavior as a function of column height

Because of the increasing residence time of the dispersed phase
and the higher separating efficiency, start-up times are
essentially longer. Doubling of column height effects a
doubling of start-up time.

MATHEMATICAL MODEL

To simulate the experimental transient curves a mathematical
model developed by Bauermann and BlaB /2/ was modified. The
mathematical description based on the backflow model, which was
introduced first by Sleicher /3/.

The column comprisesN complete mixed stages, identical with the
plate separation distance, arranged in series with backmixing
taking place between the stages in addition to the net flows of
the organic and aqueous feed.

Unsteady-state material balance was formed over a plate sepa-
ration section of the column (fig.10). The results were partially
differential equations which were reduced to a large set of
ordinary differential equations. The differential equations were
solved on a digital computer.

Comparison of experimental and predicted results

Fig.11 shows the comparison of experimental and predicted re-
sults for the system MIBK-acetic acid-water for change in phase
ratio and pulse frequency.

By change in phase ratio agreement between predicted and
experimental results is given.
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There is no agreement by change of pulse frequency. The theo-
retical curves show a remarkable dependence of pulse frequency.
This deviation is caused by the use of empirical correlations
for hold-up and backmixing coefficients /4/ in the mathematical
model, which show a great dependence on pulse frequency. The
magnitude of error is + 40 % by predicting the start-up time
and + 25 % by predicting the steady state concentration profile
for all invetigations.

DEVELOPMENT OF A START-UP CONTROL STRATEGY

Fig.12 shows schematically a possibility to reduce start-up
times. Plotted is the raffinate concentration versus time t.
CRwsoll is the aspired value of the raffinate concentration. The

lower curve shows the normally employed start-up strategy, that
means the flow rate of feed and solvent are set up immediately

to their desired values (VC and 0d>-0).

If the flow rate of the solvent (continuous phase) is set up to
zero from the beginning, the flow rate of the feed (dispersed
phase) to its desired value, the continuous phase will be
saturated with the solvent.This is a procedure, which is in the
beginning remarkably faster. After saturating the raffinat con-
centration has the same value as the feed concentration

(\‘,C = 0, \'rd>0).

If the flow rate of the continuous phase is followed up at time

t = t1 the dashed concentration curve results.

The upper picture of figure 13 shows experimental results of
the controlled and uncontrolled (dashed curve) transient start-
up behavior of the pulse column. The lower picture shows the
variation of flow rate of the continuous phase during start-up.
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Fig.12:
Development of control
strategy for start-up
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-(YV describes the nonlinear characteristic of the mechanically

operated valve for the continuous phase)

The desired value of the raffinate concentration is indicated by
the dot-dash line.

Apart from a small exceeding of the raffinate concentration above
its desired value, steady-state conditions may be reached in
half of the normally needed time.

CONCLUSIONS

The transient start-up behavior of a laboratory pulsed sieve
plate extraction column was experimentally and theoretically in-
vestigated. From the results a control strategy for the start-
up behavior was developed and experimentally tested, which
reducedthe time to reach steady-state to the half of normally
needed time.

All investigations were made for the individual apparatus - here
"Pulsed Sieve Plate Extractor". In reality an extraction appa-
ratus is always fitted in a plant which includes reaction or
distillation processes. Therefore further investigations had to be
made, testing this strategy in complete plants.
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THE RECIPROCATING PLATE EXTRACTION COLUMN

AS A COCURRENT MIXER

Andrew E. Karr
Chem-Pro Equipment Corp.
Fairfield, New Jersey 07006, U.S.A.

A plug flow mixer in a mixer-settler extraction system is
inherently more efficient than a conventional mixer. In the
present work data were obtained in short sections of the Karr
Reciprocating Plate Extraction Column (RPEC)(1),(2),(3) employed
as a cocurrent mixer. The column employed was 25mm in diameter.
Plate spacing was 50mm. Plate stack heights of 0.61, 0.91 and
1.22m were studied. With the system o-xylene-acetic acid-water,
stage efficiencies close to 100% were achieved at a total flow
rate of 220 m3/hr.(m2) when 0.91m of plate stack operating at an
agitation intensity of 1270 cm/min. was employed. Agitation in-
tensity is the product of stroke length and RPM. At a total
flow of 2010 m3/hr.(m2) the stage efficiency was 96.7% at an
agitation intensity of 1778 cm/min.

The data on this system showed:

1. The lower the throughput the higher the efficiency for
a given intensity of agitation

2. The greater the agitation intensity the greater the
efficiency

3. The longer the plate stack the higher the efficiency.

Systems of commercial interest have been tested for clients
in essentially the same equipment. With these systems somewhat
lower degrees of agitation intensity were required to achieve a
close agproach to 100% stage efficiency at throughputs up to
(2032 m3/hr.(m2)). However, for these systems, unlike the o-
xylene-acetic acid-water system, it was possible to overmix,
which resulted in excessive settling times. For example, with a
system consisting of an amine and an aliphatic diluent extrac-
ting a compound from an aqueous solution, the following results
were obtained:

Agitation Intensity Stage Efficiency Settling Time,
cm. /Minute % Minutes
1016 97 2
1524 99 10+

The above typical results indicate the need to optimize the
agitation intensity which is readily achieved in the RPEC.
The flexibility, plug flow and isotropic turbulence in the
RPEC permits one to minimize settler volume and, therefore,
minimize investment.
REFERENCES
(1) Karr, A. E., AIChE J., 5, 446 (1959)
(2) Karr, A. E. and T. C. Lo, "Proc. Int'l. Solvent Extraction
cent."; 1, 299 (1871)
(3) Karr, A. E. and T. C. Lo, Chem. Eng. Prog. 72, 68 (1976)
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HYDRODYNAMIC STUDIRS IN 8 RWCIPROCATING PLAT® COLUMN

N,V.Ramarao,N.S.SrinivasxY.3.G.VARMA

Indian Institute of Technology
Madras-600 0% ;3 India

The two-phase frictional pressure drop, AP P and the dispersed-phasae holdup, ¢
were measured for countercurrent gae-liquig and liquid-liquid flow in a reoi-
procating plate column. The experimental range of investigation was:-column
diameter,D:9.2-15.3 cm} perforation diameter.d°:0.3-0.9 cm; free area,f:0.l-
0.3; plate spacing,p:2.0-5.6 cm; amplitude,A:1.4-6.4 cmj; frequency, :0.8-4 B¥y
superficial velocity of heavy phaae.Uc:0.1-3.72 and of light phase,U, :0.004-
5.1 cm/s. The system exhibited three distinct types of phase disperBion, Vis.
mixing-settling, emulsion and an unstable region preceeding flooding as a fun-
ction of throughput rates, agitation speed and column geometry.

Fig.l presents typical variation of AP for the gas-liquid system with incre-
asing region corresponding to mixing-sxgtling and emulsion; in compnrieon.APTP
incregsses slowly for the liquid-liquid system followed by a sharp increase
indicative of flooding. AP,, decreases in gas-liquid system, but increases in
liquid-liquid system with 1Egrease in dispersed-phase velocity. An increase

in heavy phase throughput increases AP substantially in either of the systen.
AP P increases with increase in plate zgacing. but decreasees with free area of
ths plate. An increase in d_ increases AP P till 4_=0.65, dbeyond which AP
decreases. Fig.2 presents the variation 1A% with Phe falling region corrzgpo-
nding to mixing-settling. € is etrongly influenced by the dispersed-phase tbhr-
oughput and is less affected by the continuous phase flow rate. e is relative-
ly insensitive to the variation in plate spacing and free area.
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THE RECIPROCATING PLATE EXTRACTION COLUMN

AS A COCURRENT MIXER

Andrew E. Karr
Chem-Pro Equipment Corp.
Fairfield, New Jersey 07006, U.S.A.

A plug flow mixer in a mixer-settler extraction system is
inherently more efficient than a conventional mixer. In the
present work data were obtained in short sections of the Karr
Reciprocating Plate Extraction Column (RPEC)(l)»(Z)»(3) employed
as a cocurrent mixer. The column employed was 25mm in diameter.
Plate spacing was 50mm. Plate stack heights of 0.61, 0.91 and
1.22m were studied. With the system o-xylene-acetic acid-water,
stage efficiencies close to 100% were achieved at a total flow
rate of 220 m3/hr.(m2) when 0.91m of plate stack operating at an
agitation intensity of 1270 cm/min. was employed. Agitation in-
tensity is the product of stroke length and RPM. At a total
flow of 2010 m3/hr.(m2) the stage efficiency was 96.7% at an
agitation intensity of 1778 cm/min.

The data on this system showed:

1. The lower the throughput the higher the efficiency for
a given intensity of agitation

2. The greater the agitation intensity the greater the
efficiency

3. The longer the plate stack the higher the efficiency.

Systems of commercial interest have been tested for clients
in essentially the same equipment. With these systems somewhat
lower degrees of agitation intensity were required to achieve a
close agproach to 100% stage efficiency at throughputs up to

(2032 m3/hr.(m2)). However, for these systems, unlike the o-
xylene-acetic acid-water system, it was possible to overmix,
which resulted in excessive settling times. For example, with a

system consisting of an amine and an aliphatic diluent extrac-
ting a compound from an aqueous solution, the following results
were obtained:

Agitation Intensity Stage Efficiency Settling Time,
cm. /Minute % Minutes
1016 97 /)

1524 99 10+

The above typical results indicate the need to optimize the
agitation intensity which is readily achieved in the RPEC.
The flexibility, plug flow and isotropic turbulence in the
RPEC permits one to minimize settler volume and, therefore,
minimize investment.
REFERENCES
(1) Karr, A. E., AIChE J., 5, 446 (1959)
(2) Karr, A. E. and T. C. Lo, "Proc. Int'l. Solvent Extraction
Conf.", 1, 299 (1971)

=¥
(3) Karr, A. E. and T. C. Lo, Chem. Eng. Prog. 72, 68 (1976)
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HYDRODYNAMIC STUDIRS IN A RTCIPROCATING PLAT® COLUMN

N,V.Ramarao,N.S.SrinivasuY.3.G.VARMA

Indian Institute of Technology
Madras-600 0% ;3 India

The two-phase frictional pressure drop, AP p and the dispersed-phase holdup, ¢
were measured for countercurrent gaa-liquiz and liquid-liquid flow in a reoi-
procating plate column. The experimental range of investigation was:-column
diameter,D:9.2-15.3 cm} perforation diameter.d°:0.3-0.9 cmg free area,f:0.1-
0.33 plate spacing,p:2.0-5.6 cm; amplitude,A:1.4-6.4 cmj frequency, :0.8-4.B¥}
superficial velocity of heavy phaee.Uc=0.1-3.72 and of light phase,U, :0.004~
5.1 cm/s. The system exhibited three distinct types of phase diaperﬂion. Vis.
mixing-settling, emulsion and an unstable region preceeding flooding as a fun-
ction of throughput rates, agitation speed and column geometry.

Fig.l presents typical variation of AP for the gas-liquid system with incre-
esing region corresponding to mixing-szgtling and emulsion; in compurieon.APTP
increases slowly for the liquid-liquid system followed by @& sharp increase
indicative of flooding. AP decreases in gas-liquid system, but increases in
liquid-liquid system with iﬁgrease in dispersed-phase velocity. An increase

in heavy phase throughput increases AP substantially in either of the system.
AP P increases with increase in plate zsacing. but decreases with free area of
ths plate. An increase in 4. increases AP P t111 4,.=0.65, beyond which AP
decreases. Fig.2 presents the variation iA'e with The falling region corrxgpo-
nding to mixing-settling. € 18 strongly influenced by the dispersed-phase thr-
oughput and is less affected by the continuous phase flow rate. ¢ is relative-
ly inseneitive to the variation in plate spacing and free area.
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THE QVF-STIRRED-CELL-EXTRACTOR — IDEA AND

SPECIAL ASPECTS OF CALCULATION

Dipl.-Ing. J. Postl
Prof. Dr.-Ing. R. Marr

Institut fiir Grundlagen der
Verfahrenstechnik, TU Graz
Kopernikusgasse 24, A-8010 Graz

Austria

The new Quickfit-stirred-cell-extractor is an extraction
colunn with rotating installations, such as RDC, ARD, Oldshue-
Rushton or the KUHNI-Column. An impeller with four flat blades
disperses one phase. The separating baffles are endowed with
meander-shaped weirs at the border of the central ring-shaped
openings (Fig. 1). These weirs favour the separation of the
phases and canalize the two counter-current streams, as can be
seen schematically in Fig.2. The heavy (here: continuous) phase
flows through the openings in the upper part of the weirs to the
free stator-area and along the adjacent weir-blade downwards. The
light phase coalesces behind the weirs and reaches the higher
situated cell in an analogue way.Therefore reduced axial mixing

—

V77 mainty continuous phase
N
manly dispersed phase

Fig. 2

as well as higher flow-rates may be expected.

At first the limiting flow-rates and the Hold-Up values have
been measured altering the working parameters rotor-speed and
ratio of the phases. The maximal flow-rate of both phases was
about 25 m3/méh (system water/toluene, free stator-area 20%).

The drop-size-distributions were also investigated dependant
on rotor-speed and Hold-Up. The new installations favour small
drop-size-spectra. The distributions have been described by a
modified Muggle&Evans-distrbution and the Sauter-diameter have
been calculated. A general valid correlation cannot be given
because of the great influence of the direction of mass-transfer
on drop-size.
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Based on a hydrodynamical model the following equation has
has been developed for the calculation of the effective phase-
velocities (1,21 :

273
v v X

¢ d d .
Y,(Xa—) + %[1 + O,640m?] = US.C (

Pxg) 273

d
c = 0,31

The column-diameter may be designed with the help of this
equation.

The axial mixing of each phase was measured according to the
unsteady tracer-method and was evaluated using the dispersion-
model.

For the continuous phase the results of these experiments, i.e.
the Bodenstein- (or Peclet-) Numbers, have been correlated by an
equation derived from the theory of isotropic turbulence.

1)

1 - 0,959 x

0,8
D D Re
1 _ 8.2 _€,0,38 __F
= = H,[ 0,280 + 0,187 (52)° () e —J (2)
c,m C 2 S
Ve
Boc,m =D
ax,c
Dﬁr
Re =
o Ve
D. Vv
Re =L ¥
c Ve

Another equation has been correlated for the description of the
axial mixing of the dispersed phase

1 N -1
e = HZ[ 0,229 + 245,3 Rey ] { B )
d,m ==
Bo = d
d,m Dax,d
D. V.
c 'd
Re =
d Ve

At last mass-transfer experiments were taken through,
measuring all important parameters : Hold-Up, axial-mixing-
parameters of both phases, drop-size-distribution, concentration
of both phases at inlet and outlet as well as at four further
positions of the column. Concentration profiles were calculated
theoretically, using the dispersion-model ( The mass-transfer-
coefficients were ascertained by available correlations for
single drops, and were used related to the actual distribution
of drop-sizes ). The good agreement with the measured profiles
confirms the applicability of the dispersion-model.

Thus the design of the column-height with the help of the
dispersion-model seems to be successfully.
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REFERENCES :
[1] Marr, R. et al.: Chem.~-Ing.-Techn. 46(1974)5, 207
[2] Postl, J. : Dissertation, TU Graz (in edition)

NOMENCLATURE
Bo - Bodenstein- (Peclet-)Number (related to 1 Meter )
& = Constant
D m Diameter
DaX m2/s Dispersion-coefficient
H m Height
r 1/s rotor-speed
Re - Reynolds-Number
Ug = rising-velocity of a single drop with the Sauter-

diameter (in resting continuous phase)

\V/ m/s phase-velocity (related to the column-diameter)
v m/s effective phase-velocity
X3 2 Hold-Up of the dispersed phase
v kgm/s viscosity
Indices :
C Column
& continuous phase
d dispersed phase
R Rotor
S Stator
Z Cell



80-213 Binimann 4. Equipment

MIXER-SETTLER-COLUMN, A NEW STAGEWISE CONTACTOR

U. Biihlmann
Kiihni Ltd

CH-4123 Allschwil (Switzerland)

As its name implies, the mixer-

settler-column belongs to the clas- Cl ;)
sification of stagewise liquid-1i- i
quid contactors, but its construc- ﬂ D

tion is clearly that of a column.

Each stage of the column is di-
vided into two sections. The two
phases are intimately mixed in the
mixing zone and then completely se-
parated again in the following sett-
ling zone. Countercurrent flow is
achieved by the action of gravity
alone. The clear dispersed phase
flows into the next stage via a
hydraulic seal and the continuous
phase is conducted along a separate
path through the settling zone in
order to avoid disturbing the sett-
ling operation. Settling aids are
installed in the settling compart-
ments to promote coalescence of the
dispersed phase.

The general characteristics and

advantages of the mixer-settler-co- .
lumn may be summarized as follows: mmm@y continuous phase

-Zero backmixing between the C——"> dispersed phase
stages and therefore high
stage efficiency

-Complete separation of the mixing and phase transport
processes

-No necessity for phase recirculation even at extreme pha-
se ratios

-The possibility to allow for long residence times in the
mixing zone

-Low floor space requirements

The main application for the new contactor is likely to be
in processes with extreme phase ratios and for liquid-liquid
systems, which are difficult to separate, or which are subject
to emulsification. A further example would be extraction com-
bined with chemical reaction, where a particular residence ti-
me for each stage is required. Especial interest is therefore
expected in the metals extraction field, where the first in-
dustrial tests rave been performed using a pilot scale column.



4. Equipment steineretal. 80-229

A NEW TYPE OF AGITATED LIQUIOD/LIQUID LEXTRACTION COI.UMHN

WITH ENIANCED COALESCENCE PLATES
Ladislav Steiner, S.Hartland

Swiss Federal Institute ef Technology (LTH)
Department of Industrial & Engineering Chemistry
Zirich, Switzerland

To improve the loading capacity and efficiency of agitated liguid/liquid
extractors a new plate has been designed for the separation of mixing cells
(Fig.1l). It consists of vertical or slightly inclined elements arranged in a
lattice,or concentric cylinders and ribs(Fig.2). The Plate elements are made
of materials preferably wetted by the disperse phase so that drop coalescence
is greatly enhanced. The plate free area is extremely high,up to 90%,so that
the resistance of the plate to the axial flows of the phases is very small.
However,due to its height and arrangement of its elements it hinders all other
types of flow, especially the radial and tangential componcents.When working, the
plate free volume is filled with the dispersed phase,leaving only the space
necessary for the flow of the continuous phase.In this way a plate with variable
free area has been developed which adjusts its operation to existing conditions.
The plate possesscs the following advantages over other types: (a) Wide
operating range:Because of the variable plate free area the column is not sensi-
tive to flooding and works well with high phase throughputs.It alsc works well
in the region of low throughputs as the plates are then partially blocked by
the dispersed phase.Phase ratios of 1:20 and 20:1 have been experimentally used.
(b) Insensitivity to impurities:If there are solid contaminants in the feeds
they can pass through the column due to the extremely large free areas of the
plates. (c) High efficiency: The repeated coalescence ‘;.‘ ‘
in the plates and redispersion by the stirrers considerably ] !
enhances the mass transfer rate. In a prototype column of —————]
|
1
1

80 mm diameter over 6 theoretical stages/meter with a load
of 30 m3/m2h have been reached (Toluene(d),Acegone,Water (c) .

The column provides an attractive alternative to solve tmcwr:md(/r_
large-scale extraction production problems when extreme ”
phase ratios are necessary. — UHWWI”D_
[Ré=
|| N
—ﬁa—rHLH$IH1L
& b=
L WE'L]
; ij'”ﬂf!”‘”
C :-i;:f_sj

Fig.2 Different Plate Constructions Fig.l Extraction Column
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A CENTRIFUGAL EXTRACTOR FOR FAST AND
SLOW MASS TRANSFER PROCESSES.

G.I. Kuznetsov, S.M, Belyakov,
L.I. Shklyar, A.A. Pushkov

State Committee for Atomic
Energy, Moscow, USSR

Centrifugal extractor has been devised for processes
with both fast and slow rates of mass transfer*. The extractor
is furnished with a set of interchanggagle stirrers and giging
chambers of the volume from 0.4 x 107“m to 21.2 x 10~°m~,
this allowing for changing the time of phases contact in the
mixing chamber from 18 to 53s with no change in throughput
capacity.

The technical data of the
extractor: throughput -O.4x10‘3m3/s
at phase entrainment does not exeed C"F
0.02%, diameter of rotor - 0.125 m, T e
operating vglume of separating chamber
- O.9x10-3m, overall dimension
including electric motor -0.31m x —
x 0.31m x 0.85m.

Principle of operation of the

extractor is shown here on figure. ;
The extractor stably operates 22%

) &

in any ratio of flow rates of feed 7
and solvent solutions as well as in 4
the ran%e of their density ratio

from O. to 0.98. E

5

The efficiency of mass transfer
on system: 1.1 M TBP in aliphatic
hydrocarbons - 0.1 M UO2 (NO3), in
2M HNO3 depends on the contact time
in the mixing chamber and at 3.6s — - -
is over 95%. o —<F

In the system O.1M HDEHP in
aliphatic hydrocarbons - 0.05M
U0z S04 in 0.5M H,SO, the rate of
mass transfer is likely to be limited by a slow stage of
chegical reaction and the 95% efficiency is attained over
50-608.

Irrespective of the method of obtaining the time of
phases contact (by changing the flow rate of solutions or by
varying the mixing chamber volume) the e«fficiency of mass
transfer is governed by the contact time only.

* REFERENCES:
G.I. Kuznetsov, A.A. Pushkov, V.A. Elin, S.M, Belyakov,
V.A. Komarov, V.,P. Pashkov, A.A. Tolmachev, L.I. Shklyar.
USSR Certificate of Authorship No 548291, 1975.




Modelling
Session 5

Co-chairmen : A.L. Mills (Exp. Reactor, Daunreay, U.K.)
B. Kalitventzeff (University of Lidge, Belgium)

5A

80-41 A model for reciprocating plate extraction columns.
M.M. Hafez, M.H.|. Baird and I. Nirdosh, Imperial Oil Ltd., Sarnia, and McMaster University, Hamilton,
Canada.

80-233 A fundamental approach to the design and optimization of industrial solvent extraction plants.
J.E. Sepulveda and J.D. Miller, University of Utah, Salt Lake City, Utah, U.S.A.

80-176 Modelling of countercurrent flow liquid-liquid extraction columns.
W.J. Korchinsky and J.J.C. Cruz-Pinto, University of Manchester, U.K. and Universidade do Minho, Braga,
Portugal.

80-37 A dynamic model of solvent extraction mixer-settler stage based on predicted flow patterns.
F. Medina Gomez and W.L. Wilkinson, University of Bradford, Bradford, U.K.

80-42 A model for the co-extraction kinetics of uranium, plutonium and nitric acid.
G. Petrich, Institut fir Heisse Chemie, Kernforschungszentrum, Karlsruhe, Germany.

80-134 Mathematical modelling as an R&D tool in solvent extraction.
S. Wahrmann and J.E. GAl, IMI, Institute for Research and Development, Haifa, Israel.

80-142 The use of Letagrop computer program for the analysis of solvent extraction data.
D. H. Liem, Royal Institute of Technology (KTH), Stockholm, Sweden.

80-38 The kinetics of copper (Il) extraction from sulphuric acid solutions by LIX 64N : a mathematical modelling
approach.
C.J. Valdes, W.C. Cooper and D.W. Bacon, Queen’s University, Kingston, Ontario, Canada.

5B
80-13 Comparing scale-up methods for solvent extraction mixers.
J. Roberts, University of Newcastle, New South Wales, Australia.
80-29 Model of dispersion band in a centrifugal contactor.
R.A. Lenoard, G.J. Bernstein, R.H. Pelto and A.A. Ziegler, Argone National Laboratory, lllinois, U.S.A.
80-40 Experimental and theoretical investigation of film flow on a tilted plate as the basis of a settler design.
E. Blass and D. Rautenberg, Technical University, Minchen, Germany.
80-143 The dispersion model : concentration profils in and design of rotating disc contactors.
B. Wolschner and R. Marr, Institut fur Grundlagen der Verfahrenstechnik, TU Graz, Austria.
80-172 Batch and continuous pilot plant studies, leading to full-scale mixer design for continuous countercurrent
extraction. '
J.Y. Oldshue, Mixing Technology, Mixing Equipement Company, Div. of General Signal, Rochester, New
York, U.S.A.
80-198 Modeling of breakage and coalescence in a mixing tank.

H. Sovové and J. Prochézka, Institute of Chemical Process, Acad. of Sc., Prague, Czechoslovakia.

80-215 Dynamic behaviour of mixer-settlers. Applicability of the orthogonal collocation method.
G. Aly, Dept. of Chemical Engineering, Lund, Sweden.






5. Modelling Hafezetal. 80-41

A MODEL FOR RECIPROCATING PLATE EXTRACTION COLUMNS

M.M. Hafez,
Imperial 0Oil Ltd., Sarnia, Canada, N7T 1M7

M.H.I. Baird and I. Nirdosh,
McMaster University, Hamilton, Canada, L8S A4LT

ABSTRACT

A design model is presented based on several fundamental
studies of hydrodynamics and mass transfer in reciprocating
plate colunns of the type introduced by Karr (1959). For a
given system, flow rates and plate configuration, the
diameter at which flooding occurs can be calculated. If
the required degree of extraction is known, the height of
the plate stack can also be calculated. The model has been
compared with published data.

In solvent extraction as in other areas of chemical engineering
interest, great advances have been made in the past 25 years towards an
understanding of basic principles. The mass transfer process itself is
better understood, and there has also been considerable work in droplet
breakup and coalescenct and the hydrodynamic behaviour (mixing, flooding,
etc.) of liquid-liquid systems in countercurrent flow. This progress
was typified by the papers in sessions 4, 9, 12, 25 and 29 at ISEC
77(1) . However there have been relatively few attempts to synthesise
the results of the basic studies in the different areas so as to
simulate, from first principles, the overall performance of a piece of
equipment. One such attempt was made a few years ago by Korchinsky (2)
who took available results on drop size, holdup etc. as the basis for
design models for several different types of contactor. The advantages
of a soundly based design or simulation model for equipment performance
are obvious. Such a model allows designs to be carried out with
confidence for systems which have not previously been handled in the
equipment under consideration, and there is a reduction in the number
and cost of pilot-scale tests. A good model can also allow the effects
of changes in design methodology to be examined by calculation.

In this work, basic correlations and theory are combined to model
the reciprocating plate extraction column. This type of column was
introduced by Karr (3) in 1959 and many descriptions are available
(3-9). It uses reciprocating perforated plates which are characterised
by a relatively 1large hole size (12-14 mm) compared to those in



conventional pulsed plate colunns. The fractional open area o is also
comparatively large, in the order of 60%. These characteristics permit
a relatively high throughput per unit area, coupled with ease of plate
removal and cleaning. The colunns are widely used industrially,
particularly in the U.S.A., in sizes up to 1.0 m. Experimental data on
the scale-up of columns up to 0.914 m diameter have been published (4).
There have also been several studies of various hydrodynamic aspects of
this type of column, namely flooding (5,6), droplet size and holdup (7),
power consumption (8) and axial mixing (6,9). The results of these
studies have been incorporated into the model described here.

CONSTRUCTION OF THE MODEL

The information flow diagram for the model is given in Figure 1.
The central box contains information which is assumed to be available to
the designer (e.g. system properties) or which he can specify (e.g.
amplitude and frequency of plate oscillation). The objective of the
model is to calculate the column diameter D for. a given throughput, and
the height of plates required for a given degree of extraction.

The first calculation is that of the power dissipation per unit
volume, . This calculation uses the quasi-steady friction concept
proposed originally by Jealous and Johnson (10) for pulsed columns. The
equation was confirmed (8) for reciprocating pla.e columns at normal
amplitude and frequencies as:

5

2 _,
G & (3%- . 3 [1§:~L§J (ar)3/n (1)
C 3

The specific power ¢ is important in determining the Sauter mean droplet
diameter d The Kolmogoroff isotropic turbulence model, extended by

Hinze (11)?2was applied (7) to reciprocating plate columns to give:
L0'6
d32 = 0.36 :_6-2;6.4_ (2)

The coefficient 0.36 is empirical but dimensionless and the above
equation is restricted to fairly well-agitated systems with Af > 3 cm/s.

The operating column diameter D must exceed the diameter D_ at
which the column would flood for a given throughput. The model
calculates D_. as follows. First, the dispersed phase holdup at
flooding, ;., is estimated from the ratio of flow rates by Thornton's
(12) equation.

ol o3 o)
¥ = 51 - L)

This value is substituted in the equation developed by Hafez et al (6)
for the "slip velocity" at the flooding point.
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The dimensionless constant K was found to have a value of 0.01166 for
non-circulating droplet systems. Since the flow rate ratio L is already
specified, the value of U,. from equation (4) permits calculation of

either UCF or UDF' For example, since UDF =l UCF’ it can be seen that

] =U..[ — + L] (5)

Hence the column diameter at flooding is found, given QC the continuous
phase flow rate.



1/2 w172
4 Q, " . i (6)
D =\7g-7—) ~ |s0.- \1- "
F ™ \wUcr e 2 *F

At this juncture, the designer must decide how close to the flooding
point the column will normally be operated. For example, if the column
is to be operated at 80% of flooding velocit%vzthe column diameter D is
calculated to exceed DF by a factor of (0.8)" = 1.118. Once D has
been established, the operating superficial velocities U, and U_ are
calculated. Then the operating holdup ¢ is calculated from an equation
similar to eq. (4) except that the subscripts "F" are removed. It may
be noted that this calculation is not explicit; an iteration is used to
obtain 4. The evaluation of the holdup, with the previously calculated
Sauter mean diameter, leads to the specific interfacial area by the
well-known relationship

g = 6¢/d32 (7)

The overall mass transfer coefficient K., is expressed on the basis
of the continuous phase and 1is related to the individual film
coefficients assuming equilibrium at the interface:

-1
KC = [1/kC + 1/mkD] (8)

No direct measurements have been made of mass transfer coefficients
in reciprocating plate columns or indeed 1in most other types of
equipment; however, reliable correlations are available on the basis of
laboratory experiments with some theoretical justification. For the
continuous phase (13),

(9)

) 0.5 0.5
Sh, = 0.83 Re_ Se

For the dispersed phase (14)

. B (10)

These correlations (13,14) are applicable to rigid (i.e.
non-circulating) droplets, as it is believed that in most of the systems
investigated the drops were behaving in this manner. The value of KC
obtained from egs. (8)-(10) was combined with that of a from eq. (7) to
give the "true" height of a transfer unit: -

U
C
Hie = 7= (n
oC c@
If the columns operated in plug flow, H' would also be the
effective height of a transfer unit, but in practice axial mixing
effects cause the effective H.T.U. to exceed the true value. The

effect of axial mixing may be found by calculating the dimensionless
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concentration profile in each phase by solving the steady state
differential material balance equations:

dX ax *) =
5 PCB 9z NOC PCB (X - X¥) =0 (12a)
dz
d2Y dy
LS AL I - X¥) =
dzz PDB qz F NOCB PC(X X¥*) 0 (12b)

Pratt (15) has recently developed an easily applicable procedure for
solving these equations for the plate stack height HC, given the values
of the Peclet numbers and the dimensionless concentrations X and Y at
each end of the column. The continuous phase Peclet numbers can be
obtained using available axial dispersion data (6,9); no data exists on
the mixing in the dispersed phase, so various assumptions have been
necessary as discussed later in this paper.

TESTING OF MODEL FOR COLUMN DIAMETER AT FLOODING.

The calculations indicated in Figure 1 and equations (1) to (6)
were carried out for colunn conditions and systems corresponding to
published flooding studies (4, 6, 16). The parameters are given 1in
Table 1; continuous phase flow Q and agitation levels are with one
exception those corresponding to t%e actual flooding conditions (4, 6,
16), while the flow ratio (dispersed/continuous) was the design variable
in this case.

Table 1. Experimental conditions corresponding to data points on
flooding shown in Figure 2.

e Hafez et al (6)j Karr & Lo (16) |Karr & Lo (4)
Cont .phase Water MIBK Water
Disp. phase kerosene water Xylene
Intl. tension y(mN/m) 20 9 32
Plate characteristics
Open area fract. g 0.58 0.61 0.61 0.61
Spacing h (cm) 5 2.5 245 5.0
Stroke A (cm* 2.50 1.27 1.27 .54
Frequency f (s7) 2.3 5% 6 6.2 3.6
Cont .phase flow (mL s_1) 150 15.5 1.42 2965
(Q =QCLand L is vari-
agle in Fig.2)
Symbol in Fig.2 o L v A
Actual col. diam. (cm) 152 7.62 2.54 ..

Figure 2 shows that the computed curves of D_. versus L pass close
to the majority of experimental points which correspond to the column
diameters actually studied (4, 6, 16). The exception is the large 91.4
cm column (4) but this colunn was not actually flooded, merely operating
close to the flood point. The computation indicates that if the column
had been 80 cm in diameter rather than 91.4 cm, it would have flooded at
the given flow and agitation level.



100
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FIG.2 Computed values of D. as a function of flow ratio L for conditions
noted in Table 1. Continuous 1lines are computed and the single
data points refer to actual values of column diameter and L.

TESTING OF MODEL FOR HEIGHT OF PLATE STACK

Tests on the transfer of acetic acid from kerosene (dispersed) to
water (continuous) have been carried out in the 15 cm colunn described
previously (6) by the present authors. The plate stack height was 2.05
m and extraction rates were controlled mainly by the kerosene-phase
resistance because of the high distribution coefficient of acetic acid
(water/kerosene). The kerosene raffinate was carefully analysed for
remaining acid, and the degrees of extraction X and Y at input and
output of each phase were thereby determined. Note was also made of the
flow rate of each phase, agitation rate, and colunn parameters, e.g.
plate spacing, etc.

In calculating the plate stack height according to the scheme shown
in. Figure 1, it was necessary to have data on the axial dispersion
coefficients in each phase (see eqs. (12a) and (12b)). Continuous-phase
data for the column were available from a previous investigation (6),
but no data on dispersed-phase axial dispersion are available.

Therefore it was assumed either that: (i) ED S EC' or (ii) ED = 0.5 EC'
or (iii) ED = 0 (i.e. plug flow in dispersed phase).



5. Modelling Hatezetal, ©0-41

1-2- i i | _1

]
|

3 4 5 6 7

-1
Af,cm s
FIG.3 Computed values of plate stack height in 15 cm diameter column
(L=0.26)
a ED:EC A ED=O.5EC le) ED=O

-—— actual plate stack height = 2.05 m.

Calculations of plate stack height were made from the experimental
X, Y, Af, etc. under each of these assumptions, and are shown as points
in Fig. 3. It is apparent that assumption (i) gives the best agreement
with the given plate stack height, while assumption (iii) is reasonable
only at agitation levels near the lower bound of applicability of the
model (Af = 3 cm/s). The intermediate assumption (ii) gives an
intermediate result as might be expected. Assumption (iii) of plug flow
in the dispersed phase tends to overestimate the colunn effectiveness,
i.e. to underestimate the plate stack height, because of the effect of
dispersed phase axial mixing. This effect appears to increase strongly
with agitation. Although no data exist for E_ in Karr reciprocating
plate columns, data from large pulsed columns (?7) show that ED ~ E at
high levels of agitation. Similar behaviour in reciprocating pfate
columns seems to be indicated by the success of assumption (i).

A difficulty in the treatment of large-scale columns lies in the
lack of firm data on E and E_. There is much evidence however that
axial mixing increases Wwith column diameter due to circulation effects,
and that consequently the height of a transfer unit (or H.E.T.S.)
increases with scale-up. Karr and Lo (4) have found that for
reciprocating plate columns the H.T.U. increases with the 0.38 power of
diameter. Data (4) on the transfer of acetic acid between o-xylene and
water in a 0.914 mm colunn were used to obtain the values of Ec (assumed
equal to E_ ) which would give an estimate of stack height equal to the
actual height of 6.0 m. This necessitated a trial-and-error computation
repeatedly using the scheme shown in Figure 1. The resulting values of



Ec plotted as a function of Af, parallel those from the small colunB gg)
and the ratio of values is close to the (ratio of column diameters) "~!
This 1is coincidental as there is no general Jjustification for a
proportionality between H.T.U. and axial dispersion coefficient.

However, the effect of assuming E =0 for the same value of E. is
even more striking than in the case of g%e 15 em column (Fig. 3). The
dispersed phase plug flow assumption can lead to an underestimate of
plate stack height by over 50% in the case of the 91.4 cm column.

Additional computations have been carried out, but space
limitations prevent their inclusion. It is believed that the main
usefulness of this model will be found in designing for "difficult
extractions", e.g. systems of high viscosity and/or low interfacial
tension. Sometimes, the interfacial tension can change significantly
between the top and bottom of a column (see for instance ref. 18) and
localised flooding could occur where y is a minimum. The model could be
adopted to calculate the optimum variation of plate spacing so that the
calculated D_. is constant at all points in the column. This would
ensure that all sections of the column are being utilised to their full
capacity. The main difficulty in applying the model is the relative
lack of axial dispersion data, particularly for large columns. However
the 1inversion of the model 1in a trial-and-error procedure allows
calculation of E. from mass transfer data assuming E. = E_. This
suggests the possibility of obtaining some pilot-scale daga for "simple"

mass transfer systems, calculating E. from these data, and applying the
resulting E., values to calculation of a "difficult" mass transfer under
the same hydrodynamic conditions. The present calculations have

indicated that the assumption that ED = EC is reasonable.
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NOTATION
specific area
stroke (= twice amplitude)
ratio H /d
. (] 2 -
discharge goefflclent
Sauter mean droplet diameter
colunn diameter
molecular diffusivity
axial dispersion coefficient
frequency
extraction factor
acceleration due to gravity
interplate spacing
plate stack height
true height of transfer unit (plug flow)
mass transfer coefficient in one phase
dimensionless constant (only in eq. (4))
overall mass transfer coefficient elsewhere
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I8 flow ratio QD/Q

m distribution ra%io

N number of transfer units

P volume flow rate

Sh Sherwood number

Re Reynolds number

Sc Schmidt number

0] superficial velocity

X dimensionless concentration, continuous phase, defined in ref. 15

Y dimensionless concentration, dispersed phase, defined in ref. 15

Z dimensionless height from bottom of plate stack (0<Z<1)

Greek letters Subscripts

Y interfacial tension C continuous phase

Ap density difference D dispersed phase

u viscosity F  flooding

p density 0 overall

p dispersion density S slip value

a fractional open area of plates

V] power dissipation per unit volume

() dispersed phase holdup
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A FUNDAMENTAL APPROACH TO THE DESIGN AND
OPTIMIZATION OF INDUSTRIAL SOLVENT
EXTRACTION PLANTS

J.E. Sepulveda and J.D. Miller
Department of Metallurgy and
Metallurgical Engineering
University of Utah
Salt Lake City, Utah 84112
U.S.A.

ABSTRACT

The design, optimization and control of continuous
flow countercurrent solvent extraction circuits is gener-
ally accomplished by an equilibrium stage analysis. The
formulation of a quantitative, time dependent description
of these circuits incorporates information regarding the
intrinsic reaction kinetics of the system into a popula-
tion balance model involving the droplet size distribu-
tion. Importantly, simulations show that for simple,
first order reversible reaction kinetics maximum selec-
tivity is achieved at intermediate retention times before
the system is allowed to reach equilibrium. Preliminary
model verification for the UO,/D2EHPA has encouraged the
further development of this research program.

INTRODUCTION

Solvent extraction technology, originally adopted for the recovery of
uranium and plutonium from fission products, is rapidly becoming a conven-
tional processing strategy for the production of other important metals such
as copper, nickel, cobalt, beryllium, tungsten, vanadium and rare earths.

At present, solvent extraction techniques are being employed on a worldwide
basis, for the recovery, purification and concentration of nearly 25,000
tons of uranium and 200,000 tons of copper per year.

Nevertheless, the wide implementation of solvent extraction technology
in the mineral industry by no means implies that the actual processing
plants have been efficiently designed or fully optimized. In most applica-
tions, the selection and sizing of the equipment, in particular the phase
contactor, has been based on expensive, time-consuming scale-up techniques
without much consideration of the now available information on the process
fundamentals.

In view of the above considerations, the need for an improved approach
to the design -- as well as the optimization and control -- of solvent
extraction operations can not be overemphasized. It is the main purpose of
our ongoing research program to develop simple, but realistic, mathematical
models of multistage mixer—-settler units, the most widely used type of phase
contactor, based on recent advances in the characterization of hetero-
geneous reaction kinetics for continuous, multicomponent liquid/liquid



extraction systems.

BASIC MODEL STRUCTURE

An appropriate mathematical model for the design and optimization of
solvent extraction operations should be capable of:

1. Describing the steady state response of multistage systems; not
necessarily operated at equilibrium conditioms.

2. Considering variations in the dispersed phase drop size distribution
and hence, incorporating the interfacial area in the calculations.

3. Quantifying the degree of separation between two or more components
for any specified set of conditions.

The mathematical formulations to be described are intended to comply
with each one of these requisites. By consideration of both the forward and
backward reaction kinetics, it is possible to characterize systems far from
equilibrium as well as those operated near equilibrium conditions. 1In
addition, a population balance model has been developed to describe the drop
size distribution of the dispersed phase in continuous well-mixed phase con-
tactors. The overall model then arises as a combination of both sources of
information -~ intrinsic reaction kinetics and droplet size distribution --
via mass continuity expressions for each of the extractable components in the
mixer. The mathematical framework used in the formulation of the general
model and its application to the design of actual solvent extraction plants
is schematically represented in Figure 1.

By way of example, a two component, countercurrent system was considered
as depicted in Figure 2. For an acidic extractant, the two overall extrac-
tion reactions can be generally described as:

+ . +

A“+nR“H*;RnA+nH (1)
~ & +

B+“‘+mRH$RmB+mH (2)

OVERALL
MATHEMATICAL
MODEL

Drop Size
Distribution

v

Design
Specifications

Plant
Design

Computer Simuilations

Il

FIG. 1

Schematic representation of the overall mathematical
wodel framework and its application to the design of
actual plant operations.
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FIG 2.

Schematic representation of a countercurrent
solvent extraction system.

where A+rl and B+m are the extractable species and the symbol (~) denotes the
organic phase. It is desired to describe the overall extraction of each
component as a function of the mean residence time in the system. In this
context, at each stage k in the system (k = 1,2,..,N), the following mass
continuity expression for component A must be satisfied at any time:

Rate of Accumulation FRate of Input Rate of Output
of A in the =| of A into the ~ | of A from the
Aqueous Phase K LAqueous Phase K Aqueous Phase K
[Rate of Transfer
= | of A into the
| Organic Phase (3)

and similarly for component B.
Appropriate mathematical representation of the two continuity equations

and consideration of first-order, reversible intrinsic reaction kinetics,
leads to the following expressions:

_ AIN g+l A 5 o il
Ak—Ak -(‘,;)lcf aT (RkAk K HkAk) (4)



IN $+1, B — » 1 o
B, = - = - o
k=B Gk T B Ky He B (5
where:
= Vaq/vorg = Qaq/Qorg = phase ratio

Tk = mean residence time in the kth vessel, k = 1,2,..,N

KA,KB = equilibrium constants of the rate controlling steps
in the extraction of A and B, respectively.

A B
kf,kf = rate constants for the forward reactions.

and the integral factor: e

Ek = fa(v);k fo(k)(v)dv, (6)

o
where:

a(v) = interfacial area of a drop of size v

n = total number of drops per unit volume of vessel in the
kth stage.

(v) = number drop size distribution density function in the

° kth vessel.

The term, a, corresponds to the specific interfacial area, i.e. the total

area, per unit volume of vessel, available for extraction. The fact that

this term can be factored out as the specific interfacial area is charac-

teristic of chemical reaction rate controlled processes and may not be the
case when other reaction steps are rate controlling.

The last step in the formulation is_to relate the organic phase concen-
trations of extractable species, Ay and By the free extractant concentration
in the organic phase, Ry» and the hydrogen concentration in the aqueous
phase, Hyp, in terms of the aqueous concentrations, Ak and By, and inlet

conditions. This can be accomplished through a set of mass balance and mass
action expressions.

The complexity of the resulting system of equations makes the use of a
computer a practical necessity. Fortunately, these equations can be
expressed in terms of a reduced number of dimensionless variables and para-

meters; therefore, minimizing the total computational effort involved in
numerical simulations.

For non-dimensionalization purposes, the inlet aqueous phase concentra-
tions (Ao and Bo’ see Figure 2) were selected as characteristic concentra-
tions; while the batch time required for 507 extraction of A (when the back
reaction kinetics are unimportant and the extractant is supplied in the exact

stoichiometric amount for complete extraction), was taken as the characteris-
tic time:
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COMPUTER SIMULATIONS

A Fortran V program was written for the numecrical evaluation of the
dimensionless model equations. Typical simulation results for a monocompo-
nent singlestage system are presented in Figure 3 which shows the effect of
the apparent equilibrium constant of the rate controlling step, K, on the
overall fraction extracted as a function of the mean residence time. As
expected, Af reaches higher levels for any given mean residence time as Kp
increases. Interestingly enough, the simulations presented in Figure 3
indicate that at low extraction levels, away from equilibrium conditions, the
overall rate of extraction is independent of the equilibrium constant value;
hence, not significantly affected by the back reaction kinetics. On the
other hand, as the mean residence time increases, the overall fraction
extracted approaches different equilibrium values depending on the apparent
equilibrium constant value, KA. This characteristic feature of solvent
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FIG. 3

Effect of KA on the overall fraction extracted.



1.0

T 1 i i i T
1-Component, Multistage System N -

i N.3 |
<o
e 8| L AL e
N
x(—
" F -
x'<" N:-1
T
2 6 T. L
Q
®
-
X B —
w
G
-g 3 -
3]
e Simulated Conditions
'S

— R (2] -
- : : -0
T nA ! nA
5 [ o)
4 :
0 2 l— A, -3

— il

.0 ! 1 | ) | |
) 2 4 6 8 10 12

Totat Dimensionless Mean Residence Time, T

FIG. 4

Effect of the number of stages on the overall
fraction extracted with "equal-size'" mixers:

X = * = = T&% = T%
% % o w= /N.

extraction systems could simply not be described by the type of rate
expressions proposed by other investigators (1-4) since the significant con-
tribution of the back reaction kinetics to the overall rate of extraction,
near equilibrium conditions, is not acknowledged.

The simulated responses presented in Figure 4, for a monocomponent
system, clearly verify the predicated assumption that multistage, counter-
current systems are significantly more efficient than singlestage systems,
for any specified total mean residence time, T*. Even more significant from
a design standpoint, is the fact that the total mean residence time required
to achieve a specified extraction level may be several times larger -- if
at all finite -- for a singlestage system than it is for an equivalent
countercurrent system, operated under similar conditioms.

Finally, the capability of the model to predict the overall fraction
extracted of two or more competitive species in solution is illustrated in
Figure 5, by consideration of a two-component, multistage system. This is
one of the most striking observations resulting from the current modeling
effort. The quality of the separation, quantified in this case by the
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Effect of the number of stages on the coefficient
of separation for a particular two-component,
multistage system with "equal-size' mixers.

coefficient of separation (CS = A B%), goes through a maximun as the mean
residence time increases, 1nd1cat1ng t%at optimun selectivity is not
necessarily achieved at equilibrium conditions. Furthermore, multistage
systems are shown to be significantly more selective than singlestage sys-
tems.

Other simulation results could not be accomodated due to space restric-
tions imposed by the publisher. As expected, many of the conclusions
arising from them are intuitively obvious and apparent from a conventional
equilibrium stage analysis. For instance, it is well known that extraction
will be enhanced by a higher extractant concentration and/or a larger
equilibrium constant value. However, the kinetic nature of our model makes

it possible to describe other effects -- such as the influence of the mean
residence time on the quality of the separation -- in a quantitative
fashion.
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PRELIMINARY MODEL VERIFICATION

The validity of the above statements is obviously dependent on whether
or not the model is capable of describing the behavior of actual solvent
extraction operations with a reasonable degree of accuracy. 1In this regard,
the independent study of Ryon et. al. (5) on the Dapex uranium solvent
extraction process serves well as a preliminary verification of the appro-
priateness of the current approach.

The overall extraction reaction can be written as:

~ ~ +
UOZZ + 2RE ¥ R2U02 + 2H (8)

where RH space represents the extractant D2EHPA. Based on their experimental
observations, Ryon et. al. (5) postulated a first order rate expression of
the form:

) = ) [kp & - k' A (9)

which in this analysis was modified to include a first order effect of the
free extractant and hydrogen concentration.:

P (v) = a(v) [k?ﬁA < kﬁHE] (10)

Based on the work of Rodger and Trice with ge~-metrically similar mixing
vessels, Ryon and coworkers were able to estimate the available interfacial
area as a function of the specific power input. For our analysis, the
apparent equilibrium constant, Ky, was estimated from the extraction isotherm
and the rate constant k% from continuous data by non-linear regression.

A comparison of experimental and predicted values is presented in
Figure 6. These data correspond to a nominal one-gallon mixer with flow-
rates from 0.2 to 5.0 gpm. Specific power input to the mixer varied by two
orders of magnitude. Considering the experimental error involved in Ryon's
sampling and analytical techniques and the idealized nature of our interpre-
tation, the agreement between experimental and predicted values appears to
be just excellent.

Other experimental systems, as well as the application of the model to
their design and optimization, are currently under study at the University
of Utah. The limitations of the conventional equilibrium stage design pro-
cedure and the need for an improved kinetic description of continuous flow
systems are evident from these simulation studies.
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ABSTRACT

The objective of this work is to determine whether,
with carefully obtained data, including drop size distri-
bution, and accurately solved model equations, extraction
column performance can be predicted accurately. Apply-
ing the Handlos-Baron drop model to the column model
equations with drop size distribution influence included,
gave reasonable (+ 20%) prediction of the number of
transfer units. Further analysis of the data indicates
that rates of mass transfer (predicted by the Handlos-
Baron drop model with the Calderbank Moo-Young contin-
uous phase coefficient) and axial mixing (predicted by
Misek) are overestimated.

INTRODUCTION

Recent work has established that modelling of mass transfer processes
in extraction columns by dispersion or backmixing models has not given
satisfactory results. The dispersed phase behaviour particularly has not
been adequately modelled. It has been made apparent by Rod (1), Misek (2),
Olney (3), and Korchinsky and co-workers (4,5,6,7), that a model (before it
can satisfactorily predict column performance), must take into account the
polydispersed nature of the dispersed phase, or the distribution of drop
sizes, which exists.

Experimental evidence of the strong influence of drop size has been
obtained by Chartres and Korchinsky (8), and direct experimental verifi-
cation of the influence of drop size distribution has been made by the
authors (7). Theoretical models developed by Chartres (5), and by
Azimzadeh-Khatayloo (4) predicted large effects of size distribution on col-
umn performance. These models utilized single drop model predictions for
the mass transfer coefficients, with the rigid drop (9) and turbulent circu-
lating drop model (of Handlos and Baron (10)) used. These single drop
model predictions, however, were only approximate predictions of the model
equations as several assumptions normally made in the solutions of the
single drop model equations are unrealistic when applied to extraction col-
umn conditions.




Further work was therefore desirable in order to improve the theoreti-
cal model predictions and to attempt experimental verification of the model.

THEORETICAL MODELLING

Model equations, and computer-programmed solutions, developed by

Chartres served as the starting point for this study. The model assumed
that drops of different diameters moved through the continuous phase at
different velocities but only in the forward direction. The conti.uous
phase was modelled by plug flow with axial dispersion. Column design or

performance prediction required the calculation or measurement of the
following parameters:

a) Drop size distribution.
b) Drop velocity distribution and dispersed phase hold-up.
c) Mass transfer coefficients - drop side.
- continuous phase.
d) Axial dispersion coefficients - continuous phase.
- Drop size distribution

These are highly dependent on the distributor, agitator type and speed,
and direction of mass transfer, and will depend also on flow rates, physical
properties, etc. They must be measured to obtain accurate predictions of
column performance. They were measured photographically in this study.

- Drop velocity distribution and dispersed phase hold-up

Although it would be highly desirable to have measured values of drop
velocities, which will undoubtedly be highly dependent on drop size, such
measurements have not been made so some approximation is necessary. Hence
it is assumed that the drop velocities relative to the continuous phase are
proportional to the single drop terminal velocity predicted by Misek's (11)
or Hu-Kintner (12) relationships, depending on the drop Reynolds number.
The proportionality constant is then determined from the dispersed phase
hold-ups, preferably experimental values (see Appendix).

- Mass transfer coefficients

The measurement of drop-size dependent mass transfer coefficients in an
operating extraction column would require techniques not yet demonstrated.
For the time being it seems more logical to assume a model for the drop
behaviour, predict drop-side and continuous phase mass transfer coefficients,
or the equivalent overall mass transfer coefficient, and then compare pre-
dicted and experimental column performance to determine the applicability of
the assumed drop behaviour.

Two models of drop behaviour have been investigated in detail - the
rigid drop and the Handlos-Baron turbulent circulating drop. The previous
approaches to the determination of mass transfer coefficients for these
single drop models have required making assumptions which are not really
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valid for the countercurrent flow situation. In particular, a constant
continuous phase concentration has been assumed. This assumption, and
others normally made, have been eliminated (19) and the resulting single
drop, and column, model equations (see Appendix) have been solved using
advanced numerical techniques to obtain predictions of column performance.

Although in the numerical solution of the drop and column model equa-
tions we no longer obtain drop-side or overall mass transfer coefficients,
but get concentration changes directly, values of the continuous phase mass

transfer coefficient are required. Again there is a lack of data for the
extraction column situation so that some estimate is required from previous
work on single drops, or on agitated systems. For this study the relation-

ships of Calderbank and Moo-Young (13) and of Linton and Sutherland (1u4)
were used in rigid drop predictions, and those of Calderbank and Moo-Young
and of Garner and Tayeban (15) were used in the Handlos-Baron drop predic-
tions, for the agitated section of the column.

A small settling zone normally is present above the agitated section
of any extraction column. The theoretical model used here included this.
Prediction of the continuous phase mass transfer coefficient for this zone
was by another equation developed by Calderbank and Moo-Young (13).

- Axial dispersion coefficients, continuous phase

A considerable amount of work has been done in this area with correla-
tions of experimental data available for a number of columns. The correla-
tion of Misek (16) seemed most brezily based of those available for the
Rotating Disk Contactor so was used in this study. For the settling zone
the correlation of Vermeulen (17) was used. Measurement of these coeffi-
cients at the same time as the remaining measurements are made should be
possible from concentration profiles (18). Although this was beyond the
scope of this study, a limited number of concentration profiles was obtained
and used to check on the accuracy of prediction of these profiles by the
model equations.

EXPERIMENTAL

A Rotating Disc Contactor, diameter 22 cm, height 147 cm, was used in
this study. Experimental measurements were made of

- drop size distributions at several levels in the column

dispersed phase hold-up

extraction efficilencies

- continuous phase profile concentrations
(in some cases)

Now as the model equations have certain limitations, great care was
taken in the experimental programme to keep within these limitations. Low
solute concentrations were used to maintain constant flow conditions.
Perhaps more importantly, low flows and correctly-sized distributor plates
provided drop size distributions which were nearly uniform over the height
of the column. There were slight reductions in drop size in some runs due
to drop break-up, but with the low dispersed phase hold-up levels, and



TABLE 1

Results
hC wo W - d32 = NOCP
(cm) (g/s) (g/s) (1/5) ¢ (cm) m oc Exp. Predicted
1 25.8 uy.3 4.0 0.050 | 0.386 0.852 0.765 2.24 1.94
2 25.8 44,3 5.0 0.074 0.260 0.764 0.816 3.03 2.06
3 20.0 2655 4.0 0.038 0,259 0.720 0.627 1.75 ZAP(0)S]
4 20.0 29,7 4.0 0.04y4 0.186 0l 725 0.686 2.03 2. o Helk
5 4.5 29.5 43.9 4.0 0.098 0.188 0.604 0.687 2.52 3.53
6 20,0 29.7 4.0 0.057 0.190 .584 0.700 2.89 2.89
7 29.5 43.9 4.0 0.092 0.178 0.691 0.754 2.94 AL
8 28..'5 39.0 9 ol 0.105 0.165 Ol, 755 0791 3.57 4.28
9 28.5 39:0 5al 0.093 0.165 0.746 0.778 3.38 3.76
10 20.0 26.5 5 ol 0.057 0.161 0.765 0.763 3 .S 8,19
11 20.0 209 37 4.9 OL.039 0.176 0.804 0.730 2.24 263
§:2 29«5 43.9 4.9 0.055 0.172 01755 Q. 730 2 o3 2.82
153 o g 20.0 29.7 4.9 0.042 0.174 0.736 0.706 240 l9 2.61
14 39.0 53w 4.9 0.070 0«17% 0.774 0.706 2,27 2.84
15 20.0 2911 4.9 0.058 0.120 0.765 0.81u4 3052 3.35
16 20.0 29.7 5.8 0.069 Qler1=lii/ 0.770 0.815 3.51 3.35
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particular conditions used in these test runs, coalescence was avoided.
RESULTS

Experimental conditions, and results obtained, are summarized in Table
Ji.s These runs covered a range of flows, disc speeds, and three different
distributor plates, which gave a range of drop sizes. Some drop break-up
occurred when the largest drops were introduced (Runs 1 - 3) with signifi-
cant reductions in drop sizes through the column. In the vast majority of
runs (Nos. 4 - 16), however, little or no drop breakup occurred, with drop
sizes remaining constant through the column.

Mass transfer results are best examined in terms of the 'plug flow
number of transfer units', Ngcp, in this case based on the continuous phase
concentrations. Experimental values, as well as those predicted by the
most accurate combination of single drop model (the Handlos-Baron model) and
continuous phase mass transfer coefficient (by Calderbank and Moo-Young),
are given in Table 1. These Ngocp values are also compared in Figure 1.

Measured continuous phase concentration profiles are illustrated in
Figures 2 - 5. On these figures are also plotted predicted profiles for
the Handlos-Baron drop model and

A) as predicted kC and E_ values, and

©
B) adjusted kc and/or E, values.

A1l theoretical profiles are obtained by fixing the exit (at z=0) continuous
phase concentration at the experimental value, hence calculating the concen-
trations toward, and including, the inlet concentration.

To improve the agreement between predicted and experimental concentra-
tion profiles changes could be made in

1) the single-drop model (e.g. Handlos-Baron),

2) the continuous phase mass transfer coefficient, kC’
and/or 3) the continuous phase axial mixing coefficient, EC.
In this study the values of kp and Eg are varied, retaining the Handlos-
Baron model. Profiles are again predicted from the experimental exit
concentration, but now the parameters are varied to obtain accurate

prediction of the concentration profiles AND the experimental inlet
concentration - and thus the correct, experimental, value for Ngcp.

DISCUSSION OF RESULTS

A comparison of experimental, and model-predicted, number of transfer
units, Nyop (see Fig. 1), shows that experimental values were closely
predicted by the Handlos-Baron drop model, when the Calderbank and Moo-
Young continuous phase mass transfer coefficient and Misek axial mixing
coefficient were utilized.

Predicted values of NOCP average about 10% higher than experimental



values, and range from 70 to 140% of experimental values. Other combina-
tions of drop model, e.g. rigid drop, and kp and Eg correlations did not
give nearly as accurate predictions of NOCP‘

Does this mean that extraction column performance is therefore now
accurately predictable? Or is it by chance that these results have been
obtained? The comparison of experimental and theoretically predicted
continuous phase acetone concentrations may give some clues to the answers
to these questions.

For the six runs for which profiles were measured, predicted values of
N ranged from values which were 5% below experimental values (in Runs 15,
lggPto one which was 33% above the experimental value (in Run 4). Only in
one run, Run 11, did the predicted profile closely follow the experimental
profile, though the predicted Njy., value was higher by 17% because the inlet
concentration was not accurately predicted.

What are the reasons for the differences between experimental and
predicted results? Assuming the general model is applicable, differences
in concentrations may be due to errors in either the mass transfer predic-
tions or the axial mixing predictions.

Adjustment of the continuous phase mass transfer, and the axial mixing,
coefficients in order to improve the prediction accuracy gave the following
results:

1) In 5 out of 6 runs, values of mass transfer and axial mixing
coefficients had to be reduced below the values calculated by the
original correlations, indicating that rates of mass transfer and
axial mixing were originally over-estimated. This is true when
Nocp is originally over-estimated, as in Runs 3, 4 and 11, and
when Ngep is under-estimated, as in Runs 15 and 16, because the
concentration profiles indicate an over-estimate of the axial
mixing influence for the same runs. Reduction of the axial
mixing coefficient then requires a reduction in kg if the
experimental Nonp is to be accurately predicted. In the sixth
run (Run 6) Nocp 1s accurately predicted, and concentration
profiles, too, are reasonably well predicted (Fig. 3) with no
adjustment of parameters. If anything, the extent of axial
mixing in this run seems under-estimated, so increases in k. and
Ec are necessary if predicted results are to improve. But the
effect on the predicted profiles of such simultaneous changes are
slight, for quite large changes in k; and E; (see Fig. 3).

2 In 3 of the 6 runs (Runs 11, 15 and 16), those with RDC internals
modified to give larger compartment heights, the reduction in the
axial mixing coefficients required was much greater, indicating
that the influence of the compartment height is not accurately
predicted by Misek's correlation.

The adjusted parameters used in generating the "improved" concentration
profiles will not be the only combination of parameters which will produce

the same results. As four parameters may be varied, i.e. kp and Ep in both
agitated and settling zones, these four parameters cannot be uniquely deter-
mined from the limited data obtained. However, they do give an indication
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of the possible sources of error in the prediction method. The evidence
here indicates that, although the original prediction method was quite good,
significant errors in mass transfer and axial mixing rates have been compen-
sating. It must be stressed that mass transfer rates, adjusted here by
varying ke, may in fact be wrongly predicted due to the inapplicability of
the Handlos-Baron model to some or all of the drops. Perhaps the rigid
drop model applies to the smaller drops. This possibility will be explored
in further studies.

CONCLUSIONS

1. Though the data are limited, the proposed single drop, and extraction
column, model equations, with the appropriate data, give accurate
prediction of extraction column performance.

2. Comparison of experimental with theoretically-predicted concentrations
indicates that adjustments to the predicted mass transfer, and axial
mixing, coefficients are required to improve model predictions.
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NOTATION

C = constant of proportionality

di = drop diameter, ith fraction

d32 = Sauter-mean drop diameter (Znidis/g nidi2)

DAD = solute molecular diffusivity in the dispersed phase
EC = axial dispersion coefficient, continuous phase

EOC = extraction efficiency, continuous phase basis

fi = volume fraction of dispersed phase, drop diameter di
hC = RDC compartment height

kC = mass transfer coefficient, continuous phase

m = solute distribution coefficient, y*/x

n = RDC disc speed

NOCP = plug flow number of transfer units, continuous phase basis
T = radial coordinate

r' = reduced radial coordinate (2r/d)

VC = superficial velocity, continuous phase

Vd,l = drop vertical velocity

VD = superficial velocity, dispersed phase

VS,l = drop slip velocity

Vt,l = single drop terminal velocity, drop diameter, di

WC, wD = mass flow rates, continuous and dispersed phases

X = weight fraction solute, continuous phase

¥y = dispersed phase solute weight fraction, ith fraction
y = weight fraction solute, variable within drop

y* = weight fraction solute, equilibrium with continuous phase
z = column vertical position

Greek Symbols

Hos My = viscosity, continuous and dispersed phases

Pes Pp = density, continuous and dispersed phases

& = reduced radial coordinate, 4r/d

& = 1=8

¢ = fraction dispersed phase hold-up
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APPENDIX

Drop Velocity Equations
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A DYNAMIC MODEL OF A SOLVENT EXTRACTION MIXER-SETTLER
STAGE BASED ON PREDICTED FLOW PATTERNS.

F. Medina Gomez and W. L. Wilkinson¥*

Schools of Chemical Engineering, University
of Bradford, Bradford, West Yorkshire,
BL7 1DP, U.K.

* present address British Nuclear Fuels Ltd.
Risley, U.K.

ABSTRACT

A mathematical model which describes the dynamic
behaviour of a single stage mixer-settler unit has been
developed. The mixer has been described in terms of
instantaneous mass balances and holdup relationships and
equilibrium is not assumed. The emulsion band has been
divided into elements of uniform phase composition and
the flow patterns in the continuous phase in the settler
have been predicted to obtain the residence times in flow
channels defined by streamlines. Typical results
demonstrating the effect of the main variables and mass
transfer relationships on the open loop response are
presented. A comparison with experimental data shows
good agreement for both single and multicomponent
transfer.

INTRODUCTION

Mathematical models which are capable of describing the dynamic behavi-
our of processes are useful to predict the open loop response of controlled
variamles to uncontrolled disturbances, start-up and shut-down behaviour,
ana also as a basis for the design of automatic control systems. However,
in spite of many years of operating and design experience, the dynamic beha-
viour of mixer-settlers is still not well understood. Whereas the dynamic
behaviour of the mixer can be described quite easily, the settler presents a
more difficult problem. Empirical approaches have been adopted in the past
which are not useful in design.

The objective of this work was to develop a wodel based on a prediction
of the flow patterns in the emulsion band and the two liquid phases in the
settler instead of using arbitrary assumptions about the characteristics of
the settler. This description of the process dynamics also involves the
hydrodynamic characteristics oi the mixer, as well as its hydraulic inter-
actions with the settler and a novel approach, which relaxes the assumption
that equilibrium is necessarily achieved, is presented.

RSVIEW OF PREVIOUS WORK

Extensive literature surveys on the dynamic behaviour and control of
mixer-settlers have been presentea elsewhere (7, ©); so only the literature
dealing with hydrodynamic modelling of the settler will be considered here.
The simplest approach to modelling the settler nas been to assume that the
two phases are in plug flow and that the settler concentration response is



the same as that leaving the mixer but delayed by the time required to pass
through the appropriate phase in the settler. However, there is considerable
evidence of appreciable mixing in the settler. Beetner, Frey and Bautista
(1) found experimental evidence of plug flow in the organic phase in the
settler and partial mixing in the aqueous phase and derived a simulation
technique (2) in which the settler's volume was divided into different reg-
ions with either plug flow or perfect mixing, according to the region.

Chester (4) made an analysis into the hydrodynamic behaviour of a multi-
stage mixer-settler, extending static considerations for the unit to include
recycle flows and a flooding profile for normal operation. He derived lin-
earised transfer functions to simulate single and multistage units. Probably
the most thorough investigation on flow patterns in the settler is to be
found in the parallel studies by Rouyer (9) who explained the mixing phenom-
ena in the settler and obtained experimental results for upward steps in
aqueous feed concentrations, and Demarthe (5) who investigated the flow
patterns in the settler by applying both upward and downward concentration
steps and described the existence of an associated flow rate, which was a
measure of convection in the settler.

The need to consider settler hydrodynamics in design was reccgnised by
Drown and Thompson (6) who observed that settlers could be characterised by
three distinct regions, viz., the entrance, the emulsion band and the exit
region. They found that velocity distributions varied considerably from
plug flow and that the emulsion band was capable of absorbing momentum from
both bulk phases, causing a deceleration of the emulsion band and enhancing
the dynamic coalescence rates.

From the above review it is seen that the different types of represent-
ation of settler hydrodynamics are somewhat arbitrary. A more fundamental
approach is therefore needed.

Consider a conventional box mixer-settler. The length of the emulsion
wedge increases as the flow rate increases until, with a throughput corres-
ponding to a correct sizing of the settler, the height of tne emulsion band
becomes uniform. Since the rate of coalescence in the emulsion band is a
function of its height, once this becomes uniform it is reasonable to assume
that the rate of coalescence will also be uniform over the whole area of the
settler. 1In other words, the liquid flux from the emulsion band into both
continuous phases will pe uniform. On this basis the flow patterns in the
two phases can be predicted, and this is the aim of the present work.

DEVELOPMENT OF THE MATHEMATICAL MODEL

The Mixer. With good mixing it is reasonable to assume that the ratio of
the two phase holdup volumes is in direct proportion to the inlet aqueous
and organic volumetric flow rates, L_ and VF respectively. Thus, the

aqueous outlet flow, Lm' will be givén by

L+ H

T i 1
H + H

m L v

(1)

where H_ and H_ are the aqueous and solvent holdups respectively. Variat-
ions in HL will be given by

d HL

ac - Lp ~ oy (2)

Similar expressions can be derived for the organic phase. A solute balance
on the agqueous phase gives
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d m F m
— (H. X = L X =L X =
dt ( i3 i) F i m i Qi (3)

P
where Xl and X are the aqueous concentrations of component i in the feed to
the mixeér and %he outlet from the mixer respectively. gi, the amount of
solute i transferred from the agueous to the solvent phaSe is given by
*

LK
Qi = K (Xi Xi) (4)

*
where K is a mass transfer coefficient and X is the concentration in the
aqueous phase which would be in equilibrium with Y Substituting Egn. (2)
in (3) and rearranging gives

ax" L& - %" -,

1 = _E o i 1 (5)
d H

e L

Similarly, for the orygyanic concentration of i, Yi' it follows that

. F
a v Vo (Y - YY) + g
1 _ F 1 . ) 6)
dt H

m

Most previous work has assumed an equilibrium relationship to express Y. as
z m L . . : . 1

a function of X,. However, equilibrium is not always achieved in the mixer
and it is possiéle to determine experimentally the rate of mass transfer.

Single Component Transfer. For the system under consideration a pseudo
equilibrium relationship of the form ¥ = a + a was developed, where

and a, are constants. Such a relatlonshlp acéually measures the fraction-
df approach to equilibrium and substituting its derivative in Egqn. (6) and
adding (5) to the equation thus obtained, Qi is cancelled giving finally

dX F m m m m
H + a, 4 — =1L X +Vv.Y -L X -V Y —-L_ X - p'é
CH 2 V) dt F F m F Ve

+
+
L \Y

- (7)

T, < B

L
m m E
+ (H. X + H_ Y
( L \Y ) H

Multicomponent Transfer. Assuming equilibrium relationships of the form

*

Y.
i m m
. - \%
X ) (Xj, 3 ) (8)
i
where j =1, 2, ..., number of components,(7), Ki can be calculated by subs-

tituting Egn. (4) in (5) and integrating numerically using experimental
values of Xi and Yi.

The Emulsion Band. The band, Fig. 1, is divided into N finite difference
elements so that the composition of each phase in each element is assumed to
be uniform. Consider the nth element. Since there is a constant flux of
poth phases from the emulsion band, the flows displacing the solute along
the band are

. _ 1 -
Agueous phase in Ln—l (N + n) Lm/N (9)



Aqueous phase out Ln = (N - n) Lm/N (10)

If the flows across an element boundary are at the means of the concentration
of the adjacent elements for both phases, then the concentrations of aqueous
entering the elements are

1
xn—l = 3 (Xn_l + Xn) (11)

The variation in the height of the emulsion band, le' is given by

dl
e

A = L +V —N(Ll+vl) (12)
s dt m m

where A 1is the base area of the settler and Ll and Vl are the aqueous and

solvent®fluxes from each element of the emulsion band respectively. Since

le is not usually dependent on V if the aqueous phase is dispersed (and vice

versa), then Vm = NV and Eqgn. (12) reduces to

dl 1

e
AS =t = Lm - NL (13)

e ; vt
The vand height, 1 , is a function of L= and under conditions of constant
impeller speed and temperature a relationship of the form

i o= x 1 °

(14)
fitted the experimental observations very closely for a given phase ratio
and total throughput. The index o was about 0.5. The change in the
aqueous holdup, hL, is

ol W il = (15)

and a solute balance in the aqueous phase for element n of the emulsion band
gives
d X L

n m
= — N + =
h > [(1 1 n) X

L aE e T

=1

Expressions equivalent to Eqns. (9) (10) (11) and (lo) can be derived for the
organic phase, thus presenting the dynamic behaviour of the emulsion band.

{JYn VX
i : Lo X
Yoi | By Rl Ya me b
P
L4 l‘!L X5 | Ly
*n-4 ; Xn
len
FIG. 1 FIG. 2
Section n of the Streamlines in the aque=ous phase
emulsion band in the settler predicted by Eqn.l7

The Continuous Phases. The flow field in the two continuous phases may be
solved using the potential flow equation:
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LAY _ 5 (17)

where Y is the stream function and x and y represent the Cartesian coordinat-
es. The flow situation in the agueous phase is presented in Fig. 2 where
the length of the settler is 1 , the height of the aqueous phase 1 , and
the areas between the streamlines A  etc. are relative to the®total
area of the settler and thus 1ndependen% of its geometry. The length of the
settler was divided into N equal sections. Eqgn. (17) was solved numerically
for different values of N using Liebman's method for a rectangular mesh grid
and N = 10 proved to be sufficient for the problem. Values of the flow areas
A, to A were then calculated by numerical integration and the dead space
o%talneé by linear interpolation o:r the areas.

However, previous studies (7/)/(6) had already indicated the importance
of the horizontal component of velocity in the emulsion band which is not
accounted for in Egn. (17). Therefore, two alternative expressions, the
vorticity transport equation

2 2
9 (V7y) a (Y, V) _ 4
ot T ey VY B

where the second term is the Jacopian and v the kinematic viscosity, and the
biharmonic equation

v = o (19)

were used, incorporating as a boundary condition a simplified, normalized,
linear horizontal component of velocity. The flow situation thus predicted
is represented in Fig. 3 and the different flow areas, Ak' relative to the
total area, AT, in Fig. 4.

A
—Xoasf

A ECUATION  (OMP SOIN.
17 S
o.20L 18 : .

19 -

01§

010f

0.05¢ -

RS N B S B )

AREA NOGER (&)
FIG. 3 FIG. 4
Streamlines in the aqueous Flow areas obtained by
phase in the settler predicted by Egn. 1b Solving Egns. 17, 18 and 19
The residence time in each flow channel, Tn' can be found from
T = é—n—w— (20)
n 1)

1 il
where W is the width of the settler and F = L. or V according to the phase
to be considered.



The solution of the system of simultaneous equations representing
mixer, emulsion band and continuous phases was carried out numerically in
the time domain, to avoid the linearisation implied by analytical solutions.

EXPERIMENTAL EQUIPMENT AND PROCEDURE

The experimental equipment consisted of two single stage, perspex
mixer-settler units and the necessary tanks, piping, pumps and instrument-
ation to operate the units as a continuous extraction/stripping system. A
flow diagram of the equipment is shown in Fig. 5. The extraction unlt
operated at room temperature while the stripping unit operated at 50°C. Full
details of the equipment are available elsewhere (7). The experimental
programme was devised to investigate the open loop response of the unit to
step disturbances in the aqueous feed concentration and the agqueous and
organic feed flows. 1Initially the transfer of a single solute was consid-
ered, the chemical system being water/nitric acid/ 20% v/v tri-n-butyl
phosphate (TBP) in kerosene. The work was then extended to the multi-
component system water/nitric acid/uranyl nitrate/20% TBP. The equipment
was allowed to reach an initial steady state before introducing a step
change.

The dynamic concentration response was measured by taking simultaneous
samples, at regular intervals, of the two phases and the agueous phase in
the mixed phase port and of the aqueous outlet from the settler. The
dynamic response of the aqueous outlet flow was measured with a rotameter.
Measurements were also made of le and la with respect to time.

; AQXOUS RED FLOWNRATE ROTAMETER & ELECTRODELFSS LOMALCTRATY  CEWL
SOLVENT [l o «
3 AQUITUS OUTLET " i
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g - 0 1 . 6 [} N ] i
B TiME i)
FIG. 5 FIG. ©
Flow diagram of the experimental Bffect of flow areas on
equipment downward step acid

concentration response

EXPERIMENTAL RESULTS AND DISCUSSION

Six runs representative of the experimental programme are summarised
in Table 1.
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TABLE 1. Experimental Programme
FiG. L (Ve V. (/min) y: i Y: Y: x: xz _YS YS oy
No. [STEAUY | STEP |[STeaDY |STeP FIGS. 6-9 : Kg/md .
STATE  |CHANGE |STATE  (CHANGE FIGS. 0-11 :  omole/|
6 2.4 LS 41.02 [33.02 |4.26 | 107 20| 60
7 1) LS | 50 |[3302 L [0 22 | 63
8 36 38 2316|2355 | 128 |w0% 30 {6.0
_;_ "_'3__4‘“_ 1.95 3¢ 3.63 262 |07 ! 3.2 (59
0 | 3.0 38 2267 |2.025 [019 | 0° oots [0.337 [0 [0 |25 |6
1 30 3.0 1971|1966 | 0.4t | 107% [0.21 0976 {0152 |10 |20 | 50

Superscript m refers to concentrations in the mixed pnase port at the
initial steady state, wnile F refers to feed concentrations at zero time, i.e.
the step perturbation in the agueous iteed and the solute concentration in the
regyenerated solvent feed. Subscripts U and H denote uranium and nitric
acid respectively. The values of 1 and 1_correspond to the final steady
state. The flow rate perturbationsewere ifitroduced under conditions of no
mass transfer.

Figs. 6 to 1l show the experimental data compared with the computed
solutions. The agreement is generally good and, in all cases, the simulated
response is faster than its experimental counterpart. An examination of tne
reliability of the experimental results and the mathematical shortcomings of
the computer simulation is therefore indicated. To illustrate the latter,
the effect on the theoretical predictions of the flow areas in the settler
and the approach to equilibrium in the mixer will be shown. Three different
sets of areas (Fig. 4) were used to simulate the run presented in Fig. 6.

The application of a horizontal component of velocity, Curves III and IV,
improves the prediction of the settler's response by introducing a hydrodyn-
amic lag absent in II. Furthermore, IV, obtained using the areas given by
the solution to the vorticity transport equation (18) predicts more accurate-
ly the behaviour of the settler than III, which uses the areas obtained from
the biharmonic equation (19). Curves I and II in Fig. 38 were obtained using
experimentally determined pseudo equilibrium relationships. Curves III and
IV were obtained using the actual linear equilibrium relationships, derived
experimentally in a manner similar to that described in (3) and they predict
a final steady state involving a higher aqueous nitric acid concentration
than is found experimentally. This is not surprising since the pseudo equil-
ibrium relationships were tailored to the experimental results, but it indic-
ates clearly that equilibrium is not necessarily achieved in the mixer and
that the introduction of a mass transfer term would be perhaps a better
approach.

The response of the multicomponent runs, Figs. 10 and 11, exhibits the
same behaviour pattern of the single component response. Fig. 9 shows the
dramatic gffect of the mass transfer coefficient on the mixer's response.

If K, is chosen to be sufficiently small, Curve III, it can reverse the
trend and make the experimental response faster than the computed one, while
if it is large, as in I, the predicted response can be too fast. _The best
fit, II, was obtained with the experimentally determined Kz and Kg, which
reflects again the validity of such an approach.

Figs. 7 and 9 illustrate the dynamic response of the aqueous outlet
flow rate LO. le was the determining factor and the start-up point for the



computed result was slightly different from the experimental one, due to the
nature of Egn. (14). Fig. 9 exhibits an unusual pattern which was predict-
ed by the model. As the solvent phase holdup increases, so does the

aqueous flow rate, simply because the aqueous holdup decreases. Once the
decrease in aqueous flow rate reaches the settler's outlet, the throughput
starts decreasing until it reaches steady state.

Another determining factor on the accuracy of the simulated response
was tne use of a Runge-Kutta-Merson method not specifically designed to
solve stiff systems of equations. The large time constant of the settler,
compared with that of the mixer, may require smaller integration step sizes
and therefore dominate the overall speed of solution.

Regarding the reliability of the experimental results, there are inev-
itably errors in the sampling technigue since sampling had to take place
over a very short period of time. Most of the concentration change in the
mixer, for both phases, took place before the first sample was taken due
to the very short residence time. The sampling for tne settler was more
reliable since it was recorded continuously on an electrodeless conductivity
monitor. It served as a check on the mixer's response, as in Fig. 10, where
a minimum in the nitric acid concentration, undetected by the sampling of
the mixer, was recorded for the settler. The analysis of samples was
reliable and so was the overall performance of tne agqueous outlet rotameter.
Fig. 12 shows a typical pattern for the dynamic behaviour of the emulsion
band. The predicted response was faster than the experimental one, but
since the values of k and u were determined empirically, it could be due
to the fitting of theeexperimental observations to the power curve. 1
was not strictly constant tnroughout the length of the settler, diminisﬁing
very slightly with increased distance from the mixed phase port at lower
throughputs. This can be explained in terms of the overall coalescence rate
being faster than tne horizontal component of velocity of the emulsion band.

CONCLUSIONS

The work has shown that a useful dynamic model of a mixer-settler can
be developed based on a prediction of the flow behaviour in the settler.
Tnis approach is superior to those which are based on arbitrary assumptions.
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NOTATTON
51, a., pseudo equilibrium relationship constants
An = ﬁk flow area of the nth flow channel
A base area of settler
Ai total cross sectional area of settler
h holdup in the emulsion band
H holdup in tne mixer
k power curve constant (Eqn. 14)
il height of the aqueous phase in the settler
lz s height of the emulsion band
K mass transfer coefficient from agqueous to solvent phase
Ll aqueous phase flow rate
L aqueous flux from the emulsion band
N number of sections in emulsion band
9] rate of mass transfer
; time
Vl solvent
v solvent flux from the emulsion band
a width of settler
X aqueous concentration
Y organic concentration
] stream function
o power curve index (kEyn. 14)
T residence time

Subscripts and Superscripts

equiliprium
nitric acid
agqueous pnase
section in settler
solvent pnase

8w

Tae contribution <
is gratetfuily acknowledged.

10

feed to tne mixer
component

outlet from the mixer
uranium

of J. Retamales towards the provision of experimental



5. Modelling petrich  80-42

A MODEL FOR THE CO-EXTRACTION KINETICS OF
URANIUM, PLUTONIUM AND NITRIC ACID

G. Petrich
Institut fir Heisse Chemie
Kernforschungszentrum

D-7500 Karlsruhe, W-Germany

ABSTRACT A model is presented for the mass transfer
kinetics of uranium, plutonium and nitric acid in the
system uranyl nitrate-plutonium(IV)nitrate, nitric acid,
sodium nitrate/TBP. The model describes experimental data
previously measured by Finsterwalder /1/ for transfer
from a continuous phase into a rising/falling drop phase
at macro concentrations of U and Pu. It was found that
all data are well fitted by a mass transfer rate which
depends only on the gradient of the equilibrium concen-
tration curve of the transfering species. The nitric acid
extraction rate is additioneally enhanced by the co-
extraction of uranium.

INTRODUCTION

A valuable tool in the design and safety analysis of the Purex process
for the separation and purification of uranium and plutonium from fission
products 1s the computer simulation of the various extractor types employed.

Simulation of the coextraction of uranium, plutonium and nitric acid in
mixer-settlers 1s in a good state, because comparatively long residence times
in the stages and the stagewise cocurrency of the phases allow a more or less
complete chemical equilibrium of the interacting solutes between the phases
to be obtained /2/. Hence, the central problem is a good model of the
distribution equilibria and a practical way to describe non-ideal flow
patterns in the mixer-settler.

This is not true for the simulation of pulsed sieve plate columns. Apart
from the description of hydraulics, a model for the solute transfer kinetics
is needed. A method frequently found in literature to calculate concentration
profiles in pulsed columns is by intersecting the length of the column in a
number of stages and to assume that a HTU-dependent percentage of chemical
equilibrium is reached. This may lead to rather poor results. The reason is
that for all heights within a column, the phase concentrations are far from
chemical equilibrium and that all solutes have different and generally
concentration dependent time constants for transfer between the phases.



Previous attempts to predict transfer time constants for the Purex-
system at macro concentrations of U and Pu from either reaction kinetics at
the phase interface or from transport processes have not yet to our knowledge
led to a model that could be used in computer simulation. We have therefore
tried a more empirical approach to model the kinetics of simultaneous
uranium, plutonium and nitric acid transfer.

The model had to fulfill the following requirements:

R1: Description of experimental data measured by the rising/falling drop
method. Stationary and drop phase are an aqueous and an organic
TBP/kerosine phase resp. or vice versa. UO,(NO,). ranged from O to 0,8 M
aqueous and from O to 0,21 M organic. The %u(Né %h ranged from O to O,1
M aqueous and O to 0,14 M organic. HNO_ ranged érom 0,01 to 3 M aqueous
and from O to 0,32 M organic. TBP concgntrations were 5,10 and 20 weight
percent in dodecane. Additional measurements existed for 3 M NaNO._ in
the aqueous phase. Almost all of the more than 1000 data points hgve
been taken at ambient temperature.

R2: Keeping in mind that the model should be used for the simulation of a
pulsed column its structure should be as simple as possible. The
introduction of hypothetical interface concentrations should be avoided
to minimize core memory and computer time needed for simulation.
Interface concentrations will in addition greatly extend the range of
time constants in the model and thus lead to a stiff system of equations
which is difficult to integrate numerically.

R3: For sufficiently long contact times the model has to produce the correct
equilibrium concentrations as predicted from the distribution model used
in gsiXer-settler simulation. It is not enough to model the initial
transfer rates from the linear part of the mass-transfer versus time
curves.

R4: In the different separation and purification cycles of the Purex process
both aqueous and organic phases are used as the dispersed phase. A
common model for the extraction rates is thus desirable.

R5: Mass transfer rates for U, Pu and HNO, are, like distribution equili-
bria, known not to be constants with Fespect to varying concentrations.
While distribution equilibria are readily measured and are tabulated /3/
and are precisely described in mathematical models, the measurement of
reaction rates encompasses many problems and is very time consuming. If
it is at all possible, it is thus preferable to model the transfer
kinetics solely on the basis of equilibrium relations to allow for
extrapolation.

KINETIC DATA

The experimental conditions under which the experiments have been
conducted are described in detail in /1/. The kinetic data for the forward
and reverse extraction were measured by /1/, by letting initially unloaded
drops rise or fall through the loaded continuous phase. Only 3 runs were
performed for the reverse reaction of HNO, in the rising drop mode. Following
a procedure developed by Nitsch /U4/, drop concentrations were measured for
each run at 4 different column lengths each with 4 different throughputs. To
eliminate mass transfer during drop formation and coalescence the data was
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which is within the error limits of (2).
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Back extraction of uranium in 20 w% TBP into 0,01 n HNO, drop

3

Quite 1n contrast to uranium and plutonium the aqueous to organic nitric
acid transfer as a function of time follows relation (1) only if no or very
little uranium is present. With increasing uranium the rate of HNO
extraction increases considerably, even at aqueous uranium concentrations as
low as 0,008 M. At U-concentrations of more than about 0,01 M the extracted
HNO., overshoots its equilibrium value within the short measuring time of less
than L4 sec and its rate of transfer increases further up to U-concentrations
of at least 0,3 M. At U-concentrations of more than about 0,08 M, the
extracted HNO, reaches a maximum within the measuring time and then decreases
again until i% finally reaches its equilibrium value (data symbols in FIG.

3).

These findings were up to now the main obstacle in setting up a model
based on stoichiometry relations such as quoted above. Instead a term pro-
portional to the rate of uranium transfer had to be added to equ. (1) to
adjust the transfer rate of nitric acid:
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dch/dt =i ABh<Ch,inf - ch) +Xdcu/dt (3)

The subscripts h and u stand for HNO, and U resp. Curves in FIG. 3 are best
fits to equ. (3). While the values ogtained for B by a simultaneous fit of
U and HNO, transfer via equ. (1) and (3) are only insignificantly different
from a so%e fit of U to equ. (1), the values obtained for Bh are somewhat
higher than expected from relation (2).

Using 8, as calculated from (2), values for the proportionality con-
stant A are Herived as shown in FIG. L. Further work is required here since
it is not known whether equ. (3) also holds for the reverse reaction or for
aqueous drops. Furthermore the concentration dependence of A does not meet
requirement RS above.

DISCUSSION

So far, all our results for the mass transfer rates of U, Pu and HNO

3



5. Modelling petrich  80-42

—

—

10

) b
§ 4

i

T T T
001 01 10
U- concentration of continous aqueous phase {(M/l)
FIG. 4

Enhancement factor A for nitric acid transfer from 3 n HNO. into 20 w%
(circles) and 10 w% (diamonds) TBP-drops by the presence o% uranium

are consistent with the use of the equilibrium curve slope as an inter-—
polation variable, at least with transfer into the drop phase. A physical
interpretation of this slope is the sensitivity of one phase to small con-
centration changes in the other phase.

For transfer out of the drop into the continuous phase we have only
3 B-values available for the reverse reaction of HNO_, marked as @ in
FIG. 1. The 3 points fit well in our correlation if we use dc_ /dc as an
abscissa value in FIG. 1 instead of dcor /dca used for the reverseFeaction
data with transfer from the continuous o%ganlg phase 1nto the aqueous drop
phase. This implicates that within the frame of our correlation dec /

.. : cont
dcdrop has to be employed as the rate determining quantity.

Here lies the major source of uncertainty in our procedure since no
further experiments for U and Pu transfer from the drop into the continuous
phase are available from /1/, the basis of our data. A literature search has
had only limited success: although published transfer rates are within the
range of our data, a precise comparison is almost impossible. This is due to
the followlng reasons:

Experimental methods different from the rising/falling drop scheme lead
to transfer rates which depend on experimental conditions such as stirrer
speeds, centrifuge rotation speed or flow rates. In addition, the surface
area per unit volume A 1s not always known and sometimes there are doubts as
to which phase is continuous and which is dispersed. Since we aim at the
numerical simulation of pulsed columns which requires the absolute magnitude
of transfer between continuous and drop phase the published data is of a



rather qualitative nature for our purposes.

Published transfer rates as calculated from rising/falling drop
experiments do not always quote all the variables required for a quanti-
tative comparison with our correlation: metal and nitric acid concentrations
of aqueous and organic phase, TBP-concentration, direction of transfer,
indication which phase is continuous and which is drop phase. In addition
the equilibrium curves are not known to us for all cases.

Farbu et al. /5/ measured forward and reverse reaction rates for
organic drops with a 2,99 M NaNO_ / 0,01 M HNO_. solution as the continuous
aqueous phase and TBP drop conce%trations rang%ng from 0,02 M to 0,4 M.
Uranium was present only in trace amounts. While B at 0,4 M TBP (14 w%)
fits very well in our correlation, the rates at thée lowest TBP-concen-
trations are considerably over-estimated by the correlation. Although the
rates of /5/ for the reverse reaction increase with increasing slope
dca /dco - the change in transfer rates is not pronounced enough to
sig%ificaﬁtly corroborate the choice of dc /dc as an interpolation
variable fe> all modes of uranium mass traﬁg?gr. dFpp

In two recent publications Horner et al. /7,8/ claim that the rate of
aqueous to organic transfer of macro amounts of uranium was the same_,for the
falling drop and the rising drop modes. A value Bu = 763 = 255 x 10 cm/sec
is quoted for the forward reaction from 3,5 M HNO_ into 30 % TBP, averaged
from experiments with a Kenics mixer, a Lewis cel% and rising/falling drop
tests. a graphical presentation of B-values in /7/ not enough information
is given to make a further comparison.

Much of the previous work on transfer rates in the Purex system nas
been conducted with the nature of the transfer process in mind. Both
diffusion and chemistry controlled processes have been deduced as well as
combinations of the two possibilities. This paper cannot solve this problem
but it is hard to conceive that diffusion control should be dominant in
rising/falling drop experiments when the correlation shown in FIG. 1 is
viewed.

CONCLUSION

A model for the mass transfer rates of uranium, plutonium and nitric
acid in the Purex system has been given which

- is consistent with experimental data over wide concentration ranges

= is easy to integrate

- fulfills the equilibrium relations for sufficiently long contact times
- works for aqueous and organic dispersed phases

= depends solely on equilibrium relations.

The last point is not completely satisfied due to the introduction of a
uranium-rate dependent term in the nitric acid transfer rate equation with a
concentration dependent constant of proportionality.

The model requires further validation for mass transfer out of the drop
phase.

While it is not claimed that the present model is the only one which
can be developed to describe the system, it does serve to make computer
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simulation of continuous extractors in the Purex process such as pulsed
columns a practical tool.
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MATHEMATICAL MODELLING AS AN R & D TOOL IN SOLVENT EXTRACTION

S. Wahrmann, J.E. Gai

I.M.I. Institute for Research §
Development.

Haifa, Israel

ABSTRACT

The easy accessibility of computers makes it worthwhile
to revise methods of constructing material balance
flowsheets especially for processes involving the
extraction of significant amounts of more than one
component. The new approach would consist of the careful
planning and execution of a series of partition tests
which would then be subject to computer aided analysis.
The advantages of the new approach are clearly shown

by some simple examples and IMI experience is described
showing how the new approach is rapidly gaining ground.

Research at IMI on solvent extraction, started some 25 years ago, has
resulted in the development and industrial implementation of several novel
processes. These processes related to multicomponent, interacting systems
which defied the mathematical or graphical analysis so readily applicable
to systems in which a single component is transferred.

About five years ago.work started on the first computer simulation of a
steady state model, and since then, computer use for R § D purposes has
been steadily expanded. What follows can be considered as a summary of
our experience with this useful tool, the emphasis being on the approach
and methods used to arrive at material balance flowsheets (configuration,
flowrates, concentrations and number of stages).

Prior to the use of electronic computers, the technique developed at IMI
usually included the following stages

a) In order to overcome the complexity of multicomponent systems, the
"limiting conditions'" concept was developed, according to which
equilibrium conditions in a multistage battery can be obtained by
contacting a small quantity of solvent with a quantity of aqueous
phase large enough so that the resulting transfer would not
materially alter the aqueous phase composition. The results of this
test were then used to calculate a material balance using a number
of simplifying assumption, which established terminal conditions
while disregarding possible internal interactions.



b) Cross-current batch tests in the relevant battery. These results
were used to estimate the number of stages required in the battery.

c) Batchwise experimental simulation of countercurrent operation. At
this point the preceding estimates were confirmed or amended, and
ideally a final material balance was obtained.

d) Continuous countercurrent operation in bench-scale equipment and/or
in a pilot plant.

As already stated, some notable successes were achieved with this
approach, but is has certain limitations, particularly in the later stages.
The results of the cross-current tests are not usually likely to expose
special physico-chemical interactions in the system (e.g. the chloride-
bromide interaction in the IMI MgCl, - MgBr, Process, which gave rise to
rathegr striking results, described in Ref. 1).

Batchwise simulation of countercurrent operation can be a laborious
operation, the number of variations which can be tested is usually limited,
and complete simulation of an integrated flowsheet with more than say,two
batteries is difficult. Continuous operation is always necessary in the
later stages for final flowsheet verification as well as for other purposes
(e.g. long-term effects, testing of equipment, etc.) and it sometimes may
not be amenable to testing of variations. Pilot plant operation will
certainly be prohibitively expensive if the evaluation of all the different
operating parameters is intended rather than verification of the final
process configuration.

Computer simulation can alleviate these limitations, but it requires
adjusting to a different approach which will typically contain the
following sequence of operations

a) Accumulation of a data base derived from a planned set of partition
tests. No hard and fast rules can be given for planning the set
except to note that time devoted to analysis of the system, and to
careful planning and execution, is well spent. The ranges of
concentrations, and of combinations of components, to be tested
should be significantly broader than those to be expected in the
process. This is where temperature effects should be studied,
particularly if the process is expected to be operated at ambient
temperatures with no control of this parameter.

b) Derivation of correlations to represent the distribution data,
including the effects of interaction between the components.
Although correlations are not absolutely essential for modelling
(interpolation methods can be used instead), they are convenient
and save computer time during execution of the program. Very often
they also have the important advantage of providing insight and better
understanding of the chemistry involved. Here, already, the computer
permits easy testing of many forms of regression equations which
previously were wellnigh  impossible to perform. When the form of
the regression equation is not known in advance, it is particularly
convenient to work interactively on a computer, using a language
which employs an interpreter (e.g. BASIC or APL).
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e) Computer simulation for study of parameters and of different
configurations, and for optimization. Ideally, these simulations
should also be coupled to an economic evaluation program so that
also the economic optimum, and not only the technical one, is
obtained, but at IMI we have not yet reached this level of
sophistication. The simulations may sometimes lead to the need for
extending the data base if compositions are predicted which are
outside of the range previously studied.

d) Continuous experimental operation for verification, but this will
now usually be performed only on the optimized flowsheet.

A more or less standard approach to the calculation algorithm has been
adopted at IMI which is similar to that previously described (1) except
that improvements have been introduced in the convergence procedures.

The previously described search procedure is now normally used only to
bring the interations sufficiently close to the solution so that thereafter
convergence can be reliably accelerated by use of more sophisticated
procedures. For programmers working in FORTRAN, we can recommend
subroutines available from HARWELL (2). In particularly difficult cases it
has been found efficient to begin calculations with only one stage per
battery, where convergence is easy, and then add on one stage at a time
until the desired number is reached. After solving for the addition of the
second stage, an extrapolation procedure is used to provide the initial
estimates when the next stage is added on. Since no convergence procedure
is as efficient as are good initial estimates, this procedure sometimes
saves time and effort as well as automatically providing the effects of
number of stages.

In some cases, where complete phase separation is difficult, and where
large concentration changes are involved, provision has also been made
for calculating the effect of entrainment of one phase in the other.
Assuming the degree of entrainment given, insertion into the 'function"
to be solved is easy, requiring only the appropriate material balance
equations. However, depending on the form of the regression equations
developed and on which phase is entrained in the other, the complexity
of the convergence problems can sometimes be doubled.

Implementation of the new approach has been gradual, since it was necessary
to first prove that reliable results could be obtained. The first test
case was the previously reported comparison with pilot plant data for the
IMI MgCl, - MgBr, Process (1). At the time the general attitude to such

a model was one of slight doubt but that it was worth the try. Work was
commenced while the particular variation being considered was still being
developed. In a lighter vein it may be mentioned that someone asked who
would come up first with a satisfactory process, the experimenters or the
computers. The regular process developers won that race because they were
experienced and the modeller was not, but the results of the model were
considered as being more than good enough to pursue the subject.

Courage and persuasive ability are required to request the large budgets
required for full process development on the basis of a series of
partition tests, bypassing the cumbersome procedure of process definition
in the laboratory. However, the demonstrated efficacy and reliability of
the computer model has resulted in an increasing willingness to devote



budgetary resources to peripheral, but vital aspects of process development
at an early stage.

Attention was then focused on the IMI Standard Phosphoric Acid Process (3)
in which IMI has a continuing interest. In this process phosphate rock

is attacked with hydrochloric acid and the phosghoric acid is recovered
from the dissolution liquor (containing HY, ca* , C1-, phosphate and
impurities ) and purified in an integrated, four-battery, solvent extraction
circuit, the solvent being pentanol.

The simulation results were tested by comparison with two plants operating
the process, although with some differences between them in their operating
conditions. Some of the main difficulties experienced in developing this
model was that the correlations were developed from existing data which had
accumulated over the years. These had resulted from process development
work, but had certainly never been planned to serve as a data base. The
result was that four difficulties were encountered: a) The data were
concentrated around the operating concentration profiles and consequently
the data base was not always sufficiently broad. b) The data were not
evenly balanced over the concentration ranges studied so that uneven weight
was sometimes given to different portions of the regression equations.

c) Because of different sources of information, different operating
conditions, etc., the data were not always consistent and the first
correlations derived did not (and could not) have the desired accuracy of
fit. d) The data available were not always complete, since one or more
components were often not analysed. In addition, some ambiguity exists since
chemical analysis expresses components as ionic concentration, while
material balance requires allocation of ionic species to compounds and
analysis of minor components is often required in order to achieve a correct
allocation of a key major component.

The former three problems were solved as best as possible by selection of
the data to give consistent and balanced sets. Despite these difficulties,
a sufficiently quantitative model was developed and gave good agreement
with the results of one of the plants. The model was used to test
suggested improvements which were afterwards implemented. In the case of
the second plant agreement was not quite 'so good and it was concluded that
equilibrium was not being attained in the mixers, a fact which was
afterwards substantiated by plant personnel. This indicates the additional
use of steady state models for troubleshooting purposes.

The effort expended on this model found its most fruitful rewards in
connection with a third plant now being constructed, in two different
directions. One of them was in the determination of an optimum material
balance for the particular dissolution liquor expected. As an example of
the agreement obtained between calculated results (performed first) and
a continuous bench scale run is shown. The sequence of operation was as
follows

a) "Limiting conditions" test and flowsheet calculation

b) Parametric study using the computer process model

c) Continuous pilot plant verification
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The results are illustrated below :
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Flowsheet Alcohols HC1 per Extract Composition Residual

per 100 P,0g 100 P05 P705 HC1 P205g

in
raffinate

Calculated 1258 117 55 49
Simulated
Optimum 1242 94 55 37 2.9
Continuous
Operating 1436 82 51 32 2.3
Data

It should be mentioned that for operating reasons the bench unit was run
with more solvent and less HCl resulting in the same residual. Obviously
this resulted in a more diluted extract.

The other reward was experienced during training of the senior technical
personnel of the plant (for whom this project constituted their first
encounter with a solvent extraction process). The use of the model played
an important part in the training program and greatly facilitated
understanding the complexity of the various interactions involved. The
best proof of the appreciation of the model is the fact that the client
wishes to have the model available during the commisioning period .

With increasing confidence in the method, it has been implemented for other
processes to a greater or lesser extent along the lines indicated above,
sometimes more so and sometimes less so. It is not superfluous to add that
even with computer assistance, there is no substitute for ingenuity and
basic understanding of a process in order to decide which combinations to
test. Intuition is also useful but simulations have sometimes revealed
significant differences between intuition and fact which might have taken
much longer to discover by the other approach.

An example of a case where intuition was proved wrong was in a process
for recovering a particular component, designated here as A, from a
multicomponent aqueous feedstock. The solvent utilized was capable of
extracting two components, A and B, initially present in the feedstock.

The initial concentration of A was significantly lower than that of B,

but selectivity ratios were in the range of 7 to 17 in favour of the
former. Both the total loading of extracted solutes in the solvent,

and the selectivity toward A, increased with increasing total solute
concentration in the aqueous phase. From preliminary partition tests it

was concluded that a simple three-battery flowsheet would suffice (see fig.
1). The three important performance criteria of the process were the degree
of recovery (minimum 70%), the purity (minimum ratio of A/B being 30/1),
and the concentration of the product.

Intuitively it was expected that optimum performance should be obtained
with the smallest ratio of solvent to aqueous feed which would satisfy
the minimum requirements of recovery and purity. Since the total



concentration of solutes (expressed in equivalents) drops continuously

in the scrubbing battery, in the direction of the solvent flow , it is
natural to expect that the minimum ratio would provide maximum concentration
of product. At the minimum ratio it was established that a 5 - 4 - 6
(extraction - scrubbing - stripping) stage combination was necessary.
However, during a parameter study using the computer model, to test the
sensitivity of operation to flow ratios, it was discovered that a 50%
increase in solvent flowrate (compared to the minimum possible) would
provide a purer product and/or a more concentrated one, with two stage less,
i.e. with a 4 - 4 - 5 stage combination. Although perhaps not immediately
obvious, the explanation turns out to be relatively simple.

:’ T T 777 TRecycled Solvent T T T a
} |
L 3l SEE ———— .-.d Water
-— Extraction Scrubbing Stripping
Raffinate
v
Aqueous feed Product
Fig. 1: Schematic Flowsheet for Recovery of A from a Multicomponent feed

It is quite evident that increasing the solvent flowrate tends to increase
the recovery, at the expense of obtaining a more dilute extract. Instead

of increasing the recovery, one stage of the stripping battery is eliminated,
using a slightly lower water to solvent ratio. One effect is that the
recycled solvent is returned to extraction with a higher residual A content,
and another is to obtain A in the aqueous phase exiting from stripping

at a slightly higher concentration than would be obtained for more complete
stripping. Equally important is that a larger percentage of this latter
aqueous phase is refluxed to the scrubbing battery because, despite the
slight decrease in wash water to solvent ratio, the ratio of wash water

to feedstock has increased, while the absolute quantity of the product does
not change much. The increased reflux ratio improves the performance of the
scrubbing battery, gives a purer product, and the overall coaperative

effect of increased internal A recycles also yields a more concentrated
product.

Although everything appears perfectly logical after seeing the results, it
is unlikely that they would have been otherwise forecast, whereas to reach
them experimentally would probably have required a fortuitous error.
Testing of the sensitivity to flow ratios also indicated that results would
be quite sensitive to the reflux ratio and appropriate conclusions were
reached concerning how this parameter should be controlled.

It takes quite some courage, and also persuasive ability to go from a series
of partition tests to a relatively large continuous unit via calculations
only. 1In practice , we still do not always do it that way, partly because
of lack of conviction on the part of the process developers but also
because of the needs associated with the other aspects of developing a
process. However, the new approach is steadily gaining ground.
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THE USE OF LETAGROP COMPUTER PROGRAM FOR THE ANALYSIS OF
SOLVENT EXTRACTION DATA.
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THE LETAGROP VERSION FOR ANALYSIS OF LIQUID-LIQUID
DISTRIBUTION DATA, CALLED DISTR, IS DISCUSSED AND ITS
APPLICATION TO SEVERAL TYPES OF DISTRIBUTION DATA GIVEN.
THE DISTR PROGRAM CAN BE USED TO TREAT A FOUR-COMPONENT
SYSTEM CONTAINING SPECIES OF THE FORM AquCrLg.

BOTH SOLVENT EXTRACTION AND TWO-PHASES TITRATIOHN DATA
CAN BE USED.

“otvent oxtiroct nr has been established as an effective and valuable
technique for the study of chemical equilibria in both aqueous and organic
phases. From liquid-liquid distribution data one can draw conclusions on
the chemical species formed in the two-phase system and calculate the.
equilibrium constant for the formation of these species. Graphical analysis
of extraction data, e.g. slope analysis, can effectively be used for the
determination of the main species formed. However, graphical methods are
less applicable for making detailed analysis in more complicated systems,
e.g. in a four component system where several species may be formed in the
same extent. The use of a high-speed computer as a supplement to graphical
methods has been shown to be a valuable method for the detailed analysis of
chemical equilibrium data. Computer analysis of data enables us in an
objective way to determine the model which out of different possible models
gives the best description to the chemical system studied. The LETAGROP
program developed by Sillén and coworkers(1) is a powerful computer program
for the analysis of chemical equilibrium data. The program has successfully
been applied for the analysis of chemical equilibrium data, such as potentio-
metric titration(2), calorimetric(3), osmometric(l4), NMR(S5) and liquid-
liquid distribution data(6). LETAGROP is a general minimizing program which
consists of a main part common to all types of problem and a special part
(PUTS, UBBE) which is specific for the type of data to be treated. The use
of LETAGROP for treatment of a specific type of problem thus only requires
the definition of the problem in the speciel part of the program, e.g. in
which form the data are to be given and the type of error-square sum to be
minimized.

In the LETAGROP program the error-square sum U which is minimized is



generally defined by (1):

a (1)

B= ? wi(ycalc " Yexp
In (1) Np represents the number of experimental points, w. a weight factor,
Yexp @ known measured quantity, e.g. the measured EMF of “a cell in a
potentlometrlc titration or the distribution ratio D in solvent extraction,
and y.gjc 1s a quantity which may be calculated from a derived functional
relationship yog1e = f(kj, aJ), i=1,2,... M3 =1,2,... N, where k; is a
set of constants, e.g. equlllbrlum constants, and a: are quantities known
or derivable from the primary experimental data, e.g. total concentration
of the reaction components. The LETAGROP version for liquid-liquid distribu-
tion data is called DISTR(6), which has successfully been applied to the
treatment of several solvent extraction systems (7-18). The program can be
used to treat a four-component system containing species of the form
ApBqCypLg, where usually A = H*, B the component for which the distribution
between the two phases is studied, while C and L represent ligands which
may form complexes with e.g. A or B. With this LETAGROP-DISTR program the
computer is ordered to calculate the set of values of the constant
K1, Ko, ....K, for the formation of the spec1es ApB CrLg in the aqueous
phase and in the organic phase which minimize e.g. the error-square sum

Np

U= ? (1ogDcalc = logDeXp)e. Recently the DISTR program has been extended
and can now be used to treat two-phase potentiometric titration data(19).
The description of the DISTR program has been given elsewhere(6,19) and in
the following discussion the reader is referred to these publications for
more detailed informations. The present paper aims primarily to discuss the
application of DISTR-program on different types of liquid-liquid distribu-
tion data.

SOME CONCEPTS AND SYMBOLS IN THE LETAGROP-DISTR PROGRAM

Input data: In the LETAGROP calculations the input data consist of
three parts. The first part is a general information of procedures for the
computer which are specific for the type of the computer, e.g. time limit
of calculation, number of lines to be printed, required memory.space of com-—
puter, customer's account number, specification that DISTR is to be made
available for use etc. This part is different from one machine to the other
but the user will usually be assisted by the operator of the machine or by
the operation manuals. The second part of input data consists of instructions
to the computer to select the required type of program in DISTR which accept
a given set of primary data. This is effected using the control number
Rurik = 9, followed by a number indicating the type of primary data set
available. The instruction 9, 2, on a card, e.g., implies that the set of
primary data available for the analysis is loga, Btot, Ctot, Ltot, Ig, Iq,
i.e. log[H*], total concentration of the component B, C and L, the number
of counts of B in the aqueous phase per time unit and volume unit (=Ig),
and the number of counts of B in the organic phase (=I1). The set of data
which follow are preceded by the control number Rurik = 6 with the necessary
information regarding the data, e.g. number of seriesof data (=Ns), number
of constants common to all points (Nag), number of constants common to each
seriec of data (=Nas), specification of these constants agi, agp ... agy and
asq, asp ... asy. The third part consists of instructions on what chemical
model is to be assumed and how the analysis is to be performed. This "day
order" will vary in the search of the best model for the system. An example
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of day order is given in ref.(6), Table 2 and the following numerical
illustrations. Several types of day order will be discussed in this paper.

Control numbers Rurik: The LETAGROP program is run by means of a set of
control numbers called Rurik, which may have the values 1, 2, ... 20. A
given value of Rurik corresponds to a specified instruction in the program
(cf. Ref.1). In the present form of DISTR program Rurik = 19 and 20 are not
available, since no group parameters ks are given.

Reaction components: Three or four reaction components A, B, C, and L
may be used in DISTR to build a given chemical system by assuming the
formation of complexes A B C,Lg in the aqueous and organic phases. A given
complex is characterized by the set of numbers(p,q,r,s,0) or (p,q,r,s,1),
in which the last number O or 1 indicates whether the complex is formed in
the aqueous phase or in the organic phase. The formation constant of a given
complex AquCrLs corresponds to the equilibrium constant for reaction (2):

PA + gB'+ rC + s 2 AquCrLs (2)

= -p -q -r -s
K = [AquCrLt][A] (B] * [c] "[L] (3)

The status of the chosen reaction components, i.e. whether in the aqueous or
in the organic phase,is given by ascribing a value of 1 for the formation
constant and the set of numbers for species identification, e.g. fo.r B = Zn
(aq):(0,1,0,0,0), which means p=0, g=1, r=0, s=0 and fas(=phase)=0 (=aqueous
phase), and for ¢ = HDEHP (org): (0,0,1,0,1). In the program A usually re-
presents H*¥(aq) and need not be identified in the same way as for other re-
action components. The coefficients p,q,r, and s may assume both positive
and negative values, e.g. Zn(OH)%(aq) is identified by (-1,1,0,0,0),(p=-1,
q=1, r=0, s=0 and fas=0) with the formation according to (L)

2+

za°*(aq) + H,0 + 2n(0H) (aq) + H'(aq)  (4)

Types of primary data: The type of primary data is identified in the program
by the control number, Rurik =9, typ, in which typ may have values 1,2,3,k,
5,6,7,8. The following types of distribution data may be used:

Typ loga B . C. . L. I, I, Dexp V(o/A) A Iexp
1 x X x X x (x)

2 x x x x x x (x)

3 X X X b'e X

I X X X x x x

5 x PYe X X x PYe (x)

6 x PYe X x PYe PYe x (x)

T X b'e b'¢ b'¢ p4

8 X X x ple x ple

The cross-marked quantities are the primary data given as ap, i.e. the data
are given for each point. The correction factor A may be used if the distri-
bution ratio D must be corrected due to different absorption (in B counting)
or quenching (in liquid scintillation counting) in the two liquid phases.
In the program, we may choose A as ap quantity or as ag, i.e. a constant
common to all points. Iy, Iy = radioactivity of a tracer isotopeof the reac-
tion component B in e.g. cpm/volume unit. Instead of radioactivity we may of
course use concentration units for Ip and Iy, e.g. if B is analyzed by a



titration or atomic absorption spectroscopic method. V(O/A)= phase ratio
organic/aqueous, Iexp = proton excess over chosen levels. loga =log[H+];
Btot» Ctot’ tqt = initial total concentration referred to the aqueous phase,
€.8. Biot = 7V Q? where Ng is total moles of B and V,, represents the
volume of the aqueous phase. Usually loga is log[H+] but may also represent
other ionic species, e.g. Cl , with known free concentration.

Types of error-square sum minimized: In the program the choice of the
error-square sum U to be minimized is effected using the control number
Rurik = 18, val, where val can.have the values 1, 2 or 3. In the day order
if there is no specific requirement of the error-square sum to be minimized
is given,using the above Rurik = 18, val is automatically ascribed the value
of 1 and the error-square sum correspondlng to it is minimized. The follow1ng

types of error-square sum may be minimized for different values of typ, l.e.
type of primary data.

Error-square sum minimized, U

val typ=1-6 typ = 7,8
1 Np 5 Np 5
f (10gDe g1 c~108De yp) ? (logI . q.~lo8T, )
2 N -1 N
: i L (1 1 -)®
1 exp calc 1 exp calc
3 Np Np
—i 2 -1 2
X (Dcachexp 1) (Icachexp 1)

D is distribution ratioy; I proton excess and Np number of points. In the

program DCalc and I,,q, correspond to Dp,,. and Ipg,.-.

In the present form of DISTR program the weight-factor w = 1, i.e. we
assume that the experiment has been carried out in such a way as to give
data of comparable accuracy. This assumption seems in most cases to be
Justifiable since minimizing different types of error—-square sum given above,
which implies giving other weight-factors to the data, is found to give the
same result of calculations (cf. Ref. 12-15).

Calculation of D or I : During the calculations D.g;. or I

calc calc calc
(typ = 7 or 8) must be evaluated for each point from given values of primary
data and equilibrium constants B;. From the mass balance equations for B, C,
L, the values of log a and the set of equilibrium constants B for the

formation of the species (Ap Bq Cp;Lg ) in the aqueous and organic phase,

for i=1 to Nk(=number of complexes), we can calculate [B], [C], [L}
Deale (or Iogy1e) (ef. Ref. 6, 19).

COMMENTS ON THE USE OF LETAGROP

The availability of a computer program for data analysis, such as
LETAGROP, implies a powerful tool in chemical equilibrium analysis. The
obvious advantage of data treatment using high-speed computers is the
possibility to make an objective comparison of the different reasonable
chemical models which may fit the experimental data. Usually this type of
model searching can be carried out effectively in a minimum of time with



5. Modelling HayLiem 80-142

the LETAGROP program. For a successful use of LETAGROP, however, some re-
quirements have to be met. First of all the quality of the data to be
treated is of fundamental value. Both the accuracy and the relevance of the
data are important for finding the correct chemical model of the system.
These points are of course also valid for graphical analysis of data. To be
able to determine the equilibrium constant within reasonable accuracy of a
given complex requires the availability of data in the range where the
species of interest are formed in measurable quantity. Neglect of this plain
principle will give rise to problems and cost computer time. Another
point of interest is that one has to check whether there are any data pre-
sent with unaccountable big errorscompared with the rest of the data, either
caused by real experimental error or other errors.The presence of

these "bad" data may spoil the whole analysis since the U value will now
mainly be determined by the error-square sum of these points, and a change
of chemical model will usually be of no effect in decreasing the value of
Upin- Errors of data of this type may easily be detected if the computer
analysis is preceded by a graphical analysis of the data whenever this is
possible. The additional use of graphical analysis is also valuable in the
search of the main species which are predominant in the system studied

(cf. Ref. 13,16). Finally the proper use of day order is of great importance
e.g. the order of the data to be included in the analysis, using Rurik=11,
or which equilibrium constants are to be varied. This type of skill usually
can be mastered by the average chemist after a short period of practice.

CASE STUDIES

The LETAGROP-DISTR program has been applied to the analysis of several
solvent extraction systems. A brief description of some of these cases will
be given below. The reader is referred to the references for a more detailed
information.

1. Chemical system: Dibutylphosphate (HDBP)-tributylphosphate(TBP)-hexane/
0.10 M H,S0) (cf. Ref. 7)

Primary data:

loga = log[H'] = -0.923 was kept constant during the experiment. The
value was calculated assuming K, = [H+][SOu2_]/[HSOh_] = 2.89l+x10_2 M.

Btot = [HDBP], . was varied during the experiment and given for each
point;

Ctot = [TBP]tot was varied in some sets and kept constant in other sets
of experiment and given for each point;

I (=I.,) and I (=I ) = B-activity of P-32 labelled HDBP in the aqueous
0 aqg’ 1 org .

and organic phase 1n cpm for equal volumes of samples and given for each

point. The phase ratio V(0/A)=1 was kept constant and given for each se-

rie of data (asq = 1). The correction factor A(=ag1) was assumed to be

constant.

Description of the system: We assume the formation of the species (H'V)
(HA) (C)r in both Phases (HA=HDBP; C=TBP). The different HDBP-TBP specles
found to give the "best" description to the system, i.e. the lowest

Upin » may be represented as (p,q,r,fas), where fas=0 for aqueous and
fas=1 for organic phase: HA(aq)=(0,1,0,0), A~ (aq)=(-1,1,0,0), HA(org)=

0,1,0,1), HoAs(org)=(6,2,0,1), HAC(org)=(0,1,1,1), HACs(org)=(0,1,2,1),

HpAxC(org)=(0,2,1,1), H,A,(org)=(0,4,0,1).

The data consist of a 3 component system and may be analyzed using
typ=1. The main species HA(agq), A™(aq), HA(org), HoAs(org) and HAC(org)
found from graphical analysis were used as a starting model.



s

Chemical system: U(VI)-0.10 M H5S0),/HDBP-TOPO-hexane (cf. Ref. 8)

Primary data:

loga = log[H'] = -0.923 was kept constant during the experiment.

Btot = [U(VI)]ioy ® 9x10~0 M was practically constant during the experi-
ment and given for each point. Formation of only mononuclear U(VI) species
were assumed.

Ctot = [HDBP],, i was varied during the experiment and given for each point.
Liot = [TOPO]tot was given for each point.

IO( and I = a-activity of U-233 in the aqueous and organic
phases in cpm %or equal volumes of samples are glven for each p01nt

The phase ratio V(0/A)=1 was kept constant and given for each serie of
data.

Description of the system: The system is described by the reaction com-

ponents HY, U0%+(aq), HDBP(=HA) (aq) and TOPO(=L)(org) and the formation
of the species H+)p(U022+)q(HA)r(L)S in the two phases.

The following HDBD—TOPO species are known from previous studies (cf.Ref.T)
(HY) (U022+) (HA) = (p,0,r,s,fas), where fas=0 for aqueous and 1
for organlc ghase HA aq? (0,0,1,0,0), A=(aq)=(-1,0,1,0,0), HA(org)=(0
0,1,0,1), Hoho(org)=(0,0,2,0,1), HhAh(org) (0,0,4,0,1), HAL(org)=(0,0,1,

1 1), H Agu org)=(0,0,2,1 1) The analysis of the data shows that the
"best" descrlptlon of the chemical system is given by assuming the form-
ation of the following U(VI)-HDBP-TOPO species:

UO2A2( )olorg)=(-2,1,4,0,1), U0 A L(org)=(-2,1,2,1,1), UOyApLy(org)=
(-2,152,2,1), UOQSOhu\org) (0 1,0,1,1). The system can be described by
four components and the data analyzed using DISTR typ=2.

Chemical system: Hf(IV)-1 M HSO)/HDEHP-TOA-toluene (cf. Ref. 11)

Primary data: log a = log[H+] = 0.0319 was kept constant and given to

each point; Btot=[Hf(IV)]tot < 0.723x10"T M was given for each point,
and the formation of only mononuclear Hf(IV) species were assumed.

Ciot = [HDEHP]tot was varied and given for each point.
Liot = [TOA]tot was varied and given for each point.

IO( ) and I ( Iorg) = y-activity of Hf-181, 175 in the aqueous and
organlg phase, cpm for equal volumes of samples, and given for each point.
The phase ratio V(O/A) = 1 was kept constant and given for each serie of
data.

Description of the system: The chemical system is described using the

reaction components H¥(aq), Hf%*(aq), HDEHP(=HA)(ag), TOA (=L)(org)

and assuming the formation of the species (H%)_(Hf**) (HA),(L)g in the
two phases. The equilibrium constant for the fgrmation of HDEHP-TOA
species in 1.0 M H5S0) /toluene two phases system has been determined
previously.(cf. Ref.9 ). The best model to describe the chemical system
is by assuming the formation of the following species (p,q,r,s, fas)
HA(aq)=(0,0,1,0,0), A~(aq)=(-1,0,1,0,0), HoAs(aq)=(0,0,2,0,0), H2A org)=
(0,0,2,0,1), HA(org)=(0,0,1,0,1), (LH)(HSOh)%org) (2 0, o 1 1) ? »S0),
(org)=(2,0,0,2,1), HfA)(HA)(org)=(-4,1,5,0,1), HfAu HA)»(org)= h 1, 6 ,0,
1), (LH)ZHf(SOh) (org)=(2,1,0,2,1), (LH)QHf(SOu ohs( org% =(0,1, 2 B 13. The
data may be analyzed by DISTR typ=2, since the system can be described
by four reaction components. The value of [HSOu ] may be assumed to be
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constant throughout the experiment.

4., Chemical system: MeHg(II) distribution between o-xylene/1.0 M (Na,H)
(. NO3, PO),) (cf. Ref. 13)

Primary data:

loga = log[H*]= was varied and given for each point.
Biot =[MeHg(II)]tOt was varied and given for each point.

e = [Cl—]tot was kept constant and given for each point.
Lot = [P(V)]+ot was varied and given for each point.

IO( and I (=1 = y-activity of MeHg-203 in the aqueous and

Tor
organlg phase, cpm f%r equal volumes of samples, and given for each point.
The phase ratio V(0O/A) = 1 was kept constant and given for each serie
of data.

Description of the system: The chemical system may be described by
using as reaction components Ht(aq), MeHgt(aq), C17(aq) and H2P0h_(aq) and
assuming the formation of the species (HY) (MeHg+)q(Cl ) (H2P01 )s in the
two-phase system. In a previous work (cf. Ref. 12) “the equlllbrlum constants
for the formation of the species MeHgCl(aq) and MeHgCl(org) have been de-
termined. Computer analysis of the data indicates that the data may satis-
factorily be described by assuming the formation of the following species
with equilibrium constants given in Ref. 13:

MeHg*(aq)=(0,1,0,0,0), MeHgCl(aq)=(0,1,1,0,0), MeHgCl(org)=(0,1,1,0,1),
MeHgOH(aq)=(-1,1,0,0,0), MeHgHPOu-(aq)=(—1,1,0,1,0). We have a four component
system and the data may be analyzed using typ=2. Minimizing the error-square
sum U using val = 1,2 or 3 gave practically the same values for the
equilibrium constants. From graphical analysis the formation of MeHgOH and
MelighHPO) ~ were indicated, but the use of computer analysis has made it
possible to show that the model found seems to be the best out of other
chemical models tried.

5. Chemical system: 3-nitrophencl-CH,Cl /Tetrabutylammoniumsulphate
Two-phases titration with NaOH solution (cf. Ref. 20).

Primary data:

loga = log[H'] = was varied during the experiment and given for each point;

Biot = [TBA*](ot Was given for each point; (TBA*=tetrabutylammonium ions)

Ciot = [HX]i,t was given for each point (HX=3-nitrcph2nol).
L = [HX] tot - [oH™ ] tot» proton excess over Hy0, ¥~ and TBAY as zero
levels. I and the phase ratio V(0/A) were given for each point.

exp

Description of the system: The two-phase potentiometric titration was
carried out by starting with given values of Btot(-[TBA ] ) and Ctot(=
[HX]{,t), phase ratio V(O/A). Known volumes of standard Na8ﬁ solution are
added to the two-phase system and the pH of the aqueous solution determined
potentiometrically. The chemical system may be described by assuming the
reactlon components H*(aq), TBA*(aq), X (ag) and the formation of the species
(8*)_(TBAY) (X~ ), in both phases. In a previous experiment the equilibrium
constant for the formation of HX(aq) and HX(org) have been determined by
two-phase titration with B;4=0. In the LETAGROP calculation the values of
their equilibrium constant may thus be kept constant. We assumed the
following species to be formed in the two-phase system:




HX(aq)=(1,0,1,0), X (aq)=(0,0,1,0), HX(org)=(1,0,1,1), TBA*(aq)=(0,1,0,0),
TBAX(org)=(0,1,1,1), TBAX(HX)(org)=(1,1,2,1) and TBAX(HX),(org)=(2,1,3,1).
10
Minimizing the error-square sum U = g (log(Icalc/Iexp))g, the lowest

1

U in=0-039, o(y)=0.018, was found assuming the formation of TBAX(org) and
TBAX(HX) (org). The value of U may be compared with the values found for
other models: Model(U,; ,o(y)): TBAX(3.426,0.506); TBAX(HX)(0.078,0.093);
TBAX+TBAX(HX), (0.070, 0.093); TBAX(HX) + TBAX(HX)2(0.308,—), TBAX +
TBAX(HX) + TBAX(HX), (0.0775, 0.033).

Out of the different models tried, the "best" model to describe the
chemical system is the assumption of the following species with the equili-
brium constants:

+ log K
H + X (aq) Z HX(aq) +8.25
A X (aq) Z HX(org) 9.05
TBA' (aq) + X (aq) # TBAX(org) 2.03%0.25(30)

u*t + ™8a*(aq) + 2X (aq) 2 TBAX(HX)(org) 15.59(log(K+30) = 15.90)

6. In Table 1 the results found from an analysis by the LETAGROP-DISTR
program and those by graphical methods are compared for some solvent ex-—
traction systems. The results show us that the conclusions found from
graphical analysis usually agree with the computer anal-3is regarding the
main species, but may differ substantially in the detailed analysis of the
other species.

We may conclude from the given illustrations that the DISTR program
is a valuable tool for the analysis of liquid-liquid distribution data.
Effective use of the program requires good quality of data and chemical
understanding of the problem.
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Table 1. Equilibrium constant logB for the formation of extractable species in various two-phase systems.

a
Two—phase system Equilibrium reaction Letagrop Graphical Ref.
analysis analysis
Eu(III)-0.1 M HNOs/HDBP—hexane EwSt + 6EA(aq) 2 EuA3(HA53 3n" 10.65+0.15 10.66 21429
Am(III)-0.1 M HNO,/HDBP-CCl, Am3* + 6HA(aq) # AmA3ZHA§3 3at 12.19+0.08 12.33 -
Eu(II1)-0.10 M HNO/HDBP- Eu3* + 6HA(aq) * EuA3(HA)3 3E" B=0,max.10.bL 11,94 M
isopropylether
3+ ———— +
Eu” + SHA(aqg) % EuAB,LHAl2 3H 8.83+0.10 -
) L+ _
Th(IV)-1 M (Na,H)C10) /EDBP~ Th' + C10), + SHA(aq) + 2
PGl * ThC10,A,(HA), + 3K'
Th(IV)-1 M (Na,H)NO3/HDBP-hexol Thi* + 4NO3 < TH(WO3)), -2.03+0.08 -2.0 -
Thh+ + 3No§ + HA(aq)<>ThZN03)3A'+ 3T 2.01,max.2.29 -
Thh+ + 2No§ + 2HA(aq) = ThZNo37;A2+2H* 6.09+0.22 6.6
¥t + NO3 + 4HA(aq)*THNOZAS(HA) + 36T 12.96+0.07  13.k4
a - ¥p 2
Minimizing the error-square sum U = I (logDugie ~ logDexp) . The limits given correspond approximately to
1

log(B + 30(B)) and if o(B) > 0.2, the maximum value log(B + 30(B)) is given.
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ABSTRACT

A statistical modelling study of the kinetics of
copper extraction in the system LIX 64N, Escaid 100/cop-
per sulphate, sulphuric acid, has shown that the kinetics
are quite complex and can involve both chemical reaction
and mass transfer. The rate determining chemical step
appears to incorporate dimerised LIX 65N molecules with
the possible formation of intermediate copper-extractant
complexes.

The confidence intervals for the estimates of the
parameters in the rate expression suggest that the fitted
model cannot be considered as the only and ultimate
representation of the kinetic data. There are indica-
tions that a number of competing reactions are occurring
and that these reactions are dependent on the relative
abundance of the different complex species which are
present especially in the organic phase.

INTRODUCTION

No agreement exists among researchers in the field of solvent extraction
regarding the kinetics and the mechanism of copper extraction by hydroxy-
oximes. This is particularly true for the copper(II)-LIX 64N system, which
has been the subject of extensive investigation. Thus, despite the wide-
spread application of LIX 64N in commercial operations, controversy in the
elucidation of the kinetics and mechanism of the extraction of copper by
this extractant continues.

This situation arises for two main reasons. First, difficulties exist
in making direct comparison of published experimental data because of the
variety of techniques and apparatus used in the measurement of reaction
rates. Such techniques include: (1) agitation experiments carried out
either by simple shake-out tests or by means of the AKUFVE apparatusl_“;

(2) mass transfer experiments characterised by a quiescent interface without
stirring in the bulk of the phases, such as with the single drop technique
5-7. and (3) stirred mass transfer cell experiments, involving the use of
apparatus such as the Lewis Cel118-10 yhich attempt to maintain a known and

measurable interfacial area.

Secondly, the systems selected for the study and evaluation of the
kinetics of copper extraction have been different for each investigation.
Studies of the kinetics of cogper extraction by LIX 64N from both acidic
sulphate”_l‘+ and nitratel®;16 solutions have been reported. In addition,
differences can be expected to arise as a result of the choice of diluent,



which has been shown to exert an effect upon the rate of the reactionl”.

The data generated from the application of the aforementioned techniques
are often inconclusive, or even contradictory, in elucidating the physical
processes or chemical steps which determine the rate of copper extraction.
However, each of these techniques offers advantages in the evaluation of
specific aspects of the reaction mechanism.

Despite the apparent complexity of the mechanism of copper extraction
by hydroxyoximesls, the existing data on the kinetics of the copper-LIX 64N
system indicate that the rate of copper extraction may be limited by: (1)
the rate of the chemical reaction, thought to take place either at the
aqueous/organic interfacell,lz,ls, or in an aqueous reaction zone adjacent
to the interfacel!?,20; (2) mass transfer in the organic phase, possibly
involving the diffusion of the copper-LIX 65N complex away from the inter-
facial zonele; and (3) mass transfer with chemical reaction!*. 1In a given
situation, and depending upon the choice of experimental conditions, any one

of these processes may be rate-controlling.

In view of the apparent complexity of the copper(II)-LIX 64N extraction
process and the shortcomings of the experimental procedures employed to date
especially vis-a-vis the process as carried out in industrial practice, it
was considered worthwhile to study the kinetics of extraction using a sta-
tistical modelling approach. This approach incorporated an incomplete
three-level factorial experimental design and was based on simple shake
flask extractions. The results of this study form the basis of the present
paper.

EXPERIMENTAL

A stock solution comprising 15% by volume LIX 64N (General Mills Inc.,
Lot No. 5G19275) in Escaid 100 was prepared and purified by contact with an

aqueous phase containing 5 g dm~3 copper, followed by stripping with 107 by
volume sulphuric acid, and distilled water washing to remove residual acid

and any remaining water-soluble impurities?!. The concentration of active
oxime in this purified solution, the anti-isomer of LIX 65N, was determined
by Barkley's method?? which consisted of the potentiometric titration of
the solution with 0.I1M tetrabutylammonium hydroxide. Typical analyses of
15%Z by volume LIX 64N gave a concentration of 0.17M LIX 65N anti-isomer.

Reagent-grade copper sulphate was used in the preparation of a stock
solution containing 15 g dm™3 copper. 1Its copper concentration was confirmed
by atomic absorption spectrophotometry. Reagent-grade sulphuric acid was
added to aqueous phase solutions as required. The concentration of reagent-
grade sulphuric acid was determined by dilution and titration with standard-
ised sodium hydroxide solution.

Copper extraction rates were derived by contacting equal volumes of
aqueous and organic solutions of known compositions at 22°C. Intense
mechanical agitation was provided in separatory funnels. The aqueous
raffinate from each test was analysed for copper by atomic absorption spec-
trophotometry. The rate of the reaction was estimated from each analysis.

RESULTS
To explore the full region of operating conditions as efficiently as

possible, 27 experiments were carried out using an incomplete three-level
factorial design23. The results are shown in Table 1.
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TABLE 1

RATES OF COPPER EXTRACTION FROM SULPHURIC ACID
__SOLUTIONS BY LIX 64N IN ESCAID 100 DILUENT

Xy X2 X3 ] Xy : Calculated Tcalcula[ed
Copper Rate of
Run LIX 65N Copper Hp80y Reaction Chelate Copper
No. conen. concn. concn. Time concn. Extraction
(mole 171) | (mole 17}) | (mole 171) | (min.) (mole 1°1) | (mole 17! min™l
1 0.054 0.079 0.102 eSS 0.0069 0.0026_
2 0.162 0.079 0.102 /1853 0.0191 0.0127
3 0.054 0.236 0.102 1 5} 0.0012 0.0008
4 0.162 0.236 0.102 1.5 0.0327 0.0218
) 0.108 0.158 0.051 | 0.5 0.0170 0.8339
6 0.108 0.158 0.153 0.5 0.0074 | 0.0148
f e.108 0.158 0.051 2.8 0.0340 0.0136
8 0.108 0.158 0.153 22! 0.0193 0.0077
9 0.108 0.158 0.102 1.5 0.0207 0.0138
10 0.054 0.158 9.102 0.5 0.0017 0.0034
11 0.162 0.158 0.102 (955 0.0144 0.0288
12 0.054 0.158 0.102 [ 2E5) 0.0138 0.0055
() 0.162 0.158 0.102 2.5 0.0378 0.0148
14 0.108 0.079 0.051 ‘ L 0.020! 0.0134
15 0.108 0.236 0.051 ‘ 1.5 0.0281 0.0187
16 | 0.108 | 0.079 0.153 135 0.0075 0.0050
17 9.108 0.236 0.153 1.5 0.0387 0.0258
18 0.108 0.158 0.102 1.5 0.0203 0.0135
19 0.054 0.158 0.051 1.5 0.0155 0.0103
20 } 0.162 0.158 0.051 145 0.0393 0.0262
21 0.054 0.158 0.153 1.5 0.0092 0.0061
22 0.162 0.158 0.153 i8S 0.0234 0.0156
2! 0.108 0.079 0.102 0LS 0.0066 0.0132
24 0.108 0.236 0.102 0.5 0.0114 0.0228
25 0.108 ‘ 0.079 | 0.102 255! 0.0190 0.0076
26 0.108 0.236 0.102 2.5 0.0285 0.0114
w 0.108 | 0.158 0.102 1.5 0.0156 0.0104

The inittal model

An initial analysis of the results showed that the following kinetic
model could be considered to represent the experimental data.

k; [LIX 65N]3! [cu?t]a2 &k, [CuR,]3%
a ] [Cu“™] +2[U2] o8

r"_’
[H2S04123 [CuRp 13"

where r denotes the reaction rate of the copper extraction and is independ-
ent of interfacial area, k; and ky are reaction rate constants, and the
coefficients aj, i = 1,..., 5, denote the reaction rate dependencies of

the reacting species.

This model was not acceptable since valid estimates of the parameters
in the model could not be obtained by minimising the function

(ri — ry)? (2)

™M B3

where rj denotes the observed reaction rate for experiment i, ;i denotes the
predicted reaction rate for experiment i using model (1) and n denotes the
total number of experiments. The estimation problem using criterion (2)
arises because values of the variable [CuR,], the concentration of copper
chelate, must be treated as known when in fact they are measured and have
associated random errors. In addition, the variance of the reaction rate r
changes as operating conditions change instead of remaining constant as 1is



assumed for ordinary least squares estimation. Violation of these assump-
tions can_have serious effects on the values and precision of the parameter
estimates?®,

Because the measured response variable was in fact A[Cu2+], the change
in aqueous copper concentration, rather than r, model (1) was reformulated
and fitted to the data by minimizing the function

He M3

{A[cu?t]y — A[cu?t]4)? (3)

where the notation is analogous to that in expression (2). The revised
model form and least squares estimates of its parameters are shown in Table
2. Minimisation of expression (3) was carried out using the method of Hooke
and Jeeves2®, 1In each iteration of the estimation process, the model was
solved for values of E[Cu2+] by the method of successive substitution.

TABLE 2
FINAL FORM OF THE KINETIC MODEL
AND LEAST SQUARES ESTIMATES OF ITS PARAMETERS

[LIX 65N]@1 ([cu?*]a2

Afcu?*] = Kkt
[H,50,133  afcu?t)au

+ kot A[cu?t)3s

2+]

where 4[Cu [CuRy], the copper chelate concentration, mole 171

[Cu2+] = initial aqueous cupric ion concentration, mole 17!
[H2S04} = initial aqueous sulphuric acid concentration, mole 17!
[L1X 65N] = initial organic oxime concentration, mole 17!

t = reaction time, min.

Parameter Approximate 95% Confidence
Estimates Standard Error Interval
k; = 0.011 0.016 +0.034
ko = 0.049 0.049 +0.102
a) = 3.50 0.66 +1.38
ap = 1.80 0.43 +0.90
a3 = 1.25 0.14 +0.28
a, = 1.97 0.08 +0.17
ag = 0.56 0.38 +0.79
Residual sum of squares = 5.96 x 107"
Residual mean square = 2.98 x 1075
Standard error = 5.46 x 1073

Adequacy of the final model

The individual residuals from the final model were analysed to reveal
any non-random tendencies, and also to ensure that the assumptions upon
which the least squares estimation is based were not violated.

A plot of each residual against the corresponding predicted change in
aqueous copper concentration (Fig.l), provides no evidence to suggest that
the variance of the residuals is not constant. A time sequence plot of the
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residuals is shown in Fig.2, and provides no indication of any remaining
time trends in the data.
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Residuals vs. predicted change in aqueous copper concentration
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FIG.2

Residuals vs. order of observations

Further analysis of the adequacy of the fitted kinetic model involved
a test for "lack of fit"2®, to check whether or not the residuals can be
explained on the basis of experimental or "pure'" error alone.

The mean square for pure error is the total "within repeats" sum of
squares divided by its associated degrees of freedom. The mean square due
to lack of fit can be obtained by subtracting the pure error sum of squares

from the residual sum of squares and dividing this result by ny - ne.

For
the fitted model, the ratio

Mean square due to lack of fit

3.22 x 107° _
Mean square due to pure error

= 3.95
8.15 x 1076




can be compared with the statistic F(.95, 18, 2) = 19.40. Since ratio
value 3.95 is much smaller than 19.40, there is no apparent lack of fit and
thus no reason to doubt the adequacy of the model. The expression

A[Cu2*] = 1.05 x 10~2 t [LIX 65N]> >0 [cu2*t]t-80

1.25 ) (cu2¥ 197

[H2S0y]

+ 4,89 = 10~2 t [cu2ty 030 4)

is therefore considered to be an adequate representation of the measured
values of the change in aqueous copper concentration. It fits the experi-
mental data with a standard error of 5.46 x 1073 mole 1-1.

Precision of the parameter estimates

The preecision of the least squares parameter estimates of the fitted
model can be expressed in terms of both approximate standard errors and
approximate 957 confidence intervals for each parameter (Table 2). These
values were calculated from an approximate variance-covariance matrix for
the parameter estimates. The fact that the confidence intervals for kj, kj,
and ag enclose zero is indicative of the complexity of the reactions which
are taking place in the copper(II)LIX 64N extraction.

An approximate correlation matrix for the parameter estimates is given
in Table 3. The results suggest that with the exception of parameters, ks
and ag, there is little association between the parameter estimates of model

(4).

TABLE 3

CORRELATION MATRIX FOR THE PARAMETER
ESTIMATES OF THE FITTED MODEL

Parameter

Parameter k) ! k2 a, az ajs ay asg
ki 1.00 -0.61 0.83 0.50 -0.40 -0.42 -0.59
k2 -0.61 1.00 -0.74 -0.39 -0.11 -0.08 0.98
a, 0.83 -0.74 1.00 0.14 -0.15 -0.29 -0.73
a 0.50 -0.39 0.14 1.00 -0.02 0.11 -0.41
as -0.40 -0.11 -0.15 -0.02 1.00 0.02 -0.13
ay -0.42 -0.08 -0.29 0.11 0.02 1.00 -0.07
as -0.59 0.98 -0.73 -0.41 -0.13 -0.07 1.00

DISCUSSION

Complex kinetics, involving both chemical reaction and mass transfer,
are indicated by the fitted model (4) for the system LIX 64N, Escaid
100/copper sulphate, sulphuric acid in the range of oxime concentrations
investigated (5 to 15% by volume LIX 64N). The reaction rate dependencies
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are particularly significant not only in the case of the concentration of
the active B-hydroxyoxime in LIX 64N, but also in the case of the extracted
complex concentration. It should be noted, however, that the reaction
orders appearing in the model are not in themselves indicative of all that
is occurring in the extraction process. The 957 confidence intervals for
the parameter estimates (Table 2) suggest that the kinetics are such that
several competing reactions take place with the nature of these reactions
being dependent on the relative population of the various possible solution
species, especially in the organic phase.

The observed reaction order with respect to the bulk LIX 65N concen-
tration indicates that polymerised LIX 65N molecules take part in the
overall reaction mechanism. In conjunction with the observed reaction order
for the bulk aqueous cupric ion concentration, the LIX 65N rate dependence
suggests that a possible rate controlling chemical step involves a chemical
reaction in which dimerised LIX 65N molecules participate. 1In addition,
this reaction does not appear to be interfacial, in agreement with the fact
that expression (4) fits the measured copper extraction rates in the absence
of any krowledge of the aqueous/organic interfacial area. Such a reaction
probably occurs in a reaction zone on the organic side of the interface.
This suggestion is consistent with the approximate 1/2 order dependence
observed for the diffusion of the extracted complex from the reaction zone
into the bulk organic phase, a process which also appears to play an im-
portant role in determining the rate of copper extraction.

The formation of LIX 65N aggregates in various diluents, including
Escaid 100, at LIX 64N concentrations similar to those employed in this
investigation has been established20,27,28. On the other hand, very little
has been published to indicate that dimerised or other polymerised copper-
LIX 65N complexes are formed (at similar LIX 64N concentrations) during the
course of the copper extraction reaction.

Fleming et al.l® reported the formation of an intermediate copper-LIX
65N-LIX 63 complex in chloroform solutions which contained less than 0.015M
LIX 65N and similar concentrations of the oxime LIX 63. Flett et al.l? had
previously interpreted copper extraction rates by dilute LIX 64N solutions
in terms of a mechanism which involved the formation of such a complex as
the rate determining step. Although copper complexation by LIX 65N molecules
in dilute LIX 64N solution might involve formation of intermediate copper-
LIX 65N-LIX 63 complexes, and such might also be the case at higher LIX 65N
concentrations depending on the diluent, species of this type would not
appear to be involved in the rate controlling chemical step in cases where
significant LIX 65N aggregation occurs, such as in the system LIX 64N/Escaid
100.

The formation of intermediate copper-LIX 65N complexes, and their
involvement in the rate determining chemical reaction, is therefore inferred
from the results of this investigation, a conclusion which is consistent
with the observed reaction orders.

From the modelling of copper extraction rates alone, and in the absence
of other data, it is not completely clear how dimerised or other polymerised
copper-LIX 65N complexes might form during the process of copper complexa-
tion. At present it can only be suggested that such complexes probably
result under the following conditions: (1) when a significant aggregation
of nonchelated LIX 65N occurs, and (2) in the presence of an excess concen-
tration of cupric ions in the aqueous phase relative to the organic LIX 65N



concentration.

Formation of the species CuRt would appear to be the initial step in
copper complexation and such a step probably involves a fast chemical
reaction between cupric ions and LIX 65N monomers, as is generally accepted.
The site of this initial reaction might be either the aqueous/organic inter-
face“,lz,15 or an aqueous reaction zone adjacent to the interfacelg,zo.
Further reaction of CuR' complexes with LIX 65N monomers probably occurs
but to a limited extent, as such a reaction is undoubtedly affected by the
presence of polymerised LIX 65N molecules at or near the interface, and by
the reduced availability of LIX 65N monomers which themselves react rapidly
with the excess cupric ions. The reaction of LIX 65N aggregates with curt
species appears possible under such conditions, leading to the formation of
intermediate polymerised copper-LIX 65N complexes. It should be noted that
CuRt and other copper-LIX 65N complexes are not likely to be soluble in
aqueous solution. Therefore any reactions involving such complexes probably
occur in the organic phase and not at the aqueous/organic interface.

CONCLUSIONS

This statistical modelling study of the extraction of copper in the
system LIX 64N, Escaid 100/copper sulphate, sulphuric acid has underlined
the complexity of the extraction kinetics. The fitted kinetic model suggests
that the kinetics can involve both chemical reaction and mass transfer, with
the rate determining chemical step incorporating dimerised LIX 65N molecules
and the possible formation of intermediate coppe. -extractant complexes.
This reaction quite likely occurs in the organic phase and not at the
aqueous/organic interface.

The confidence intervals for the parameter estimates suggest that the
fitted model is not the only and ultimate representation of the extraction
rate data. There are indications that a number of competing reactions
are taking place with these reactions being dependent on the relative
abundance of the different complex species which are to be found especially
in the organic phase.
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COMPARING SCALE-UP METHODS FOR SOLVENT EXTRACTION MIXERS

John Roberts

Department of Chemical Engineering
University of Newcastle

New South Wales, 2308

Australia.

Operating data from large industrial mixers are now becoming available
which indicate that lower stage efficiencies are probable when scale-up is
based solely on constant tip speed. Conversely, much higher stage efficien-
cies are possible if scale-up is based on power per unit volume or n3DiZ.
Recent work concluded that (i) tip speed for a required stage efficiency be
determined in a laboratory mixer; (ii) relative impeller/tank size for this
mixer be optimised at this tip speed to minimise entrainment losses; and
(iii) scale up to commercial size mixer using geometric similarity on the
basis of equal n3Diz.

Only Treybal seems to have considered the overall problem of optimising
process variables and scale-up geometry in obtaining a minimum cost design.
Most recent references explore the effect of tip speed and power input on
mass transfer coefficient (k.a), specific surface area (a), and stage effic-
iency (n), for a number of impeller/tank ratios, usually for batch systems
in one size of mixer. However, in terms of mass transfer rate (N), or value
of metal recovered per unit time, no one has considered the ultimate objec-
tive of maximising these quantities. Here N = k.a. Ac.n
where Ac = concentration difference between extract and raffinate. Thus
while (k.a.) might decrease with increase in mixer size, stage efficiency (n)
may increase, resulting in a maximum mass transfer rate (N) at some inter-
mediate vessel size.

In summary, computer calculations carried out involved exploring the
effect of impeller tip speed, n3Diz, change in equilibrium distribution
coefficient and droplet coalescence on the parameters noted.

Implications of Findings

If scale-up from small laboratory units (Dp v 10 cm) to large commer-
cial units (Dy 2 to 5 m) is based solely on constant tip speed, then (i) n3D
may be too low in the full scale unit; (ii) stage efficiency could be signi-
ficantly lower, depending on droplet coalescence properties within the mixer;
and (iii) mass transfer rate could be 2 to 7 times smaller in the commercial
unit.

2

i

However, for scale-up based on similar n3Di2 then (i) stage efficiency
will be marginally improved and (ii) mass transfer rate could be similar to
or up to 5 times more than that of the small pilot unit, again depending on
droplet coalescence phenomena in the mixer.

To obtain best mass transfer rate in the full scale mixer, non-
coalescent droplets are required. This can be partially achieved by improved
mixing, or circulation by adding another impeller at about mid depth and/or
altering the interfacial tension by modifying the liquid properties to
promote more stable droplets in the mixer.
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MODEL OF DISPERSION BAND IN A CENTRIFUGAL CONTACTOR

R. A. Leonard, G. J. Bernstein,

R. H. Pelto and A. A. Ziegler

Argonne National Laboratory
9700 South Cass Avenue
Argonne, Illinois 60439 USA

A model of the dispersion band in a centrifugal contactor used in
solvent extraction has been developed to enable prediction of separating
capacity. The model applies specifically to contactors in which the
separating rotor rotates about its vertical axis. Separated light (organic)
phase is discharged over an inner circular weir, and separated heavy
(aqueous) phase flows through under flow passages near the periphery of the
rotor and over its weir. The dispersion band is located between the
organic weir and the aqueous underflow and may be positioned by applying
air pressure to the aqueous weir (l). Maximum separating capacity is
reached when the dispersion band extends from organic weir to aqueous
under flow.

In the model of the dispersion band, a hydraulic force balance is

used to find the theoretical interface between completely coalesced phases.
This is combined with the volume of the dispersion band to find the actual
boundaries of the dispersion band. A new dimensionless dispersion number
(2) related to the overall operation of the contactor is used to determine
the volume of the dispersion band. This model was tested, with good
agreement between predicted and experimental results, using 20-mm diameter
and 94-mm diameter centrifugal contactors which have annular mixing zones

(3D .
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EXPERIMENTAL AND THEORETICAL INVESTIGATION OF FILM FLOW
ON A TILTED PLATE AS THE BASIS OF A SETTLER DESIGN

Prof. Dr.-Ing. E. BlaSB
Dipl.-Ing. D. Rautenberg
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The design of mixer-settlers is with regard to the settler still
very uncertain. Existing calculations are unsatisfactory because
the coalescence is essentially influenced by surface active
agents at the interface, which cannot be involved in the mathe-
matical models. Therefore we aspire to avoid the influence of
the surfactants by offering the drops really clean interface
for coalescence. We generate this interface with the help of
tilted plates on which the disperse phase coalesces, so that
there arises a permanent film flow of original disperse phase.

Thereby the phase boundary is permanently renewed. An im-
portant viewpoint therefore is the film flow on a tilted plate.
From the equilibrium of shear- and buoyancy forces we derived
the one dimensional differential equation of motion of a laminar
film. At the film phase boundary we take into account the mo-
mentum transport to the second liquid phase. For the velocity
profilew(y) we obtained:

We can now calculate the mean velocity, the film thickness
and the specific throughput of a tilted plate, which is needed
for the design of a settler at steady state operation. Experi-
mental measurements of the film thickness showed good agreement
with the theoretical values.

If the film is created by coalescing drops we get an upper
limit for the angle of inclination. The drops roll down the
plate and cannot wet it. The examination of the coalescence
mechanism on tilted plates is the matter of separate experi-
ments, they will be presented later.
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THE DISPERSION MODEL : CONCENTRATION PROFILES IN

AND DESIGN OF ROTATING DISC CONTACTORS

Dipl.Ing. Bernd WOLSCHNER
Prof.Dr.Ing. Rolf MARR
Institut fiir Grundlagen der
Verfahrenstechnik, TU Graz
Kopernikusg. 24, A-801o Graz
Austria

When comparing laboratory columns
with industrial columns, it was seen
throughout that columns with a 1
larger diameter need a much greater it
column height for the same
selectivity.

This phenomenon refers to axial

CONCENTRATIONPROFIL

Experiment-nr.: 54
Col.-type : RDC 100
System: toluene-

mixing effects in the continous as e 1 :Sgizgne_
well as in the dispersed phase; its |_

influence on mass transfer can be Bl =

registered with the so called e

dispersion model. For both phases a 8
convective flow, a dispersion flow
and a source respectivly a sink are
put into the continiuty equations.
The numerical solution, and with it
the concentration profils and the
height of the column can be arrived
at with the help of the difference-
method, the Jacobimatrix and the
Thomas procedure.

To prove the accuracy of the exp. values: disp.phase :0
concentration profiles theoretically cont.phase :3
ascertained in this way, mass trans- theor.ascertained profil:—
fer experiments were carried out on
a 50 mm RDC column (rotating disc contactor) and a 1oo mm geo-
metrically similar RDC column. The parameters used for the
calculation are obtained by means of the drop size distribution
and the residence time distribution[1]. The experimental regist-
ration of the concentration profiles were carried out with a newly
developed sample taking system, with which the dispersed and the
continous phase were taken directly, separatly and at constant
flow from the column.p]. The concentration profiles got from
these experiments corresponded well with the theoretically as-
certained concentration profiles(FIG.). Hence it follows that,
after getting the single parameters from a laboratory column or
from existing correlations, avoiding the use of experiments on
pilot plants, exact scaling up of extraction columns with the
help of the dispersion model is possible.
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BATCH AND CONTINUOUS PILOT PLANT STUDIES, LEADING TO
FULL-SCALE MIXER DESIGN FOR CONTINUOUS COUNTERCURRENT
EXTRACTION.

Dr. James Y. Oldshue

Vice President, Mixing Technology
Mixing Equipment Company

Div. of General Signal

Rochester, New York, USA

Data were obtained on a 150 mm diameter single mixing
stage,operated both batch and continuous, and in a 600 mm dia-
meter mixing stage, operated batchwisc. Two different impeller
types were used, both radial flcw, to see whether any marked
differences in extraction rate could be observed in single-stage

By studying a prccess batchwise in the laboratory and pil-
ct plant, it is possible tc study many more mixing and extrac-
tion variables. However, it is important to be able to relate
the effect of these variables to the effect they will have on a
centinucus process.

By locking at thc mass transfer coefficient, it is poss-
ible to relate mixing variables tc the cverall prccess.

In dealing with a liquid-liquid equilibrium prccess with-=
out reaction, batch tests and continuous tests are compared.
Data were taken on a liquid-liquid system which included a
chemical reaction, and the relationship is more involved.

Methods of evaluating batch and continucus pilot plant
experiments are discussed in terms of both full-scale mixer
settler operaticon as well as full-scale ccentinucus counter-
current, multistage mixing cclumns.



80-198 sovovaetal. 5. Modelling

MODELLING OF BREAKAGE AND COALESCENCE IN A MIXING TANK

H.Sovovd and J.Prochdzka
Institute of Chemical Process
Fundamentals
Czechoslovak Academy of Sciences
Prague, Czechoslovakia
Power functions of drop volumes are proposed as a mathema-
tical model of breakage and coalescence frequencies in a stirred
dispersion. The ability of this model to describe the bkehaviour
of real systems is demonstrated by comparing the calculated drop
size distributions in a batch mixing tank with those obtained
experimentallyl.
According to the model the break- FIG.1

age frequency is given by
a

Correlation o vs. e=a-b

glv) ~ v, as <0;2>, (1)
the coalescence frequency by :w~\\ —
wlv,v’) ~ (v+v’)b, be<-1;1> (2)

or
@lved ) = (v.v')b/z, be<=2;2>. ©3)
By each breakage event the droplet of

volume v formes two new droplets the

volumes of which are: i) equal (dis-

tribution function Bl); ii) normally ’ .
distributed (82); iii) homogeneously FIG.2
distributed with the range <O;v> (83). Comparison with expe-
Variance 02 of the dimensionless rimental distribution
volume distribution Av(d/d32) corres- < //%§& .

ponding to the model can be approxima- / \
ted as a function of e = a-b and B8 / )
(Fig.l), whereas the first moment is /] \

almost constant. Fig.2 compares curves

0.5 Vi
calculated for ¢ = 0.23 with the expe- // \
/) \
rimental distributionl. 7 el
REFERENCE " os 10 W
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DYNAMIC BEHAVIOUR OF MIXER-SETTLERS

APPLICABILITY OF THE ORTHOGONAL COLLOCATION METHOD

G. Aly

Dept of Chemical Engineering
Box TLO

5-220 07 Lund, Sweden

Difficulties in obtaining accurate dynamic response measurements which
are not encountered in steady state analyses have held back experimental work
in the field of extraction dynamics. Burns and Hanson in experimental studies
of the dynamic response of a S-stage mixer-settler unit applied the tedious
"stop-start'" procedure in order to overcome the volumetric transient caused
by the removal of samples. They were able to achieve only discrete measure-
ments of the aqueous phase concentration. The applicability and suitability
of the AKUFVE measuring technique, based on the use of radioactive tracers,
~was tested by Aly et. al. This experimental technique enabled the collection
of large amount of response data describing the dynamic behaviour of a k-
stage mixer-settler unit. Step and PRBS input signals were applied in the
four control variables, i.e. the inlet concentrations and flow rates.

Aly developed and tested some relatively simple linearized models and
a large amount of experimental evidence was presented which shows that models
of this type adequately simulate the dynamic behaviour of mixer-settler units.
These models did not involve any specific hydrodynamic lags or settler flow
patterns.

When the complexity of the mathematical model increases, it becomes in-
creasingly important to apply efficient numerical techniques. The orthogonal
collocation method has been applied to solve certain problems in chemical re-
action engineering, where it proved to be very efficient. One of the main ob-
jectives in this work is to illustrate where advantages might be obtained by
usage of this method to solve more sophisticated models describing the dyna-
mic behaviour of mixer-settlers. The Runge-Kutta method with variable step
length was also used for comparison. The Ingham model with allowance for en-
trainment backmixing of the two phases, non-linear equilibrium, and mixing in
the settler compartments was used. It was however modified to accomodate for
hydrodynamic lags.

An "exact" solution was generated using 3 collocation points and was used
to compare the response of the other methods. The simulation results show that
Runge-Kutta method consumes less CPU-time while numerical stability of the
orthogonal collocation method is superior.

Using the Ingham model together with experimental data, it was possible
to identify some unknown process variables such as backmixing coefficients
and settler flow pattern parameters.
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CHEMICALLY BASED SYNERGIC SOLVENT EXTRACTION MODEL FOR THE SYSTEM

Ying-Chu Hoh et al

Nd (NO 3) 3-HDEHP-TBP-BENZENE

Ying-Chu Hoh and Maw-Chwain Lee*
Institute of Nuclear Energy Research,
Lung-Tan, Taiwan, China and

Renato G. Bautista

Ames Laboratory*#* and Department of Chemical
Engineering, Iowa State University,

Ames, IA 50011, U.S.A.

ABSTRACT

A chemically based synergic solvent extraction model
has been developed for the system Nd(NOj3) 3-HDEHP-TBP-
Benzene. The model equation for the distribution ratio
can be written as D, = Klao((HG)QQE(TBPES§H+)'3, where K;
is the effective equilibrium constant containgng the
quotient of the activity coefficients of the reacting
species and 0, is the degree of formation of the
neodymium complex in the equilibrated aqueous phase.
((HG) 2) 0, (TBP)g, and (H+)w denote the equilibrated HDEHP,
TBP, and aqueous hydrogen ion concentrations, respec-
tively. Experimental equilibrium distribution data gen-
erated in this work were used to test the model equation.
Correlation coefficients between the experimental data
and the predicted values are in the range of 0.899 to
0.983.

INTRODUCTION

80-9

The separation of rare earths by solvent extraction system using di-2-
ethylhexyl phosphoric acid as the organic complexing agent gives very small
separation factors which in effect requires more stages to produce the indi-

vidual rare earth of the highest purity.

In order to improve the efficiency

of the solvent extraction process, the chemistry of the separation of the
rare earths must be modified to increase their distribution ratios and sep-

aration factors.

In this work, the extraction of neodymium is enhanced by

using a complexing mixture of an acid chelate di-2-ethylhexyl phosphoric acid
(HDEHP) and a neutral ligand tri-n-butyl phosphate (TBP) in the presence of
an inert diluent benzene.

The enhancement of the solvent extraction of metals by the use of a
second metal organic complexing reagent has

ture. (1)

been reviewed in the litera-

Hoh and Wang(2) recently extended the chemically based models to
predict the distribution ratios and separation factors previously reported by

*
Visiting Scientist at the Ames Laboratory, 1978.

* %
Operated for the U.S. Department of Energy by Iowa State University under

contract No. W-7405-Eng-82.

This research was supported in part by the

Assistant Secretary for Energy Research, Office of Basic Energy Sciences,
WPAS-KC-03-02.



Bautista and coworkers(3-8) to a synergic solvent extraction system using
the experimental data reported by Hayden, Gerow, and Davis.(9) In this
paper is reported the successful application of the synergic model equation
to the system Nd(NOj3) ;-HDEHP-TBP-Benzene system.

MODEL DEVELOPMENT AND APPLICATION

The synergic effect in mixtures of neutral organic compounds with acids
is frequently explained by the formation of mixed complexes according to an
addition mechanism. (1,10)

n+

+
M, + n HGorg+ qS = MGn q Sorg+ n H (@D)

org w
where Mn+ denotes a metal ion with a charge of 4+n, HG and S represent an
acid and a neutral organic ligand respectively, q is the neutral ligand
stoichiometric coefficient and the subscripts w and org denote the agueous
and organic phases respectively. The kinetics of the extraction of uranium
(VI) by a synergic mixture of di-2-ethylhexyl phosphoric acid (HDEHP) and
tri-n-butyl phosphate (TBP) has been reported by Formin, et al.(1l). The
interaction of TBP with HDEHP was assumed to proceed according to the
reaction

(HG) Org+ TBPC_.g= (HG)Z'TBPorg (2)

where (HG), represents the HDEHP dimer. On the basis of Equations 1 and 2,
the extraction of neodymium by a synergic mixture of HDEHP and TBP can be
assumed to be represented by the reaction

3+

+
Ndw + 3 (HG)zoréf 3 TBPorg____ Nd (HG 3 TBPorg+ 3 Hw (3)

2)3

A synergic solvent extraction equilibrium model for the distribution
ratio, D,, was developed following the same modeling procedure previously
described by Bautista and coworkers(3-8) and by Hoh and Wang(2). The model
equation is given by

+ -3

3 3
D. =K o ((HG)Z)Org(TBP) (H )W (4)

where the parentheses represent the concentration for each species and o
is the degree of formation. The degree of formation is defined by the
equation

1 (5)
i
1+ 8,

0'.0=

where Bi is the stability constant for the ith species and A is the ligand.
K; is defined as the effective equilibrium constant given by the equation

K
Kl = <X (6)
K
Y
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where Koy is the extraction equilibrium constant and Ky is the quotient of
the activity coefficients. It is assumed that varies slightly with con-
centration and therefore has an approximately constant value.

The equilibrium solvent extraction data on the system Nd(NOj3)3;—HDEHP-
TBP-Benzene are given in Table 1. Based on the extraction mechanism given
by Equations (1) and (3), Goto(l2) and Lenz and Smutz(13) calculated the
equilibrated hydrogen ion concentrations on the RE(NOj) 3-HDEHP-Amsco systems
from the equation

@hH® = @t + 3 @B 7

where RE represents the rare earths and the superscripts E and I denote
equilibrium and initial concentrations respectively. The equilibrated
hydrogen ion concentration in this work was estimated from Equation (7).

O'Brien and Bautista(l4) correlated the relationship between the
equilibrated aqueous (Nd+3)w and (NOE)w by using a nitrate ion-selective
electrode to measure the aqueous nitrate ion concentration. The equation
describing the relationship is given by Equation (8)

343

+3, 2 ) (8)
w

- _ +3 _ +
1n (N03)w = -2.54 + 4,41 (Nd )w 3.05 (Nd )w + 0.77 (Nd

where the subscript w represents the aqueous phase. Equation 8 was used to
calculate the equilibrated aqueous nitrate ion concentration, (NOE)W, in
this work. The equilibrium nitrate ion data are also given in
Table 1.

The stability constants for this system have been correlated by O'Brien
and Bautsita(l4) using Krumholtz's(1l5) data. These are given in Equations
(9) and (10)

2 3

In B, = 0.6347 - 0.6128 I + 0.0804 I’ - 0.0033 I (9)
R% = 0.955

In B, = -0.7568 - 0.0421 I + 0.0233 I” - 0.00025 I° (10)
R% = 0.790

where B) and B, denote the stability constants for the species Nd(NO3)+2
and Nd(NO3),' respectively and I represents the ionic strength. The sta-
bility constant for the neutral species Nd(N03)3 was considered to be
negligible since this species is assumed to be present only at lanthanide
nitrate concentrations approaching the solubility limit. This assumption
is based on the outer sphere nature of the lanthanide nitrate complexes(16)
which in effect reduces the ionic bond strength of the complex. Equations
9, 10 and 5 were used to calculate 8, B2 and 0g, respectively. In Table 2
are given the results.

The effective equilibrium constant K; was then calculated by using
Equation 4 along with the equilibrium data in Table 1 and the calculated
values of 05 in Table 2. Linear regression analysis was applied to obtain
the regressed values of K; at different conditions. The experimental values
of the equilibrated HDEHP and TBP concentrations were assumed to have
changed very little during the extraction. This is further substantiated
by the experimental neodymium concentration in the organic phase after
equilibration which were for the most part constant at around 10-3 M.



Table 1.

BENZENE System

Initial Conditions

Equilibrium Conditions

Equilibrium Solvent Extraction Data for the Nd(NOj) 3-HDEHP-TBP-

Aqueous Phase

*

Organic Phase

Aqueous Phase

+, x%

— k%
(NO3)

Organic Phase

pH Nd 1 HDEHP TBP H) Nd Nd Qc
M M M M M M M M
0.46 0.0607 0.364 0.222 0.0 0.3469 0.0604 0.09 0.0203 0.0045
0.46 0.1143 0.68 0.222 0.0 0.3496 0.1131 0.135 0.0012 0.0106
0.46 0.1950 1.17 0.222 0.0 0.3502 0.1936 0.18 0.0014 0.0074
0.46 0.2799 1.68 0.222 0.0 0.351 0.2783 0.23 0.0016 0.0057
0.46 0.0607 0.364 0.222 0.108 0.3475 0.0602 0.09 0.0005 0.0076
0.46 0.1143 0.68 0.222 0.108 0.3499 0.1130 0.135 0.0013 0.0115
0.46 0.1950 1.17 0.222 0.108 0.3510 0.1934 0.18 0.0016 0.0083
0.46 0.2799 1.68 0.222 0.108 0.3559 0.2765 0.23 0.0033 0.0120
0.46 0.0607 0.764 0.222 0.324 0.3502 0.0593 0.09 0.0014 0.0236
0.46 0.1143 0.68 0.222 0.324 0.3505 0.1128 0.135 0.0015 0.0133
0.46 0.1950 1.17 0.222 0.324 0.3556 0.1918 0.18 0.0032 0.0167
0.46 0.2799 1.68 0.222 0.324 0.3628 0.2743 0.23 0.0056 0.0204
1.0 0.0639 0.383 0222 0.0 0.112 0.0599 0.09 0.0040 0.0668
1.0 0.1143 0.68 0.222 0.0 0:116 0.1088 0.13 0.0055 0.0506
1.0 0.2057 1.234 0222 0.0 0.124 0.1977 0.18 0.0080 0.0405
1.0 0.2914 1.748 0.222 0.0 0.1333 0.2803 0.235 0.0111 0.0396
1.0 0.0639 0.383 0.222 0.108 0.113 N0.0595 0.09 0.0044 0.0739
1.0 0.1143 0.68 0.222 0.108 0.117 0.1086 0.13 0.0057 0.0525
1.0 0.2057 1.234 0.222 0.108 0.1324 0.1948 0.18 0.0108 0.0554
1,40 0.2914 1.748 0.222 0.108 0.1441 0.2767 0.23 0.0147 0.0531
150 0.0639 0.383 0.222 0.324 0.114 0.0592 0.09 0.0047 0.0794
1.0 0.1143 0.68 0.222 0.324 0.1201 0.1076 0.13 0.0067 0.0623
150 0.2057 1.234 0.222 0.324 0.1381 0.1930 0.18 0.0127 0.0653
1.0 0.2914 1.748 0.222 0.324 0.1534 0.2736 0.23 0.0178 0.0651
I : ionic strength
&t Calculated by Equation 7
xxx

Calculated by Equation 8

the corresponding values of K, and the equilibrium extraction data.
3 presents the regressed values of the effective equilibrium constant, K;,
the calculated distribution ratios, D. (model), and the experimentally de-
The correlation coefficients, Rz, defined as

termined distribution ratios.

R

2 _ total sum of square due to regression
total (corrected) sum of square

The predicted equilibrium distribution ratio were calculated by using

Table

(11)

between the calculated and experimental distribution ratios are also given
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in Table 3.

Ying-Chu Hoh et al. 80'9

The results calculated from the model equation are in reason-

ably good agreement with the experimentally determined distribution ratio.
These results are also shown in Fig. 1.

Table 2. The Calculated Stability Constants and Degrees of Formation for

the System Nd(NOj) 3-HDEHP-TBP-Benzene

1 (N03)w By B, o

M M
0.364 0.09 1552 0.46 0.8767
0.68 0.135 1.289 0.461 0.8457
1.17 0.18 1.027 0.461 0.8330
1.68 0.23 0.844 0.466 0.820
0.383 0.09 1.470 0.46 0.8803
0.68 0.13 1.289 0.461 0.8508
1.234 0.18 0.999 0.461 0.8369
1.748 01235 0.824 0.467 0.8200

Table 3. Comparison of the Model and Experimental Distribution Ratios and
the Calculated Effective Equilibrium Constants for the System
Nd (NO3) 3-HDEHP-TBP-Benzene

. 2
5. S %y By R

(Data) (Regressed) (Model)

0.0045 0.00243 0.0074

0.0106 0.00593 0.0072

0.0074 0.00433 0.00402 0.0069 0.9056
0.0057 0.00342 0.0067

0.0076 4.16 0.01033

0.0115 6.61 0.0099

0.0083 4.89 5.67 0.0096 0.9408
0.0120 7.49 0.0091

0.0236 0.40 0.0202

0.0133 0.234 0.0194

0.0167 0.330 0.3422 0130173 0.9607
0.0204 0.41 0.0170

0.0668 0.00121 0.0622

0.0506 0.00105 0.0539

0.0405 0.00104 0.001126 0.0438 0.9834
0.0396 0.00120 0.0370

0.0739 1.374 0.0806

0.0525 1.121 0.0702

0.0554 1.744 1.5 0.0476 0.9399
0.0531 2.199 0.0363



Table 3 (continued)

L By K) 1S R®
(Data) (Regressed) (Model)
0.0794 0.05034 0.099
0.0623 0.0478 0.082
0.0653 0.0774 0.06287 0.053 0.8994
0.0651 0.10790 0.0380

07— o
[~ (0]
— (o]
= (o]
- ) (o]
| o
o |
o)
= i o ©
(o]
O{_l) -
S g2 0
g [ S48 1
S =
m e
[0 e
5 L MODEL EQUATION
S Dc = Kyagl(HG), 2 (TBPR (H*);2
03 P | Y i I a1 C gl
1073 1072 ok

DISTRIBUTION RATIO, D¢ (EXPERIMENTAL DATA)

FIG. 1

Comparison of the calculated distribution ratio from the model equation
to that obtained experimentally for the synergic solvent extraction system
Nd(NO3) ;-HDEHP-TBP-Benzene.
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SUMMARY AND CONCLUSION

This paper has successfully applied a simple chemically based model to
describe and predict the distribution ratio of a solvent extraction system
in the presence of two synergic metal-organic complexing reagents. The
method used in the development of the predictive model is an extension of
the successful models previously applied to various single, binary, and
ternary metal-organic complexing systems. The information needed for the
development of the model equation are the solvent extraction mechanism,
the equilibrium constant for the extraction reaction, the complexes formed
in the aqueous phase, the stability constants or the degree of formation
of the various inorganic complexes, and the initial and the equilibrium
aqueous and organic phase concentrations of the components taking part in
the extraction reaction. The assumption of a constant quotient of the
activity coefficients appears to be sufficiently satisfied in this system,
if the main consideration is the estimation of a distribution ratio.
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EXTRACTION OF UO,,2+ AND OTHER METALYL (+2) IONS WITH B-DIKETONES

Robert Lundqvist

Department of Nuclear Chemistry
Chalmers University of Technology

412 96 Goteborg , Sweden
ABSTRACT

The extraction of U022+ with acetylacetone (HAA) was
studied and the extraction mechanism under various
conditions could be described with the existence of the
following species: U0,2%, U0, (AA)*, U0,(AA), and
UOz(AA)ZHAA(org). Kex for the distribution equilibria

2+(aq) + 3HAA(org) = UOZ(AA)ZHAA(org) + 2H+(aq)

and formation constants 3 _ were determined for several
organic solvents and ionic strenghts. The various types of
compounds formed with different B-diketones and other met-
alyl (+2) ions are reviewed and discussed. The thermody-
namics of che extraction process of the uranylacetylaceto-
nate adducts is derived from its temperature dependency.

INTRODUCTION

In a series of distribution studies of oxygenated metal ions MO, iz
different types of complexes are observed '7% . E. o8 Pa02* and HfO2* form
bisacetylacetonates MO(AA)2 with acetylacetone (HAA),whereas with benzoylace-
tone (HBA) or thenoyltrlfluoroacetone (HTTA) the same metals form complexes of
the type M(BA), or M(TTA)4 . The uranyle ion differs from Pa0O?2*" and HEO2% in
that adduct compounds UO (AA)ZHAA or UO (BA) HBA are extractable '8 .Further-
more, complexes formed in an extraction system is not always identical to the
preferred solid complexes9 10 (e.g. HfO(AA), is extracted while Hf(AA), or
Hf (AA)3C1l may be formed in solid state'12 ), Table 1 summarizes the extract-
able species formed for Pa0%*, Hf02*, U0,2* and VO2*. Attempting to explain
the underlying reasons for the formatlon of a particular metalyl compound, the
uranyl ion is an important member because the oxygens are exceptionally firmly
bound. Both the HAA and the HBA extraction systems have been investigated
before 7,8 , but the systematic difference in the observed behavior of the two
systems has not been explained. We have therefore undertaken a reinvestigation
of the uranyl system starting with acetylacetone; this would also be the most
suitable for modelling experiments of an adduct system.

EXPERIMENTAL

Apparatus. The extraction experlments were carried out with the use of
the continous extraction equipment AKUFVE 1314 , and batch technique. Distribu-
tion measurements of U233 yere made with a Packard Tri Carb liquid scintilla-



tion spectrometer. pH measurements were performed with specially treated
glass-calomel electrode combinations as described previously for batch experi
ments' and AKUFVE experiments ¥ . The accuracy was ¥0.01 pH unit.

Chemicals. Stock solution of 10 mg 2°3U/ml in 3 M HNOj3 was supplled from
Amersham, England. NaClO4 and acetylacetone were purified as previously and
other reagentsor solvents were of p.a. quality.

TABLE 1. .
Extractable B-diketone complexes of bivalent metalyl ions.

HAA HBA HTTA HPMBP HDM
acetylacetone benzoylacetone 2-thenoyl-tri- 1-phenyl-3-methyl-4- dibenzoylmethane
fluoroacetone benzoyl-pyrazolone~5
wtpKr) € 9.05 ° 8.24 19; g.55 18 6.23 10 4,120 9.35 10, £
a
log K, ¢ 0.68 ° 2.97 1.73 18 3.01 20 5.38 f
nio?* mrocan), 3 Hf(BA)A Hf(TTA)A ne (o), 26 =
Pa0?* Pao(an), | L Pa(Ba), > pa(tTa), ° => =
PaOH(AA) 4 4
vo, 2* U0, (ah) g B B U0, (BA) ,HBA . U0, (TTA) 2L, of d vo, (PBP), 23, 26 U0, (DM) ,HDM
VOL - - o S o— 20, 25 o

a) presence of NaZSOA b) this work c) adducts formed with TBP and TOPO d) UOZ(ITA) 2H‘l“l‘A at high HTTA conc.

e) 1 M NaClOA, 25°%¢ (benzene) f) u= 0.1 *) possible H20 adducts omitted

Extraction procedure. (a) Batch experiments were carried out in a closed
50 ml glass vesse' under argon gas atmosphere. The extraction system was
stirred with a magnetic spinner and was thermostated ( % 0.05 °C). 15 ml of so-
dium perchlorate solution and 15 ml organic phase containing 233y tracer and
acetylacetone were added. After equalibration 15-20 min. samples (1.3l %
0.005 ml) of each phase were taken and the activity from 233y content meas-
ured. The pH was then lowered by addition of HC104 + NaCl0Q4 mixture of proper
ionic strength and the procedure repeated. The organic phase was prepared by
preextraction in the following manner: 12.9 ml acetylacetone solvent solution
was shaked with 1.27m 1M NaClo, +6 drops of 1 M NaOH + 2 drops 2% stock so-
lution. In this way the uranlum-concentration in the organic phase became
<1¢10™* M.

(b) AKUFVE experiments were carried out with 500 ml organic solvent and
500 ml 1 M NaClO, at constant temperature of 25 °C. 1 m1 2°°U from diluted
"stock solutiom and 20 ml 1 M HC104 were added. Acetylacetone was added and
the first point in the run was taken. pH was then increased with addition of
NaOH. When pH about 8 was reached the procedure was reversed by making the
system more acidic with HC1O4.

GENERAL DESCRIPTION OF THE EXTRACTION OF UO,,2+ WITH ACETYLACETONE

The extraction of the uranyl ion with acetylacetone involves the forma-
tion of complexes of the general composition M L_ (OH)p B, (HL), (org), (H, 0),
where M = U022+, HL = acetylacetone and org = solvent molecule. B is another
complexant than acetylacetone but here we can assume that B is absent (al-
though there is a weak complexation with the ionic media). Neglecting also
hydrating and solvent interaction,we can simplify the formula to Mm(HL)xH_y
where x = n + r and y = n + p. The extractable species must have certain com-
position to obey electroneutrality and therefore they are written Mc(HL%ILb
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The distribution ratio of uranyl ion can hence be described by

D = c;gib [MC(HL)aH~b (org%] (1)
m;;;y [Mm(HL)xH—;]

gb }‘c,a,b Bc,a,b[m‘:la [H]_b [_M]C

c,

= ’ e — (2)
ey By (%[ "

where A represents the distribution constants for the species MC(HL)aH_
denotes the formation constants of the uranyl complexes.

b and B

RESULTS AND ANALYSIS

Distribution mechanism. The distribution of UO22+ between benzene solu-
tions containing HAA and 1 M NaClO4 was determined for a wide range of acetyl-
acetone concentration (0.01-7 M) and pH (1-8), FIG. 1. All curves has a lim-
iting slope 8logD/8pH = +2 at sufficiently low pH and reaches a maximum pla-
teau distribution D) value at higher pH. Furthermore the D) values increase
with acetylacetone concentration thus indicating addggt formation with acetyl-
acetone itself. It can be found that GlogDA/Slog[HAAB@f +1 and that 8logD/
/610g[HAA£;= +3 for sufficiently low pH from analysis of FIG. 1. In FIG. 2
these statements are easier to see since the logD is plotted directly as a
function of log[ﬁAAR"g , where Buuﬂ:, is the original concentration of HAA
in the organic phase. Also it follows that &logD /610g[ﬁAJ¢;gf+1 for differ-
ent solvents; benzene, chloroform and cyclohexane. We may now return to eq (1)
and conclude that a ~ x = 3 and +(b - y) = +2. Assuming only mononuclear spe-
cies to be formed, which is supported by the invariance of D with varying ura-
nyl concentration 10> — 107® M, we can deduce that at sufficiently low pH
where the uranyl ion must be uncomplexed (x = 0, y = 0) in aqueous phase a com-—
plex of the type M(HL):;H_.2 is extracted. The extraction reaction with the equi-
librium constants K, , may be written

U022+ + 3 HAA(org) = U02(AA)2HAA(org) = 2 H+ (3)

1 2 3 4 5 6 7 spH

FIG. 1

The distribution of U(VI) between benzene solutions of acetylacetone (HAA) and
IM NaClOA, as a function of pH at 2526 (@) batch- or (O) AKUFVE-technique.

[HAA]grgM 7.34 2.81 0.96 0.79 0.48 0.23 0.I0T 0.061 0.0I0
curve nr I 2 3 4 S5 6 7 8 9



2 1 0 1
tog AL,

FIG. 2

The influence of the initial concentration of acetylacetone [HAA]gr on the
plategu distribution value D) of U(VI) for some organic solvents 958 1 M NaClOA
at 25 °C. The influence on the distribution D of U(VI) at pH 2 is also shown.

Cl-lCl3 A C6H6 O cy lohexane O C6H6’ PH 2

o

The relationship SlogDA/Glog[HAli]o,9 = + 1 which holds for sufficiently low HAA
concentrations (a too high HAA concentration changes for properties of the
diluent) tells us that there must be on the average one molecule more of HAA
in the uranyl complex in the organic phase than in the aqueous phase. Thus
since UO,(AA),HAA is dominating in organic phase according to eq. 3 we con-
clude that UO,(AA),is dominating in aqueous phase at the plateaus. Now let's
test the obtained }nformation using eq. 2:

Assume first that the dominating uranyl species UO,(AA),HAA in the organ-—
ic phase is formed by the reaction U02(AA)2(org) + HAA(org) with the adduct
formation constant k(org). We may then divide both sides in eq 2 with thﬂow

a=1 -b
D :L—-,b Ay By [nr) [H]

b, & 26, (0" [0

where KD is the distribution constant of HL ( HL = HL(org) ). This new expres-
sion is shown in FIG. 3 where the relation log(D/[HAA]°r ) is plotted as a
function of pAA = —1ogLAA ]. The remarkable result is that all data for var-
ious pH and of the very different acetylacetone concentrations(0.06~7 M[ﬁA@L")
coincide to a common curve, FIG. 3. There is some spread in the data % 0,2

log units in logD over the entire pAA range but there is no correlation with
huuq,,g that should indicate any hydrolysis (separation of the plateau-val-

(4)

ues). Moreover the data are obtained by two techniques: AKUFVE and batch
giving the same result. The line has a limiting slope 8log(D/[HAAl.,g )/5pAA =
= -2 which means that -(a-1-x) = -2 or that because x = 0 (U022+dominates)

a-1 = 2. Because the electroneutrality of the distributed complex a-1 = b,
i.e. a =3: b= 2.
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-
b

FIG. 3

Normalized distribution function of the U(VI)-acetylacetone-adduct extraction
system. Log ( D/[HAA] ) is plotted as a functlon of pAA é— - log [AAT]) for
benzene solvent and I M®NaCl0 aqueous phase, 25°. [HAA] = 0.061I — 7.34M
Full drawn curve is calculated from determined equ111br1um constants.

(®) AKUFVE experiments (0O) batch experiments

Equation (4) can now be rewritten

_2 14 )

D A3’2 By 5 [HL]2 [H] A, 8, [L] 5
(n1) T x5 [mL] * [w] ™ i > 8 [L]™ )
o D X,y Bx:y =t 2 n n 'L

where A;= A,-k(org) and B are the formation constants (U0, + nAA™ =
UOZ(AA)Z'" ). From the curve in FIG. 3rthe formation constants were found to
be logB,= 7.5 *0 4 and log B,= 13.7 * 0.4. K_according to eq. 3 was cal-
culated to logK .= -4.8 * 0.2 The plateau of the normalized curve gives the
value of A which is the product of Aﬁk(org) However since the adduct spe-
cies U0, (AA) HAA is dominating in the organlc phase for all tested HAA con-
centratlons,lt is impossible to resolve A into its components.

Solvent influence regularities. The dlstrlbutlon of U0,%2* with acetyl-
acetone was investigated with a number of solvents at different ionic
strengths of NaClO04(0; 1: 4; 6 M). Typical distribution curves are shown in
FIG. 4. The obtained plateau values logDA, for a given HAA concentration
were then plotted as a function of 1ogKD as is shown in FIG. 5. From the the-
ory of regular solutions, modifying the procedure by Omori and co-workers,'®"
can be shown that the relation:

1ogDA = n 1ogKD + conste. (6)

is valid for a constant concentration of HAA. n is equal to the ratio between
the molar volume of the extracted uranyl complex and acetylacetone. From
the slopes of the lines in FIG. 5 it follows that n = 3.0 * 0.1 for tested
ionic strengths O, 1 and 6 M. Thus one concludes that the volume of the ex-
tracted species is 3.0 times the volume of HAA, or 309 ml since the volume of
HAA is 103 m1'’ .

Effect of ionic strenght. The influence of the ionic strenght on the




2 3 4 5 6 7 8pH
FI1G. 4

The distribution of U(VI) between aqueous perchlorate and acetylacetone solutions
in various organic diluents.
(@) OM NaClO4 (a) I M NaClOA

I=CHC13, 2= C6H6, 3=toluene, 4=CCl

_ o
(@) 6 M NaClO, , [HAA]‘;rg =0.76 M, 25°C

4’ S5=cy lohexane, 6=n-hexane, 7-n-heptane

distribution of U(VI) is shown in FIG. 6, where logD = f(pH) is plotted for

0; 1; 4 and 6 M ionic strenght. The curves were all obtained for the same ini-
tial acetylacetone concentration (0.76 M) in benzene. Since K_ for HAA is de-
creasing with p(Table 2), this should lead to a decrease of thg D)-values ac-
cording to eq.(6). However the plateau values shows an increase with increased
Duuﬂ which is due to a dominating salting out effect. The values of B, and

2- -
ik -
o- -
1 «
7
-2} 4
6

4 0 1 gk

FIG. 5

The relation between the distribution, log D), of the uranylacetonato complex
and the partition constant, log K , of acetylacetone. The DA corresponds to
the plateau value of the distribution, at identical initial acetylacetone
concentration, between an aqueous NaClOa phase and the organic phase.

B ° 6 M NaClO4 IM NaClO4 oM NaClOa
0.76 0.76 0,12
[ ] A (0]

«» °rs

I=CHC13, 2=C6H6, 3=toluene, &=CC14, 5=cy .lohexane, 6=n-hexane, 7=n—heptane
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K., calculated for the different ionic strenghts are listed in Table 2 togeth-

er with thermodynamic constants for the distribution. The B, values are almost
equal for O and 1 M NaClO, and increases for higher ionic strenght.

TABLE 2. i 24
Equilibrium constants of the uranyl extraction system ~: U0 , HAA(benzene)/
o 2

(Na,H)ClOA, 25 Cre
p K PK, log K, . log B, VilLogog B, s log Aé AH (k&) As (}\é)
mol — mol mol_1 mol_1 mol-2 —_ k.]mol_1 Jmol~ deg_1
0 6.53%0.60* 8.812%0.03 " -4.74 * 0.06 7.5 % 0.2 13.78 £0.10 Y 0.73 % 0.06 7.9 £ 0.7  40.6 t 2.2
1 4.80 *0.20 ** 9.05 *0.01 "' -4.69 2 0.06 "V 7.7+ 0.2V 13.78 *0.10 V¥ 1.00 * 0.06 V** 3.7 + 1.2  28.3 * 4.2
4 3.3520.10 % 9.85 £ 0.03 M -4.59 * 0.06 7.9t 0.2 14.58 £ 0.10  1.58 t 0.08 4.4 % 1.6 16.4 5.5
6 2.7 Fupke. 10.48 * 0.01 ' -4.52 * 0.06 8.5 0.2  15.45 * 0.10  1.85 * 0.09 -14.9 ¥ 1.9 -10.5 * 6.1
i) [as]° - 0.77 M

org
ii) determined by spectrophotometry of Fe(ILI)complex, K 1is independent of temp. (and of [HAA] <6-8 M at 1 M NaClOA)

iii) determined by potentiometric titration, temp. dependency will be reported sv

iv) -4.8 * 0.2 from all benzene data ([HAA(org)] = 0.01-7 M)

v) LT gl |

vi) 13.70% 0.45 —_

vii) 0.93* 0.25 —_

viii) 502 dioxane 2/ (log B, = 9.32, logB, = 16.92) ; 0.1 M Naclo, ’ (log B, = 6.8, log B, = 13.1) ; pao®*, 1 M Nacl0, L
(logB, = 6.1 2 0.3, logB, = 13.15  0.13) ; He0™", 1 M Naclo, Ylog B, = 7.79 % 0.03, log B, = 14.27 * 0.21)

Temperaturedependence. In order to investigate the thermodynamics of the
distribution of U(VI),the temperature effect on the plateau values D) was
measured for benzenc solutions of constant HAA concentration, see FIG. 7. The
influence of temperature (5-70°C) was very small in the investigated range of
ionic strenght 0-6 M. The transport of a neutral complex from aqueous to or-
ganic phase can be treated as a set of thermodynamic processes as was de-
scribed previously5 . In addition we have adduct formation in the organic phase
which complicates the i...erpretation. We shall not try to make such an inter-

T T T LI T L] L]

logD

]
w
»
2]
-]
~
®

pH
FIG. 6

Influence of ionic strenght on the distribution curves, log D = f(pH), for U(VI).
Initial concentration of acetylacetone in benzene equals 0.76 M. Solid curves
are calculated from estimated equilibrium constants. 25 C

(m) O M NaClo0 (0O) I M NaClo (®) 4 M NaClo

4 i 4 (a) 6 M NaClOz‘



pretation but merely give (Table 2) the calculated thermodynamic constants AH
and AS for the distribution of U(VI) as described by A;

UOZ(AA)Z(aq) = UOZ(AA)ZHAA(org) (7)

N
T
(o]
[e]

30 31 32 33 34 10/T

FI1G. 7
Temperature dependence on the distribution D)‘ , U0, (AA) ==U02(AA)2HAA(begzene),
at different ionic strenghts. Initial acetylacetone is 0.76 "M, 5°— 70 C.
(@) OMNaCIOZ‘ (g) IMNaClOA (a) 4MNaC104 (O) 6 MNaClOA
DISCUSSION

The present investigation has shown that the extraction of U(VI) with
HAA under the used conditions can be described with the following minimum of
existing species: U0,2%, UO,(AA)+, UOZ(AA)Z and UOZ(AA)ZHAA(org). Due to the
sufficiently high concentration at HAA employed any hydrolysis was completely
suppressed. In order to detect hydrolysis it can be calculated from estimated
hydrolysis constants that it is necessary to decrease [HAALHQ below 0.01 M
so that the complexation of UOzz*with AA and OH becomes comparable. The ex-
tent of complexing with AA is proportional to the product K /K,/B,. Using
this relation one can explain why Rydberg7 in his treatment of the Uozz*,
0.01-1 M HAA(CHCls)/O.l M (Na,H)Cl0, extraction system was able to calculate
hydrolysis constants because K in his system was larger by a factor of 4.9.
A more drastic difference in the susceptibility for hydrolysis is obtained
for benzoylacetone HBA. Starys studied the extraction of U(VI) with HBA in
CCl, for which the number K /K,/B, is about 18 times greater than the corre-
sponding number for the present HAA extraction system. This means that|HBA
>0.18 M would be required to suppress hydrolysis. Since the highest HBA
concentration used by Stary was 0.1 M,hydrolysis remarkably changed the ex-
traction curves: no broad plateau values were obtained but maxima. Hydrolysis
not only of U022+ but also of mixed hydroxy-f-diketone complexes must be con-
sidered. However at sufficiently low pH,the similiar adduct extraction mech-
anism as for HAA was observed:

org

2+

UO2

+ 3 HBA(org) = UO,(BA) HBA(org) + 2 ut (8)
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In order to verify that UO,(AA),HAA was the dominatingspecies in the orgaric
phase a series of stochiometric analysis of the composition of the extracted
species were made. Thus when extracting macro amounts of U0l into CHCl; it
was found that UOZ(AA)2HAA always was extracted, both in excess and deficit
of HAA relative to the original uranium content in aqueous phase. The analysis
were made by determining the uranium content by igniting crystallized complex-
es to Uy04.

The calculated B, values seems resonable 1n magnitude by comparing with
other determinations for U022*, Pa02* and HfO * considering the different con-
ditions (1on1c media etc), Table 2. The HAA complexation increases in the
order Pa0?*< U0,2*< Hf02".

In Table 1 summarized information is given about the extractable complex-
es of various PB-diketones with bivalent metalyl ions. No obvious reason why
the different types of complexes are extracted can be concluded. For instance
why doesn't thenoyltrifluoroacetone (HTTA) and l-phenyl-3-methyl-4-benzoyl-
-pyrazolone-5 (HPMBP) forme adducts like HAA, HBA and HBM (dibenzoylmethane)
do. Much more future studies on various extraction systems is needed to reveal
those questions. A systematic study of a series of p-diketone derivatives and
other metalyl ions VO2*, Ti02* and Zr02* must be made.

Acknowledgement. Dr. S.O.Andersson is thanked for initializing this stud-
ies and ing. Eva Jomar and fil.kand. Anna Selme for skilful experimental
help. Ing. Monika Bengtsson was very helpful in typing and figure drawing
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Natural Science Council.
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SIZE-SELECTIVE SYNERGISM BY CROWN ETHERS IN THE EXTRACTION
OF ALKALT METALS BY DI (2-ETHYLHEXYL)PHOSPHORIC ACID#*

W. J. McDowell, W. F. Kinard,+ and R. R. Shoun

Chemical Technology Division
Oak Ridge National Laboratory
Oak Ridge, Tennessee 37830

ABSTRACT

Although the macrocyclic polyethers, known as crown ethers,
complex metal ions and do so preferentially according to the size
correspondence between the ion and the crown ether cavity, their
usefulness as liquid-liquid extraction reagents has been limited
by the necessity of solubilizing the anion in the organic phase.

The common mineral acid anions are difficult to transfer to the
organic phase, and organophilic anions are expensive or impractical.
A method is described that avoids this problem by combining organic-
soluble cation exchangers with the crown ethers in the organic
phase. The resulting mixtures show synergistic extraction for cat-
ions, and for the alkali metal ions the synergistic effect is size
selective. The size dependence of the synergistic extraction in the
system di(2-ethylhexyl)phosphoric acid/crown ethers parallels the
extraction of picrate salts of the alkali metals and of the complex
formation of the alkali picrates with crown ethers. A preliminary
evaluation of concentration dependencies in the extraction of potas-
sium by di(2-ethylhexyl)phosphoric acid—dicyclohexo-18-crown—-6
mixtures in benzene suggests an organic-phase complex containing

two alkyl phosphoric acid groups and one crown ether per potassium.

INTRODUCTION

Although the existence of cyclic polyether compounds has been known for
several decades, Pedersen (1-4) was the first to systematically synthesize
and investigate the properties of these unusual molecules. The most notable
of these properties is their ability to form complexes with alkali metal
salts and to form the strongest complexes when there is good correspondence
between the size of the alkali metal ion and the cavity in the cyclic poly-
ether. Pedersen synthesized a large number of polyethers with cavity sizes
appropriate for all the alkali metals. He called these compounds ''crown"
ethers because of their structural resemblance to a crown and created a
trivial nomenclature in which the number of atoms in the polyether ring was
denoted by a number followed by the word crown, followed by the number of
ether oxygens. Thus, 18-crown-6 is an 18-atom ring consisting of 12 carbon
atoms and six oxygen atoms.

Stability constants for many alkali metal-crown ether complexes have
been measured by various methods both in water solution and in methanol
solution (5). These measurements show the expected tendency for the crown
ether-alkali metal pairs with the best size correspondence to be most stable.
They also show the stability in the presence of water to be less, indicating
competition between the crown ether complexing and ion hydration. Because

*Research sponsored by the Division of Chemical Sciences, U.S. Department
of Energy under contract W-7405-eng-26 with the Union Carbide Corpc.ation.
TCurrently at College of Charleston, c‘harleston, South Carolina.



most of the crown ethers were organophilic to some degree and because they
would complex and solubilize a variety of alkali metal salts into organic
phases, they were used to transfer to organic phases catalytic agents that
are normally soluble only in an aqueous phase. This procedure is referred
to as phase-transfer catalysis. The possibility of using crown ethers

as liquid-liquid extraction (solvent extraction) reagents in analytical
and hydrometallurgical applications was quickly recognized.

Frensdorff used solvent extraction of alkali metal picrates by chloro-
form solutions of crown ethers as a means of evaluating the relative strength
of crown ether complexes (6). Size selectivity was observed as expected.
Distribution coefficients, Dy (organic-phase metal concentration/aqueous-
phase metal concentration), were very low but were larger when the large
organophyllic picrate anion was used than when mineral acid anions such as
sulfate, chloride, or nitrate were used. The difficulty of solubilizing the
mineral acid anions in nonpolar organic phases is a primary problem in
applying the size-selective properties of crown ethers to hydrometallurgical
or analytical extraction problems since economics and practicality often
dictate the use of the common mineral acids. A process for the separation
of potassium chloride from other metal chlorides in a brine solution has been
developed using the concept of an anion-solvating diluent (7). A polar sol-
vent, m~cresol, was found suitable for solvating the chloride anion and
enhancing the extraction of the potassium-chloride ion pair into the organic.
phase.

McDowell and Shoun have used a different approach to the problem of
anion solvation (8). In their work, they mixed an organic-phase-soluble
cation exchanger with the crown ether so that the necessity of transferring
the inorganic anion to the organic phase is eliminated. In this system the
cation in the aqueous phase is exchanged at the interface for the hydrogen
of the organic-phase acid. The metals then exist as an organic-phase-
soluble salt with which the crown ether can easily coordinate. Large and
dramatic effects by dicyclohexo-18-crown-6 on the order of extraction of
alkali metals by di(2-ethylhexyl)phosphoric acid (HDEHP) have been observed
and reported (8,9). This study expands upon these early observations and
reports a systematic examination of the extraction behavior of the alkali
metals with several crown ethers mixed with HDEHP.

EXPERIMENTAL

Crown ethers were obtained from Parish and Aldrich Chemical companies
at stated purities of 2997 and were used without further purification. No
attempts were made to separate the structural isomers of the dicyclohexo-
substituted crown ethers, and the results reported thus represent a composi-
tional average of the two isomers. The HDEHP was purified by copper(II)
precipitation and molecular distillation according to published procedures
(10,11). The didodecylnaphthalene sulfonic acid (HDDNS) was prepared in
this laboratory, and the neocarboxylic acid (V-Acid) was obtained from
Shell Development Laboratories and purified by molecular distillation.

All alkali metal salts used were reagent grade. The radionuclides were
obtained from New England Nuclear Company. Their radiochemical purity was
verified by gamma spectrometry. The nuclides used were 22Na, 42k, 86Rb, and
13"*Cs; these were chosen to ensure the absence of radioactive daughters that
might interfere with the experiment. Lithium was determined by atomic
emission spectrometry using a Perkin-Elmer Model 460 atomic absorption
spectrophotometer. Reagent-grade benzene was used as the diluent in all
experiments.
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The organic phase for the 1iqdid—liquid extractions was prepared by
diluting the appropriate, weighed amount of reagent with benzene. In the
systematic studies, where extraction reagents were used separately or com-
bined, the formal concentration of crown ether was 0.250 M and that of
HDEHP was 0.125 M. 1In these tests, the experimental procedure involved the
equilibration of approximately 10 ml of the aqueous phase with approximately
10 ml of the organic extractant phase. The pH of the solution was adjusted
to near 6 using a 0.125 M solution of the metal hydroxide under study. The
radioactive tracer was added, and the phases were mixed for 5 min to ensure
that equilibrium was obtained. Mixing was accomplished in a 30-ml vial using
a magnetic stirrer, and the aqueous-phase pH was monitored with an Orion
Model 801 digital pH meter. Dilute nitric acid was added incrementally by
a microburet to titrate the solutions to lower pH values. After each acid
addition and equilibration, stirring was stopped and the phases were allowed
to separate. Aliquots of 0.200 ml of each phase were removed for analysis
and counted on a single-channel Packard Auto-Gamma scintillation spectrometer.
Counting times were adjusted to give statistical counting errors of less than
1% with the exception of extremely low counting samples. Titration-
equilibrations were performed with crown ether alone, HDEHP alone, and with
the two reagents mixed.

Phase separation was poor above a pH of about 5.5 when HDEHP was
present because of the conversion of a large fraction of HDEHP to the
interface-active alkali metal salts above this pH. Extraction coefficients
at pH values below 2.5 for systems containing HDEHP and at all pH values
when using crown ethers alone were very low (Dy < 10™%); thus the counting
rates obtained in the organic layer in these equilibrations were near the
analytical limit.

RESULTS AND DISCUSSION

Preliminary Tests

Crown ethers were tested in combination with a variety of available
extractants, including tributylphosphate, trioctylphosphine oxide, a
secondary and tertiary alkyl amine, a carboxylic acid, a sulfonic acid, and
HDEHP. Cations and associated anion systems that were known to give moder-
ate extraction were chosen, and a crown ether was chosen for test that had
a cavity to match the ion diameter. No synergistic effect was noted with
the neutral phosphorus extractants and only a slight synergistic effect
with the amines. All the extractants that were cation exchangers showed
sizable synergistic effects (see Table 1). Di(2-ethylhexyl)phosphoric acid
was chosen for further systematic examination because of the existence of a
large body of data on the extraction of alkali metals by this reagent.

Table 1. Liquid cation exchanger-crown ether synergism

Distribution Synergistic

System Aqueous phase Element coefficient Faetor
V-Acid + DC18C6% 10™% M, pH 6 K 0.01 300
HDDNS + DC18C6P  10~% M, pH 1 K 20 50
HDEHP + DC18C6 107" M, pH 4 K 1.4 370
HDEHP + C15C5 10°% M, pH 6 Na 3.0 30

-Acid = a neocarboxylic acid, 15 to 19 carbon atoms on the
alkyl groups.

bHDDNS = didodecylnaphthalene sulfonic acid.



Size-Selective Synergism

A typical illustration of the synergistic effect of the crown ether on
alkali metal extraction by HDEHP is shown in Fig. 1. The effect varies
with pH, and the synergistic factor (distribution coefficient for the mix-
ture, divided by the sum of the distribution coefficients for the individual
components used alone) is a maximum at about pH 4. 1In all equilibrations
where the crown ether was used alone, distribution coefficients for the
alkali metals were <10™%, and there was no dependence on aqueous-phase pH
within experimental detection. The lack of pH dependence (Item 5, Table 2)
is as would be expected for this reagent because the crown ether should
extract by neutral molecule association and not by cation exchange.
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FIG. 1

Extraction of potassium from nitrate medium by 0.250 ¥ DC18C6, by 0.125 M
HDEHP, and by a solution of these two resgents together at the same con-
centrations all as a function of aqueous-phase pH. The synergistic factor
is the ratio of the distribution coefficient obtained with the mixture to
the sum of those obtained by the reagents when used alone.

Table 2. Stoichiometric ratios for the crown ether-HDEHP
extraction system

Item Reactant varied Li Na K Rb Cs
1 Metal ion concentration 153155 1.00 0.95 0.92
2 HDEHP concentration 0.96 0.92 1.12 0.92
3 DC18C6 concentration 0.80 0.70 0.84 0.62
4 pH dependence (HDEHP + DC18C6)4 0.96 0.84 0.58 0.67 0.93
5 pH dependence (DC18C6 alone)? 0.05 -0.02 -0.01 0.00 0.01
6 pH dependence (HDEHP alone)? 0.91 0.96 0.84 0.86 0.94

aRange of pH = 2 to 6.
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The extraction of alkali metals by HDEHP is a cation exchange process,
and a plot of log I} versus pH should have a slope of 1 as has been demon-
strated by earlier work (12). The data shown in Items 4 and 6, Table 2 and
in the lower group of curves in Fig. 2 are in reasonable agreement with this
idea and show further that under the conditions of this work (trace metal
ion; no competition for extraction) there is little difference in the extrac-
tion coefficients for the various alkali metals.

102 ORNL-DWG 80-8538
I I [
10! ]
e
& 100 —
%
w
w
&
o 107! =
e,
=}
=
e |
o N2
z 10 -
=
g o SODIUM
v
. D POTASSIUM
10 F— a RUBIDIUM I
v CESIUM
10‘4 1 | ‘ l l
\ 2 3 4q ) 6 7

FIG. 2

The effect of 0.250 M DC18.6 on the extraction of the alkali metals from
nitrate solutions by 0.125 M HDEHP as a function of aqueous-phase pH.

The upper group of curves in Fig. 2 shows the effect of adding 0.25 M
DC18C6 to the HDEHP solution. The extraction of all the alkali metals is
synergized, with potassium extraction being synergized most strongly, as
would be expected from the correspondence in ion and cavity size. Syner-
gistic factors were calculated using corresponding data for each of the
crown ethers tested plus data for extraction by the crown ether alone, taking
them in sets like that in Fig. | and smoothing the data by least-squares.
The resulting set of curves of synergistic factor vs pH for DC21C7-HDEHP
mixtures may be seen in Fig. 3. Rubidium extraction is synergized most
strongly. Table 3 lists the synergistic factors obtained at pH 4 and the
extraction coefficient at th: ; pH for the synergistic mixture 0.125 M
HDEHP + 0.25 M crown ether for the alkali metals lithium through cesium. The
crown ethers C15C5, DC18C6, and DC21C7 synergize most strongly an alkali
metal expected to fit the crown ether cavity (see synergistic factors in
Table 3 and sizes in Table 4). However, the extraction of lithium and
cesium is not synergized most strongly by 12C4 and DC24C8, respectively, as
would be expected from size considerations; instead, the strongest syner-
gistic effect is on sodium and potassium for 12C4 and on potassium for
DC24C8, although these effects are small.. It appears further that DC18C6
produces the strongest interaction for every alkali metal except sodium, for
which C15C5 is most effective. Several possible reasons may be cited for
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FIG. 3

Synergistic factors produced by the mixture 0.25 M DC21C7 + 0.125 M HDEHP
as a function of aqueous-phase pH.

Table 3. Distribution coefficients (D) and synergistic
factors (SF) for the extraction of the alkali metals
by crown ethers (0.25 M) and HDEHP (0.125 M)
in benzene from dilute aqueous solutions

at pH 4.0
Li Na K Rb Cs

Crown

EEHEN D SF D SF D SF D SF D SF
12¢4 0.0124 1  0.005 5 0.011 5 0.0033 2 0.0042 2
€15¢5  0.038 3  0.221 160 0.166 65 0.156 85 0.0724 30
DC18C6 0.081 6  0.070 50 1.44 400 1.01 360  0.267 100
DC21C7 0.055 40 0.180 50 0.261 120 0.151 60
DC24C8 0.059 4  0.051 30 0.256 95 0.126 60  0.209 70

Table 4. Size parameters for alkali metal ions and
macrocyclic polyethers

Ionic Cavi di a
Alkali metal diameter? Crown ether “TLEN A SmeCar

o @A)
(A)

Li 1.36 l4-crown-4 1.2-1.5

Na 1.94 15-crown-5 L.7-2.2

X 2.66 18-crown-6 2.6-3.2

Rb 2.94 21-crown-7 3.4-4.3

Cs 3134 24-crown-8 4.5-5.6

?Tonic diameters and cavity diameters through 21-crown-7 are from
ref. 5. The 24-crown-8 cavity diameter was measured using CPK molecular
models.
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the above observed interactions. Lithium is a highly hydrated ion, and com-
petition of water for the coordinative bonding may hinder the formation of
crown ether complexes. In addition, 12C4 is somewhat water soluble (we do
not have a quantitative measurement), and a direct comparison with the less
aqueous-soluble C15C5 and DC18C6 may not be appropriate. For the heavier
alkalis, a lower charge density may reduce their ability to complex with
crown ethers, and the uncertainty of the effective cavity size in the larger,
flexible polyether rings may attenuate the size-selective effect in adduct
formation.

Comparison with Picrate Extraction

Although these experiments represent a system that is quite different
from the one used by Frensdorff, the relationships between the distribution
coefficients found in our work are similar to the relationships of the dis-
tribution coefficients reported for the picrate system (see Table 5).

Figure 4 shows the ratio of the distribution coefficient of the alkali metals
(scaled according to their ionic diameter on the abscissa) to that of the
alkali metal expected to interact most strongly with a given crown ether
because of size considerations. Data for both the present work and
Frensdorff's work are included. Although the extraction of picrate salts
does show the selectivity of the crown ethers, the distribution coefficients
obtained were extremely low when calculated on the basis of total metal ion
concentration. Frensdorff's experiments involved the extraction of

7 x 10~° M alkali metal picrate solutions by an equal concentration of

crown ether. However, the total metal ion concentration in eac’ case was
0.1 M because the extractions were made using a 0.1 M metal hydroxide solu-
tion as the aqueous prhase. The use of the cation-exchanger HDEHP in the
present study maintained the selectivity of the crown ethers while increas-
ing the distribution coefficients by a factor of over one thousand in many
cases.

The synergistic extraction data are in agreement with the alkali
ﬁicrate extraction data of Frensdorff in regard to the size-selective
behavior of the crown ethers. For dicyclohexo-24-crown-8, both this work
and the earlier work of Frensdorff found a stronger interaction with
potassium than with cesium. For 12-crown-4, the possible aqueous solubility
of the complex combined with the strong interaction of lithium with HDEHP
precluded any definitive determination of size effects. It should be noted

Table 5. Distribution coefficients of crown ethers
with alkali metal ions

System i Na K Rb Cs
12C4 + HDEHP 1.24E-2%  5,05E-3 1.10E-2  3.28E-3 4.20E-3
Di-(t-BuC)14c4? + picrate  7.70E-5 0
C15C5 + HDEHP 3.76E-2  2.21E-1 1.66E-1 1.56E-1 7.24E-2
t-BuC15C5P + picrate 1.12E-5  1.38E-4  6.09E-5 2.80E-5
DC18C6 + HDEHP 8.09E-2  6.96E-2 1.44E00 1.10E00  2.67E-1
pc18ce? + picrate 2.31E-5  1.79E-4  5.45E-4 3.09E-4
DC21C7 + HDEHP 5.53E-2 1.80E-1 2.6l1E-1 1.51E-1
DC24C8 + HDEHP 5.87E-2  5.06E-2  2.56E-1 1.26E-1  2.09E-1
pc24c8? + picrate 2.03E-5  6.23E-5 1.41E-4 1.27E-4

%Read as 1.24 x 102,

bCalculated from values given in ref. 6.
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A comparison of the crown ether-HDEHP extraction of alkali metals with
their extraction by crown ethers as the picrates. The ratio of the
distribution coefficient for a given metal to that of the metal expected
to be best extracted by that crown ether (because of size) is presented
vs ionic diameter.

that while the interaction of the crown ethers with certain 'best-fit"
alkali metals is size selective, it is not specific in that the extraction
of other alkali metals is also synergized, although not as strongly.

A major result of this investigation is the demonstration that the
crown ethers can be used to synergize the liquid-liquid extraction (or
phase transfer) of ions by organophilic cation exchange extractants in a
size-selective manner. This result suggests the possibility that this
principle can be applied to all cation exchange extraction systems. Thus,
a new parameter is made available in the continuing endeavor to develop
extraction systems more specific for a given ion. Possibilities for new
extraction systems with entirely new selectivities thus exist by mixing
these size-selective synergistic agents with familiar cation exchangers.
Work is currently under way to explore these possibilities.



6. Fundamentals and Chemistry of Solvent Extraction Mcoowelletal.  80-0

Stoichiometry of the Complex

The DC18C6-HDEHP system was chosen for further study to try to establish
the stoichiometry of the organic-phase species. A general reaction for the

extraction of the alkali metals by the extraction system crown ether-HDEHP
can be written as follows:

M + z/r(CE)_ + y/s (HDEHP) _ = M(DEHP) (HDEHP) (CE) A + nH (1)

where the overlined species represent organic soluble compounds. Because
loading curve experiments exhibited an initial slope of 1.0 (Table 2) indi-
cating that the extracted species was mononuclear (assuming a mononuclear
aqueous—phase metal ion), the following equilibrium quotient can be written
for the reaction:

+.7
e [M(DEHP)n(HDEHP)m(CE)x][H 1

(2)
it e Y/ S [ce)*/ T

The distribution coefficient is defined as the concentration of the metal
in the organic phase divided by the concentration of the metal in the aqueous
phase:

[M(DEHP) (HDEHP) (CE) ]
D= n — m X . (3)

M)

Therefore, substitution of the distribution coefficient into the equilibrium
expression and rearrangement of terms yields:

log D = log @ + npH + y/s log [HDEHP] + x/r log [CE] . (4)

In order to determine the stoichiometric coefficients for each of the
reactants in Eq. 1, a series of experiments was run in which only one of the
concentration parameters was varied and all of the other conditions were
held as nearly constant as feasible. From the slope of log D versus the
logarithm of the concentration of the reactant varied, as determined by a
least-squares fit, coefficients were obtained for Eq. 4, and these are
listed in Table 2, Items 2, 3, and 4.

As expected, the pH dependence of the extraction by crown ether alone
was zero. The expected value for the slope of the crown ether dependence
with HDEHP present was 1.0 assuming the crown ether to be monomeric in solu-
tion (r = 1), but there appears to be a substantial deviation toward lower
values. Values of x/r less than 1 could result from competing equilibria
consuming crown ether, partial association of the crown ether, or significant
solubility of the complex in the aqueous phase.

When used alone, HDEHP is known to be a dimer in benzene at the concen-
trations used in these experiments [s = 2 in Eq. (1)]; therefore, the values
of y/s which were essentially 1.0 indicate a value of n + m = 2 and of
m = 1, suggesting that there is one neutral HDEHP solvating the metal ion in
the organic phase. When HDEHP alone is the extractant, it has been shown
that the alkali metals can be coordinated by at least three additional
neutral HDEHP molecules (12). All of these parameters taken together suggest



an extracted species of the stoichiometry
M[DEHP] [HDEHP] [crown ether] . (5)

Further work needs to be done to examine the possibility of crown ether-
HDEHP interaction in the organic phase and to define distribution of the
crown ether to various aqueous phases before a firm conclusion about complex
stoichiometry can be made.
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SOLVENT EXTRACTION OF TRIVALENT LANTHANIDES BY

DIBUTYL PHENACYLPHOSPHONATE.

J. ALSTAD, B. CECCAROLI
Department of Nuclear Chemistry,University of Oslo,
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ABSTRACT

The extraction of gadolinium from aqueous thio-
cyanate and perchlorate media by dibutylphenacyl-
phosphonate, HDBPP has been studied. The extractant acts
like TBP in the thiocyanate system whereas in the per-
chlorate medium HDBPP is found to be an acidic extrac-
ting agent. The hypothesis of chelation of extracted
metals is supported by infrared measurements. The sepa-
ration of lanthanum and the fourteen lanthanides by
HDBPP has bgsn'studied by extraction from IM NaClOA.
|H'| < 2 100 M medium. A plot of loga /L vs.Z shows
that the series is divided in four suggrgups.

INTRODUCT ION

The B-ketophosphonates have been studied during the last years because
of their potential extraction abilities (1)-(6) Firstly, these compounds
have an asymmetric donor power due to the P=0 and C=0 groups. Secondly
their enolic tautomer gives them an acidic and chelating character. The
previous results with dibutylphenacylphosphonate HDBPP and various metals
have mostly shown the extraction by solvation through the P=0 group (3)-(5).
Evidence for the extraction from perchlorate medium by compound formation
or acidic extraction (chelation has been suggested) has been found for
U(VI) and Th(IV) (3) and (5). But in the U(VI) case the acidic extraction
coexists with the neutral extraction. This work describes the extracting
ability of HDBPP for Gd (11I) and the separation by extracting the trivalent
lanthanides from a perchlorate aqueous solution.

EXPERIMENTAL

Distribution measurements : They were performed in a thermostated
vessel at (20+0.1)°C. The determination of the distribution ratio was made
by y-counting using a Nal(Tl) well type scintillation detector for the
exhaustive study of Gd extraction. A Ge(Li) detector combined with a mul-
tichannel analyser was used in the case of simultaneous extraction of
several elements. The radioactive tracers are reported in table I.

Chemicals : HDBPP was prepared and purified as described previously (3).



Table I. Nuclides and energies of the y-lines used for
determinations.

Nuclide t§ Ey keV
L 40.27 h 487.00
1596.17
L 284.4 4a 133153
142, 19.2 h 1575.80
1474a 11.1 4 91.11
531.02
57m 28 h 168
4% 53 h 285.90
LS 28 h 340
1335, 46.5 h 103.18
152g, 12y 121.78
344.27
15854 242 a4 97.43
103.18
160y 72.3 4 86.79
298.57
879.16
962.00
966.15
1177.93
165py 2.36 h 94.68
LU 27 h 80.57
LT 7.5 h 124.00
295.91
308.30
1704, 127 a 84.25
L "N 32 4a 109.78
130.51
177.18
RN 6.71 d 208.36

RESULTS AND DISCUSSION

The figures 1, log D=f(log ISCN'W)and 2, log D=1£(log |H+|) show that
Gd is extracted by HDBPP from thiocyanate medium as by tributylphosphate
(TBP) and probably forms an additional complex by bonding the neutral salt
Gd(NCS), through the donor P=0 group.- The slope of the curve log D=f(log.
| SCNT|)” is approximatelg +2 indicating that the predominant complex in the
aqueous phase is Gd(NCS) * . The high concentration of the extractant
enables the observation of the extraction of Gd(C104)3 and Gd(BFA) at the
lower thiocyanate concentration. Figure 2 shows that the distribution of
the metal is almost independant of pH when the extraction of thiocyanic
acid can be neglected.
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Thiocyanate ion dependence of the extraction of gadolinium.
® 0.94M HDBPP, toluene, IM(NH,*, H', C10,”, SCN), pH < 3, 25°C ;
® 1.IM HDBPP, toluene, IM(NH,*, H', BF ,, SCN), pH < 3, 25°C

4 0.3M TBP, n-octame, 2M(NH,*, H', Cl0,”, SCN"), pH = 2,20°C.

F1G.2

Hydrogen ion dependence of the extraction of gadolinium from a perchlo-
rate-thiocyanate medium.

4 0.3M TBP, n-octane, M NH,SCN, 1M(N,”, W', c10,7), 20°C ;

® 0.1M HDBPP, solvesso 150, 0.7M NH, SCN, 0.3M (NH4+, n, €10, ),20°C.

From these results we conclude that the behaviour of HDBPP towards
the trivalent lanthanides is very similar to that observed with other
metal ions in thiocyanate medium (4). The extraction is described by the
following equilibrium :

+ e
M2+ 3SCN” + x HDBDP #==2M(NCS) . xHDBPP (1)

where x is probably 3 or 4. (Overlined symbols for organic phase species).

In order to find evidence for the acidic extraction, the perchlorate
medium, which is less_complexing than thiocyanate,was used. Also salts of
tetraborofluorate (BF,) are proposed as a low complexing electrolyte.

As figure 3 shows the acidic extraction is obtained under the chosen expe-
rimental conditions when ]H+| < 2.1074M. At higher concentrations the dis-
tribution of metal becomes almost independent of pH, indicating that the
neutral extraction becomes predominant. The weak decrease of the curve in
these concentration regions suggests the existence of mixed complexes.

The slope of the curve (fig. 4) log D=f (log|HDBPP|) is exactly equal
to +3 in the case of the acidic extraction while it tends towards 3.4 in
the case of the neutral extraction.Ilt should be pointed out that the lat-
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Hydrogen ion dependence of the extraction of gadolinium from a perchlorate
aqueous solution. . .
® 0.23M HDBPP, solvesso 150, IM(H , Na

A 0.45M HDBPP, solvesso 150, IM(H'

4), 20°C
Na', €10}), 20°C

Cc10

’ 1

v 0.94M HDBPP, toluene, IM(H', NH,, C107), 25°C ;
FIG.4
Extractant dependence of the extraction of gadolinium.
® solvesso 150, IM(H', Na', C107), |H| = (4:0.5).107%, 20°C ;
s toluene, Mee®, NHE, 107, |HT[> 1077, 25°C
m toluene, Mcu®, NHE, BE;), |H'|> 107M, 25°C.

~-ter is very unfavourable in ClOZ and BFj media in comparison with the for-
mer. The ratio Between them at a constant concentration of extractant is of
the order of 107.

In conclusion we suggest that the following equilibrium describes the
extraction of lanthanides from BFZ and ClOZ media :

B - -\ K3=p, X, (DR e
M + opXT o+ (x+3 p)HDBIP-—3—9,.AMXP(DBIP)BLSHDBPP + (3-p)H (2)

where X~ = C10, or BF,, O s p € 3, O s x ¢ 4, p and x are dependent of each
other through the total coordination number. For Gd we have p = O and x = O
when |H+\ < 2 107%M. The infrared spectra of the organic phases from acidic
extractions of Er and Eu show new absorption bands near 1510 (C==0), 1400 .
(C==C) and 1160 (P==0) cm“], supporting the hypothesis of chelation (17).

Tt seemed to be interesting to investigate the separation of the rare
earths when the metal is complexed by the enolate, since the best separation
between them are obtained with organophosphoric acids like HDEHP or B-dike-
tones like HTTA (7).
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Table 11. Separation factors and equilibrium extraction ccnstants

W = [M(DBPP)3][M’+]'1 [u*)? [soppep] *Solvesso 150 - IM(H ,Na ,c102
a %7,2-1 “2.1a - 109 Key

La

Ce 4.4+0.3 4.4+0.3

Pr 1.36+0.04 6.040.5

Nd 1.18+0.04 7.140.5

Pm 1.67+0.04 1241

Sm 1.93+0.04 23+2

Fu 1.2340.02 2842

Gd 0.77+0.02 21+2 10.5+0.2

Tb 1.83%0.02 39+3

Dy 1.38+0.04 5445

Ho 1.09+0.03 60+5

Er 1.16+0.02 71+6

Tm 1.83+40.04 130+10

Yb 2.08+0.02 271+21

Lu 1.0740.03 300+25

Table 1I1. Comparison of HDBPP with HTTA_and HDEHP

Extractant “Lu,La _ “z,2-1 2°9%x (Gd) i
HDBPP 3'10+2 g7 =i10). 5 £0k2 Present work
HTTA 3 upd 1.8 -8.40+0.04 |14
HTTA 5.5-10"3 (2.7) =7..57 [15]
HDEHP 9.78-10%%  2.440.9 |16]

In order to determine the separation factor of the elements with a maxi-
mum of precision, distribution eXperiments with several elements admixedwere
performed. The 15 elements were divided in the four following groups, emplo-
ying at least one common element from one group to another.

i) La, Ce, Pr, Nd, Pm, Sm, Eu, Tb.

dri) Gd, Tb, Tm, Yb.

iii) Dy, Ho, Er, Tm, Lu.

iv) Gd, Ho, Er, Tm, Lu.

Energies of y-lines that were used to determine the distribution ratio are

given in Table 1. The separation factors between adjacent elements Az /7-1>
5 -1

between lutetium and lanthanum L and K, values for each lan-

thanide are given in Table 11. These results show a lower

distribution ratio for Gd than for Eu and Sm. The separation factor between

Lu and La is approximately 3:102 and the mean separation factor between ad-

jacent elements approximately 1.7. Table 1Il1 compares these values to those

obtained with other well known extractants.
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FIG.5
Variation of logarithm of separation factors with atomic number.
0.1 - 0.25 M HDBPP, solvesso 150, IM (H*, Na*, €10;), |H*| < 2.107%M,20°C.

Ina plot of log K o °F log % /La VS: Z (fig.5) division of the series
into four "tetrades'" appéars distintc&y (8)-(9), while a plot of az/z_]vs.
Z-1, Z| fits well into the regularities of the so-called double-
double effect (10)-(11). These experimental facts have been observed in
several liquid-liquid extraction systems and are interpreted to some extent
as a disclosure of the nephelauxetic effect in the 4f series (12)-(13).
This effect is in general distinctly observed when the ligand is strongly
bonded to the central atom forming an inner sphere complex. The exceptional
low value of %cd/La in regard to Sm and Eu may suggest a change in the coor-
dination number {hroughout the lanthanides series;compounds like M(DBPP)3
and M(DBPP)3.(HDBPP) are expected with Z 3 64 and Z < 64 respectively.

C
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SOLVENT EXTRACTION OF LANTHANIDES BY
2-ETHYLHEXYLPHOSPHONIC ACID MONO-2-ETHYLHEXYL ESTER

Ma Enxin Yan Xiaomin Wang Sanyi
Long Haiyan Yuan Chengye

Shanghai Institute of Organic Chemistry,
Academia Sinica, Peoples Republic of China.

The chemistry of extraction of lanthanide and yttri-

um by 2-ethylhexylphosphonic acid mono-2-ethylhexyl
‘ester (HL) in n-dodecane from nitric acid was described.
By MW determination, NMR and the slope method, the
extraction reaction was studied. Based upon elementary
analyses, IR, NMR as well as MW determination, the com-
positions of the complexes formed by saturation of HL
with La(NO3)3 and Nd(NO3)3 were studied. Both the stand-
ard enthalpy changes(- AH®) as well as the relative free
energy and entropy changes (-AZf) ( AS®) of the extrac-

tion reaction were also estimated. 'The regularity of the
variation of Kex(concentration equilibrium constant),

- AZ22 and ASQ reveales the tetrad effect. The average
separation factor of adjacent lanthanides was calculated
to be as high as 3.04.

The acidic organophosphormus compounds for extraction of lanthanides have
been studied extensively with di-(2-ethylhexyl) phosphoric acid (D2EHPA)

(1,2). As indicated by earlier reports from our laboratory, on substituting
a P-C bond for a P-0-C in D2EHPA molecule, the pKa value of the resulted

compound 2-ethylhexylphosphonic acid mono-2-ethylhexyl ester (simplized as
mono-isooctyl isooctylphosphonate and denoted as HL) increases owing to the

:akened effect of negativity of alkoxy group and the distribution ratio of
tanthanide by this extractant decreases respectively. Besides this, mono-iso-
octyl isooctylphosphonate possesses notable properties in extracting medium
and heavy rare earths in less acidic solution(2). Nevertheless, there are
only a few reports dealing with extraction behaviours of mono-alkyl alkyl-
phosphonate for lanthanides(3-6). For mono-isooctyl isooctylphosphonate, it
has been described only for extraction of promethium, uranium and curium in
the chloride system(3), and thorium in the nitrate system(7). However, the
degree of aggregation(8a), IR(8b) and NMR(9) studies of this extractant have
heen reported.

The extraction of lanthanides(except promethium) and yttrium by mono-
isooctyl isooctylphosphonate in n-dodecane from nitric acid is described in
detail in this paper. The aggregation of this extractant in an aliphatic
diluent was determined by vapor pressure osmometry and proton nuclear
magnetic resonance spectra. From the slope method, the extraction equation
was also deduced. The solid complexes of mono-isooctyl isooctylphosphonate
with lanthanum and neodymium nitrate were prepared by the saturation method.

Based upon elementary analyses, IR, NMR spectra as well as MW determi-



nationsthe composition of these species was estimated. The extraction equi-

librium constants(Kex) at various temperatures(10-60°C) were calculated. Be-
sides these, both the standard enthalpy changes(—AHo)and the free energy
changes(-AZ?) as well as the entropy changes(AS?) related to lanthanum for
all other lanthanides of this extraction reaction were also estimated. On
the basis of general physico-chemical concepts and the lanthanide contrac-
tion, the regularity of the variation of the concentration equilibrium con-
stants and these thermodynamic functions were examined and discussed.

EXPERIMENTAL

1. REAGENTS

2-Ethylhexylphosphonic acid mono-2-ethylhexyl ester was synthesized in
our laboratory and purified through its copper salt. A product with more
than 997 purity was determined by potentiometric titration. The purity of
the extractant was also checked by elementary analyses. Found C, 62.71; H,
11.51; P, 10.11 compared with C, 62.68; H, 11.42; P, 9.73 calculated for
C16H3503P. n-Dodecane was used as BDH reagent. Lanthanides(except cerium)and
yttrium solutions were prepared from nitrates, converted from S.P. grade
oxides. Cerium was used as nitrate with high purity. Other reagents were A.P.
grade.
2. METHODS

A. Extraction Equilibrium: Equal volumes of organic and aqueous phases
were shaken for 30 minutes in a separatory funnel at 25°C. For the study of
temperature effect, the separatory funnels with a water jacket connected to 4
thermostat were used. All data are the average values of at least two ex-
perimental results,

B. Preparation of Solid Complexea: Equal volumes of mono-isooctyl iso-
octylphosphonate 0.1M in n-dodecane solution and aqueous solution of
0.1M lanthanide nitrate were sufficiently mixed by shaking in a separatory
funnel. In the mixing process,the pH value of aqueous layer must be adjusted
to neutrality by adding continuously 1M ammonium hydroxide sol, to the
system. After the establishment of equilibrium,the aqueous phase was dis-
charged. The saturation and equilibrium experiments were repeated until
the concentration of lanthanide did not change after three operations as
shown above. A waxy solid was obtained by centrifugation of the saturated
organic phase followed by desiccation in a Abderhalden vacum drying appara-
tus for four hours at 80°C.

3. ANALYSES

Concentrations of lanthanide were determined either volumetrically by
EDTA titration with xylenol orange as indicator(10) or spectronphotometrical-
ly by ArsenazonIII(ll). In the case of low distribution ratia in extration,
the concentration of the rare earths was estimated in the organic phase in ader
to minimize experimental errors in analysis. The content of lanthanide in
solid compleses was also determined from its solution in n-dodecane by stripp-
ing with nitric acid. The nitrate ion and phosphorus contents in the solid
complex were analysed by the spectrometrical method with phenol diphenyl-
sulfonate(l2a) and phosphomolybdic blue(12b), respectively. The organic mate-
rial in the solid complex was decomposed by ignition witha mixture of concen-
trated nitric acid and sulfuric acid. The water content was determined by
Karl-Fisher method(13).
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4. INSTRUMENTS

A. Hitachi 115 model molecular weight apparatus. Dibenzoyl acetone
(MW 210.2) as standard.

B. Perkin-Elmer 557 IR spectrometer. Samples were made as liquid film
or CsI pellet.

C. JEOL PS-100 model NMR apparatus. CCI4 as solvent and HMDS as refer-
ence.

RESULTS AND DISCUSSIONS

1. EXTRACTION EQUILIBRIUM

By VPO method, the molecular weight of mono-isooctyl isooctylphosphonate
was found to be 636.8, supporting the existence of a dimer in an aliphatic
solvent . The NMR spectra of mono-isooctyl isooctylphosphonate show the chemi-
cal shift of associated proton at 12 ppm, which disappears upon deuterium
exchange.The dimer of mono-isooctyl isococtylphosphonate is denoted as (HL)2 in
this paper.

The solvent extraction of a lanthanide in less acidic solution with acidic
phosphoric(phosphonic) ester can be considered as a cation exchange process.
In the extraction system: Ln(O.OlM),(Na,H)NO3(1M), various acidity/HL(0.5F),
n-dodecane, the plot of LOgD/[(HL) ]3 versus Log[H+] was found to be a

2 ag
straight line for each lanthanide wigﬁgthe slope near to -3 except for lan-

thanum (FIG.1a).
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In this equation, all terms are experimental values with KHL)Z]Org =
0.5/2 —6x@n(HL2)j org. [Hﬂ aq 1s denoted as acidity of the aqueous phase in
equilibrium.

In the extraction system: Ln(0.01M), (Na,H)NO,(1M) /HL(various conc.),
n-dodecane, the plot of LogD[H+]g versus Log {(HL 2]org was found to be a
straight line. For Ce, Nd, Gd, Er and Lu as lanthanides,the slope is close
to 3(FIG.1b).

Thus, the extraction reaction of lanthanide nitrate by mono-isoctyl
isooctylphosphonate could be written as the following equation:

Ln3+aq + 3(HL)20rg — Ln(HL2)3org + 3H+aq (1)
The thermodynamic equilibrium constant is then
3
+ 3
o [LH(HL2)3] org (H }aq VLn(HLz):;YH"’ (2)
T 3+ 3 ’
Ln""] aq [((HL)2) org \(Ln3+'~v3(HL)2

As the aqueous ionic strength was constant (IM) in the experiments, the
product of activity coefficients may be assumed constant.
The concentration equilibrium constant then becomes

[Ln(HL2)3Iorg [H+]gq

[Ln3+]aq KHL)Z]grg

Kex =

2. THE COMPOSITION AND STRUCTURE OF SOLID COMPLEXES

The prepared solid complexes of mono—- isooctyl isooctylphosphonate with
lanthanum or neodymium nitrate are waxy solids with a white and purplish
colour, respectively. They are practically insoluble in water and mineral
acids, soluble very little in ethanol and acetone and slightly soluble in
chloroform, carbon tetrachloride, benzene, n-hexane and n-dodecane(<17Z). The
melting points of these waxy solids are higher than 400°C.

The elementary analysis of the solid complexes, shows the presence of NOj
group on the basis d the nitrogen content. From the results in TAB.1 the composi-
tionof the solid complex may be considered as a mixture of LnLj and Ln(NO3)L,.
The saturated extraction for the preparation of complexes has been carried
out in neutral medium, which favours the formation of the complex with a NO
group. Hence, we assume that there are two reactions going on in the satu-
rated extraction.

3+

In" 0 + 3/2(HL) 20rg = Lnl3erg + 3H aq

+

+ -_—
Maq * N03aq + (HL)porg = Ln(NO3)loorg + 2H'aq

Ln

TABLE. 1 The elemertary analysis of the solid complexes (%).

Element C H N P Ln P/Ln NO3/Ln
Found (La Complex) 52.72 9.25 0.47 8.39 14.0 2.7 0.33
Calcd. as Lalg 54.64 9.74 8.81 13.17
Calcd. as La(NO3)Ly 47.35 8.44 1.73 7.63 17.11
Found (Nd Complex) 51.33 9.13 0.65 7.73 14.36 2.5 0.38
Calcd. as NdLj 54.36 9.70 8.76 13.60
Calcd. as Nd(NO5)L, 47.04 8.39 1.71 7.58 17.66
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The molecular weight of these solid complexes were measured in organic
solutions showing a very high values; for both lanthanum complex, 22400

(n-hexane), 40800(chloroform) and neodymium complex, 17100(n-hexane), 39900
(chloroform). The solution of complexes existed as a viscous liquid and
converted to silky form after evaporation of the solvent. These results
clearly indicate that these solid complexes are polymers in nature with the
degree of aggregation ranging from 20 to 40. The water content of these so-
1id complexes were found to be 0.63% and 0.95% for lanthanum and neodymium
complexes, respectively.
The IR spectra of the complexes &e given in FIG.2 with the sampling

form of liquid film which gives more clear spectra than with CsI pellets.
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FIG.2 IR spectra(film) of mono-isooctyl isooctylphosphonate

(solid line) and its complex with lanthanum(dashed line).

By comparing the IR spectra of the lanthanum complex with the parent compound
mono-isooctyl isooctylphosphonate , some obvious differences are shown as
follows 1 -1

4000-3000cm 2 H20 absorption bands at 3500-3300cw for the complex
were observed. 1 -1

3000-1500cm : The broad absorption bands (2600, 2300 and 1680 cm ") of
the associated OH group existing in the parent ligand disappeared in the
complex. 5 =
1500-1000cm " : The band at 1460cm ~ due to CH, and CH3 broadened in the
complex probably due to the overlap of the asymmetric stretching absorption
band of a coordinated NO, group. The new absorption band appearing at 1322cm™
may be assigned to the symmetric stretching absorption. With the disapear-
ance of the original P=0 sharp absorption (1200cm‘1) and P-O-C absorption
(1040, 985 cm ") in the complex, the asymmetric absorption (1125cm™!) and
symmetric absorption (1050cm_1) of P{ occur.

The absorption band at 1322cm—1 in the complex is approximately near
the vibration absorption of a ionic NO, group. However, we tend to assign
this absor?tion as symmetric of coordinated NO, group for the broadened band
at 1460cm” -~ of CH absorption. In the IR spectra of the neodymium complex,
the occurrence of a new absorption band at 1490cm—1 assigned to a coordinated
NO, group is more appearent (FIG. 3). Besides this, the new absorption is
stronger than that at 1322cm™ !

Only very small variation was observed in the IR spectra between the
lanthanum complex and the neodymium complex. The IR spectrum of the lanthanum
complex with mono-isooctyl isooctylphosphonate prepared from a chloride medium
does not reveal the absorption band at 1322cm™! and also the broad absorption



band at 1460 cm~! for CH2 and CH3. Based on these observations, we can con-
clude that the NO, group exists in a coordinated form in the prepared com-
plexes with the asymmetric stretching absorption v, and asymmetric stretching
absorption v, at 1490 and 1322cm—1, respectively. It may still be considered

that the NO group is a bidentate bonded to the lanthanide due to v

—\):
168cm™1 (147. 1

FIG.3 The characteristic frequencies of the
NO. Jraip inthe canplex of mono-isooctyl

P isdoctylphosphonate with neodymium.
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The proton nuclear magnetic resonance spectra of the complex of lan-
thanum with mono-isooctyl isooctylphosphonate indicate the disappearance of
the hydrogen chemical shift(6;12opm) of the hydroxyl group which has been ex-
changed by the metal ion and the lines are as broad as found in the parent
compound (FIG. 4).

The chemical structure of the two kinds of complex may be considered as
(La(N03)g.3 L, 7-mH20] 5 and [Nd(NO3)g, 4L2.6-mH0) p,

QO\/Q,r |(|J

|t NG |
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3. DETERMINATION OF THE THERMODYNAMIC FUNCTIONS AHO,Azg ANDZSS?

The concentration equilibrium constants of lanthanide nitrate extrac-
tion in n-dodecane at 10, 25, 40 and 60°C were estimated. The original lan-
thanide concentration,(Ln) is equal to 0.01M. The equilibrium aqueous aci-
dity for La, Ce-Nd, Sm-Gd, Tb-Dy, Ho-Er andY, and Tm-Lu is 0.015, 0.05, 0.16
0.4, 0.7, and 1.9M, respectively. The total nitrate concentration in aqueous
phase for La-Er and Y, and Tm-Lu is 1 and 1.9M, respectively. The plot of
LogKex versus 1/T was found to be a straight line for all lanthanides(FIG.5)
There is no obvious change in the extraction for La, Ce,Pr and Nd at various
temperatures. According to the inversion equation of Clapeyron-Clausius equa-
tion ALogKex Al/T = -AHO/2.303R, the enthalpy changes AH® of the extraction
equilibrium reaction were estimated by the least-square method(TAB.2). The

AH® values for various acidity of the gadolinium nitrate solution were esti-
mated as identical.
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TABLE 2 Concentration equilibrium constants, separation factors,
thermodynamic functions for lanthanides extraction with mono-
isooctyl isooctylphosphonate in n-dodecane from nitric acid

e %%k AZ% AHC NS
Element Kex D' ¢ 4l/z O‘Ln/La Kcal Kcal Cal
Mole Mole Mole-deg
Ta %3
Ce 2.21x1073 16.4 7.13 7.13 -1.16 3.89
Pr  4.73x10-3  40.8 2.49 17.7 =iV 5.70
Nd 6.93x1073  59.5 1.46 25.9 =1.93 6.47
(Pm) * %% 1.60x102  2.69 69.6 -2.51 8.41
i Sm__ 7.42x107°  5.7x10%7  3.56  2.48x10° -3.27  -0.31  9.89
Eu 0.201 1.65x103 2.89 7.17x102 -3.90 -0.66 10.86
Gd 0.366 3.1x103 1.88 1.35x103 -4.27 -0.97 11.06
Tb 2.47 2.0x10% 6.45 8.70x103 -5.38 -1.29 13.71
Dy 8.04 6.3x10% 3.13  2.72x10* -6.05 2.1 i3.21
Ho 15.6 1.16x10° 1.86 5.04x10% -6.42  -2.41 13.44
_ Er_ 48.2 3.7x10°  3.19  1.61x10° -7.11 _ -3.11 13.40
Tm 2.07x102 2.2x106  5.95 9.6x10° -8.17 -3.78 14.71
Yb  7.64x102 7.2x10®  3.27  3.13x10® -8.87 -4.51 14.62
Lu 1.26x10° 1.32x107 1.83 5.74x10% -9.23  -5.15 13.68
Y  33.8 2.5%10° 1.07x10° -6.88  -2.99 13.04
*D'=Distribution ratio(extrapolated value) at 0.05M (HY and 1M [HL) .
*%a =Spearation factor(extrapolated value) at 0.05M (HY) and 1M(HL] .

***Values referred to Pm are extrapolated values.



The relatlonshlp between the standard free energy change( AZ°) of the
extraction equilibrium reaction and K is AZ®=-RTLnK. The relufive free energy

change of each lanthanide, AZQ can be expressed by the following equation:
AZ?=A(£&Z°)=—RTLnKz/Kz'=—RTLna, where o is the separation factor for two
lanthanides. Assuming that the product of activity coefficients is identical
for all lanthanides we obtain:® =Kex,z/Kex,z'~~ D'z/D'z', where D' was
estimated by regressing the line to [H+}=0.05M from FIG.1l. Thus, we can
estimate the free energy changes related to lanthanumfor each lanthanide,
AZ%. Relatingfﬁzg to AH®, the relative entropy change can also be calculated.

4. REGULARITIES OF THE VARIATION OF THE EXTRACTION EQUILIBRIUM PARAMETERS
AND THE THERMODYNAMIC FUNCTIONS WITH ATOMIC NUMBER OF LANTHANIDES
The plots of estimated thermodynamic functions,aZ@, AH® and ASE, as

well as Kex versus atomic number of lanthanides are shown in FIG.6 and FIG.7.
As indicated by these figures,the Kex valuesand the absolute valuesof rela-
tive free energy change increase with the increase in atomic number of the
lanthanides. These plots reveal obvious tetrad effect(15). All lanthanides
may be divided into four subgroups: La-Ce-Pr-Nd, (Pm)-Sm~Eu-Gd, Gd-Tb-Dy-Ho,

Er-Tm-Yb-Lu. Gd lies both in the second and the third subgroup. Y locates
between Ho and Er ¢ to the appropriate ionic radius.
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FIG.6 Relationship between the ex-

traction parameters(Kex, @

z+1/z)

FIG.7 Relationship

between the

thermodynamic functions and

and atomic number of lanthanides. atomic number of lanthanides,

The absolute value of the enthalpy change, -08° for lanthanide extractim
by mono-isooctyl isooctylphosphonate increases with increasing of atomic num-
ber of the lanthanide. It means that the released heat increases in the reac-
tion with atomic number. Fidelis(16-18) showed that the regularities of the
variation of enthalpy change of lanthanide extraction by tributylphosphate
and other extractants reveal the tetrad effect. But the behaviour of extrac-
tion by mono-isooctyl isooctylphosphonate has not been reported.

The relative entropy change of the extraction reaction increases with the
increasing of atomic number of the lanthanides. (The value for Tb shows some
deviation). It shows the fact that the entropy change as well as the enthalpy
change increase with the atomic number favours the extraction reaction. The
regularity of the variation of ASr® with the atomic number also reveals a
tetrad effect.
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The separation factor between the first and the second element in each
group is the largest and that between the third and the fourth element is
the smallest (FI1G.4). The following is noteworthy. The average separation
factor of adjacent lanthanides for this extraction system was calculated to
be as high as 3.04 which is higher than that for all reported extraction
systems for lanthanides.

The extraction equilibrium and the free energy change, an energy func-
tion directily related to the extraction reaction, increases with the increa-
sing of atomic number. As the free energy change is composed of two parts,the
enthalpy change AE® and the entropy change AS® , the extraction reaction of a
lanthanide can be considered as a process in which the hydrated trivalent
lanthanide ion is converted to chelated molecules soluble in the organic sol-
vent (FIG.8). The lanthanide ion is a "hard acid" having a serious tendency
of hydration in aqueous solution. The entropy change is assumed to depend on
the energy change of the rearrangement of the particles in the reaction and
reflects the difference in bond energy between the hydrated lanthanide ion
and chelated lanthanide. As the ionic radius of the lanthanide decreases with
the increase of the atomic number, the hydration ability of lanthanide ions
increases with the increase in atomic number. In the process of formation
of similar chelated molecules, the releasel heat (enthalpy change - AH®) also
increases with the increase of atomic number of lanthanides. The entropy
change AS° is concerned with the degree of disorder of the system in the
reaction. In the extraction process, the coordinated water molecules are
converted to free water molecules and the total number of particles in this
system increases. Both of them cause the increase in the entropy change.
Owing to the enlargement of configurational entropy, the formed chelates are
more stable. Thus, the entropy change of the extraction reaction favours the
reaction. As the hydration ability of the lanthanide increases with the
atomic number, the relative entropy of extraction also increases with the
increase of the lanthanides atomic number.

0 05 SRS S Tp >
BROP 0-H-0 ,R %@ = zp—,‘ia ¥ L& +3H % Qﬁ
% TR @@%% Fi

FIG.8 Schematic diagram for the extraction process of lanthanide
with mono-isooctyl isooctylphosphonate.

As far as authors are aware of ,the tetrad effect between atomic number
of lanthanides and entropy change (AS) of the extraction reaction in any
systems has not yet been reported in the literature (15). Further study on
the regularity of variation of thermodynamic functions in the process of
extraction with the atomic number of lanthanides would be helpful in shedding
light on the intrinsic nature of the tetrad effect.
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THE EXTRACTION OF LANTHANIDES AND AMERICIUM BY

BENZYLDIALKYLAMIDES AND BENZYLTRIALKYLAMMONIUM

NITRATES FROM THE NITRATE SOLUTIONS, STRUCTURE AND

AGGREGATION THEIR SALTS.

Jedindkov4 Véra, Yilkov4 Jana,
Dvo¥dk Zdenék, Vojti¥kovd Marta
Department of Nuclear Fuel
Technology and Radiochemistry,
Institute of Chemical Technology
Prague, Czechoslovakia.

Benzyldialkylamine and benzyltrialkylammonium
nitrates were used for the extraction of lan-
thanides and americium from aqueous nitrate
solutions. The difference in distribution coef-
ficients can be used for the separation of the
lanthanides from americium.

The positive extraction properties of benzyldimethyldodecyl-
ammonium nitrate (further BDMLNNO,) were confirmed in investi-
gating the extraction of lanthanides(1-3) and americium (4) from
acidic nitrate solutions. Other long-lived nuclear fission and
corrosion products (Cs, Sr, Zr, Fe) which are also significant
from the concentration point of view are practically not extrac-
ted (Cs, Sr, Fe) or if at all, then significantly less than

. 2
Zr (5). Separation factors aLn/Cs,Sr,Fe reach values of 10¢ up

to 103 and o reach values of tens.

Ln/Z2r
When investigating the extraction of americium by benzyl-
dibutylamine (BDBuN), it was found that for comparable compo-
sitions of the organic and aqueous phases, the distribution
ratio for Am(III) is very similar to that of Eu(III), both
with regard to the effect of concentration and to that of the
nature of salting-out reagent and solvent (Figure 1).

Therefore, we have paid more attention to the extraction
of Am(III) by benzyltrialkylammonium salts, i.e. benzyldi-
methyldodecylammonium nitrate (BDMLNNO,) (Figure 2) and benzyl-
trioctylammonium nitrate (BTONNO3) (Figure 3).



Fe

Mgnoy M

FIG. 1

Dependence of the distribution ratios on the ooncentration
of magnesium nitrate

o o -7 o

(3 = 0.02 M , C = 1.10 M, C = 0.008M,
iu(NO3)3 2m(N03)3 i Fe(N03)3

ch(NO3)2 - 0.007 M' CCSNO? = 0-005 M, CHNO3 = 0.5 M,

CBDBuN ="0.5 M (in benzene), CC . 0.04 M.

16733

FIG. 2

Extraction of Am(NO,)_, by BDMLNNO

3 , as a function of the
concentration of saitlng-out agen%s.

o N o . -7 . .
CHNO = 0.3 M, CAm(NO ) 1.10 i CBDMLNNO 0.5 M (in
3 3°3 3
benzene)
1 - Mg(NO3)2 i 2 - L:LNO3 ; 3 - Ca(NO3)2 i 4 - NaNO3.
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igD

FIG.3

Extraction of Am(III) by BTOANO3 as a function of the
concentration of salting-out agents.
o o -7
Cano. ~ 0.1 M, CAm(NO y. = 1.10 M, Comonno. 0.5 M
: 3°3 3
(in genzene)
1 - LiNO g — 2 = Mg(NO3)2 - Al(NO3)3 i 4 - Ca(NO3)2 H

5 - NaNOB.

For both reagents, high values of distribution ratios are
achieved, also when lower concentrations of salting-out agents
are used.

In comparison with BDBuN, the quaternary ammonium salts are
more suitable for the extraction of both Am(III) and the lantha-
nides. In the case of BDMLNNO, the distribution ratios for the
extraction of Am(III) are in the order of tens to hundreds,
whereas in the case of BDBuN, it is in the range of units up to
tens.

Similar chemical properties of lanthanides and transpluto-
nium elements come also to the fore in their similar extraction
properties. It can therefore be expected that higher concentra-
tions of lanthanides in the aqueous phase will suppress the
extraction of americium. For that reason, we investigated the
effect of the presence of lanthanides on the extraction of ame-
ricium from aqueous nitric acid solutions by BDMLNNO,, using a
total metal concentration of 8.195 M. Of the lanthanides inves-
tigated (Ce(III), Pr(Irir), Nd(ririri), Sm(rrir), Eu(III) and Y(III)),
the least extractable ones (Eu and Y) have the least influence
on the extraction of Am(III) (Figure 4), whereas in the pre-
sence of La, Ce and Pr salts, the distribution ratios for Am(IID
are reduced by more than one order of magnitude (Figure 5).
There occurs a marked drop in the distribution ratios Dpp in
comparison with the extraction of Am(III) by BDMLNNO3 without
the presence of lanthanides. The  great difference in the concen-
trations of Am(III) and lanthanides in the aqueous extracted
solutions is the reason for the extraction of low concentrations
of Am(III) to be controlled by the extraction properties of
lanthanides. This effect is especially pronounced for Eu(III)
(Figure 5).



FIG. 4

The dependence of the extraction of americium by BDMLNNO

on the concentration of LiNO3.

1 - Y(NO3)3 ; 2 - Sm(NO3)3 ;i 3 - Nd(NO3)3 ; 4 - Pr(NO

3

3)3

5 - Ce(NO3)3 ; 6 - Am(NO3)3.

20—
D |43
15' SE
7
10
St
0 1 N A !
0 5 10 15
© 1n3
Co, 103 M
FIG. 5

Extraction of Am(III) by BDMLNNO, in the presence of lan-

thanides 8

o e} o -7

(& = .5 M; C_ . =6 M, C = 1.10 M,
HNO3 LlNO3 Am(NO3)3

CBDMLNNO3 = 0.5 M (in benzene) .

1 - Y(NO3)3 ; 2 - Eu(NO3)3 7 3 - Sm(NO3)3 ;4 - Nd(NO3)3 :
5 - Pr(NO3)3 ; 6 - Ce(NO3)3.
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Separation factors o evaluated for individual elements
(Table 1) indicate the poég{%?lity of separating Am(III) from
light lanthanides like La(III), Ce(III), Pr(III) and NdA(III)
which are extracted best by BDMLNNO, without any further addition
of complex forming agents. A very low value for the separation
factor was found in the system Am:Eu. This can be explained on
the basis of the very similar properties, caused by the identi-
cal electron configuration in the valence spheres of both ions.

The same effects, albeit less pronounced, are also found
when BTONNO3 is applied. Here the values are 8.34 for D and
12.4 for D

Eu
Am’
Considering the extraction of metal salts from acidic

nitrate solutions by tertiary amines, it is obvious that amine
nitrates (generally, [(R3N) (HNO3)V(H20)X]y are formed, in

t
+
addition to the complexes of the amines with the metal Me?
(generally, [(R3N)t(HMe(NO3)a+1)u(HNO3)V(Hzo)x]y. In order to

obtain the stoichiometry of these complex systems, it is neces-
sary to know how the various components of the extraction sys-
tem aggregate. Solid benzyldibutylamine nitrate was therefore
prepared, and the aggregation of this salt in benzene was
measured. The calculated constants indicate that in benzene,
only one single aggregated species is present i.e. the tetramer,
with log B4 values of 5.70 + 0.01, 5.58 + 0.02 and 5.09 + 0.01
at 5.5, 25 and 37°C, respectively. As shown in tables the
experimental results are fitting in the best with the assumption
of the presence of the sole tetramer.

Comparing the aggregation of benzyldibutylamine nitrate
and of trioctylamine nitrate (6), it appears that the highest
aggregation occurs with the first mentioned reagent ; for the
second, on the contrary, the existence of dimers or trimers
comes out from interpretation by means of the Letagroup (6-8)
or MOP program ; the values obtained for the aggregation cons-
tants are the following : log 82 = 1.80 ; 1log 83 = 2.35 (7)),
log By, = 0.90 ; 1log 83 = 2.48 (8), or 1log 82 = 2.22, log 84 =
5.52 (9) .

In the infrared spectrum of benzyldibutylamine nitrate,
the NH bands are shifted to higher wavenumbers, which indicates
a weaker NH bond in the aggregate. This fits with the finding
(6,9,10) that a weakening of the NH bond leads to the formation
of a higher aggregation.



TABLE 1

The separation factors °("Am/Ln

°§m(N03)3 = 1,107 mol.dm™ = konst, cfmoa = 0,5 M, °BDMLNN03 = 0,5 M (in bonzene)

"Ic‘,n(zsr%)3 o am/In

(mol.dm™3) Y La Ce Pr Nd Sm Bu
1,1073 1,46 o._1o 0,12 ;).2;_ 0.30 0.33 0.57
2,1073 1,90 0.10 0.12 0,24 0.29 0.45 0,69
4,1073 3,20 0.12 0.23 0.29 0. 41 0.59 1.13
6,107 4,12 0.15 0.28 0.33 0. 4k 0.71 1,23
8.10-3 3.73 0.17 0,28 0.37 0. 50 0.78 1.19
10,1073 3.60 0.19 0.30 0.38 0.55 0.78 1,20
20,103 3.06 0,22 0.35 0.51 0.78 0.77 1.10
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TABLE 2

Association Constants of Benzyldibutylamine Nitrate in

Benzene
n-mer log @n Umin (a)
5.5°C
Trimer 4,37 £ 0,17 1.69 . 10~%2
Tetramer 5.70 £ 0,01 2.49 . 10~
Pentamer v.22 £ 0,15 1.67 . 10™3
Hexamer 8.81 ¥ 0.38 2,01 ., 1072
Dimer + tetramer ﬂz = C
A, = 5.76 X 0,07 | 2,32 . 107%
Tetramer + hexamer Ay = 4,89 I 0.43
B = 6.72 *o0.23 | 3.45 ., 107!
25°%C
Trimer 4,21 ¥ 0,21 2,41 , 107°
Tetramer 5.58 £ 0,02 8.26 . 107
Pentangs 7.10 * 0,09 5.79 . 1072
Hexamer 8.61 £ c,11 4,34 , 107
Octamer 12,10 ¥ 0.2 4.87 ., 10”1
Dimer + Tetramer /_7,2 =0
Ay = 5.62 £ 0,05 | 7.30 . 10~
Tetramer + hexamer By = 4.48 % 0,11
B¢ =6.42 0,11 | 3.8 , 1072
37°¢
Dimer 30.68 * 2.8 1.76 . 10~
Trimer 4.00 ¥ 0.1 2,88 , 1073
Tetramer 5.09 L 0,01 .43 . 100
Pentamer 6.40 I 0.01 5.42 . 107
Hexamer 7.79 £ 0,07 1.58 . 10=3
Heptamer 9.26 £ 0,32 .59 . 10~
Octamer 11,92 ¥ 0.9 1,26
Tetramer + hexamer /_’)4 =4.52 1 0.13
B = 7.10 * 0.16 | 8.26 ., 1072
(a)U . = suui of deviations squares.,
min
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COLPARATIVE STUDIES ON Tl LulAL EXTRACTION WITH
DIf+ERENT CHELATING EATRACTANTS

P, Liithl and K. Gloe

Zentralinstitut fir Festkorperphysik
und Werkstofforschung der Akademle
der Wissenschaften der DDR,

Dresden

German Democratic Republic

A number of complex forming agents, which form with metal ions
stabile chelate rings, has been studied with regard to their
extraction properties.

The use of chelating extraction agents leads to a considerable
increase of stability of the formed metal complexes. This is
the result of the chelating action and is caused by the cir-
cunstance that several donor atoms contained in the molecule
can coordinate the metal ion. Naturally, simultaneous coor-
dination of the different donor atoms must be sterically
possible, and these should not be arranged too far from one
another in the chelating agents because the chelating effect
is particularly high in the formation of S5~or-t-membered
chelate rings. furthermore, such envelopment of the metal
leads to a rise of the solubility properties in the organic
solvent. The sequence 0f stability constants for a number of
bivalent 3d metals, and also of extraction due to their
proportionality with the extraction constant, correlates with
the so-called Irving-Williams Series which follows approxi-
mately the course of the ionization potentials of the

metals /1/:

Mn(II) < Fe(II) < Co(IlI) < Ni(Il) < Cu(lI)> 2Zn(II).

This sequence, however, is not absolute and is subject to a
nunmber of influencing factors. In general, the following
possibilities of influencing the extractability and separation
selectivity of an extraction system are obtained when one
considers the organic phase:



- variation of the type of structure

- 1introduction of different donor atoms

- substituent variation

= utilization of steric factors

- use of different diluents

There can be no doubt that the discussed aspects represent
important criteria for the extraction system, but one must
always bear in mind that the decisive precondition of extrac-
tion is the presence of corresponding metal ions with the
capability to complex formation with organic ligands, and that
the composition and chemistry of the aqueous phase are decisi-
ve process parameters which can bring about specific
separating effects. Some of these questions shall be discussed
on the basis of practical examples.

BExtraction Properties of Chelates with O,N-Donor Atoms

Chelating compounds with O,k-donors have been known as analy-
tical extraction agents for many years /2/. As could be
expected, when one considers the Irving-Williams Series,
different compounds show particularly towards copper(II) a
high extractability.
Aromatic 2-hydroxy-
oximes and substituted

OH n-oy B CH3 .G CsHs hydroxyquinolines have
C"“—R Ry = CHj .Cet30.CiH0. proved to be particu-
: CisH330. H
R larly excellent agents
2 R3 = H. C’0H2,0 .
R, for extraction of

copper(II) from acid
solution /3/. The
2 - hydroxyoximes hydroxyoxime system is
also suited for
nickel(II) /4/, and
palladium(LI) /5/. Extraction studies with alkoxylated 2-
hyroxyoximes revealed good extraction properties for copper
in the acid pH range /6/.
Pig. 1 shows on the basis of an example that the differences
in the extraction properties are relatively small,by changing
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logDc,
Gy /
/‘ / Mg, 1 Extraction of
4 / / copper(il) with
// / OH n-ony  *Fi=Cots 2-hydroxyoximes
0 7/ ] R CoHn0 in dependence on
/ / C-R Ry~ H
/. “Ry= GeHs substitution
- / & R>= CioH0
/ / Anh
; « Ry ot
2|/ o -20M Ry~ H
; Cij' M Rg‘ C’aHz,O
cHe = 510 M/enzene

15 20 25 30 35 40 pH

the listed substituents. larger differences were only
observed in the arrangement of the alkoxy group in 5-position
where both solubility effects as well as electronic influences
are responsible for this significant decline. Analogous
phenomena can be observed also with iron(III) extraction, but
the distribution ratio is lower by two orders of magnitude,
thus allowing copper-iron separation with high separation
factors. The influence of the diluent on extraction is nuch
greater than the influence of substitution variation (Fig. 2).

logDy, /

A/ / fig. 2 Extraction of

/ i copper(IIl) in
p X dependence on
/’/ CeHa0 diluents

-1 ,Au «20M  —x— R =CH,(decane)
J Ckvo= 1 M —e— R = CHj, (benzene)
e =50°M  —+—R=GHlbenzene)

15 20 25 30 35 40 pH




The rate of increase for copper extraction is clearly smaller
at the transition from benzene to n-decane than in the case
of iron(III), But this also means that the separation factors
copper/iron are smaller. In view of the fact that both metal
ions have marked kinetic differences, separation does not
present any problems. Other bivalent transition metal ions are
extracted with 2-hydroxyoximes, only at much higher pH values,
so that they do not influence copper extraction. Adequate
solubility of both the extraction agent and of the formed
metal complexes in organic solvents is of great significance
for technical application. In this particular case,it is
greatly influenced by substituent variation. Contrary to the
2-hydroxyoximes alkyl substituted in S-position /7/, the
solubility of the metal compounds declines considerably in
case of the 2-hydroxyoximes alkoxylated in 4-position com-
pared with the hydroxyoximes itself.
The increase of the ring number of a certain chelate structure
enhances the stability of the chelate as show by CALVIN and
BAILES on the basis of the salicylaldimine chelates /8/.

four dendate Schiff

n=2.6 bases form with
= metal ions 3-ring
<C::? CHo)y s;:j> R=CH;, G Hy ! B
1 CsHn , CoHs |, CoHr complexes. The
7o % X=H Br extraction of dif-
]
X OH HO X ferent metal ions
with such Schiff
S R bases exhibits a

pronounced tendency
for copper(II), but
the extraction of iron(III) is much better (Fig. 3). This
makes copper-iron separation more difficult, but due to the
large kinetic differences,it is not impossible. An advantage of
this class of compounds 1ig the formation of 1:1 complexes with
bivalent metal ions. This has a positive effect on the capa-
city of the extraction agent.

schiff bases

As opposed to the salicylaldehyde derivates - their extraction
properties were studied by STRONSKI et al. /9/ - the investi-
gated benzophenone derivates have much higher solubilities
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fig. 3 Extraction of
various nmetal

o= 1 102 M/toluene

i G =10°M ions with a four-
CM:/ - IO"M e
dentate Schiff
04
N base

ch?ic@

OH HO
CHo ]

T % 7 T % 5 i

in non-polar organic solvents, thus making this class of
compounds applicable for liquid-liquid extraction. The copper
extraction with these Schiff bases (fig. 4) indicates that an
increase of the number of bridge carbon atoms in the central
chelate ring from n=2 to 6 leads to a marked decline of ex-
tractability. This fact illustrates that the complex-forming
tendency of such a macrocyclic ring system depends considerab-
ly on the ring sequence of the formed metal complex. KFor the
investigated compounds, the sequence 6-~5-6 shows the highest
complex forming tendency and also the hignest copper extraction,

! M fig. 4 Extraction of
c,(w,-l-ﬂ'M - ] .
1M /b copper(Il) with
“ﬂﬁ four-dendate
g 0 O Schiff bases in
" 5(}f{wtjiix dependence on
thyo o’"io 0cHy :
1 sk k the size of cen~
o I tral coelate
2(2 |H | ¥ 5
- HAH ring
SI6lHIS
2 3 4 5 6 pH



Stability of this ethylene diimino compound, however, is
markedly timited, so that it is less suitable as extraction
agent. Thus, the propylene diimino compound of this series
has optimal extraction properties. The influence of substi-
tuents at the Schifi bases on extraction is similariy to hy-
droxyoximes only negligible. This is due to the large distan-
ce from the reaction centre. The slow rate of the

reaction equilibrium during the extraction of all studied
metal ions is far more pronounced than with the hydroxyoximes.
This is due to the formation of such acomplicated ring system.
Here, a high increase of the extraction rate for copper(II)
can be achieved by adding an accelerator,

Extraction Properties of Cheiates witn O,S-Donor Atoms

Transition to extraction agents containing a sulphur donor
atom must lead to a change of the selective properties in
extraction in conformity with the known coordination behaviour,
Extraction studies were carried out with acylthioacetamides
/10/ and acylthioureas /11/ on a number of transition metal
and noble metal ions. The
introduction of a sulphur

o\ w2 Ri=CHy, Gt atom revealed that also
R- ol R?=H,n-CyHg 3
& \p3 Pl pafh metals with a greater ten-
= n-
acylthioacetamides ‘ dency towards covalent
bonding can be extracted
" " from an acid solution
2 'C5H5 .
R:_g/ \E_N(‘? PP e bl com_pax.'ed with the chela-
R R2Cots ; RO-H,CH, tes with O,N-donor atoms.
Ot For instance, this

applies to such ions as

P4a(II), pt(II), Au(III),
Hg(II), Ag(I) as well as to Zn(II) and CA(II).
#ig. 5 shows the curves.,in a log D-pH diagram .for a number of
metal ions with benzoylthioacetanilide as extraction agent.
The sequence of extraction proceeds according, to the
series Cu(II)> 2zn(II)> Ni(II) > Co(II) > CdA(II). Pfe(III) is
not extracted within the pil-region of £ 3. The series of
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log D, CH. .
2f CSHS‘C;/ 27;—NH-q5H5 Fig, Extraction of
1 0 : :
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decreasing extractability correlates with the decrease of
the determined constants of complex formation. The position
of copper in this connection is not so dominant as it was
for the extraction agents with O,N-donor atoms. The
difference between cadmium and zinc, on the other hand,makes
possble effective zinc-cadmium separation due to the greater
stability of the cadmium chloro-complexes, preferably in a
chloride solution. The influence of the substituents on ex-
traction is shown in fig. 6 taking zinc(II) as an
example. The change in the Rq-position leads only to a neg-
ligible shift, whereas a modification of substitution at the
nitrogen of the amide group strongly influences the extrac-
tion. In this connection,a significant role is played by the
dissociation constant of the compound which is extremely
swall for N,N-dibutyl-substituted benzoylthioacetamide.
furthermore, there is a marked difference also of the distri-
bution constants of the extraction agents., The influence ol
diluents in this systems is negligible.

The replacement of the CH, group present in the acylthio-
acetamides between the carbon atoms linked tothe O- and S-donor
atoms by an NH group leads to a decisive change of the
electron structure of the compounds. This is reflected by
large differences in the constants of dissociation and
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stability. Thus, the acylthioureas extract metal ions in a
lower pH range than the corresponding acylthioacetamides.

This means that copper extraction becomes possible in the same
PH ranges as with hydroxyoximes under comparable conditions
(Fig. 7). The series of decreasing extractability is the

following
Cu(II) > Fe(III) > Ni(II) > Zn(II) > C4A(II) > Co(II).
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Accordingly the extraction of nickel and zinc from acid solu-
tion also becomes possible, and effective possibilities of sepa-
ration are obtained for the metal pairs Ni/Co and 2Zn/Cd. This
sequence is in agreement with the variation of the constants

of complex stability. It is noticeable that the position of

zinc differs from that in the two series showed above. This

2+
fact is closely related with the electron structure of 2Zn

which has a 3d10 orbital configuration. Comparison of the two
systems with O,S-donor atoms dealt with here, reveals the re-
markable chemical stability of the thioureas, particularly
also in a strong acid solution. It is obvious that this is

related with the favourable electronic structure.

Extraction Properties of Macrocyclic Crown Ethers.

Pedersen's polyethers /12/ or Lehn's cryptates /13/ represent
a class of compounds in which the chelating effect is combined
in an interesting manner with the principle of stereo-
selectivity. Crown ethers are complexing agents which can even
successfully extract alkali and alkaline-earth metal ions.
The pronounced steric effect is caused by the generally
resulting arrangement of the metal ion in the cavity of the
crown ether ring. By influencing optimatically the complex sta-
bility by choosing the size of the ring, and by the number,
position and kind of donor atoms, it becomes possible to obtain
extremely selective metal ion separations. Extraction studies
has been carried out with four crown ethers. Both the ring

J/\v diameter of the crown, as

’> well as the substitution at

the ring, were varied.
Fig. 8 shows that the

benzo-15-crown-5

(8C-15) extraction of different

alkali metal nitrates
with DBC-18 under the sa-
me experimental conditions
CVJJ@:O A
C%ji §> ;I:j is clearly a function of
C
the metal ion diameter :

tert.butylbenzo-15-crown-5 .
dicyclohexyi-18-cown-6 + + +
(BuBC - 15) (occ-®) K > Rb > Cs > Na.
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Tl+ and Ag+ /14/ are integrated accordingly. The alkaline-
earth metal nitrates of Ca2+, Ba2+ and Sr2+, on the other
hand, give a much lower extraction. Both the solubility effect
as well as the high dehydratation energies of these salts are
responsible for this behaviour /15/. When compared to all other
metals, the greater slope of the curve for Cs+ extraction in
Fig. 8 must be attributed to the formation of a sandwich complex
The reason lies in the fact that the cesium cation has a larger
ion diameter than the cavity of the crown ether with the result
that the arrangement of the cation in the crown ether cavity,
feasible in other examples, is not possible /16/.

The distribution ratios obtained with DBC-18 shows values which
are unsuitable for separating processes. The principal reason
for this is the low solubility of the crown ether as well as

of the corresponding metal complexes. The anion, necessary

as counter ion in the organic phase, plays an important role

in this connection. Thus, large and easily polarized anions
favour extraction. From the point of view of application,
however, the smaller anions NOS, cl and soi' are of greater
interest.

The conditions are more favourable by using DCC-18. The dis-
tribution ratios rise generally for the investigated metals.

. g : + 2+
Fig. 9 shows a comparison of extraction of K and Sr

10
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with DBC-18 and DCC-18. The distribution ratios for K+ rose

by about one order of magnitude, while an increase by 4 orders
of magnitude was observed with Sr2+. This means that Sr2+ is
extracted more effectively than K+, a fact which is in relation
with the increase of the complex stability /16/.

A high extractability was observed for Hg2+, both with DBC-18
and with DCC-18. But the solubility of the formed mercury
complexes is not extraordinarily high. Nevertheless, these
results could gain significance for removing mercury traces
from aqueous waste solutions.

As is to be expected, the transition from an 18-crown-6 to a
15-crown-5, i.e. reduction of the cavity of the ring, leads to a
rise of the extraction of smaller metal ions (e.g. Na+), and

to a reduction of the larger ones. Fig. 10 shows this on the
example of K+ and Na+ for DBC-18 and BC-15. Since K+ forms

a sandwich complex in the case of BC-15, its extraction still
remains higher, as to be expected. The influence of a tertiary-
butyl group at BuBC-15 on extraction is only slightly negative.
The fact that extraction with crown ethers transfers ion pairs
into the organic phase affords a second possibility of metal
separation which is independent of the radius of the metal
ions. This is based on the fact that metal ions forming stable
anion complexes can be extracted in this form as counter ion
into a selected crown ether-metal complex. Thus, high distri-
bution ratios are obtained, e.g. for AuClZ and FeCl, from KC1l

4
solutions with DBC-18.

11
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With this class of compounds, a series of separation possibili-
ties are indicated which can be modified in various directions.
By variation of the diluent and the addition of compounds which
especially increase anion solvation, it is possible to increase
still further the extraction of metal nitrates, but also of
chlorides and sulphates.

The results reported in this paper were achieved by co-opera-
tion with J. BEGER and H.-J. BINTE from the Bergakademie Freiberg
concerning 2-hydroxyoximes, with E. UHLIG and U. DINJUS from
the Universitat Jena concerning SCHIFF bases, with E. HOYER and
L. BEYER from the Universitdt Leipzig concerning acylthioureas,
with E. UHLEMANN and E. LUDWIG from the Padagogische Hochschule
Potsdam concerning acylthioacetamides, with L.M. GINDIN and
A.I. KHOLKIN from the Institute of Inorganic Chemistry, Novo-

sibirsk, and J. BEGER concerning crown ethers.
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QUANTUM~-CHEMICAL DESCRIPTION OF PROTON AFMINITY
CF MOLECULLS OF NITROGEN BASES

Yu. A. Panteleev, A, A. Lipovskii
V. G. Khlopin Radium Institute
Leningrad, USSR

The proton affinity of the nitrogen bases is due to the
presence of electron lone pair (LP) of nitrogen atom.

One of the ways for determination of the directions for
electrophilic attack and a site of proton binding is based on
calculation of molecular electrostatic field maps. The calcu-
lations were perfomed in CNDO/2 approximation. For the molecu-
les of pyridine row, a correlation between the depth of elec-
trostatic minimum near nitrogen LP and calculated protonation
energy has been obtained. The correlation coefficient is equal
to R = 0,978, what is higher than R = 0,898 obtained for corre-
lation-effective charge on nitrogen atom and protonation ener-
gies. So, the charge on nitrogen is less indicative of proton
affinity, because it is characteristic for only one center,
while the depth of minimum is determined by effect of the who-
le electronic structure of the base. Analysis of the maps has
shown that the substituent effect 1is very obvious. Apparently
the field characteristics can be also used for discussion of
extraction properties of organic bases in dependence on their
structure. While Hammet constants for example estimate only the
summary effect,the electrostatic maps make it possible to de-
tail the picture of polar effect of substituents and will be
useful for explaining the complex steric effects of the substi-
tuents.

The other way for description of proton affinity of the
bases is connected with consideration of molecular orbital (MO)
nature of nitrogen electron LP. For estimation of LP nucleophi-
lic properties.,two parameters of its donor activity have been
suggested which are determined by coefficients at LP wave func-
tions in occupied MO's and MO energies. Strong correlations
between these parameters and protonation energies have been ob-
tained. For the pyridine row R = 0,983 and - 0,942; for the he-
terocyclic amines R = 0,996 and - 0,986; for the aliphatic ami-
nes R = 0,935,

The bases calculated by us may be considered only as the
models of the molecules-extractants, which are convenient from
computating point of view. However, it is believed that the
methods suggested for estimating the proton affinity can be re-
comended for usable extractants.
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NMR 31P AND IR INVESTIGATION OF INTERACTIONS BETWEEN

02(D2EHP) TBP and UO,SO IN BENZENE.

2L 2524

E.S. Stoyanov, V.A. Mikhailov,
V.G. Tergev, T.V. Us.

Institute of Inorganic Chemistry,
Siberian Branch of the Academy of
Scieinces of the USSR

Novosibirsk, 630090, USSR.

Uranyl di-2-ethylhexylphosphate (UO2R2) in benzene solution
is a long chain polymer. The mixture of UOyR, with TBP |1,2|
can extract uranyl sulphate from its aqueous solutions directly
in the form of U0,S0, - The present paper deals with the compo-
sition and structure of links formed by addition of U080, to
(U02R2) in the presence of TBP and with the interaction between
(U02R2) and TBP in the absence of UO2SO4

Interaction with TBP. In NMR spectra of UO2R2 solution in
C6H6 only one signal PO is observed. At low TBP concentrations
a new signal Py appears in addition to the signal Pg4 and that
from TBP itself, while further adding of TBP leads to two more
signals (P, and P3). We distinguish the uranium atoms in a
polymer chain joined with n molecules of TBP as occupied (0),
all the rest being free (F). Assignments of the signals has
been made according to the scheme (1) (arrows indicate occupied
uranium atoms) Signal Py is aSSLgned to phosphor atoms places

oo oo _oBo. _oRo. oL
o< ' Juag
o\P,o/ O 0" 270

~N
/UO ,UO ~o ,UOZ\ ,P\ (1)
AN

between (0Q) and (F), P, - to phosphor atoms places between two

atoms (0) and P3 - to end-line sites. The value of n determined
from NMR and quantitative IR-spectroscopy data is found to
equal 1.
Extracts of uranyl sulphate. In NMR spectra of extracts,
one observes signal P, that is due to TBP as
}/ 1BP \P/ well as both signals Pj and P,. Besides, two
0,\0\ I/{r Yk new signals (P, and Pg) appear. Signal P,
is assigned to phosphor atoms placed between

SC& two uranium atoms one of which is free, the
65 other being occupied by U0,SO,, signal Pg -
\O\ C{ \O\F{f' to phosphor atoms placed between two uranium
/ﬁi TBP atoms, both being occupied by U02504. The
(2) /N results show, that one link of a polymer

chain is charged with one molecule of U0;S0,.
Using quantitative IR-spectroscopy, every thus charged links has
been determined to carry either one (at low TBP concentration)
or two molecules of TBP. Thus the structure of a link charged
by U02504 must correspond to scheme 2.
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CHEMISTRY OF EXTRACTION OF COPPER, COBALT AND NICKEL WITH
SUBSTITUTED 8-SULPHONAMIDOQUINOLINES

M. Cox,School o Natural Sciences,
The Hatfield Polytechnic, Hatfield,
Hertfordshire U.K.

W.J. van Bronswijk, Western Australia
Institute of Technology, Perth, Australia.

This paper reports the results of a study of the coordination and

extraction chemistry of a series of model compounds related to the
commercially available reagent LIX34 (Henkel Corporation). The structure.of
this reagent disclosed at ISEC77 is shown in the figure and the model
compounds used here have R = methyl, phenyl, p-tolyl and p-dodecylbenzene.
These were obtained as colourless crystalline solids from toluene, with

the exception of the p-dodecylbenzene derivative which was a pale yellow

liquid.

N
NHSO R

Equilibrium extraction performance: The reagents in toluene solution were
contacted with the appropriate metal ion in an aqueous solution of constant
ionic strength. The results obtained from equilibrium studies agree with

the suggestion that the compounds behave asmoeono-acidic extractants giving
linear plots of log D vs pH with slopes approximately equal to 2. The
variation of R in the model compounds has little effect on the extraction and
data for all reagents with a particular metal can be fitted on the same plot
within experimental error. The pH 0 values for the three metals examined
are: copper 1.7 + 0.2; cobalt M.g + 0.2; nickel 8.0 £ 0.5.
Stereochemistry: Solid derivatives of the extractants were obtained which
analysed satisfactorily for a 1:2 metal:ligand complex; these were subjected
to spectroscopic investigation to try to elucidate their stereochemistry.
Infra-red studies of the solid derivatives confirm the behaviour of these
compounds as m&nc-acidic extractants in that the -NH vibration present in the
free ligand is lost on coordination. The visible spectra and magnetic
susceptibilities were measured in solution and in the solid state the results
indicating the same basic coordination was maintained in both cases. The
data to be presented from nmr and visible spectal studies indicate, in the
case of cobalt and nickel, a rapid stereochemical rearrangement is taking
place in solution. This rearrangement is suggested as being

tetrahedral «<—— square planar with very little, if any, contribution from
octahedral species under the conditions used to date. This stereochemical
arrangement may clarify the problem of oxidation of cobalt(II) during
extration with coordinating ligands. In this study cobalt(II) showed little
tendency to oxidise and this will be compared with the performance of other
chelating extractants.




80-53  Keeneyetal. 6. Fundamentals and Chemistry of Solvent Extraction

CHARACTERIZATION OF THE COMPLEXES OF Ni(II) WITH LIX63 OXIME

M. E. Keeney and K. Osseo-Asare
Metallurgy Section, Department of Materials
Science and Engineering
The Pennsylvania State University
University Park, PA 16802, USA

Previous published reports on the nickel-LIX63 oxime (H70x) system have
included only indirect characterization of the extracted metal complexes.
Several complexes resulting from the extraction have been isolated, purified
and characterized by a variety of analytical techniques including spectral
(IR,NMR,ESR,UV-Vis, Mass Spec), elemental, and magnetic susceptibility
analyses. The results indicate that nickel forms a variety of complexes with
H20x depending upon the solution conditions including: [Ni(Ox)]n; [Ni(HOx)zk
[Ni (HOx) 9 (Hp0x) ] and [Ni(HZOx)3]2+

[Ni(0x)], is an amorphous, polymeric olive powder insoluble in polar
solvents. The complex exhibits low magnetic susceptibility indicative of
anti-ferromagnetic interactions. VPO results indicate a degree of associa-
tion (n) of approximately 7-9.

[Ni(HOx),] i3 a viscous, orange diamagnetic liquid at room tempera-
ture which is thermally unstable. The complex slowly decomposes after under-
going a coordinated rearrangement of the oxime ligands. [Ni(HOx)o] is pref-
erentially formed in solution under extraction conditions of intermediate to
high pH (pH>5), and in extraction from ammoniacal solutions. [Ni(HOx)) (H20x)]
is a pale blue complex formed slowly by prolonged contact of [Ni(HOx),] with
excess Hy0x in solution.

[Ni(HZOx)3]SO4 is a blue, paramagnetic crystalline solid which appears
to exist in both hydrated and dehydrated forms(i.e. [Ni(H0x)3]SO4 nH)0).
The hydrated form (n~2-3) is soluble in non-polar organic solvents forming
extremely viscous solutions. The complex undergoes a slow dehydration in the
solid state and a rapid dehydration in polar solvents to form an insoluble
polymeric species.
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LINEAR CORRELATIONS OF FREE ENERGIES AS A TOOL FOR

COMPACTING INFORMATION ON EXTRACTION EQUILIBRIA.

V.S. Shmidt, E.A. Mezhov and K.A.
Rybakov

USSR Atomic Energy Committee

Moscow, USSR.

It is demonstrated that equations based on LCE are an
effective tool for shortening the designation of large files of
constants which describe the extraction equilibria.

1) Extraction by tertiary amines

log K = 5.03 - 3.48 zo* + 1.55 EX¥ (10 systems)
HNO3 s
log K = - 0.20 - 0.28 Zox + 0.79 ZEx (15 systems)
HNO3 s
log KHC1 = 6.47 = 0.76 Zo* + 1.93 zaz (6 systems)’
X x
log KPu - B8.02 = 0.33 ke + 2.24 ZES (16 systems)
log D, = - 0.21 - 1.06 £6* 4+ 1.02 ZEz (20 systems)
log D, = - 0.60 - 1.25 0¥ 4+ 0.99 ZEz (30 systems)
b3 *
log DCf = = 0.51 - 1.41 o 4 0.78 ZES (20 systems)
log D = - 0.55 - 2.28 $cX 4+ 1.04 ZE: (20 systems)
log K = = 0,315 - 0.28 So> + 0.68 IE* + 0.52 (IE® + 1.34)
9 HNO3 . . : s . s .
BP, (v 50 systems)
log K - 16.37 + 1.20 BP* + 0.18 AG (for trioctylamine)
HA hydr
(30 systems)
log K = 12.76 + 1.47 BPXT + 0.148 AG (for trilaurylamine)
HA hydr
(20 systems)
2) Anion exchange (cation : trioctyloctadecylammonium)

log k¥ = 0.236 ( AG_ - AG. ) (50 systems)
x x y

3) Extraction by extractants containing phosphoryl groups

log K = - 1.60 - 0.724%0¢ + 0.009 BP - 0.202 BPIo¢
HNO
3 (30 systems)
log KPu = - 0.18 - 3.03%0¢ + 0.33 BPIo¢p (v 35 systems)





