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THE USE OF A CENTRIFUGAL CONTACTOR FOR COMPONENT
CONCENTRATION BY SOLVENT EXTRACTION

by

R. A. Leonard, D. G. Wygmans, M. J. McElwee,
M. O. Wasserman, and G. F. Vandegrift

ABSTRACT

Theoretical and experimental werk was undertaken to explore the use of
the Argonne design centrifugl contactor as a concentrating device for metal ions
in solutions such as transuranic-containing waste streams and contaminated
groundwater. First, the theoretical basis for operating the contactor as a
concentrator was developed. Then, the ability of the contactor to act as a
concentrating device was experimentally demonstrated with neodymium over a
wide range of organic-to-aqueous (O/A) flow ratios (0.01 to 33). These data
were also used to derive a correlation for the effect of O/A flow ratio on
extraction efficiency.

I. INTRODUCTION

An impressive advantage of the centrifugal contactor, compared with other solvent-
extraction equipment, is its ability to operate at very high and very low organic-to-aqueous
(O/A) flow ratios. If the normally high extraction efficiency of the centrifugal contactor is still
high at these extreme O/A flow ratios, then the contactor can be used to concentrate (by factors
of 10 to 1000 or more) those metal ions that have a high distribution ratio (D value) during
extraction and/or a low D value during stripping. For process streams containing such metal
ions, the need for downstream processing of one or more effluent streams could be reduced or
even eliminated.

There are three general areas where the centrifugal contactor could be very useful as a
concentrator. The first area is the concentration of dilute feed streams so that the final process
feed has a much smaller volume and process costs are reduced accordingly. The second area is
the concentration of process effluents so that the need for further processing, such as
concentration by water evaporation, is greatly reduced or eliminated. The third area is the
concentration and recovery of contaminants from groundwater. In addition, a contactor
concentrator could be used to recover and concentrate any extractant or modifier that is
dissolved or entrained in the aqueous effluent (raffinate) if pure diluent is the organic feed. In
this way, any impact of residual extractant in the treated waste can be minimized.

A, Coemistry

Component concentration using solvent extraction requires a favorable D value, which
is the concentration of the component in the organic phase divided by its concentration in the
aqueous phase after the two phases have been equilibrated. For extraction processes, this means
the D value is high, indicating that the component is concentrated in the organic phase even
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though the O/A flow ratio is low. For stripping processes, it means that the D value is low and
the component is concentrated in the aqueous phase even though the O/A flow ratio is high.
The ideal situation is to have a high D value as the component is extracted into the organic
phase and a low D value as the component is stripped "backextracted" into the aqueous phase.
(The identification of appropriate extracting and stripping agents, which is not discussed in this
report, can be found in many places, e.g., [MARCUS, RITCEY, SCHULZ)).

Having a high D value when extracting a component requires an appropriate solvent.
The solvent consists of an extractant and, usually, a diluent. In some special cases, there may
also be a modifier. The high D value is attained mainly by the proper choice of extractant.
Other factors, such as the acid concentration and/or the salt concentration, can play a significant
role. In the case of a neutral extractant, a lower D value is obtained when either or both of
these two concentrations is lowered. In most cases, the reduction in D value that such factors as
acid and salt bring about is not enough to get a concentrating effect for both extracting and
stripping. However, a significant concentrating effect can usually be obtained in at least one of
these operations.

Our theory assumes that very high and very low D values can be obtained, and that the
equipment can be operated at essentially any O/A flow ratio. We will show that essentially any
O/A flow ratio can be chosen if the centrifugal contactor is used. However, the overall
concentrating effect that can be achieved will be limited by the amount that the D value can be
decreased as one goes from the extraction section to the stripping section.

B.  Equipment

While several kinds of equipment can be used to concentrate a component using the
very high and very low D values that solvent extraction can provide, a centrifugal contactor
designed at Argonne National Laboratory (ANL) is seen to be particularly suitable. Other
possibilities include supported liquid membranes, mixer settlers, spray columns, and pulsed
columns.

Supported liquid membranes (SLMs) have the advantage that the organic phase is not
normally lost to the aqueous phase except by dissolution. Two drawbacks are a lack of long-
term stability for the liquid in the pores of the solid support and the difficulty in carrying out
continuous countercurrent multistage operations, which are needed when D values are high
enough for extraction but uot so high as to give a large concentrating effect in one stage. In
particular, for these units to work as concentrators, the D value for the extraction side must be
very high (>1000), while that for the strip side must be very low (<0.001) to effectively remove
and concentrate a species. Note that the strip-side liquid would be constantly recycled through
the SLM module.

Mixer settlers, pulsed columns, and, especially, spray columns require a much larger
volume for a given throughput than does the centrifugal contactor. Thus, they require more
solvent in inventory and take much longer to reach steady state. In addition, the mixer settler
and the pulsed column can handle only a limited range of O/A flow ratios, from about 0.25 to 4,
so that concentrating effects are restricted to about a factor of 16. Note that for the two types of
columns, the continuous phase should be the aqueous phase in the extraction column and the
organic phase in the stripping column.
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Thus, because the centrifugal contactor (1) provides easy access to the solvent (i.e., the
ratio of the interfacial area to the liquid volume is large), (2) has low liquid holdup for a given
throughput, and (3) allows operation at any O/A flow ratio, it is preferred when concentrating a
component via solvent extraction. However, while the contactor can be operated easily at any
O/A flow ratio, no data were available on whether or not the contactor maintains its high
extraction efficiency at these very high or low O/A flow ratios. We designed this experimental
work to answer this question.

C.  Description of the Contactor

Figure 1 shows a centrifugal contactor of the Argonne design. In this design, two
immiscible liquids flow into the annular mixing zone formed by the spinning rotor and the
stationary housing wall. They are quickly dispersed in the turbulent two-phase flow created by
the spinning housing wall. The resulting dispersion flows down the mixing zone and enters the
centrifugal separating zone of the rotor through an opening in the bottom. Here, the dispersion
breaks rapidly under the high centrifugal forces created by the spinning rotor. The separated
phases flow over their respective weirs and are thrown from the rotor into collector rings in the
housing. Each liquid leaves its collector ring through a tangential exit port. A slinger ring
minimizes the amount of the more-dense phase that leaks down into the collector ring for the
less-dense phase. Phase separation is generally considered satisfactory if each effluent from a
contactor stage contains <1% of the other phase.

More
Dense
Phase
Exit
\
\
\
N
o N
\
More Dense N 2z
Phase Inlet :
: Less Dense
N Phase Inlet
Housing — :
\
Separating :
Zone — 7
N : Annular
Rotor —J4 N ; Mixing
\

Fig. 1. Schematic of an Operating Centrifugal Contactor of the Argonne Design
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A key feature of contactor operation with respect to very h/gh or very low O/A flow
ratios is the energy being dissipated in the highly turbulent flow of the mixing zone. This
energy insures that intimate mixing of the two phases is attained no matter what the O/A flow
ratio. As a result, the extraction efficiency is high, typically greater than 90% for small (2-cm)
contactors where the O/A flow ratios range from 0.9 to 2.5 in single-stage operation
[LEONARD-1980]. For larger 9- and 25-cm contactors, extraction efficiencies of essentially
100% were obtained for an O/A flow ratio of 1.0 in single-stage operation [BERNSTEIN,
LEONARD-1980]. Based on this work on the extraction efficiency of centrifugal contactors at
flow ratios close to 1.0, it was expected that extraction efficiency would remain high at O/A
flow ratios far from 1.0. It is this assumption that was tested in the neodymium extraction and
stripping tests reported here. Additional information on design and operation of centrifugal
contactors is given by Leonard [LEONARD-1988].



II. THEORY
A.  Basicldeas

In solvent extraction processes, the distribution coefficient or ratio (D) of each
component and the O/A flow ratio (R) for the process or section of the process are required for
process analysis. These two quantities form the extraction factor (E) for the component to be
extracted, as follows:

E=RD (1)

For a given process stage, the extraction factor is the ratio of the moles of a component leaving
in the organic phase divided by the moles of this same component leaving in the aqueous phase.
If E is greater than 1.0, the component is being concentrated in the organic phase; if less than
1.0, in the aqueous phase. A stripping factor (S) can be defined as 1/E. When E is high,
conditions are favorable for extraction. When S is high, conditions are favorable for stripping.

When a component is being extracted, its extraction factor should be at least greater than
2 and preferably greater than 10. Since the D value is fixed for a given system, the R value
determines the E value. A high R (and thus E) value indicates that extraction will be easy and
only a few process stages will be required to achieve a given decontamination factor (D.F.).
The D.F. is the concentration of a component in the aqueous feed to the extraction section
divided by its concentration in the aqueous raffinate from this section. As a first
approximation, the D.F. for an extraction section with n stages is given by

D.F. =En 2)

Thus for a given D.F., a process with an E of 10 will typically need considerably fewer stages
than a process with an E of 2. On the other hand, a low R value will result in good component
concentration in the organic phase. However, the E value will also be lower so that extraction
is harder and more process stages will be required for a given D.F. In designing the extraction
section of a concentrator, the R value chosen is a compromise between a high value for good
component extraction with only a few contactor stages and a low value for good component
concentration in the organic phase but with more contactor stages.

Conversely, when a component is being siripped, its extraction factor should be less
than 0.5, with 0.1 or lower being preferred. Since the D value is fixed for a given system, the
extraction factor is set by the choice of R value. A low R value gives a low E value, so that
stripping is easy and only a few process stages are required for a given stripping factor (S.F.).
The S.F. is the concentration of a component in the organic feed to a strip section divided by its
concentration in the organic raffinate from this section. As a first approximation, the S.F. for a
stripping section with n stages is given by

SE. =En 3

Thus, a process with an E of 0.1 will typically need far fewer stages than a process with an E of
0.5 for a given S.F. On the other hand, a high R value gives good component concentration in
the aqueous phase. However, the E value will also be higher, so that « ripping is harder and
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many process stages may be required for a given S.F. In designing the stripping section of a
concentrator, the R value chosen is a compromise between a low value for good component
stripping with ounly a few contactor stages and a high value for good component concentration
in the aqueous phase but with more contactor stages.

B.  Limits

Two factors, other-phase carryover and stage efficiency, could limit the effectiveness of
the centrifugal contactor as a concentrator. They are discussed in the following sections.

L. Other-Phase Carryover

One limit on the basic theory we just described comes from the effect of other-
phase carryover. Because of this factor, the actual D value in Eq. 1 must be replaced with an
effective D value (D.g). Typically, D changes in such a way that the concentrating effect is
diminished. When other-phase carryover is low, D is approximated by

D+f,
Degp = ——2
eff = 1+£,D

(C))

. where f, is the fraction of organic phase in the effluent from the aqueous-phase exit and f, is the
fraction of aqueous phase in the effluent fr::0 the organic-phase exit [LEONARD-1991]. This
equation shows that no matter how high D :is i:i e extraction section, D¢ will always be less
than 1/f, but essentially unaffected by f,. Since f, will be low (<0.01) when the aqueous phase
is the predominant phase in the extraction section of a concentrator, the D value must be fairly
high before D¢ becomes important. Since D¢ is essentially unaffected by f,, the possibility
that the low flow of the organic phase might result in high other-phase carryover should be only
a minor problem in operating a concentrator.

Conversely, Eq. 4 shows that no matter how low D is in the stripping section,
D¢ will always be greater than f;, but essentially unaffected by f,. Since f,, will be low (<0.01)
when the organic phase is the predominant phase in the stripping section of a concentrator, the
D value must be fairly low before D¢ becomes important. Since D is essentially unaffected
by f,, the possibility that the low flow of the aqueous phase might result in high other-phase
carryover should be only a minor problem in operating a concentrator.

As other-phase carryover increases, Eq. 4 becomes less and less accurate. It
should not be used if other-phase carryover is much greater than 1%. Instead, the stage-to-stage
concentration pr-€iles for the various components during concentrator operation should be
calculated using uie more general equations presented in [LEONARD-1990). These equations
can be incorporated into a Microsoft Excel worksheet named SASSE (Spreadsheet Algorithm
for Stagewise Solvent Extraction), where these stage-to-stage calculations are easily made.

2. Exiraction Efficiency

In designing a contactor for which the rotor diameter and speed have already
been fixed, the annular gap between the spinning rotor and the stationary housing wall that
forms the mixing zone must be made small enough so that a good dispersion is formed and
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extraction efficiency is therefore high. However, the gap should not be so small that the two-
phase dispersion backs up in the mixing zone and overflows into the lower collector ring for the
exiting less-dense phase. By optimizing the ann...ir gap, the contactor can operate at extraction
efficiencies that are greater than 95% (typically, 98 to 100%) while maintaining reasonable
liquid levels in the annular mixing zone at O/A flow ratios close to 1.0 [BERNSTEIN,
LEONARD-1980]. In the tests reported below, the extraction efficiencies were measured over
a range of O/A flow ratios from 1/100 to 32. These tests were made to determine if the
extraction efficiency is still high when one phase largely predominates in the annular mixing
zone.

One factor that affects extraction efficiency in a stage is the liquid flow. If the
flow of one phase is so small that it flows in spurts, the extraction efficiency will be degraded.
This can be seen most clearly for the extreme case where there is twice the average flow for the
low-flow phase in the mixing zone during half of the time, and no flow during the othzr half. If
the time intervals are relatively long, one half of the high-flow phase will have had almost no
contact with the low-flow phase as the high-flow phase passes through the mixing zone of the
centrifugal contactor, and the extraction efficiency will be about 50%. This intermittent flow is
seen to be a possible prrblem with smaller contactors, such as the 2-cm contactor that has a
nominal througnput of 40 mL/min [LEONARD-1980]. In such cases, surface tension forces
have a large effect on the liquid flow in the interstage lines. Larger contactors with increased
throughpat capacities have larger low-flow stream flow rates for the same O/A flow ratio.
When the interstage flow becomes continuous, any degradation of the extraction efficiency in
the contactor stage due to this factor should disappear.

C. Concentrator Design

Here we present the basic configuration of our concentrator design using a centrifugal
contactor as the equipment to carry out this process. The basic design variables, namely, the
distribution ratios, the O/A flow ratios, and the number of stages, are evaluated for their effect
on concentrator design, and a rule of thum is presented for estimating an overall concentration
factor. Finally, the SASSE worksheet is used to determine the effects of various operational
parameters on an eight-stage concentrator. These parameters were extraction efficiency, other-
phase carryover, and solvent recycle.

1. Basic Configuration

A flowsheet for a typical concentrator is shown in Fig. 2. In the figure, four
stages are shown for each of the two sections. With a high extraction factor in the extraction
section (i.e., 10 or higher), 90% of the concentrating effect in the organic phase will be realized
with only one stage. The use of additional extraction stages lowers the component
concentration in the aqueous raffinate and pushes the concentrating effect even closer to 100%.
With lower extraction factors (typically greater than or equal to 2), several stages will be
required to realize a concentrating effect of 90% or higher in the organic phase.

Conversely, with a low extractinn factor in the strip section (0.1 or lower), 90%
of the concentrating effect in the aqueous phase will be realized with only one stage. The use
of additional stripping stages increases the component concentration in the concentrated
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Fig. 2. Flowsheet for a Concentrator with Eight Contactor Stages

aqueous effluent and pushes the concentrating effect even closer to 100%. With higher
extraction factors (typically less than or equal to 0.5), several stages will be required to realize a
concentrating effect of 90% or higher in the aqueous phase.

In addition to the extraction and strip sections shown in Fig. 2, some processes
may have one or more components entrained or partially extracted into the organic phase
coming from the extraction section. A scrub section of one or more stages can be inserted
between the extraction and strip sections to remove them, if necessary. Typically, the aqueous
effluent from the scrub section joins with the aqueous feed to form a combined feed for the
extraction section and comes out as part of the aqueous raffinate.

A fina} feature of the concentrator design shown in Fig. 2 is the complete recycle
of the organic phas:. This feature of the design requires that the extraction and strip sections be
balanced. To do this, enough of the concentrated component must be removed from the organic
phase (EP) leaving the strip section to achieve the low component concentration desired in the
aqueous raffinate (DW) from the extraction section. In some cases, it will be necessary to have
a solvent cleanup section after the strip section.

2. Design Variables

For a given system where the D values are fixed by the compositions of the
aqueous and organic phases, the main design variables are the O/A flow ratio and the number of
stages. Using Egs. 1 to 3 with D, = 100 and Dy;;, = 0.01, the effect of the O/A flow ratio on
the total number of stages required is shown in 'I‘abfc 1 for three levels of concentrating effect.
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The low level of concentrating effect uses O/A flow ratios close to 1.0 (1/2 and 2) so that both
the extraction and stripping factors are high and the total number of stages required is low. The
tradeoff is that the overall concenirating factor is low, only 4 for the example shown in Table 1.
The medium level of concentrating effect uses O/A flow ratios somewhat further from 1.0 (1/10
and 10) so that both the extraction and stripping factors are lower and the total number of stages
required is higher. However, the overall concentrating factor is also higher, 100 for the
example shown in Table 1. The high level of concentrating effect uses O/A flow ratios even
further from 1.0 (1/50 and 50) so that both the extraction and stripping factors are only 2.0 and
the total number of stages required is much higher. The tradeoff is that the overall
concentrating factor is also very high, 2500 for the example shown in Table 1.

Table 1. Effect of O/A Flow Ratio on Total Stages Required

No. Extr.  No. Strip

Levels Overall Stages Stages
of Extraction Factor (E) Conc. Req. for Req. for Total
Conc. O/A Flow Ratio (R)  Extraction Strip Factor D.F. of S.F. of Stages
Effect Extraction S:rip (D=100) (D=0.01) (O.C.F.) 1.0E+6 1.0E+6 Reg.
Low* 0.5 2 50 0.02 4 4 4 8
Mediumb 01 10 10 0.1 100 6 6 12
High® 0.02 50 2 0.2 2500 20 20 40

2The O/A flow ratios are near 1 so that extraction and stripping factors are high. Thus, the number of stages
needed to reach the required D.F. and S F. is low.

bThe O/A flow ratios are further from 1 so that extraction and stripping are lower. Thus, the number of stages
needed to reach the required D.F. and S F. is higher.

°The O/A flow ratios are even further from 1 so that extraction and stripping factors are low. Thus, the number of
stages needed to reach the required D.F. and S.F. is high.

Note that thc overall concentrating factor (0.C.F.) in Table 1 is the concentration
of a component in the aqueous effluent from the strip cection Xy, (EW in Fig. 2) divided by
the concentration of the same component in the aqueous feed to the extraction section Xg.q (DF
in Fig. 2); that is,

X .
O.CF. = fm ()
feed

In Table 1, O.C'F. is obtained indirectly by assuming that (1) the other-phase carryover is zero,
(2) the extraction efficiency is 1007, and (3 there are a sufficient number of extraction and
strip stages so that D.F. and S.F. are high (e.g., 105). With these assumptions, which lead to the
highest possible level of component recovery, the resulting overall concentration factor
(O.C.F.--high recovery) can be written in terms of the R values for the stripping section (R5)
and the extraction section (Rg..4) as

R_.
~smp (6)

O.C.F.--high recovery = R
feed
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To set a medium level for the concentrating effect shown in Table 1, we
balanced the number of stages required with the desired concentrating effect. We chose to
relate the O/A flow ratio for a section to the D value for the key component to be concentrated
in that section using

R= )

al-

Substituting this into Eq. 1 gives an extraction factor of

E=D (8)

With this choice for a balanced design, the overall concentrating factor (0.C.F.--balanced) at
conditions of high recovery becomes

D
0O.C.F.--balanced = /:)

strip

extr

®

Thus, Eq. 9 gives a rule of thumb for estimating the O.C.F. that might be achieved in a
balanc~d concentrator design for a component that has a D value of D,,,, in the extraction
section and of Dy, in the strip section.

3. Model Analysis

A SASSE worksheet was created as outlined in [LEONARD-1991]. It included
(1) the general equations to handie high amounts of other-phase carryover [LEONARD-1991]
and (2) the effect of extraction efficiency on the D value for each component at each stage
[LEONARD-1987]. Using this worksheet, the neodymium concentration in the aqueous
effluent (EW) from the strip section was explored as a function of extraction efficiency, other-
phase carryover (both organic phase in the aqueous phase and aqueous phase in the organic
phase), and organic-phase recycle.

The sysiem modeled was a neodymium concentrator using the TRUEX
(IRansUranic EXtraction) solvent extraction process with eight stages (4 extracting and 4
stripping) set up as shown in Fig. 2. The aqueous DF feed had a neodymium concentration of
7 x 10-’M Nd with 2.0M NaNO; and 0.02M HNO; so that Dy, in the extraction section would
be about 500 when the organic DX feed is the TRUEX-NPH solvent. The solvent is 0.20M
CMPO (octyl(phenyl)-N,N-diisobutylcarbamoylmethylphosphine oxide) and 1.4M TBP
(tributyl phosphate) diluted by NPH (normal paraffin hydrocarbon), which is a mixture of C,,-
C,4 hydrocarbons, mainly normal dodecane. The O/A flow ratio in the extraction section was
0.01, so that each stage had an extraction factor of 5 with respect to neodymium. The loaded
solvent enters the stripping section where the neodymium is removed by countercurrent contact
with an aqueous solution of 0.1M HNO; containing 0.05M of the complexant HEDPA (1-
hydroxyethane-1,1-diphosphonic acid) so that Dy, in the stripping section would be about
0.002. To achieve these low Dy values for good stripping, the complexant concentration
should be at least 10 times that of the metal ion. The O/A flow ratio in the stripping section
was 100 so that each stage had a stripping factor of S with respect to neodymium. For this
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analysis, the base case hud an extraction efficiency of 100%, f, (the fraction of organic phase in
the exiting aqueous phase) and f, (the fraction of aqueous phase in the exiting organic phase)
values of 0.005 (0.5%), and no organic recycle.

Results of the model evaluation are listed in Table 2. For this model, Eq. 6 gives
an overall concentrating factor of 10,000 when there is no other-phase carryover. Since the
base case (case 1) has 0.5% other-phase carryover, the O.C.F. was found to be lower (6470).
Thus, as shown in Table Z, the concentrated aqueous effluent (EW) for case 1 is 0.00453M Nd
rather than 0.007M Nd. When the organic phase is recycled (case 2), the neodymium
concentration in EW increases about 1%, and the neodymium concentration in the aqueous
raffinate (DW) increases about 12%. The stage-to-stage concentration profiles for the organic
and aqueous phases of these two cases, which are given in Fig. 3, show that the effect of
organic recycle is minimal for this design. The one other case with organic phase recycle (case
8) again showed very little effect of this solvent recycle. Organic recycle would become
important if there were insufficient stages in the stripping section to adequately remove the
concentrated species.

Table 2. Summary of SASSE Mode! Evaluation

Fract. Other-Phase Carryover
Ext. Fract. Fract. Org. Nd in Effluents, M
Case Eff, OinA AinO Section Recycle Dw EW EP
12 1.0 0.005  0.005 Bath no 1,15E-8 4.53E-3 7.58E-7
2 1.0 0.005 -0.005 Roth yes 1.30E-8 457E-3  7.64E-7
3 1.0 0.001 0.001 Both no 2.30E-9 631E-3  2.04E-7
4 1.0 0.010 0.010 Both no 247E-8 3.30E-3 1.21E-6
5 0.9 0.005 0.04444 Both no 2.62E-8 441E-3 1.16E-6
405
6 0.8 0.005  0.005 Both no 4.76E-8 4.22E-3 1.84E-6
7 0.7 ¢.005  0.005 Both no 7.68E-8 3.95E-3 2.98E-6
8 0.7 0005 0.005 Both yes 8.23E-8 411E-3 3.10E-6
9 1.0 0005 0.350 Extn. no 1.16E-8 4.53E-3 7.66E-7

0350  0.005 Strip

3Base case.

When other-phase carryover is lowered from its base case value of 0.005 (0.5%)
as in case 1 to 0.001 as in case 3, the overall concentrating factor was found to increase from
6470 to 9010, very close to the value of 10,000 for no other-phase carryover and many stages in
each section (so that D.F. and S.F. are very high). Conversely, when other-phase carryover is
increased from its base case value to 0.010 (case 4), the overall concentrating factor decreases
from 6470 to 4710. These results show that concentrator operation is sensitive to small changes
in the other-phase carryover that are within the range of normal contactor operation. The stage-
to-stage concentration profiles for the organic and aqueous phases of cases 1 and 4, which are
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given in Fig. 4, show how increasing other-phase carryover (O.P.C.) affects the neodymium
concentration in the various concentrator stages.

1E-02

1E-03

Aq (Base Case)

b
2

————— Org (Base Case)

o Ag (Org Recycle)

Nd Concentration, M
fary
=
(]
ot

A Org (Org Recycle)

Stage Number

Fig. 3. Effect of Organic Recycle on Neodymium Concentration Profiles
in the 8-Stage Concentrator. Comparison of cases 1 and 2.

Aq (Base Case)
_____ Org (Base Case)

o Aq (O.P.C. =1%)

Nd Concentration, M

A Org (0.P.C. =1%)

Stage Number

Fig. 4. Effect of 1% Other-Phase Carryover on Neodymium Concentration
Profiles in the 8-Stage Concentrator. Comparison of cases 1 and 4
where the other-phase carryover (O.P.C.) was increased from 0.5%
(base case) to 1%.

As the extraction efficiency drops (cases 5-7), the overall concentrating factor is
reduced, as shown by the decrease in the EW values for neodymium. However, even for the
worst case modeled (case 7), which has an extraction efficiency of 0.7 (70%), the overall
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concentrating factor is still quite high (5640). These results show that, while concentrator
operation is sensitive to changes in the extraction efficiency, it will still work. The stage-to-
stage concentration profiles for the organic and aqueous phases of cases 1 and 7, which are
given in Fig. 5, show how decreasing extraction efficiency (E.E) affects the neodymium
concentration in the various concentrator stages.

Aq (Base Case)

————— Org (Base Case)
1E-05

O  Aq(EE.=70%)
1E-06

Nd Concentration, M

A Org (E.E. = 70%)

1E-07

1E-08

1 2 3 4 5 6 7 8

Stage Number

Fig. 5. Effect of 70% Extraction Efficiency on Neodymium Concentration
Profiles in the 8-Stage Concentrator. Comparison of cases 1 and 7
where the extraction efficiency (E.E.) was decreased from 100%
(base case) to 70%.

Finally, when the base case is modified so that there is 35% other-phase
carryover in the low-flow phase (case 9), the overall concentrating factor is unaffected although
the neodymium concentration in DW does increase by 1%. This result was expected based on
the D¢ analysis given above. The stage-to-stage concentration profiles for the organic and
aqueous phases of cases 1 and 9, which are given in Fig. 6, also show that the neodymium
concentration in ti.; vai.ous concentrator stages is not affected by this change. Note that a
problem with this case is that the model was not set up to increase Dygq values if the salt
concentration in any strip stage was high. If the other-phase carryover in the organic flow
going from the extraction section to the stripping section, for example, >50% for an aqueous
feed with 2.0M NaNO,, the high nitrate concentration of this carried-over aqueous phase would
increase the nitrate concentration in the first strip stage to >1.0M. For this strip stage, the Dyg
value would then be >1.0 even with 0.05M complexant present. The resulting high extraction
factor for neodymium in this stage greatly reduces the effectiveness of the whole stripping
section. Thus, while one can normally tolerate high other-phase carryover in the low-flow
phase, one may not be able to tolerate this behavior when the low-flow phase enters a section
where it becomes the high-flow phase.

Overall, this more detailed analysis of concentrator operation shows that, over
the range of variables expected for contactor operation, concentrator operation should be
reasonably effective.
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1E-03
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Fig. 6. Effect of 35% Other-Phase Carryover in the Low Flow Streams on
Neodymium Concentration Profiles in the 8-Stage Concentrator.
Comparison of cases 1 and 9 where other-phase carryover (O.P.C.)
was increased from 0.5% (base case) to 35% for the aqueous phase
in the strip section and the organic phase in the extraction section.
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III. EXPERIMENTS

The purpose of the experimental work was to determine if contactor efficiency remains
high at extremely high and extremely low O/A flow ratios. In the first phase of the work, one-
stage contactor tests were run at very low O/A flow ratios, contacting aqueous and organic
phases using a very high D value for neodymium. As a result, most »f the neodymium was
concentrated into the organic effluent. We focused here on finding the efficiency of the
contactor as it was extracting at these very low O/A flow ratios. In the second phase of the
work, a two-stage contactor test was run with the first stage as an extraction stage and the
second as a stripping stage. In the stripping stage, a high O/A flow ratio was used with a
process having a low D value for neodymium so that neodymium was effectively concentrated
into the aqueous effluent. Here, we focused on the efficiency of the second contactor stage as it
stripped neodymium at a very high O/A flow ratio. Taken together, the experimental work
evaluates the efficiency of the contactor when it is used as a concentrator at extremes in the O/A
flow ratio. All contactor tests were carried out in the remote-handled 4-cm contactor
[LEONARD-1988].

The organic phase in these tests contains 0.2M CMPO and 1.4M TBP with either NPH
or nDD (normal dodecane) as the diluent. These solutions are referred to here as TRUEX-NPH
or TRUEX-nDD, respectively. More details on the TRUEX process, vhich is used to remove
long-lived transuranic elements from nuclear wastes, are available elsswhere [CHIARIZIA,
HORWITZ, LEONARD-1985, VANDEGRIFT]. While the: nominal concentration of the
TRUEX-NPH was 0.2M CMPO and 1.4M TBP, density measurernents indicated that this
solution, which had been in use for some time, had lost sco.e NPH. As a resuit, the actual
CMPO concentration may have been as much as 25% greater than the nominal CMPO
concentration. Since Dyy has a third power dependence on the CMPO concentration, the Dy
value could be high by a factor of two. Thus, it is not surprising that the experimental Dy,
value for the extraction tests was found to be about 500, while the value calculated using the
Generic TRUEX Model (GTM) correlation, which is based on a CMPO concentration of 0.2M,
was found to be 239,

A.  Extraction

In two series of tests, neodymium was extracted from an aqueous phase into an organic
phase at very low O/A ratios (about 0.01) in a process with a Dy value of about 500. Thus,
since the overall extraction factor was about 5, the neodymium was concentrated in the organic
phase.

1. Prelimi Considerati

To determine the concentrations and volumes of the feed solutions needed for
the tests, we had to know the residence time required to reach steady state. In addition, the feed
concentration had to be chosen low enough so that the solvent would not become loaded with
neodymium and high enough so that the neodymium could be analytically detected.
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a.  Residence Time

As a rule of thumb, three residence times are required for a process to
reach equilibrium inside a centrifugal contactor. When the two pheses have different residence
times, the phase with the longer residence time is used. For these tests at very low O/A flow
ratios, the residence time for the organic phase was much longer than that for the aqueous
phase, so the organic-phase residence time was used. To insure that steady state would be
reached, the concentrator tests were run for up to six organic-phase residence times; aqueous
raffinate (DW) and loaded solvent (DP) samples were taken at each residence time starting with
the third one. This first sample, which was typically taken between 3 and 4 residence times, is
called the third-residence-time sample. If the concentration of neodymium in DW does not
vary with time, the process has reached steady state. To estimate the residence time for the
organic phase in the rotor, and thus the amount of solution needed for the concentrator tests,
preliminary tests were made to determine the volume of the organic phase inside the contactor
as a function of the total throughput at an O/A of 0.01. In these measurements, aqueous-phase
(0.01M HNO;,) flow is established with no organic phase in the contactor. Once the organic-
phase (TRUEX-NPH) flow is started, the residence time for the organic phase is taken to be the
time between the first entry of the organic phase into the contactor and its first exit from the
contactor. The flow rate of the organic effluent was also measured. From these measurements,
we calculated the volume of organic phase in the contactor stage. The results, given in Fig. 7,
show how organic-phase volume decreases as the total throughput increases.

4 -
o
20 I
I
Organic [ .
P o | | @ Expenmental
Volume, L a 5 — Calculated
mL - o
[ o o
10 +
[ o
0 .W

0 100 200 300 400 500
Total Throughput, mIL/min

Fig. 7. Effect of Throughput on the Organic-Phase Volume in One Stage of
a 4-cm Contactor at an O/A Flow Ratio of 0.01. The organic and
aqueous phases were TRUEX-NPH and 0.01M HNO;, respectively.

An analysis of a 4-cm contactor stage for an O/A flow ratio of 0.01
shows that most of the organic-phase volume is inside the rotor. First, the total liquid volume
inside the rotor at a total flow rate of 400 mL/min and an O/A flow ratio of 0.01 is about
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75 mL, while that in the mixing zone around the rotor is about 30 mL. Then, since the O/A
volume ratio in the mixing zone is the same as the O/A flow ratio, the volume of organic phase
in the mixing zone is about 0.3 mL. Thus, the experimental volumes for the organic phase in
Fig. 7 are essentially the organic-phase volumes in the rotor. The organic-phase volume in the
rotor was calculated as a function of the total throughput at an O/A flow ratio of 0.01. These
results, plotted in Fig. 7, also show a decrease of organic-phase volume with increasing total
throughput. Note that the experimental data are typically lower than the calculated curve. One
experimental value (at a total throughput of 100 mL/min) is considerably higher than the
calculated value. It is most likely an error, which reflects the difficulty in telling exactly when
the liquid enters the mixing zone at very low flow rates.

The work shown in Fig. 7 used a 0.01M HNO; aqueous solution and
TRUEX-NPH. When a concentrated salt solution (2.0M NaNC4/0.02M HNO,) with a density
of 1101 g/L is used in place of the dilute nitric acid solution that has a density of 997 g/L, the
calculated volume for the organic phase in Fig. 7 is decreased by about 7 mL. Thus, the
calculated curve shown in Fig. 7 is an upper bound for the volume of organic phase in the
contactor stage and is used to determine the residence time of the organic phase in the stage.
This insures that the residence times, used to estimate the approach to steady state, error on the
side of being too long.

b. Feed Concentration

To determine an appropriate neodymium concentration in the aqueous
feed solution, two factors were considered. The first factor was that the TRUEX solvent, into
which the neodymium was to be extracted, has a limit to the amount of metal ions it can
complex. It takes approximately three moles of CMPO (the extractant in the TRUEX solvent)
to complex one mole of neodymium. Since the TRUEX solvent has a CMPO concentration of
(¢ 2M, the theoretical loading of neodymium in the TRUEX solvent is 0.067M. However, when
the TRUEX solvent becomes heavily loaded with metal ions, a second organic phase will form.
To avoid this, the neodymium in the TRUEX solvent was limited to 10% of the theoretical
loading limit, that is, to 0.0067M.

The second factor in choosing an appropriate neodymium feed
concentration is that it must be high enough so that the neodymium concentration of the various
samples can be determined. Except as noted, the analytical procedure used to measure
neodymium was inductively coupled plasma/atomic emission spectrometry (ICP/AES), which
has a detection limit of 3.6 x 10-’M for neodymium. For the measurement of neodymium
concentrations to within +10% of their true value, the neodymium concentration of the solution
should be three times the detection limit. In addition, the ICF/AES procedure requires that the
total dissolved solids not exceed 20 mg/mL. Thus, when a salt concentration of 2.0M NaNO,
was used in the aqueous feed with 0.02M HNOj, it had to be diluted 4 to 1 before samples
could be analyzed. This dilution set the minimum level at 5 x 10-6M for measuring neodymium
concentrations with £10% accuracy. Note that ICP/AES can be used only for the aqueous
phase; all organic-phase concentrations were determined indirectly by measuring the
neodymium concentration in an aqueous phase that had been used to strip the neodymium from
the organic phase.



18

Based on an O/A flow ratio of 0.01 and a maximum allowable organic
phase concentration of 7 x 10-3M, we chose 7 x 10-3M for the neodymium concentration in the
aqueous feed. Thus, even if all the neodymium were to go into the organic phase, the
maximum concentration would not exceed the limit we set for that phase. Since the value for
Dpg will be less than 1000, as discussed above, a material balance o1 the neodymiurm shows
that its concentration in the aqueous raffinate should be above the minimum neodymium
concentration that we can measure using ICP/AES with £10% accuracy (5 x 10-SM). Thus, the
aqueous feed concentration of 7 x 10-5M Nd is low enough to prevent third-phase formation
due to solvent loading, yet high enough to be analyzed for its neodymium concentration.

2. Concentrator Tests
a. Test Runs

As we stated, two series of extraction tests at O/A flow ratios of 0.01
were run with various throughputs within each series to see if extraction efficiency was affected
by throughput. For these tests, one stage of the 4-cm contactor designed for remote-handled
operation was used with appropriate FMI (Oyster Bay, NY 11771) pumps providing the
influent flow rates. The contactor rotor had an upper-weir diameter of 18.14 mm (0.714 in.).
Based on the preliminary considerations that we presented above, neodymium swvas extracted
from a 0.02M HNO,/2.0M NaNO; solution into the TRUEX-nDD solvent at approximate total
throughputs of 200, 300, and 400 mL/min using the flowsheet shown in Fig. 8.

TRUEX Solvent (DX) Feed (DF)
CMPO 0.20M Nd 7E-5M
TBP 1.40M NaNO3 2.0M

nDD HNO3 0.02M
!
(100)
A
g "
)
7 .
0]
/S / :
!
(100) {
v Y (1.0)
Raffinate (DW) Loaded Solvent (DP)
NaNO3 2.0M CMPO 020M
HNO3 0.02M TBP DD 140M
n

Fig. 8. Flowsheet for Single-Stage Concentrator Tests at O/A of 0.01. Effluent
concentrations are shown for the case where the extraction efficiency is
100% and Dy is assumed to be 900. Relative flow rates are shown in
parentheses.
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The first series of tests (tests 1, 2, and 3, at total throughputs of about
200, 400, and 300 mL/min, respectively) was planned to run for seven organic-phase residence
times each, with aqueous- and organic-effluent samples (DW and DP, respectively) taken at the
end of organic-phase residence times 3, 4, 5, and 6. For each test, the DF feed was sampled and
its temperature measured just before and just after the run. The DW samples were collected in
a graduated cylinder for one minute. After each DW sample was taken, its volume was noted,
its temperature measured, and a portion was set aside for ICP/AES analysis. For the DP
samples, all the organic effluent for one residence time was collected in a tared Teflon bottle.
Because the actual residence times for the organic phase were slightly longer than had been
calculated from the preliminary tests, insufficient aqueous feed was available to continue to 7
residence times in test 3. That test ran for 5.5 residence times.

After all tests were run, the DW flow rates were calculated from the
sample voiumes and sample times, the DP sample bottles were weighed, and the DP mass flow
rate was calculated. The density of the organic phase (DX) was then used to convert the mass
flow rate to the volume flow rate. These data are summarized in Table 3.

Table 3. Summary of Data from Concentrator Tests at an O/A Flow KRatio of 0.01

Average Flow Rate Total O/A Organic-Phase

Test Organic,  Aqueous, Throughput, Flow Residence Time,
No. mL/min mL/min mL/min Ratio min

1 2.19 192 194 0.0114 7.00

2 3.53 402 406 0.0088 2.85

3 3.04 304 307 0.0100 3.95

4 1.95 196 198 0.0099 8.28

5 3.72 395 399 0.0094 3.12

6 2.82 301 304 0.0094 3.73

Results for the first series of tests showed that the neodymium
concentration in the aqueous feed solution had slowly increased with time. Therefore, when the
second set of three «ests was run, a motorized stirrer was used to mix the aqueous feed in its
25-L carboy instead of the manual mixing techniques used in the first series. In addition, each
test ran for a shorter time to avoid running out of aqueous feed. The 200-mL/min test (test 4)
ran for a total of 5 organic-phase residence times, with aqueous and organic effluent samples
(DW and DP, respectively) taken starting at 2.5, 3.2, 3.8, and 4.4 residence times. The
400-mL/min test (test 5) ran for a total of 6.5 residence times, with DW and DP samples taken
starting at 3.0, 3.8, 4.5, and 5.3 residence times. The 300-mL/min test (test 6) ran for a total of
6.4 organic-phase residence times, with DW and DP samples taken starting at 3.0, 4.1, 4.9, and
5.6 residence times. The residence times for the organic phase are reported in Table 3. These
residence times were determined by the time it took the organic phase to go through the
contactor on startup with the aqueous phase flow fully established.

b, Phase Equilibrati

Portions of the DW and DP samples taken during the final residence time
of each concentrator test were mixed and allowed to reach equilibrium at the same temperature
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and the same O/A ratio at which they were contacted. This was done to determine the actual
Dygq value for each test. For each equilibration, a measured aqueous-phase (DW) volume was
placed in the equilibrating container; then the organic phase (DP) was added to the container
while its weight was measured. For each test, this mixture was allowed to equilibrate in a
constant-temperature bath for one hour. Then the mixture was vigorously shaken for 15
seconds and returned to the bath for three minutes. After the shaking/equilibrating cycle was
repeated for a total of four times, the two phases were separated using a separatory funnel.

For two equilibrations, an aqueous sample was taken after four cycles
and the remaining solutions were put through four more cycles. This way, we could determine
whether or not the four shaking/equilibrating cycles were sufficient to allow the neodymium in
the two phases to reach equilibrium. Analysis of the aqueous samples from these extended tests
showed that equilibrium had indeed been reached.

c.  NeodymiumC ion in the Organic P!

An attempt was made to strip the neodymium from the organic phase
(DP) samples through contact with an aqueous soluticn containing 0.05M HEDPA in 0.1M
HNO;. This was done to determine the neodymium concentration in these samples so that a
mass-balance check could be made for the neodymium. The analytical results for the
neodymium concenirations in these organic samples did not match mass balance predictions.
After much work, we finally determined that a precipitate of a neodymium salt of HEDPA was
formed in the aqueous phase during and after the contact of the HEDPA solution with the DP
samples. The existence of this precipitate interfered with the analysis of neodymium in the
organic phase. Because of this problem, organic-phase concentrations were determined from
mass balances using aqueous-phase concentrations.

B.  Stripping

A two-stage contactor test was done to measure the extraction (stripping) efficiency
when neodymium is stripped from the organic phase at very high O/A flow ratios. The
flowsheet for this test is shown in Fig. 9. In the first stage, neodymium was loaded into the
organic phase from an aqueous phase at normal O/A flow ratios, that is, at an O/A flow ratio
close to 1.0. In the second stage, the concentrating stage, the neodymium was stripped from the
organic phase into another aqueous phase at a high O/A flow ratio. The D value for
neodymium in the second stage was low because of the HEDPA complexant in the aqueous
feed to stage 2. As a result, the neodymium was concentrated in the aqueous effluent from the
second stage.

I.  Preliminary Considerat

Besides the considerations of solvent loading, ICP/AES detection limits, and
residence time discussed above for the extraction tests, several other factors were considered in
planning this test.

a.  Other-Phase Carryover

Since the O/A flow ratio in stage 2 of this test is high, a small fraction of
other-phase carryover in the organic effluent from stage 1 (the organic influent to stage 2) will
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make a large difference in it. To be sure that the other-phase carryover in the organic effluent
from stage 1 is low (<1%), a series of tests was run in stage 1 with an aqueous solution (0.0iM
HNO,) and an organic solvent (TRUEX-NPH). The results of the test, listed in Table 4, show
how O/A flow ratio and total throughput affect other-phase carryover. Basically, in the O/A
flow range from 0.5 to 2.0, the other-phase carryover should be <0.3% if the total throughput is
less than or equal to 600 mL/min.

DF DP EF

Nd  288E-06 M Nd  188E-06M| |Nd oM
H 0.020 M H 0.032 M H 0.50 M
Na 20 M Na 0.06620 M Na oM
. TRUEX-nDD HEDPA 0.050M

202 mL/min 4.0 mL/min 10.0 mL/min
gg)d) = 0 g: t D(Nd) = 0.005
= e D@A) =0.219
D(Na) = 0.001 ; D(Na) = 0.001
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Fig. 9. Flowsheet for Two-Stage Contactor Test. Effluent concentrations
are for the case where the extraction efficiency is 100%, the D
values for stages 1 and 2 are as shown, and the aqueous-phase
carryover from stage 1 to stage 2 is 0.5%.

The other-phase carryover was also measured at a high O/A flow ratio
(100) to determine tae amount of aqueous phase in the organic phase for high flow ratios. If it
is high, the aqueous effluent could disappear entirely since the aqueous flow rate is low relative
tc the organic flow rate. The results, given in Table 5, show that it is very low (<0.1%). Note
that the amount of organic phase in the aqueous phase is greater than 1% for total throughputs
greater than 200 mL/min. Since this is high other-phase carryover in the low-flow phase, it can
be tolerated, as the concentrator theory above shows it will have only a minimal effect on
concentrator operation. Note also that O in A for a given flow rate is greatest for rotor 1. This
is not unexpected as the more-dense-phase weir of the stage | rotor has a larger diameter than
that of the other three stages, 18.14 vs. 18.01 mm (0.714 vs. 0.709 in.). In the actual
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concentrator test, the O/A flow ratio was 33, not 100. Thus, the other-phase carryover for the
test will be between the results in Tables 4 and 5, but they should be closer to the results in
Table S.

Table 4. Effect of Throughput on Other-Phase Carryover at O/A Ratios
from 0.5 to 2.0 _for Remote-Handled 4-cm Contactor

Other-Phase
Nominal Flow Rates, mL/min Actual Carryover, %
O/A Organic Aqueous Total O/A OinA AinO

0.5 984 201.3 300 0.49 0.04 0.02
151.2 302.3 454 0.50 0.06 0.13
201.0 400.3 601 0.50 0.06 0.20
252.6 496.5 749 0.51 0.04 11.72
1 196.4 1974 394 0.99 0.08 0.02
298.3 303.2 602 098 0.27 0.11
3874 400.0 787 0.97 0.50 191
501.1 500.2 1001 1.00 0.04 6.19
2 2014 97.8 299 2.06 0.15 0.06
298.5 148.7 447 2,01 0.05 0.23
3924 201.4 594 1.95 0.10 0.11
493.2 244.6 738 2.02 0.57 0.62

Table 5. Effect of Throughput on Other-Phase Carryover and Phase Volume at
an O/A Flow Ratio of 100 for Remote-Handled 4-cm Contactor

Other-Phase Phase Volume

Flow Rate, mL/min Actual Carryover, % in Rotor*, mL
Stage Aq. Org. Total O/A QinA AinO Aq. Org.
1 1.02 99.6 100.6 976 1.0 <0.1® 35.6 36.3
2.04 196.5 198.5 96.3 1.1 <0.1® 355 36.5
3.04 301.2 304 99.1 6.6 <0.1b 339 389
4.05 402 406 99.3 6.2 <0.1b 340 375
2 2.70 298.5 301 110.6 29 <0.1b 31.8 412
3¢ 2.85 298.9 302 104.9 1.3 <0.1b 443 25.2
4¢ 3.06 302.7 306 98.9 4.8 <0.1° 40.5 29.6

3The phase volume in the rotor is determined by draining the contents of the contactor rotor into a
beaker, separating ihe organic and aqueous phases using a separatory funnel, and measuring their
respective volumes.

There was no observable aqueous phase in the organic phase (A in O) exiting the contactor,
Therefore, the amount of A in O is less than 0.1%.

“The stage was not used in the concentrator tests reported here. It is included to show the
variability of other-phase carryover and phase volume from stage to stage.
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In these tests, the other-phase carryover was measured as follows. For
the more-dense-phase effluent (O in A), the liquid is collected in a graduated cylinder. If the
other-phase carryover is high, the volume of the less-dense phase can be read directly. If the
,olume is small, the top portion of the liquid is poured into a smaller graduated cylinder or
centrifuge tube so that it can be read more accurately. A separatory funnel can also be used to
make this separation. For the less-dense-phase effluent (A in 0), the liquid is also collected in a
graduated cylinder. If the other-phase carryover is very high, the volume of the more-dense
phase is read directly. If the more-dense-phase volume is small, the top portion of liquid is
poured off and the bottom portion is put into a smaller graduated cylinder. If the amount of the
more dense phase is very small, a centrifuge tube for which the volume in the tapered tip has
been calibrated should be used. In this way, other-phase carryover can be measured down to
about 0.1%. If phase separation is slow, the liquid sample should be centrifuged before the
volume measurements are made.

b.  Residence Time

For this stripping test, the longest residence time is that of the aqueous
phase in stage 2. The volume of the aqueous phase in the rotor was measured at no-flow
conditions for an CVA flow ratio of 100. The results, given in Table 5, show that v.is volume is
between 32 and 44 mL. This volume should not change much at an O/A flow ratio of 33. In
calculating the residence time of the aqueous phase in stage 2, a volume of 40 mL was used.
With an aqueous feed of 10 mL/min to stage 2, the residence time of the aqueous phase
becomes 4 minutes. Thus, the run time was set at 28 minutes so that samples could be taken up
through six residence times. The other effluents, which have much shorter residence times in
the contactor, should reach steady-state concentrations much sooner.

c.  O/A Flow Ratios

The O/A flow ratio for the stripping stage (stage 2) was chosen so that
the extraction (stripping) efficiency could be measured accurately. To do this, the stripping
factor should be greater than or equal to 5. Based on solvent stripping tests with an HEDPA
solution, it appeared that DNg would be about 0.005 in stage 2. Thus, an O/A flow ratio of 40
was chosen for stage 2. Since the flow of aqueous feed (EF) to stage 2 should be as high as
possible to keep residence times and solution volumes reasonable, a value of 10 mL/min was
chosen for the EF flow. This sets the organic flow rate at 400 mL/min.

Since the total flow in stage 1 should not exceed 600 mL/min, the
aqueous flow to that stage should not exceed 200 mL/min. The high (200 mL/min) value for
the aqueous flow to stage 1 was used so that the extraction factor would be high. In this way,
essentially all the neodymium in the aqueous feed was transferred to the organic phase. This set
the O/A flow in stage 1 to 2.0 and allowed us to focus our attention on stage 2.

4 Precipitation of Neodymium Salt of HEDP?

We needed to avoid the precipitation of the neodymium salt of HEDPA
in stage 2. This problem had been encountered in the extraction tests whiie stripping
neodymium from the TRUEX-nDD solvent. The white precipitate was observed in a small
volume of aqueous phase at the bottom of a container holding TRUEX-nDD solvent that had
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been discarded after the concentrator tests at an O/A flow ratio of 0.01. Neodymium had been
stripped from this solvent after the tests by using HEDPA solution, and we suspected that the
aqueous phase was residual HEDPA solution. We removed 1 mL of this aqueous phase plus
precipitate and found that it dissolved in 20 mL of 0.5M nitric acid solution. An ICP/AES
analysis showed that the solution contained neodymium (8.4 x 104M) and sodium (0.015M).
Since this TRUEX solvent had been through the HEDPA stripping procedure, the amount of
neodymium found was surprisingly high; the white precipitate was consequently assumed to be
a neodymium salt of HEDPA.

To test this hypothesis, a batch test was made prior to the stripping run at
an O/A flow ratio of 40. First, an aqueous sclution containing 3.5 x 10-M Nd, 0.02M HNO;,
and 2.0M NaNOj3 was mixed well at an O/A of 1.0 with TRUEX-nDD that had been stripped of
neodymium from the first two series of concentrator tests. The two phases were then separated
and the organic phase was mixed well with an aqueous solution of 0.5M HNOj3 and 0.05M
HEDPA at an O/A of 40. After about 15 minutes, a large amount of white precipitate was seen
in the aqueous phase. Small amounts of the HEDPA solution were added successively to these
two phases, which were mixed well and allowed to stand for about ten minutes. The precipitate
completely dissolved at an O/A of about 1.67.

To eliminate the possibility that the precipitate was caused by sodium
instead of neodymium, an aqueous solution of 2.0M NaNOj3 and 0.02M HNO3 was contacted
with clean TRUEX-nDD at an O/A of 1.0, after which the TRUEX solution was contacted with
the HEDPA solution at an O/A of 40 and allowed to sit for 30 minutes. No precipitate was
observed. This confirmed that the precipitate was a neodymium salt of HEDPA.

Since a neodymium precipitate formed at an O/A ratio of 1.0 and was
dissolved at an O/A of 1.67, the saturation concentration for the neodymium salt in the 0.5M
HNO,/0.05M HEDPA solution was calculated to be about 5.8 x 10-5M. This saturation
concentration was verified by additional batch tests with aqueous solutions of various
neodymium concentrations. The results confirmed this value for the saturation concentration of
the neodymium salt of HEDPA. Based on this solubility and the need to get neodymium
concentrations high enough to be analyzed, the neodymium concentration in the aqueous feed to
stage 1 was set at 2.88 x 10-M. Given the O/A flow ratios stated above along with the Dng
values shown in Fig. 9 for stages 1 and 2, this feed concentration should give a neodymium
concentration in the HEDPA stripping solution that is saturated with the neodymium salt of
HEDPA.

e.  Interstage Sampling Tube

To obtain organic effluent from stage 1 (DP), the U-shaped interstage
tube used to carry the organic phase from stage 1 to stage 2 was modified to include a tee in the
middle of the U. This tee, which was perpendicular to the U and extended down from it, was
connected to a positive-displacement metering pump set at 4 mL/min. Because the volume of
liquid in the pump and sampling line was 21 mL, the lag between the time when the DP
solution left stage 1 and the time when it was sampled was 5.25 minutes. Based on a residence
time of 4 minutes for the test, this time lag amounts to 1.3 residence times.
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2. Concentrator Tests

Based on these preliminary considerations, the flowsheet in Fig. 9 was designed
for the two-stage contactor. The effluent concentrations shown are based on 100% extraction
efficiency, 0.5% A in O to stage 2, and the D values as shown.

a. Baich Pretest

To verify that a neodymium salt would not precipitate during the
HEDPA stripping of the organic solvent in stage 2, a trial run was made using batch contacts.
The test solutions were contacted in a centrifuge tube at the same O/A ratios planned for the
contactor test. After the initial extraction contact, the phases were separated, and the organic
phase was contacted with the EF feed to the stripping stage and allowed to stand over a
weekend. At the end of that time, no precipitation was seen. Although this batch test did not
account for the extra neodymium which would enter into the extraction stage because the
organic phase is recycled, Fig. 9 shows that this recycle adds less than 10% more neodymium.
Therefore, no precipitation of the neodymium salt of HEDPA should occur during the test.

b.  TestRun

The flowsheet shown in Fig. 9 was run using two stages of a 4-cm
contactor designed for remote handling. The flow rates were attained using FMI positive-
displacement pumps. A common container for the organic feed (DX) and organic raffinate
(EP) allows for full organic recycle. The container, a 1.2-L crystallization dish with a height of
75 mm and a diameter of 150 mm, was placed on a magnetic stirrer that kept the solution well
mixed. Approximately 1.1 L of solvent was in the container at the start of the test. Before the
tests started, 40 mL of a 0.02M HNOjs solution with 2.0M NaNO3 was poured into stage 1 so
that no organic phase would go out the aqueous exit port. At the same time, 40 mL of the EF
solution was added to stage 2. Also, three DF samples were taken.

As mentioned above, the residence time for the system was taken to be
4.0 minutes based on the aqueous phase flowing through stage 2. Starting at 3,4, 5, and 6
residence times, three operations were carried out. (1) The stage-1 organic effluent (DP) and
stage-2 aqueous effluent (EW) sample bottles were put in place. (2) The stage-1 aqueous-
effluent (DW) and stage-2 organic-effluent (EP) flow rate samples were taken. (3) A stage-1
organic feed (DX) sample was taken. The order and details of these operations are outlined
below.

The DP and EW samples were taken by collecting the total volume of
effluent for one residence time starting at 3, 4, 5 and 6 residence times. These samples were
taken in tared bottles. After the test was over, the bottles were weighed and the mass flow rates
were calculated. Solution densities were ..sed to convert these mass flow rates to volumetric
flow rates.

As soon as the sampling bottles for DP and EW were in place, the flow
rates of the DW and EP streams were measured by taking one-minute samples in graduated
cylinders. Immediately after these flow rates were measured, a sample was taken from the DX
feed container. The volumes of the DW and EP samples were then noted, the temperature of
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each solution was measured, and a small volume of each sample was set aside for chemical
analysis. After the test, three additional DF samples were taken. The contactors were then
drained and flushed out with 0.1M HNOj3. The data taken during the test are summarized in
Table 6 with standard deviations shown for the average flow rates.

Table 6. Summary of Data Taken during Two-Stage Contactor Test

Average Average Average
Effluent Flow Rate,? Temp., Flow
Stage Stream mL/min °C Ratio
1 2.7
DW 1445+1.7 238
DP 3.53+0.02 -
2 32.8
EW 11.85£0.30 -
EP 388.3+1.2 23.7

aWith standard deviation.

In both the extraction and stripping stages, the appropriate Dng value was
determined by equilibrating portions of the organic and aqueous effluents from the stage at the
test temperature. For stage 1, two DP samples were combined to get enough organic phase for
an O/A volume ratio of 0.5 when contacted with a portion of the DW sample. For stage 2, DX
was contacted with EW at an O/A volume ratio of 3.0. The DX sample was chosen for the
organic phase instead of EP since there was more of that sample available. Because the
neodymium concentrations of both phases were to be analyzed after they were equilibrated,
there was no attempt made to keep the same O/A ratio used in the test or to use samples taken at
the same residence time.

For each equilibration, the two phases were placed in a centrifuge tube
and equilibrated in a constant temperature bath for one hour. Then the tube was shaken
vigorously for 20 seconds and returned to the bath for three minutes. This shaking/equilibrating
cycle was repeated seven times, after which the aqueous phase was drawn off using a pipet and
was prepared for analysis.

d.  Sample Preparation

Except for DW samples, the analyses for neodymium were done by
ICP/AES, which has a detection limit of 3.6 x 10-8M where sodium salts are 0.4M or less.
Because the predicted neodymium concentration in the DW samples was so low, isotope
dilution mass spectrometry (IDMS), which has a detection limit of 7 x 109M, was used.
However, sample preparation was the same for either method.

The neodymium had to be stripped out of all the organic samples with
HEDPA solution, since both ICP/AES and IDMS procedures require the samples to be in the
aqueous phase. Of the aqueous samples, only the EW samples could be analyzed in their
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original form. For the others, the DW samples, the neodymium had to be extracted and then
stripped to remove the sodium prior to IDMS analysis. In selecting the O/A volume ratios to
use in these extracting and stripping preparations, the following factors had to be considered:
(1) the neodymium detection limit of the analytical procedure, (2) the concentration at which
neodymium forms a precipitate in the HEDPA stripping solution, (3) the minimum volume of
aqueous phase needed for analysis, and (4) the available sample volume. The O/A volume
ratio, therefore, varied considerably from sample to sample.

Each of the aqueous DW samples, including the equilibrated samples,
was contacted once in a centrifuge tube with the TRUEX-nDD solvent. The neodymium was
recovered from the solvent by stripping with an HEDPA solution, actually f: esh EF solution.
The aqueous phase from this stripping operation was sent out for IDMS analysis. The last two
DW samples taken during the test, along with the DW sample from equilibration, were prepared
for IDMS analysis.

Each organic sample taken during the test was contacted once with fresh
EF solution to strip out the neodymium. After separation, the neodymium concentration of the
aqueous phase was analyzed by ICP/AES.

Because there was only one contact in each extraction and/or strip
operation, it is possible that a small amount of neodymium was not extracted or stripped during
the operation. However, from past experience, the Dng for the stripping procedure should have
been about 0.005, and the Dngq for the extraction process should have been about 500.
Therefore, the neodymium lost by contacting the samples only once at O/A volume ratios close
to 1.0 should be 0.5% or less.
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IV. RESULTS

Results for contactor efficiency during extraction show how it can be affected by low
OJ/A flow ratios. Results for contactor efficiency during stripping show how it can be affected
by high O/A flow ratios. These contactor efficiencies, also called extraction efficiencies, are
then combined to derive an overall correlation with the O/A flow ratio.

A.  Extraction
L Neodymium Concentrations

Measured neodymium concentrations are given in Table 7 for the aqueous
samples from each extraction test along with the calculated neodymium concentrations in the
DP samples and the calculated D values. As the data show, the neodymium concentration in the
DF feed varied throughout the first series of tests (tests 1 to 3). This variation is attributed to
inadequate mixing of the DF feed solution. A corresponding increase with time of the
neodymium concentration in the DW raffinate can also be seen in this table. Thus, the system
was not quite at steady state, making the error associated with DF at a specific organic-phase
residence time somewhat larger than it would otherwise have been. Because of the way the DF
feed was prepared, its average neodymium concentration was 8.62 x 10-5M rather than the 7.0 x
10-5M value planned. Thus, the higher concentrations seen in Table 7 for the first series of tests
were not unexpected. The measured neodymium concentrations and Dy values were used to
get the stage extraction efficiencies reported here.

In the second series of tests (tests 4 to 6), the neodymium concentration in the
DF feed appeared to increase with time during test 4 even though a motor-driven mechanical
stirrer was used to mix the feed in its 25-L carboy. During tests 5 and 6, which continued to
feed from the same carboy, the neodymium concentration in the DF feed was effectively
constant. However, like the DW raffinate in tests 1 to 3, the concentration of neodymium in the
DW raffinate for tests 4 to 6 rose, leveled off, and then fell over the period of the three tests.

2. Exwaction Efficiency

To obtain the extraction efficiency, we first calculated the neodymium
concentration in the organic phase from the measured values for the neodymium concentration
in the aqueous phase and the O/A flow ratio (R). Then, we calculated the D value for
neodymium from the equilibrated neodymium concentration in the aqueous phase. Finally, we
combined neodymium concentrations with the R and D values to get the extraction efficiency
with respect to the aqueous phase.

Neodymium concentrations are given in Table 7 for (1) the aqueous feed, xpp,
(2) the aqueous raffinate, xpw, and (3) the equilibrated aqueous raffinate, xpw 4. These
values, along with the O/A flow ratios given in Table 3, were used to calculate the neodymium
concentration in the organic phase effluent, ypp, and the D value for each test. The ypp values
in Table 7 were calculated from the material balance about the contactor stage, which has the
form



Table 7. Analytical Results from Concentrator Tests at O/A Flow Ratio of 0.01

_ Xpr " Xpw
Yop = o

+ Ypx

Organic-
Phase Nd Concentration in Feeds and Effluents, M
Test Residence Equil. Calc. Calc.
No. Time DF DW Dw? DP D Value Notes
1 0 6.10E-05
3 1.48E-05
4 1.60E-05
5 1.40E-05
6 7.94E-05® 1.71E-05 8.80E-06 S547E-03 703 c
7 8.25E-05
2 0 8.53E-05
3 3.36E-05
4 3.23E-05
L) 3.61E-05
6 9.18E-05> 3.21E-05 148E-05 6.80E-03 591 c, d
7 9.29E-05
3 0 9.22E-05
3 e
4 9.34E-05®  1.97E-05 1.76E-05  7.38E-03 431 c,f
4.5 9.36E-05
4 0 3.99E-05
2.5 1.77E-05
32 1.78E-05
3.8 e
44 6.29E-05® 2.14E-05 1.19E-05 4.18E-03 433 c
5.1 6.66E-05
5 0.0 6.59E-05
3.0 2.36E-05
4.1 2.37E-05
49 2.30E-05
5.6 6.53E-05> 241E-05 745E-06 4.37E-03 823 c
6.4 6.52E-05
6 0.0 6.59E-05
3.0 2.44E-05
38 2.21E-05
4.5 2.18E-05
5.3 6.5SE-05® 1.77E-05 991E-06 5.11E-03 599 c.g
6.0 6.55E-05

*From batch measurements using an O/A volume that matches the O/A flow ratio.
bInterpolated value.

<This line used to calculate extraction efficiency by method IL
dDW equilibrated at O/A = 0.0092.

¢eDW sample lost.

fAverge D value for the first series is 570 t 140.
gAverge D value for the second series is 620 + 200.

(10)
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Since there was no neodymium in the organic (DX) feed (i.e., ypx = 0), Eq. 10 becomes

Xpr—X
pr — _DE = DW (11)

To get the D value for neodymium, first note that the D value is defined as the
equilibrated organic phase with a concentration of YDP_eq divided by the equilibrated aqueous
phase; that is,

YDP_eq

D= (12)

XDW_eq

Since xpw eq Was obtained by continued equilibration of wa and ypp at the same R value as
the run, Xpy e and ypp ., €an be substituted for xpy, and ypp, respectively, in Eq. 11.
Substituting the results into Eq. 12 gives

Again, since there was no neodymium in the organic (DX) feed, that is, ypy is zero, Eq. 13
becomes

p=1 (————"DF —1} (14)

This expression was used to get the calculated D values shown in Table 7. As noted in Table 7,
the standard deviation for the D values for all tests is large, +28%. It reflects the various errors
in the experimental process, including those in the neodymium concentration measurements at
low concentrations of neodymium in high concentrations of NaNO,, the variations in the
neodymium concentration with time, and the errors in getting the same O/A volume ratio for
equilibration of the aqueous (DW) effluent with the organic (DP) effluent.

Using these neodymium concentrations and D values, the fractional extraction
efficiency was calculated by dividing the amount of neodymium in the aqueous phase that was
extracted into the organic phase by the amount of neodymium that would have been extracted if
the two phases had reached equilibrium as follows:
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XpE — X _
F, = —DE_XDW (15)
XDF ~XDW_eq

The results are listed in Table 8 for methods I and II. In method I, the average D value for each
test series was used to calculate XDW_cq using Eq. 13 rearranged as

_ XprtRypy
DW= T RD (16)
Again, since there was no neodymium in the organic (DX) feed, that is, ypy is zero, Eq. 16
becomes
- XDE_
xDW_eq - 1+RD (17)

Because the mixing problem in the first test series may have caused the loading of the organic
solvent and, therefore, the Dy, values to vary, the D values for the two series of tests were
treated separately. In method II, the measured value for xpy, .. for each run was substituted
directly into Eq. 15. The extraction efficiencies were about the same for both methods. Their
values for second test series were lower than those for the first series, but, given the variation
between individual values, these differences were not statistically significant. Nevertheless, the
extraction efficiencies for these very low O/A flow ratios (0.01) are somewhat less than the
greater-than-95% value observed for O/A ratios close to 1.0. (See Sec. II.B.2 above.)

Table 8. Extraction Efficiencies for Single-Stage Concentrator Tests at O/A Flow Ratios of 0.01

Nominal Fractional Extraction Efficiency
Flow Rate, Test Method I Method 11
Series mL/min Number (Average D Value) (Equilibrated DW Samples)

First 200 1 0.905 0.883
300 3 0.927 0.973
400 2 0.779 0.776

0.870 £ 0.0802 0.877 £ 0.099*
Second 200 4 0.768 0.814
300 6 0.856 0.860
400 5 0.740 0.713

0.788 + 0.061* 0.796 £ 0.076*

#Average value with standard deviation.
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B.  Stripping
1. Concentrations

Aqueous feed compositions for the two-stage stripping test are given in Table 9.
These concentrations include both as-prepared and ieasured values. Neodymium
concentrations in the organic feed (DX) are given in Table 10 as a function of the residence
time (t,) into the test. Neodymium concentrations in the aqueous effluents as well as the
organic effluent (EP) are given in Table 11 as a function of residence time (t,). The results in
Tables 10 and 11 show that the two-stage stripping test had not reached steady-state operation
after 6.6 residence times. Note, for example, that the neodymium concentration in the organic
(DX) feed was still decreasing when the test was over.

Tabie 9. Aqueous Feed Compositions for Concentrator Test at O/A of 40
Component Concentration, M

Aqueous Extraction Feed (DF) Aqueous Strip Feed (EF)
Component As Prepared As Measured As Prepared As Measured Notes
H 0.02 0.016 0.5 0.61 a
Nd 3.42E-06 2.08E-06 0.0 - b
Na 2.0 1.925 0.0 - c
HEDPA 0.0 - 0.05 - d

8Measured using an automatic titrating pH meter (Metrohm/Brinkmann 636 Titroprocessor).

bMeasured value was suspect because ICP/AES error is high when the Nd concentration is low and the Na
concentration is high. Because of this, the as-prepared Nd concentration was used in all calculations. As
stated in the text, the planned Nd concentration in the DF feed was 2.88 x 10‘6M. However, because of
pipeting errors that were later identified and corrected, the as-prepared value (shown in this row) was
higher.

“Measured value from ICP/AES analysis. Error is £5%.

dHEDPA concentrations were not measured.

Table 10. Neodymium Concentrations in Organic Feed
for Concentrator Test at O/A of 40

Residence Method Used Nd in
Time into Test to Obtain Nd Organic (DX) Feed, M
35 Measured 4 80E-05*
45 Measured 3.40E-05%
56 Measured 2.80E-05%
6.6 Measured 1.13E-052
oo Calculated 6.3E-06°

80rganic sample was taken from the stirred DX,EP beaker. Using some of the EF solution,
the Na was stripped from the organic phase. The resulting aqueous phase was analyzed
for Nd using ICP/AES.

bAssumes steady-state operation with solvent recycle and extraction efficiencies as shown
in Fig. 10,
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Table 11. Effluent Compositions for Concentrator Test at O/A of 40

Res. Method Used

Time into to Obtain Component Concentration, M
Comp. Test? Concn DW DP EW EP Notes
H 6.6 Measured 0.040 - 0.28 - b
Calculated 0.038 - 0.191 - c
Nd 35 Measured - 546E-05 1.24E-04 3.09E-05 d
4.5 Measured - 498E-05 1.20E-04 2.31E-04 d
Calculated 4.5E-07¢  3.5E-05f 1.85E-048 2.95E-05h i
5.6 Measured 3.24E-071 387E-05 7.60E-05 2.05E-05 d
6.6 Measured 299E-077  329E-05 8.80E-05 1.82E-05 d
oo Calculated 1.72E-07 5.9E-06 3.3E-05 4.9E-06 k
Equil. Measured 441E-077  447E-05 149E-04 1.81E-05 d, 1
Na 35 Measured -- - 0.448 - d
4.5 Measured -- - 0439 - d
5.6 Measured - - 0.431 - d
6.6 Measured -- -- 0.428 - d
o0 Calculated - -- 0.437 - m
Equil. Measured - 0.435 -- d, |
2Except as noted.

bMeasured using an automatic pH meter.

SAssumes extraction efficiency is 100% at steady state with solvent recycle as shown in Fig. 10.

dExcept as noted, measured values are from ICP/AES analysis of the aqueous phase. For organic samples,
the Nd was stripped from the organic phase using some of the EF solution and the resulting aqueous phase
was analyzed.

Residence time for this calculated value is close to 4.5 residence times

fActual residence time for this calculated value would be close to 6.3. It takes 1.3 residence times for the DP
sample to emerge from the sampling systera and 1.0 residence times to collect it.

8Actual residence time for this calculated value would be close to 6.0. It takes 1.0 residence times for the EW
sample to emerge from the contactor stage and 1.0 residence times to collect the sample.

hActual residence time for this calculated value would be close to 4.6. It takes about 0.1 residence time for the
EP solvent to emerge from stage 2 after it has entered stage 1 as the DX solvent.

iValues shown here are results of calculations given in Fig. 11. Details of the Excel worksheet used to do this
calculation are given in the Appendix. It assumes that (1) DX has the concentration measured 4.5 residence
times into the run, (2) the organic feed is not recycled with respect to the Nd, and (3) the stage efficiencies
are as shown in the figure.

iMass spectrometric isotope dilution analysis used for this sample.

k Assumes steady-state operation with solvent recycle for extraction efficiencies shown on Fig. 10.

IConcentrations when the two phases from each stage were equilibrated. Since the O/A flow ratios were not the
same as those used in the test, these values should only be used to get the D value for Nd in the respective
stages.

™This is the average of the measured values for residence times from 3.5 t0 6.6. It was used as the steady-state

value at full solvent recycle and 100% extraction efficiency to calculate the amount of aqueous phase in
organic phase going from stage 1 to stage 2 shown in Fig. 10.

To determine what the steady-state concentrations would have been, an Excel
worksheet named Two_Stage was set up. If (organic) recycle is specified in the worksheet,
iteration proceeds to steady-state operation and the flowsheet shown in Fig. 10 is obtained.
This flowsheet is a part of the Two_Stage worksheet. In this worksheet, the extraction
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User Input Area for Flows (All values in this area are entered by the user)
qDW (mL/min)= 144.5 qDP (mL/min)= 3.53 Aq. phase in org. phase from stage 1= 0614%
qEP (mL/min)= 388.3 qEW (mL/min)= 11.85
Calculational Area (Only underlined values are entered by user)

DF DP EF
Nd 3.42E-06 Nd 7.56E-08] [Nd )]
H 0.02 H 0.035] |H 0.5
N a 1925 Na 1.92E-03] |Na Q
(Above concns in M) (Above concns in M) (Above concns in M)
146.9mL/min 3,63 mL/min 9.5 mL/min
1 Strip D Values
2 01216
DH_2 0218
1) T ! l DNa_2 m
Effic. (2) = 0,800

- -
{ O/A for stage 1 =2.67 {| O/A for stage 2 =32.8
DW EW Match (Na] in EW
Nd 1.85E-07 Nd 3.97E-05] |with measured
H 0,038 H 0.191 value of
Na 1921 Na 0.437¢> 0437
(Above concns in M) (Above concns in M)} |by setting
144.5mL/min 11.85 mL/min appropriate value
for A in O leaving
stage 1
DX, EP
6.34E-06
391.9mL/min H 0.042 388.3mL/min
« DX Na 4.37E-04 « EP
' (Above concns in M)

Recycle Nd  yes If "no", use [Nd] in DX given below. If "yes", see DX, EP box above.
(Nd] in DX if "no" recycle 3.40E-05

Fig. 10. Flowsheet for the Two-Stage Concentrator Test with Solvent Recycle

efficiency for H and Na is assumed to be 100%, the value for neodymium is as specified in the
worksheet. Note that D values have to be supplied by the user for H, Na, and Nd in both stages.
Further information on the Two_Stage worksheet is given in the Appendix.
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Thus, at steady state with full organic recycle, the neodymium concentration in
the DX feed should have gone down to 6.3 x 106M (see Fig. 10), less than half of what it was
when the test ended. The initial concentration of neodymium in the DX feed was not measured,
but the results in Table 10 suggest that this concentration was above 4.8 x 10-3M, possibly by a
factor of 2 to 4. In Table 11, one can see that the neodymium concentrations of the DW, DP,
and EP cffluents are still decreasing to their steady-state values after 6.6 residence times. (The
fact that the neodymium concentrations in EW are not also decreasing will be discussed later.)
Based on the steady-state residence times with full solvent recycle shown in Fig. 10 and listed
in Table 11 as calculated neodymium concentrations for a residence time of infinity, it appears
that the neodymium concentrations in the various effluents would have to drop by an additional
factor of 2 to 5 before steady-state operation would be reached.

As shown in Table 11, the H and Na concentrations readily reached steady state.
The measured and calculated steady-state concentrations for H are essentially the same after 6.6
residence times into the run. The measured Na concentrations are essentially the same after 3.5
residence times into the run and agree with the equilibrated Na concentration. The reascn for
this difference between Nd and H and Na is shown by their D values. The O vziues for
neodymium are such that (1) essentially all the Nd goes into the organic phase in stage 1 and (2}
only 60% of the Nd is removed from the organic phase on any given pass cf the organic phase
through stage 2. Because of their D values, any excess " . in the recycled organic phase is
removed in stage 1, and Na is removed easi'y from both stages.

2. Distibution Ratio Val

The D values used to get the calculated conc trations given in Table 11 are
shown in Fig. 10. The Dy values for stages 1 and 2 were determined using the raeasured
equilibration concentrations for DP with DW and EP with EW, respectively, shown in Table
11. The Dy values were estimated using the Generic TRUEX Model that was developed at
ANL. Note that the GTM does not include any effect for the HEDPA that is in stage 2. The
Dy, values ~re low and were first estimated to be 0.001. At such low Dy, vaues, other-phase
carryover becomes important in determining the amount of Na in the aqueous effluent from
stage 2. Next, we discuss how this fact is used to calculate the amount of aqueous phase in the
organic phase going from stage 1 to stage 2.

3. Calculared Flow Raics

The four flow rates measured during this test are given in Table 6 and shown in
the User Input Area of Fig. 10. From the measured organic flow rates for DP and EP, the
organic flow rate for DX is calculated directly and the result is shown on the flowsheet. Using
the measured aqueous flow rates for DW and EW, as weli as the Na concentration in EW, the
aqueous flow rates for DF and EF are calculated along with the amount of aqueous phase in the
organic phase from stage 1 going to stage 2, or f, ;. The trial-and-error solution was set up in
the Two_Step worksheet. The amount of f, ; was varied until the calculated Na concentration
in EW matched ihe measured value. These results are also shown in Fig. 10.

Note that because 0.614% of the organic phase going to stage 2 was aqueous
phase carried over from stage 1, the actual flow ratio in stage 2 was 32.8 rather than the planned
value of 40. This fraction of other-phase carryover, while within the design limits for the
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4-cm contactor, is more than twice that predicted by the pretests used to estimate this value.
4. Quasi-Steady State

When extraction efficiencies were calculated for stage 2 in the two-stage
concentrator test, it was assumed that the two-stage concentrator was at a quasi-steady state
condition. To test this assumption for necdymium, the Two_Step worksheet was used with no
solvent recycle, with the stage efficiencies as determined in the next section, and with the
measured [Nd] value for t, of 4.5. The calculated neodymium concentrations in the various
effluents, shown in Fig. 11 and Table 11, are generally within a factor of two of the measured
values, which are also shown in Table 11.

For the DW effluent, the calculated [Nd] value of 4.5 x 10-7M is somewhat
higher than the extrapolated measured value of 3.5 x 10-7M (extrapolated back from measured
DW values at t,'s of 5.6 and 6.6).

For the DP effluent, the calculated [Nd] value of 3.5 x 10-3M is somewhat lower
than the measured value of 5.0 x 10-5M for this t. However, as the time lag for the DP effluent
is about two t s, the more appropriate measured value would be 3.3 x 10-5M (from t, of 6.6),
which agrees well with the calculated value.

For the EW effluent, the calculated neodymium concentration of 1.85 x 104M is
somewhat higher than the measured value of 1.20 x 104M for this residence time. However, as
the time lag for the EW effluent is about 0.5 t,, the more appropriate measured value would be
9.8 x 10-5M, which deviates even more from the calculated value. Note that for the EW
effluents, the neodymium concentrations are all above the 5.8 x 10-5)\ )imit set to prevent the
fon.aation of a neodymium: salt precipitate with the aqueous-phase complexant, HEDPA. This
may be the canse of the erratic values for the neodymium concentration in EW, the only case
where the [Ndj does not clearly drop as t, increases.

For the EP effluent, the calculated [Nd] value of 2.95 x 10-5M is somewhat
higher than the measured value of 2.2 x 10-5M. Since there is a time lag of only 0.1 t, this
difference appears to be seal. The slightly higher value of the calculated neodymium
concentration shows the same trend that was seen for the DW and DP results.

5. E ion Efficienci

The extraction efficiencies for the stripping test were calculated in the same
manner as for the extraction tests, that is, the amcunt of neodymium in the aqueous phase that
was extracted (or stripped from the organic phase) is divided by the amount of neodymium in
the aqueous phase that would have been extracted (or stripped from the organic phase) if the
organic and aqueous phases had reached equilibrium (100% extraction efficiency). Since ypy
is no longer zero, Egs. 10, 12, 13, 15, and 16 are used. When using these equations as generic
equations for any stage, xp is the neodymium concentration in the aqueous phase (or phases)
entering a stage, Xpy is the concentration in the aqueous phase leaving a stage, ypy is the
neodymium concentration in the organic phase entering a stage, xpp is the concentration in the
organic phase leaving a stage, D is the distribution ratio in the stage, and R is the O/A flow ratio
in the stage.
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For stage 1, fractional extraction efficiencies were calculated from Eqs. 15 and
16, using flow rates and concentrations in Tables 6, 9, 10, and 11 for residence times of 5.6 and
6.6. As expected, the results show that the extraction efficiency is greater than 95% for the
Argonne centrifugal contactor when O/A flow ratios are close to 1.0 (see Table 12). This
extraction efficiency is relatively insensitive to changes in xpg because D is high and R is close
to 1.0. Thus, if xpg had been the measured value of 2.08 x 10-6M, the average value for the
fractional extraction efficiency shown in Table 12 would have been only slightly lower, i.e.,
0.942 + 0.049.

Table 12. Extraction Efficiencies in Stage 1 of
the Two-Stage Concentrator Tesl

Fractional
Approx. Residence Extraction
Time into Test Efficiency
5.6 0.996
6.6 0.938
0.967 £ 0.029*

aStandard deviation is shown for the average value,

For stage 2, the extraction efficiency is harder to determine because of the failure
of the system to reach a true steady state and the uncertainty in some of the neodymium
concentrations, especially the EW values. For this stage, the Two_Stage worksheet was used as
shown in Fig. 11 with no solvent recycle, that is, we assumed quasi-steady state conditions in
the two-stage contactor. Trial-and-error entries of the extraction efficiency for stage 2 were
used to get the best fit for a specific effluent stream from stage 2 at a specific residence time.
The results of these calculations, summarized in Table 13, show some degradation of the
extraction efficiency at this high (33) O/A flow ratio. This degradation of extraction efficiency
is similar to that seen at low (0.01) O/A flow ratios.

C.  Comelation for Extraction Effici

In this work, the ability of the ANL centrifugal contactor to act as a concentrating
device was tested at very high and very low O/A flow ratios (33 and 0.01). The results are
summarized in Table 14 and plotted in Fig. 12. It appears that contactor operation at these
extreme O/A flow ratios (R) is accompanied by some loss in the fractional extraction efficiency
(F,). This efficiency, which is >95% for O/A ratios close to 1.0, drops down to about 80% for
these extreme ratios. This drop in F, as R moves away from 1.0 (100%) was correlated using
an equation of the form

Fer = Fe(1 - allogoRl) (18)

where a is the correlation constant, F g is the value of F¢ at an O/A flow ratio of R, and F ; is
the value of F, when R is 1.0. The value of F, when R is 1.0 was estimated to be 0.986 from
earlier measurements using uranium where the O/A flow ratios ranged from 0.5 to 2.5
[BERNSTEIN, CLARK, LEONARD-1980]. The constant a was then chosen so that the



38

correlation goes through all the 1-a error bars and distributes the data points evenly above and
below the curve. A value of 0.09 was found to work well. Thus, Eq. 18 becomes

F,=0986 (1 - 0.09log,oR|) (19)

which gives the correlation used in Fig. 12.

User Input Area for Flows (ALl values in this area are entered by the user)
qQDW (mL/min)= 144.5 ¢DP (mL/min)= 3.53 Aq. phase in org. phase from stage 1 = 0.614%
EP (mL/min)s 388.3 qEW (mL/min)= 11.85
Calculational Area (Only underiined values are entered by user)

I DP EF
Nd 3.51E.-05 Nd )]
H ooss| |H o5
Na Na 1.92E-03] [Na 0
(Above concns in M) (Above concns in M) (Above concns in M)
1469 mL/min 3.83mL/min 9.5 mL/min

1

! X

Effic. (2) » 0.800

-——p
{ O/A for stage 1 =2.67 1]  O/A for stage 2 =32.8
DW EW Match (Na} in EW
Nd 4.48E-07 Nd 1.85E-04f |with measured
H 0.038 H 0.191] lvalue of
Na 1.921 Na 0.437]]0.437
(Above concns in M) (Above concns in M)} |by setting
144.5 mL/min 11.85 mL/min appropriate value
for A in O leaving
stage) |
DX, EP
Nd 2.96E-08|
391.9 mL/min H 0.042 388.3 mL/min
« DX Na 4.37E-04 « EP
(Above concns in M)

Recycle_Nd no If "no", use [Nd] in DX given below. If "yes", see DX, EP box above.
(N4} in DX if "no” recycle 3.40E-05

Fig. 11. Flowsheet for the Two-Stage Concentrator Test without Solvent Recycle. For this
quasi-steady state flowsheet, the neodymium concentration in DX is 3.4 x 10-5M,
which corresponds to a residence time of 4.5.
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Table 13. Extraction Efficiencies in Stage 2 of the Two-Stage Concentrator Test

Residence Criterion Used to Fractional
Time into Set Extraction Extraction
Test Efficiency® Efficiency Notes
5.6 [Nd} in EW 0.40 b
[Nd] in EP 1.00 c
6.6 (Nd] in EW 1.00 d
0.80 £ 0.20 e

2Two_Step worksheet was used as shown in Fig. 11 with [Nd] in DX as given in Table 10 and
the criterion shown below. The extraction efficiency for stage 2 was then varied until either the
calculated criterion matched the measured criterion (see Table 11) or the fractional extraction
efficiency became 1.0.

bCalculated [Nd] in EP is 2.68E-5 rather than the 2.0SE-S measured (see Table 11).

¢Calculated {Nd] in EP is 2.33E-5 rather than the 2.05E-5 measured (see Table 11).
Calculated [Nd] in EW is 1.92E-4 rather than the 7.6E-5 measured (see Table 11).

dCalculated [Nd] in EW is 8.22E-5 rather than the 8.8E-5 measured (see Table 11).
Calculated [Nd] in EP is 9.99E-6 rather than the 1.82E-5 measured (see Table 11).

¢Standard deviation is shown for average value of these extraction efficiencies.

Table 14. Summary of Extraction Efficiency Data at Various O/A Flow Ratios

O/A Fractional
Flow Extraction
Element Ratio Efficiency Notes
Nd 0.0096 + 0.0004 0.80 + 0.08 a
Nd 0.0101 £ 0.0013 0.88 £ 0.10 b
+0.01
U 05t02.5 0.99 20.03 C
Nd 2.67+£0.03 0.97 £ 0.03 d
Nd 328+1.7 0.80 £ 0.20 e

23Composite of the three tests in the second test series at O/A = 0.01.

bComposite of the three tests in the first test series at O/A = 0.01.

CExtraction efficiency and error range were estimated from earlier measurements as discussed in
the text. Most of these extraction efficiency measurements were made at an O/A of 1.0.

dComposite of two tests carried out while loading the solvent with neodymium for the high O/A
flow ratio tests.

¢Composite of two stripping iests.
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V. DISCUSSION
A Eff £ O/A Flow Rati E ion Effici

The results of our tests with the 4-cm contactor show that the extraction efficiency
decreases when the O/A flow ratio is very high or very low. However, the decrease in
extraction efficiency is relatively small, so that when evaluated using the results in the section
on concentrator theory, concentrator operation in centrifugal contactors will still be quite good.
As shown in Table 2 and Fig. 5, a concentrator is quite effective even when extraction
efficiency is only 70%, one of the lowest extraction efficiencies that we measured. Typically
for this case, additional contactor stages would be required to meet a specific process goal. In
some cases, an O/A flow ratio with a slightly less favorable concentrating effect might also be
required. Note that based on the results in Table 8, there appears to be no strong dependence of
extraction efficiency on the total flow rate through the contactor.

Using the 4-cm contactor to evaluate the contactor as a concentrator represents a balance
between the various factors that become important as contactor size changes. Because the
contactor was relatively small, it had the drawback of low flow rates. For example, at an O/A
flow ratio of 0.01, when the total flow was a maximum of 404 mlL/min, the flow of the organic
phase was a maximum of 4 mL/min. Thus, the organic phase entered the contactor in droplets
controlled by the surface tension of the liquid in the feed line. This periodic and somewhat
erratic flow rate can downgrade the extraction efficiency. However, the small size of the
contactor also has two benefits. First, the volumes of liquid required are reasonable for a
laboratory-scale test. Second, the contactor gives a worst-case value for any F, that might be
observed in an actual process plant. For the larger contactors in the plant, the low-flow phase
would have a higher absolute flow, so its flow should be continuous. When this is the case,
contactor operation could show an extraction efficiency higher than that given by Eq. 19. Thus,
the use of Eq. 19 to determine the effect of the O/A flow ratio on extraction efficiency should
result in a conservative process design, that is, in a design that has more stages than necessary
and so will work even better than specified by the design criteria.

A way to improve extraction efficiency in a contactor stage would be to recycle the low-
flow phase at each stage so that the actual O/A flow ratio in the stage is close to 100%. If the
low-flow phase is then pumped on to the next stage at the appropriate low flow rate, the overall
O/A flow ratio can be maintained at the desired very high or very low flow ratio. When this
type of operation is carried out, the F, value for the stage should be close to 1.0 (100%).

B. Precipitate Formation

We had to be careful when using HEDPA to strip neodymium from the organic phase to
avoid forming a solid neodymium salt of HEDPA. As noted above, when we stripped
neodymium from the organic phase using a solution of 0.05M HEDPA and 0.5M HNO,, the
solid neodymium salt of HEDPA formed if the neodymium concentration exceeded 5.8 x
10°M.

The solubility of the neodymium salt of HEDPA was not determined for the extraction
tests. In these tests, a solution consisting of 0.05M HEDPA and 0.1M HNO;, a low-acid
HEDPA solution, was used to recover neodymium from the organic phase. Measured Dy
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values for this solution were 0.0051 + 0.0021 for 10 samples in the first test series and 0.0057
1+ 0.0015 for the 10 samples in the second test series. An eleventh sample in the second test
series gave a Dy value of 0.16, a value much closer to that actually observed during the
stripping test. In these tests with this low-acid HEDPA solution, the neodymium concentration
in the aqueous phase after equilibration with the loaded organic phase was about 0.0020M
(0.0028M maximum) for the first test series and 0012M (0.0015M maximum) for the second
test series. Thus, based on the 5.8 x 10-3M solubility limit for Nd in 0.05M HEDPA with 0.5M
HNO,, the low-acid HEDPA stripping after the extraction tests could also have been carried out
above the solubility limit for neodymium. The solubility limit for this low-acid HEDPA
solution was never determined, but white particles of the neodymium salt of HEDPA were
found in organic phase after it had been stripped of neodymium using this solution. Because of
this, only the aqueous phase concentrations were used to calculate extraction efficiency from
the tests at the very low O/A flow ratios.

In general, if a component has a very high D value when it is extracted, a very low D
value on stripping is unusual unless an aqueous-phase complexant can be found to bring the
component back into the aqueous phase. When using a complexant, one has to evaluate (1) its
contribution to the final aqueous composition and (2) the possibility that the complexant might
form a solid precipitate with the component being stripped. Such a precipitate may not be bad
if it can be recovered (e.g., by filtration) in such a way that the component concentration is
reduced.

C.  Solids Concentrator

Even though precipitate formation was a problem in the work reported here, it could bz
a boon to some processes where the amount of metal to be removed is very small. In that case,
the aqueous strip solution could be completely recycled for each strip stage. A complexant
would be used to precipitate the solid, which would be either (1) trapped in the rotor or (2)
recycled with the aqueous complexant solution. Thus, the contactor would function as a solids
concentrator.

After the first strip stage (i.e., the strip stage that first is exposed to the organic phase to
be stripped) becomes loaded with particles, its rotor would be removed for cleaning. The
second-stage rotor would be moved to the first stage, the third-stage rotor to the second stage,
and so forth. Finally, the last stage would be given a clean rotor. In a similar fashion, the
recycled stripping solution from the second stage would be moved to the first stage, the third-
stage stripping solution would be moved to the second stage, etc. Finally, the depleted stripping
solution from the first stage would be recharged with the complexant, filtered to remove any
precipitate, and returned to the last stage. Such a process would achieve the ultimate in
concentration of the metal component, going from a very dilute concentration to a solid that is
the metal salt of the complexant. Note that to make this process work, one would need to
develop a contactor that can be cleaned easily and quickly, especially if the process is done in a
glovebox or a fully remote facility. Another potential problem is the extraction of the
complexant into the organic phase. Even if the amount of complexant extracted were low, its
depletion could be of concern because of (1) complexant makeup costs and (2) complexant
contamination of other effluents.



The basics of concentrator design and operation have been discussed in the section on
concentrator theory. However, one practical matter is not discussed there, that is, the long time
req(uired to start up a concentrator. If the O/A flow ratio is very high in the extraction section,
thzn the centrifugal contactors for the stripping section should be smaller than those for the
extraction section to reduce startup time. To have the concentrator working right from the
outset, the low-flow phases should be introduced at a high flow on startup so that they fill
properly all the concentrator stages. If this is done, the concentrator will be fully functional
even though it is still in a startup mode. Each of the stages could then be put in the stripping
section on full aqueous-phase recycle until the desired concentrating effect is reached. This
would speed up the approach to steady state and insure that when the initial aqueous concentrate
comes out, it is close to its steady-state concentration.

A second practical matter to consider in the design of a flowsheet for the concentrator is
the solubility of the aqueous-phase complexant in the organic phase. Many complexants, such
as HF and H,C,0,, have D values close to 1.0 so that a significant amount of the complexant
can be carried out of the strip section in the organic phase. When this is the case, the
complexant strip section should be designed to minimize this loss by feeding most of the
complexant to the first strip stage.

E.  Exmactant Recovery

A special use of the concentrator would be to recover extractant from an aqueous
effluent. This might be done because of the toxicity or high cost of the extractant. An organic
diluent such as NPH, which has a low aqueous-phase solubility [YAWS], could be used as the
organic phase in the extracting section of a concentrator to remove and concentrate the
extractant. For this case, the stripping section of the concentrator would be replaced by a
distillation column. This column would further concentrate the extractant in the NPH so that it
could be recycled directly to the main process. The other column effluent would be the pure
NPH that would be recycled as the organic feed to the extracting section of the concentrator.
Because of the concentrating potential for such an extracting section, the size of the distillation
column and the energy required would be relatively small.

F. Euture Tests

As noted above, the stripping test was at a quasi-steady state with respect to
neodymium. By using the concentrations at specific residence times, a fair approximation to
steady-state operation was realized so that it was possible to get a reasonable value for
extraction efficiency. In future tests, this problem could be avoided by having a lower initial
neodymium concentration in the organic solvent. This concentration should be less than that
expected for the EP effluent at steady-state conditions. A higher initial neodymium
concentration in DX would not have been so bad if neodymium had been more effectively
removed at stage 2. Based on some preliminary work, we had expected that the Dy value to be
much lower than the value that we actually found {0.005 vs. 0.12). This higher-than-expected
Dyyq value also resulted in the neodymium concentration in the EW samples being above the
5.8 x 10-3M limit that we had established to prevent precipitation of the neodymium salt of
HEDPA. Thus, any future test should be such that this concentration limit is not exceeded
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when 0.05M HEDPA is present. We recommend staying below the 5.8 x 10-5M limit by a
factor of 10 or more. In addition, similar tests should be carried out with radionuclides so that

concentrations could be measured directly in both the organic and aqueous phases.
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VI. CONCLUSIONS

The ability of the ANL centrifugal contactor to act as a concentrating device for solvent
extraction processes was demonstrated over a wide range of O/A flow ratios, from 0.01 to 33.
Over this range, we found that extraction efficiency in the contactor stays high enough that
good concentrator operation can be realized. A correlation was developed for the effect of the
O/A flow ratio on the extraction efficiency.

We developed a theoretical model to facilitate the design of contactors operating as
concentrators. Calculations with this model showed that such a concentrating process can
tolerate significant oti:~r-phase carryover in the low-flow phase. As a rule of thumb, the overall

,D
concentrating factor for a balanced design is given by Dem for a component that has a
strip

distribution coefficient of D, in the extraction section and Dy, in the strip section.

The concentrator can be applied to dilute feed streams so that the final process feed has
a much smaller volume and process costs are reduced accordingly. It can also be applied to the
concentration of process effluents so that the need for further processing, such as concentration
by water evaporation, is greatly reduced or eliminated. It can also be used to concentrate and
recover contaminants from groundwater. Finally, the contactor concentrator can be used to
recover extractants and other organics from aqueous effluents.
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APPENDIX
DETAILS OF THE Two_Stage WORKSHEET

The Excel worksheet, called Two_Stage, was used in this report to generate Figs. 10 and
11. The complete worksheet, which was set up in Fig. 10, is shown here with values displayed
in Figs. 13-15. Areas of the worksheet that have formulas are printed out with formulas
displayed in Figs. 16-21. In all cases, the cells were made wide enough to display the entire
formula. Note that some formulas use names to reference various cells or cell groups. The
names used in the Two_Stage worksheet and the cells they refer to are listed in Table 15.
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-

DY
D JCode_O_out DF EP Code for organic (O) effluents
—

5

A B 1. .C 1 D Y E | v | G 1 : §
1 1General No
Section Secti Secti Maximum D Value D_max 1E+15
4 1 Number Stagea Namea lattar D Valua if Error D_error —_ ]
3 1 1 Extraction D Minimum D Value D_min 1E-18
" 2 1 Sinp ¥ Minimum FEOI Value FEOLmin — OOOO0O000L |
Organic Recycle (Yes or No) Recycle Yes
p t Comp t Rows Organic Feed
Number Name Concn, M
10 1 Nd 1 1E-18
1 2 »:e 1 1518
|3 3 Na 1 1K-106
&
4
15 [User Specified Parameters
Section No. 1 2
18] S No. 1 2
ode_O_in Coda for organic (O) feeds

1§Code_A_in Code for aqueous (A) fesds
Code_A_out W Code for aqueous (A) effiuants
F-] FOI 0.00814 0 Praction of A in exiting O at sach stage .applies only to O returned to the next stege; 0.0 for O effiuents
% FAl [] (] Fraction of O in exiting A at each stage (applies only to A returned to the next stage; 0.0 for A offlusnts)
: vol 1 1 Volume of organic (O) phase in each stags, L (or mL)
VAl 1 1 Volume of aqueous (A) phase in each stage, L (or mL)
: FEOI Fraction of exiting O taken as an effiuent from each stage; requires 1E-09 as minimum value
B | FEAI 1 1 Fraction of exiting A taken as an sffluent from each stage
[ QFOI 391.86868887 Volumetric flow rate for O feod to each stage, L/min (or mL/min)
} QFAl  “TITUOBIBTS UAMETTS] Volumetric flow rata for A fesd to each stage, L/min (or mL/min)
xf1 IO [ Concentration of component 1 in aqueous feed to each stage (need only if there is a feed), M
X xf2 LX) 03 Concentration of component 2 in aqueous feed to each stage (need only if there is & foed), M
J xf3 T35 0 Concentration of component 3 in aquesus fead to each stage (noed only if there isa foed), M
T yfl 833357E-08 Concentration of component 1 in organic faed to each stage (nead only if there is a feed), M
F] yr2 0.041796244 C tration of comp ‘2lnomnieboduuchum(nudonlylfl.houhlfud).ll
3 y3s  UBBEOIE T Concentration of component 3 in organic feed to each stage (need only if there is a feed), M
s |D Values
D jSection No. 1 2
S| No. 1 2
0 .98 0.8
B ID_initial 1.4 alns
44 JR_actual_i 268746425 327300666
] _avg_iml 7.5482E-08
8 1S _i 8420296006 0.19000155
71D _final 40.74943643  0.1584774
3 ID(Nd) 4074943543 01694774 D valuas used for component 1 (Nd)
8
80 |D(H) 0.937 0.219 D values used for component 2 (H)
22 |D(Na) 0.001 0.001 D values used for componernt 3 (Na)

P t 1 in aqueous (A) phase exiting each stage including any effluent taken, M
(A) phase exiting each stage including any effiuent taken, M
(A) phase exiting each stage including any effluent taken, M

0036207642 0.04179624 Concentration of component 2 in organic (O) phase exiting each stage including any effiuent taken, M

B |Section No 1 2
%] Stage No. 1 2
o |QEOI Volumetric flow rate for organic (O) effluent from each stage, L/min (or mL/min
FSTIQEAL 1445089642 11.8847306] Volumetric flow rate for aqueous (A) efMuent from each stage, L/min (or mL/min
L3R BBREST SO2TER C stion of
O x_2 0037574868 0.18085043 Concentration of component 2 in ag
‘E x_3 1921041412 043701473 Concentration of component 3 in aq
@ 1y 1 75482E08 6.3356E-08 Concentration of componert 1 in organic (O) phase exiting each stage including any effiuent taken, M
&y _2
Ty_s 0001921041 000043701 Concentration of component 3 in organic (O) phase axiting each stage including any effluent taken, M
F@[SRTO  “GOBE1588 O.0BTBI1 Stage residence time for the organic (O) phase, min
[@SRTA 0006920082 GC.08428341 Stage residence time for the aqueous (A) phase, min

Fig. 13. Input and Summary Areas of the Two_Stage Worksheet
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A 1 B | b

71 |Flow Calculations
]
8 | Section No. i 2
(% | Stage No. 1 2
Ll TO0BT 7Y 1)
EIRAI 0 0
! AUX1 N 11 1 V4
[B]Aux2
[® |FBAI 0 0.00612223
[® |FBBI -1 0.00612223
(81 |FBCI 0 0
(@ |FBDI -144.5060642 0.86734319
'@ |FBETA -1 000812223
[8|FGAMMA  144.5080642 11.8647305
8 [QAI 1445060642 11.8647306
8 1QO!1 3018666667 388.333333
&7 |RQI 2711748353 32.7300586
E
(8]
a Mass Balance Calculations
91
Eu-mm for Comp. No. 1 Comp. Name Nd
8 | Section No. 1 2
[90] Stage No. 1 2
a3 E'omp_l_«)ﬂm“ 543 0.1664774
(@ |MBAI_1 0 -15826.763
o7 JMBBI_1 1611525149 73.7851204
M8 IMBCI_1 0 0
"W IMBDI_1 0.002985117 0
0] BETA_1 1611525149 73.7951204
101lGAMMA_1  1.85236E-07 3.9727E-05

x.11 1.85236] 3.9727E-05
y_11 7.54824E-06 6.3356E-06

Maas Balance for Comp. No. 2 Comp. Name H
2

0.037574858 0.19085043
0.035207642 0.04170624

Maas Balance for Comp. No. 3 Comp. Name Na
1 2

1921041412 043701473
0.001921041 0.00043701

Fig. 14. Calculation Area of the Two_Stage Worksheet
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M

K | L [M] N

10}

P QY T Jul Vv W] X T Vv PI AA

User Input Area for Flows (All values in this area are entered by the user)

el lsw[s] o o] e[ef[sfe] of <[zl = [=[={ o o =] =l =] <[> =f =14 =] -

SRBEECCECCAREEELE

qDW (mL/min)= 1445 qDP (mL/min)= 3.53 Aq. phase in org. phase from stage 1 = 0.614%
qEP (mL/min)= 3883 qEW (mL/min)= 11.85
Calculational Area (Only underlined values are entered by user)
DF DP EF
Nd 3.42E-06 Nd 7.65E-06] INd [\,
H Q.02 H 0.035] |H 0.5
INa 1926 {Na 1.92E-03] {Na 0
(Above concns in M) (Above concns in M) (Above concns in M)
146.9 mL/min 3.53 mL/min 9.6 mL/min
“Extraction D Values 1 Strip D Values
DNd_1 101.4} DNd_2 01215
DH_1 0.937 DH_2 0219
DNa_1 _0.001) d 1) { d DNa_2 2.001
Extraction Efficiency (stage 1) = Q.967 Effic. (2) = 0.800

— —
d O/A for stage 1 =2.67 ] O/Afor stage 2 =32.8
lE"W Match (Na] in EW
; [Nd— " 337E08] [|with measured
H 0.038 H 0.191 value of
Na 1.921 Na 0.437 ] 0.437
(Above concns in MY (Above concns in M)] | by setting
144.5 mL/min [ 11.86 mL/min appropriate value
for A in O leaving
—_— stage 1 ‘
DX, EP
Nd 6.34E-06|
391.9 mL/min H 0.042 3883 mlL/min
« DX Na 4.37E-04 « EP
(Above concns in M)
Recycle_Nd yes If "no", use [Nd] in DX given below. If "yes", see DX, EP box above.
{Nd] in DX if "no" recycle 3.40E-05

Fig. 15. Flowsheet Area of the Two_Stage Worksheet
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1
_

1814

18 |«INDEX (Sec_Let section)8"X"

0 jop

= oC_| ol.uot:tmn)?’"?=

Lot section)8"W*

=soction
=siage

=Ea_t

=DNd_1

= (QFO!1+INDEX(RAL stage+1)*(1-INDEX(FEAI stage+1) INDEX(QAI,stage+ 1))/ (QFAl+(1 <INDEX(FEAI stage+1))'INDEX(QAL stage+1))
eyf1/x_11

= (D_initial’Ea+R_actual_i*D_initial*§_i*(1-Ea)+8_i"(1-Ea)}/(1+R_actual_i*D_initial*(1-Ea))
=IF(ISERROR(D_fina!),D_initial,D_final)

«$K$1S

z[s[o]s]afalo2]a]e]2|s]u]u |u]ulalx

=$K$18

apoction
=8ta

=|F (QOI*FEOI=0,™ QOI*FEOI)
«|F(QAI'FEAI=O," QAI*FEAI)

wX_11
=X_2
-X_3

-y _11
«Y_2
Y _3

«VOI(QFOL+INDEX(RAI,stoge+1)* (1-INDEX(FEAI,stage+1))" INDEX(QAL stage+1 )-INDEX(EAI,UQIDO)'U -INDEX(?-EAI.ll‘oc)ﬁ-NDEX(OM,mt))
= VAI/(QF Al+{1-INDEX(FEAI,stage+1)) INDEX(QAI stage+1)-INDEX (RO stage)* (1 -INDEX(FEO!,stage)) INDEX(QOi,atage))

s[e[s[a[s]ofs]a]e]=[e[e]u[o| a]a]=] o}

Fig. 16. Formulas for Top Part of Stage 1 in the Two_Stage Worksheet
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-3
-

=section

»sia
.FGH\-FUH

o FAI/(1-FAl)

DECALE

0

-1

»(1-INDEX(FEAI, stage+1))*(1-INDEX(RAI,stage+1)"ROI*(1-FEOI))
=QFOI*ROA*(1-FEOI)-QFAI

=FBBI

=FBDI/FBETA

3CCE

«FGAMMA-(FBCIINDEX(QA,stage+1)VFBETA
«QF OI-INDEX(QAl,stage+ 1) INDEX(RAL stage+1)* (INDEX(FEAI stage+1)-1)
«QOI/QA!

comp_in_1<D_min,D_min,Dcomp_in_1 n

= (ROI*(1-FEOI)+Dcomp_1)* QOI+(1+Dcomp_1°RAI*(1-FEAI))*QAI
(1 +INDEX(Dcomp_1,stage+1 )'INDEX(RA|,stage+1))* (INDEX(FEAI stage+1 )-1)*INDEX(QAI stage+1)
=xi1*QFAl+y!1°*QFOI

s[a[s[s[=]s[e[=] s [e]e|a]a]a]{ala

= (ROI*(1-FEOI)+Dcomp_2)* QOI+(1+Dcomp_2°RAI*(1-FEAI))*QAt
= (1+INDEX(Dcomp_2,stage+1) INDEX(RA!stage+1))* (INDEX(FEA| stage+1 )-1)"INDEX(QAl stage+1)
B}« x12°QFAl+yi2°QFOI

: _2-(MBCI_2°INDEX(X_2,stage+1))/BETA 2
M«Dcomp_2°X_2

=soction
130 siage

.lF(ISERROR(Dcomp_in_a).D_o"ov.lF(Doonp_in_hD_mu,D_mn.IF(Dcorm_ln_s<D_min.0_rvin.Dconp__ln_3)))

«(ROI*(1-FEOI)+Dcomp_3)*QOl+(1+Dcomp_3°RAI*(1-FEAI))*QAI
= (1 +INDEX(Dcomp_3.stage+1) INDEX(RAILstage+ 1)) (INDEX(FEAI stage+1)-1)INDEX(QAI stage+1)
=x{3°QF Al+yt3*QFOI

(X_3.0tage+1))/BETA_3

Fig. 17. Formulas for Bottom Part of Stage 1 in the Two_Stage Worksheet
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1
18

2
2

19

=INDEX (Sec_Let,section)s"P*

(N (Sec_Let, section)d"F"

=INDEX{Sec_Let section)&"w*

—=Jafjstlafo]O

=XEF_Nd

[oXEF A

[-XEF Na

usoction
ustage

IBEC00a0ACCRACERACERRED

«Es_2

=DNd_2

«(QFO1+(1-{NDEX(FEO!, stage-1)) INDEX(QO1,stage-1))/(QF Al+INDEX(RO! stage-1)*(1-INDEX(FEOI, stage-1)) INDEX(QO! stage- 1))

= (QFOI°yt1 +{1-INDEX(FEO!,stage-1)) INDEX(QO!,stage-1)" INDEX(y_11,stage-1))(QFOl+(1-INDEX(FEOI stage-1))*INDEX(QOL.stage-1))
wy_avg_imi/x_11

(D_initial"Ea+R_actual_i*D_initial*S_i*(1-Ea)+5_i"(1-Ea)}/(1 +R_actual_i*D_initial*(1-Ea))
=iF(ISERROR(D_final),D_initial,D_final

=SAAS1S

=$AAS16

=section
- llli.

=IF(QOI*FEOI=0,*,QO0I*FEOI)
=»|F(QAI*FEA!«0,"",QAI*FEAI)

wx_11
nX_2
=X_3

wy_11
=Y_2
«Y_3

=VOI/(GFO1+(1-INDEX (FEOI,stage-1)) INDEX(QOI, stage-1)-INDEX(RA, stage)*(1-INDEX(FEAI,stage)) INDEX(QAI,stage))
= VAI/(QF Al+INDEX(ROI,stage-1)*(1-INDEX (FEOI stuge-1)) INDEX(QOI,stage-1)-INDEX(ROI stage)" (1-INDEX(FEOI stage)) INDEX(QOI stage))

[[ele]a[e[e]s]e[e]=[e]e[a]q aa]=]se|=] e]sf]s]afs]e

Fig. 18. Formulas for Top Part of Stage 2 in the Two_Stage Worksheet




35

=goction
=sta

{1
=FAl/(1-FAl)

«(INDEX(FEOI stage-1)-1)*(ROI*(1-FEO})-.INDEX(ROl,stage- 1))

=AUX1

=AUX1*(FEAI-1)-INDEX(RO! stage-1)*(1-INDEX(FEOI stage-1))* (RAI*ROI*(1-FEA1)*(1-FEOI)-1)

o

=AUX1*INDEX(QF Al stage-1)-NDEX(ROH, stage-1)* (1-INDEX(FECI, stage-1)) (QFOI*ROI* (1-FEO!)-QF Al)
=FBBI-(FBAI"INDEX (FBCI, stage-1)}/INDEX(FBETA stage-1)

(FBDI-(FBAI"INDEX(FGAMMA stuge-1)))//FBETA

~FGAMMA

«QF Ol+(1-INDEX(FEOI,stage-1)) INDEX(QO!,stage-1)-RAI*(1-FEAI) QAl

=QOI/OAl

=goction

JF( _max,|F(Dcomp_in_1<D_min,D_min,Deomp_in_1)}}
=(INDEX(ROI, mgo-1MNoEX(ocomp_1 stage-1))*(INDEX(FEO!,stage-1)-1) INDEX(QO!,stage-1)
=(ROI*(1-FEOI)+Dcomp_1)*QOI+(1+Dcomp_1°RAI*(1-FEA1))* QAI
0

OCEQDCEDOCENOECO3COOAREREEE

—

omp_in_2),0_error,IF(Dcomp_in_2>D_max,D_max,IF(Dcomp_in_2<D_min,D_min Deomp_in_2)))
=(INDEX(ROI,stage-1)+INDEX(Dcomp_2 stage-1))*(INDEX(FEOI stage-1)-1)* INDEX(QOI,stage-1)
»(ROI*(1-FEOI)+Dcomp_2)°QOl+{1+Dcomp_2°RAI*(1-FEAI))*QAl

]

=x{2°QFAl4yf2°QFOI

-MBBl_E-(MBM,_T!NDEX(MBC(_2.!(I§0~|))/lNDEX(BETA_Q.I!lqu)
=(MBD!_2-(MBAI_2°INDEX(GAMIMA_2,stage-1))/BETA_2

=IF(ISERROR(Dcomp_in_3),D_error,IF (Dcomp_in_3>D_max,D_max,!F(Dcomp_in_3<D_min,D_min,Dcomp_in_3)))
=(INDEX(ROI.stage-1)+INDEX(Dcomp_3 stage-1))*(INDEX(FEO!, stage-1)-1) INDEX (QO! stage-1)
=(ROI*(1-FEOI)+Dcomp_3)°QOI+(1+Dcomp_3"RAI*(1-FEAI))*QAI

=MBBI_3-(MBAI_3°INDEX(MBCI_3, stage-1))/INDEX(BETA_3, stage-1)
=(MBDI_3-{MBAI_3'INDEX(GAMMA_3 stage-1)))/BETA_3

134]=GAMMA_3
138)j«Dcomp_3°X 3

Fig. 19. Formulas for Bottom Part of Stage 2 in the Two_Stage Worksheet
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F T G ] H
3 |Maximum D Value D_max 1000000000000000
4 |D Value if Error D_error =SQRT(D;max"D_min)
5 {Minimum D Value D_min 0.000000000000001
6 |Minimum FEOI Value FEOI_min 0.000000001
7 |Organic Recycle (Yes or No) Recycle Yes

Fig. 20. Formula for Limit Section of the Two_Stage Worksheet
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