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a DIAMEX-like Countercurrent Process for An(lll) +
Ln(lll) Separation

A. FACCHINI*

DIPARTIMENTO DI INGEGNERIA NUCLEARE
POLITECNICO DI MILANO (PoliMi)
VIA PONZIO 34/3, | 20133, MILANO, ITALY

L. AMATO

ENTE PER LE NUOVE TECNOLOGIE L’ENERGIA E L’AMBIENTE (ENEA)
SALUGGIA, ITALY

G. MODOLO

FORSCHUNGSZENTRUM JULICH
GERMANY

R. NANNICINI

ENTE PER LE NUOVE TECNOLOGIE L’ENERGIA E L’AMBIENTE (ENEA)
ISPRA, ITALY

C. MADIC and P. BARON

COMMISSRIAT A L' ENERGIE ATOMIQUE/DIRECTION DU CYCLE DU COMBUSTIBLE
(CEA/DCC)

MARCOULE, BAGNOLS-S-CEZE, FRANCE

ABSTRACT

A new version of the DIAMEX (DIAMide EXtraction) processis reported to sep-
arate trivalent Am,Cm (An) and lanthanides (Ln) from a PUREX (Plutonium Ura-
nium Refining by EXtraction by tributyl phosphate) process raffinate at a high aque-
ous/extractant flow-rate ratio while taking care of prevent third-phase formation. The
process has been modeled by a computer program and tested on a 16-stage mixer /set-
tler battery to perform extraction, scrubbing, and stripping to obtain an Am (repre-
senting the mixture of Am + Cm) decontamination factor (feed/raffinate) higher than

*To whom correspondence should be addressed.
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1056 FACCHINI ET AL.

10% and aMo + Zr fission product content in the product lower than 1 wt% of that of
Am. Transient and steady-state concentration profiles of the solutes have been calcu-
lated and experimentally determined, and good agreement was generally observed.

Key Words. Liquid-liquid extraction; Partitioning; Transuranium ele-
ments, DIAMEX process

INTRODUCTION

Minor actinides[MA = AnllI(Am + Cm) + Np] separation from spent nu-
clear fuel reprocessing wastes (HLLW = high level liquid wastes) for their
transmutation or for separate conditioning and disposal, is an attractive option
for reducing the environmental long-term pollution risk (1).

High MA separation factors from HLLW (e.g., >10%), are required and
the separated fraction has to be sufficiently free of other elements if nuclear
transmutation is envisaged. Owing to the high concentrations of nitric acid
and of trivalent lanthanides (Ln) in the HLLW, the selective separation of
MA has been investigated by two-step processes, each based on liquid-ig-
uid extraction to first separate An + Ln from the bulk of the fission product
mixture and then An from Ln. Many organophosphorous compounds have
been studied for use in each step of the partitioning processes (2-6), e.g., bi-
functional extractants of the carbamoyl-methyl-phosphoryl type [e.g.,
CMPO = octyl(phenyl)-(N,N-diisobutyl carbamoylmethyl)phosphine oxide]
and akyl-phosphoric acids (HDEHP = diethylhexyl ortho-phosphoric acid,
and DIDPA = diisodecyl ortho-phosphoric acid). Within the framework of
the 4th European Nuclear Fission Safety Program, the NEWPART research
contract (1996-1999) has been set up to define methods of AnllI(Am +
Cm) separation from a PUREX process raffinate (HLLW) without modify-
ing the HLLW composition or the Am and Cm stable oxidation state (i.e.,
+111). Moreover, a CHON-type extractant (i.e., an extractant composed only
of C, H, O, and N) has been recommended in view of the possibility of de-
composing it into gases that can be freely released into the atmosphere at the
end of its use. The DIAMEX process (7-10), which is based on the use of a
malonamide extractant, has been selected to perform the first step of the pro-
cess, and several extractants are under study to define the second step for the
separation of An from Ln.

The purpose of the study reported in the present paper was the devel opment
of anew version of the DIAMEX process. A comparison of the transient and
steady-state solute concentration profiles was evaluated by a computer model
with the experimental results obtained by using amixer/settler (M/S) battery.
ENEA and PoliMi devel oped the new version of the DIAMEX process based
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on the reference extractant dimethyldibutyltetradecylmalonamide (DMDBT-
DMA, named C14 in this paper). Its structureis

o O

N N

N
C4H9/ C,H,, CdHg

H,C CH,

A 1 mol/L solution (instead of 0.5 mol/L as for the first DIAMEX flow
sheet) of C14 in hydrogenated tetrapropene (TPH) as the diluent was used in
order to 1) minimize the occurrence of third-phase formation (11, 12), which
allows the nitric acid concentration in the feed to be increased (making the
feed more similar to real HLLW); and 2) reducing the organic/agueous phase
flow-rateratio in two process sections (extraction/scrubbing) dueto the higher
extractant concentration. To reduce Mo and Zr fission product co-extraction
with An + Ln, oxalic acid was added both to the feed (in order to complex
them, thus reducing their extraction) and to the scrubbing solutionsto improve
their backextraction. Experimentally measured distribution ratios of all the
feed constituents were used as input data for the computer model. The operat-
ing conditions were defined for a 16-stage M /S battery to reach the following
objectives:

* Am and Cm (simulated by Eu) decontamination factors (feed/raffinate)
higher than 10°

* Mo + Zr extracted amount in the product lower than 1 wt% of that of Am

* Low Eu (and then low Cm) accumulation in the scrubbing stages

* No oxalate precipitation in any battery stage

EXPERIMENTAL

Chemicals

Diamide C14, supplied by Panchim (Lisses, 91, France), was purified be-
fore use to remove the impurities responsible for emulsion formation when it
Is shaken with agueous solutions. Hydraulic tests with nonpurified C14 sam-
ples showed long agueous/organic settling times (days or even weeks) inde-
pendent of the nitric acid concentration of the aqueous phase.

The C14 purification was performed according to the CEA procedure (9) by
passing a 33% wt/vol solution of technical C14 in pentane through an alumina
B column. Impurities trapped in the dumina B column were analyzed and
found to be mainly tetradecanol [myristyl acohol = CH3(CH,)130H]. Pen-
tane was removed from the percolate by rotovapor distillation, and the C14
thus obtained was used to prepare the extractant solution of 1 mol/L C14 in
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1058 FACCHINI ET AL.

TPH. The titration of purified C14 was performed with 0.1 mol/L HCIO4 in
glacial acetic acid by using a solution of 0.1 mL of purified C14 in 50 mL of
acetic acid. All other chemicals were of analytical grade.

The composition of the simulated HLLW used as feed in our tests is re-
ported in Table 1 together with that suggested by CEA-Marcoule (named
UOx2), corresponding to aPUREX raffinate coming from the reprocessing of
spent nuclear fuel with a burn-up of 45 GWd/t H.M. U and Pu were not con-
sidered within the framework of the NEWPART research contract.

This feed has been used to determine the settling times and the solute dis-
tribution ratios at different HNO3 concentrations with and without 0.15 mol /L
oxalic acid (H>C,04). The reference HNO3z concentration in HLLW is 4
mol /L. The feed has been traced with 2**Am, °°Eu, and **’Csto measure the
distribution ratios of these elements and to follow their concentration profiles
in the M /S battery stagesin the transient and in the steady states.

Operating Procedures and Analytical Methods

Atthe ENEA SaluggiaL aboratories, settling times and feed constituent dis-
tribution ratios have been measured after 5 minutes of shaking of the feed
samples with the extractant (A/O = 1) previously equilibrated twice with

TABLE 1
Composition of the Raffinate from the Reprocessing of an UOx2 (45
GWd/t H.M.) Nuclear Fuel and of the New DIAMEX Process.
Test Feed Composition®

UOx2 HLLW Test feed
Element composition (g/L) composition (g/L)

Am 0.117 Trace
Cm 0.018 —

La 0.315 0.339
Cs 0.938 0.941
Eu 0.039 0.042
Sm 0.207 0.213
Mo 0.876 0.936
Ce 0.614 0.638
Zr 0.922 0.749
Nd 1.051 1117
Pr 0.289 0.287
Gd 0.029 0.032
Rh 0.120 0.211
Ru 0.594 0.688
Pm 0.014 —

@ The simulated HLLW used asfeed in al tests corresponds to the sec-
ond column.
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HNO; at the same concentrations of the feed samples. The first extractant
equilibration with HNOs was performed at a phase ratio of A/O = 3, and the
second with HNOj of the same concentration at A/O = 1. Settling times (in
seconds) refer to complete phase separation. Total H* concentration in the
agueous phase was determinated by potentiometric titration.

Tests have been carried out at the FZ Jilich Laboratories using a standard
lab-scale M /S battery, made of Plexiglass, with 16 stages, each of them with
amixer volume of 12.4 mL and a settler volume of 18.8 mL. All the process
operations (i.e., extraction, scrubbings, and stripping) were simultaneously
performed by this battery in the countercurrent mode.

Inductively coupled plasma/atomic emission spectroscopy (ICP/AES) or
inductively coupled plasma/mass spectrometry (ICP/MS) was used to mea-
sure the stable isotope content in the aqueous and organic phases (after quan-
titative backextraction or after microwave destruction).

Standard radiometric assay and counting procedures (gamma spectrometry,
L SC, and apha counting) were used to measure the content of *3’Cs, °?Euy,
and **Am in solutions spiked with them. Duplicate assays of each phase were
routinely performed, and the material balance of each element wasfound to be
satisfied within = 10%.

RESULTS AND DISCUSSION

Settling Times

Settling times have been measured at 23°C for emulsions made of 1 mol/L
C14in TPH with different aqueous phases. 1) pure nitric acid solutions at dif-
ferent concentrations; 2) HLLW simulating solution (Table 1) at different ni-
tric acid concentrations; 3) HLLW simulating solution (Table 1) mixed with
0.15 mol/L H,C,0O, at different nitric acid concentrations.

Theresultsarereported in Table 2. It can be observed that the settling times
become shorter at higher nitric acid concentrations, but they increase when the
agueous phase has the HLLW composition of Table 1. The addition of oxalic
acid (0.15 mol /L), whose main objective is to reduce Mo and Zr extraction,
has the effect of shortening the settling time to values comparable with those
obtained with pure nitric acid solutions.

Distribution Ratios

Batch extractions at 23°C were performed to measure the distribution ratios
of all the constituents of the HLLW simulating solution at different nitric acid
concentrations up to about 4 mol /L (which isthe HNO3 concentration of the
reference UOx2 HLLW). Each measurement was repeated in the presence of
0.15 mol/L of oxalic acid.

MAaRrcEeL DEkkER, INc.
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TABLE 2
Settling Times for Emulsions Made of the Solvent 1 mol/L C14 in TPH and Different Aqueous
Phases?
Feed (Table 1) + HNO3
Pure HNO3 Feed (Table 1) + HNO; + 0.15 mol/L H>C,0,

mol/L HNOs time mol/L HNOs time mol/L HNOs time

0.05 3min40s

0.08 3min40s 0.1 9min

0.16 3min40s

0.25 3min40s 0.2 8 min

0.50 3min40s

1.0 2min50s

15 2min40s

2.0 2min25s 191 3min50s 1.92 1min25s

2.5 1min50s

3.0 30s 2.85 1min40s 2.84 50s

4.0 30s 3.70 1min40s 3.72 50s

& The height of each phase in the vial used to measure the settling times was 2 cm.

Nitric Acid Distribution Ratios

They were measured in the HNOs concentration range 0.08 = x = 4.2
mol /L (at equilibrium in the agueous phase) and their values are well repre-
sented by the following polynomial function of x:

Dinog = 0.007x3 — 0.0515x2 + 0.1493x + 0.0542

1
(correlation coefficient = 0.9687) @

Oxalic Acid Distribution Ratios

They were measured by using the reference waste solution (Table 1) mixed
with 0.15 mol /L of oxalic acid and in the HNOs concentration range 0.5 = x
= 3.72mol /L (at equilibriuminthe aqueousphase). Their valuesarewell rep-
resented by the following polynomial function of x:

Diipco0s = 0.0032x2 — 0.0325x + 0.1064

2
(correlation coefficient = 0.999) (2)

Element Distribution Ratios

Batch extraction tests were performed at 23°C using the HLLW simulating
solution with and without 0.15 mol /L of oxalic acid and in the HNO3 con-
centrationrange 1.92 = x < 3.71. mol /L (at equilibrium in the agueous phase).

MaRcEL DEKKER, INC.
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Feed Constituent Distribution Ratios for Different HNO3; Concentrations without and with 0.15
mol/L H2C204a

HNO;

(mol/L) Mo Ru Zr Gd Rh Sm La Pr Nd Am Eu Cs
192 506 015 69.8 1.05 0.04 211 306 341 281 314 129 0.0014
* 018 029 008 122 0155 214 327 33 282 318 131 0.0015
284 1084 023 2138 34 0.04 654 844 98 831 7.87 3.69 0.0013
* 029 043 011 3.72 013 642 849 97 835 778 371 0.0014
371 159 0.26 342 733 0.04 119 126 158 13.68 1314 7.74 0.0015
* 056 044 018 745 010 11.72 131 157 136 1311 7.67 0.0014

a137Cs, 152Fy, and 2*XAm contents in the aqueous and in the organic phase were radiometrically
measured and the material balance of each element was found to be satisfied within = 10%. The
agueous and organic contents of al other elements were determined by ICP/AES and by ICP/MS
with an uncertainty range up to + 20%, and the detection limit was of about 2 X 10~°> mmol/L.

* Same HNOj3 concentration but with 0.15 mol/L H,C, O, added.

The results are reported in Table 3, and they show that the element distri-
bution ratios increase by increasing the nitric acid concentration with only the
exceptions of Rh and Cs. Oxalic acid complexes Mo and Zr in the agueous
phase and thus reduces their distribution ratios. Csisvery weakly extracted at
the considered nitric acid concentrations independently of the oxalic acid con-
tent, which on the contrary has the effect of increasing the Rh and Ru distri-
bution ratios by afactor of 3 to 4 and about 2, respectively.

Samples of loaded extractant were scrubbed with equal volumes of 2.5
mol /L of nitric acid solution mixed with 0.15 mol /L of oxalic acid. A second
scrub with 1 mol /L HNO5 solution followed in order to reduce both nitric and
oxalic acid content in the organic phase. Distribution ratios were obtained in
agreement with the values of the extraction tests performed under the same
conditions; no metal oxalate precipitation was observed.

Samples of extractant, loaded and scrubbed as mentioned before, were
shaken with successive equal volumes of 0.2 and 0.1 mol/L HNOs solutions
to measure the distribution ratios of the stripping operation. From the results
reported in Table 4, it can be deduced that some accumulation problem in the
extractant could arise for Ru and Rh.

Flow Sheet Choice and Test for An + Ln Separation by a
16-Stage Mixer/Settler Battery

Distribution ratios experimentally measured have been used asinput data of
acomputer program (5, 13) to optimize the operating conditions of a 16-stage

MAaRrcEeL DEkkER, INc.
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TABLE4
Metal lon Distribution Ratios Obtained by Stripping a Loaded and Scrubbed Solvent®

Stripping solution Mo Ru Zr Gd Rh° Sm La Pr Nd Am Eu Cs

1St

0.2mol/L HNO; 0.14 138 026 006 v.h. 0.09 0.04 0.0 011 009 0.09 1.5*
2nd

0.1 mol/L HNOs; 0.09 95 023 0.04 v.h. 008 0.04 0.0 0.10 007 0.06 1.3*

& Temperature = 23°C; extraction feed of Table 1 at 3 mol/L HNOs + 0.15 mol/L H>C>Oy;
first scrub with 2.5 mol/L HNOs + 0.15 mol/L H>C,0,; second scrub with 1 mol/L HNOs.

bv.h. = very high.

* Uncertain data owing to the low concentration of Cs remaining in the scrubbed solvent; see
also notein Table 3.

battery with the view of reaching the objectives reported in the Introduction.
The program simulates the dynamic behavior of countercurrent liquid/liquid
extraction processes. It can be employed to develop the transient state (i.e., to
evaluate the transient-state solute concentration profiles) or to determine the
steady state (i.e., to evaluate the steady-state solute concentrations in both
phases at each stage of the M /S battery). The second option (steady-state eval-
uations) wasfirst adopted to perform simulations based on different sets of op-
erating conditions (i.e., oxalic and nitric acid concentrations in the feed, com-
position of scrubbing and stripping solutions, phase ratio and stage number of
each section of the process, etc.) and that set of operating conditions was cho-
sen for the process reference flow-sheet which better leads to the process ob-
jectives. Figure 1 shows the process selected for the tests on the 16-stage bat-
tery. The battery transient state was then developed by the computer program
according to this flow sheet and by adopting phase flow-rates satisfying the
phase settling times reported in Table 2. The assumption of counter current
“piston flow” of the phases was made in the computer program, and itsinputs
were: 1) stage efficiency 0.8; 2) number of aqueous and organic settler zones
5; 3) initial battery configuration made with half the volume of each stage
filled with extractant not preequilibrated with HNO3; and half the volume
filled with HNO3z aqueous solution at 4 mol /L in the extraction section, 3.5
mol /L inthefirst scrubbing section, 1 mol /L in the second scrubbing section,
and 0.1 mol /L in the stripping section; and 4) the organic concentration tran-
sient state coming out of the second scrubbing section was used as the feed of
the stripping section.
Two runs were performed, the first one at the following flow rates:

o Extractant flow rate = 25 mL/h
e Feedflowrate =50 mL/h

MAaRrcEeL DEkkER, INc.
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First scrub flow rate = 12.5mL /h
Second scrub flow rate = 12.5mL /h
Stripping flow rate = 50 mL /h

good hydraulic behavior of the battery.

A second test was performed at doubled flow-rates after having verified the

Good agreement has been found between the results of the two tests. In

what follows, the results of the 2nd test will be reported.

Values have been found in the battery stages for the HNO3z; and H,C,0O,4

steady-state distribution ratios which are a few percentage points different

from those obtained by the computer program.
Transient state concentrations of some elements in the product and in the

raffinate are reported in Figs. 2 and 3. They lead to the following remarks:

1.

A delay of about 1.5 hourswith respect to what was expected has been ob-
served for the product concentrations at the beginning of the transients.
Thiswas caused by the timerequired to stabilize the level of the settler in-
terphase at a position which was found to be different from that assumed
as the input of the computer program.
Good agreement has been found with the calculated concentration tran-
sient states of Am and lanthanides, whereas M o asymptotic concentration
values were found to be lower by afactor of about 2 with respect to the
calculated ones.

Solv. IM C14

in TPH preeq.

HNO;=3.42M
F=0.5

Feed

HNO;=4M
H2C204=O. 15M

F=1

1% scrub

F=0.25

HNO5=3.5M
H2C2O4=0.3M

2" scrub Stripping
HNO;=1M HNO;=0.1M
F=0.25 F=1

VAV

A/O=3

A/O=1

A/O A/O=2
st ... .

Raffinate
F=1.5

V.

Product Solvent
F=1 out

FIG.1 New DIAMEX flow sheet for the 16-stage mixer/settler battery tests (solvent: C14 1

mol/L in TPH).
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FIG. 2 Transient-state concentration profiles of the product obtained for the second test for
Nd(I11), Sm(l11), Am(l11), Eu(l11), Mo(V1), and Zr(1V).
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FIG. 3 Transient-state concentration profiles of the raffinate obtained for the second test for
Nd(l11), Sm(lI1), Mo(V1), and Zr(1V).

3. Am can be considered to one of the “fastest” elementsto be extracted be-
cause it approaches the steady-state concentrations in a shorter time
whereas Eu and Sm are the “slowest” elements.

The steady-state concentration profiles of some elements are reported in
Fig. 4 for the organic and aqueous phases. These results were obtained from
samplestaken from both phases after the run was stopped,; that is, 11 hours af -
ter the start. There is general good agreement between cal culated and experi-
mental concentration profilesfor extraction, scrubbing, and stripping sections
for all metallic species. Nevertheless, slight differences between calculated
and experimental results are observed for some e ements, mainly in the strip-
ping section, which may be due to a misestimate of the stage efficiency.
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TABLES
Product and Raffinate Concentrations (mmol/L) Evaluated and Measured (by ICP/MS) after
11 hours for the 2nd Test of the New DIAMEX Flow Sheet?

Product Raffinate
Evaluated Measured Evaluated Measured
Constituent concentration concentration concentration concentration
Zr 9.27E-4 (9.53E-4) 8.22E-4 6.71 (6.74) 7.88
Sm 1.36 (1.35) 1.19 3.01E-4 (2.36E-4) 3.21E-4
Nd 7.20(7.18) 6.65 5.64E-4 (4.54E-4) 4.98E-4
Mo 1.44E-2 (1.57E-2) 8.72E-3 6.05 (6.07) 6.09
Ru 1.33E-3 (1.53E-3) 471E-2 3.91(3.93) 3.03
Cs 1.76E-7 (1.63E-7) <2.35E-5 4.69 (4.71) 473
Eu 2.52E-1 (2.52E-1) 2.37E-1° 8.49E-4 (6.63E-4) 1.87E-4
Gd 1.80E-1 (1.81E-1) 1.16 E-1 7.06E-4 (5.57E-4) 1.26E-3
La 2.25(2.25) 2.27 2.13E-4 (1.75E-4) 1.94E-4
Rh 2.65E-5 (2.65E-5) 7.29E-5 7.74E-1 (7.77E-1) 6.58E-1
Pr 2.03 (2.02) 191 6.25E-5 (5.02E-5) 6.92E-5
Am 4.77E-1 (4.77E-1) 4.67E-1° 4.85E-5 (3.87E-5) —
HNO3 239 (246) 202° 3.31E3 (3.6E3) 3.41E3°
H>C,04 0.92 (0.92) 149 (149)

@ Datain parentheses correspond to values evaluated at steady-state; the flow rates were: sol-
vent = 50 mL/h, feed = 100 mL/h; 1st scrub 25 mL/h; 2nd scrub = 25 mL/h; stripping solution
= 100 mL/h. See also notein Table 3.

b Has been obtained by gamma spectrometry.

° Refersto total H* concentration.

Table 5 shows the product and raffinate compositions evaluated and mea-
sured after 11 hours under the 2nd test operating conditions.

Asmentioned in the Operating Procedures and Analytical Methods section,
concentrations were measured by gamma spectrometry for Am and Eu and by
ICP/MS for the other elements. ICP/MS has a detection limit of about 2 X
10~>mmol /L and an uncertainty range up to +20%. Differences between cal-
culated and measured values are therefore due to both the analytical methods
and the difference of the element concentration from its steady-state value.
This difference seems too large for Mo, and it is probably due to distribution
ratios achieved in the battery run which are different (and more favorable)
from those adopted as input of the computer program.

CONCLUSIONS

The process described in the paper by computer program cal culations and
test results proved able to obtain aseparation factor of Am + lanthanidesfrom
aPUREX process raffinate higher than 10° with atotal number of 16 stages at

a feed/extractant flow-rate ratio of 2. A low Mo + Zr concentration-in. thex, ixc.
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product (about 1 wt% of that of Am) is achieved by appropriate oxalic scrub-
bing to prevent any oxalate precipitation. Compared with the first version of
the DIAMEX process (which uses 0.5 mol /L C14in TPH), the flow sheet pro-
posed in this paper strongly reduces the risk of third-phase occurrence and
minimizesthe volume of involved solvent. Work isin progressto define asec-
ond step of the process for the separation of An from lanthanides.
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