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Separation of tungsten and rhenium on alumina
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Abstract: The conditions for the efficient separation of tungsten(VI) and rhenium
(VII) on alumina were established. The distribution coefficients K4 for tungstate and
perrhenate anions, as well as the separation factors & (a = Kgwoa* /K4 ReO,) were
determined using hydrochloric or nitric acid as the aqueous media. A solution of so-
dium chloride in the pH range 2—6 was also examined. Under all the tested experi-
mental conditions, alumina is a much better adsorbent for tungsten than for rhenium.
The obtained results indicated that the best separation of these two elements is
achieved when 0.01- 0.1 mol dm™ HCl or 1.0 mol dm™> HNOj are used as the aque-
ous media. If NaCl is used as the aqueous phase, the best separation is achieved with
0.20 mol dm> NaCl, pH 4-6. Under these experimental conditions, the break-
through and saturation capacities of alumina for tungsten at pH 4 are 17 and 26 mg
W/g Al,O3, respectively. With increasing pH, these values decrease. Thus, at pH 6
they are only 4 and 13 mg W/g Al,O3, respectively.
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INTRODUCTION

In recent years particular emphasis has been devoted to the radioisotope
188Re, which is potentially very interesting for applications in nuclear medical
therapy. Rhenium-188 (7}, = 17 h) is the decay product of its parent !88W (77, =
69 d) which is formed in a nuclear reactor during irradiation of tungsten targets.
However, the isolation of rthenium from tungsten is not simple.

For the separation of these two elements, several procedures have been pro-
posed, such as, e.g., solvent extraction with methyl ethyl ketone! or pyridine.2 Af-
ter evaporation of the organic phase, the resultant residue is disolved in NaCl. By a
similar extraction procedure, rhenium is separated by precipitation as tetraphe-
nylarsonium perrhenate or rhenium sulphide.3 The main drawback of these proce-
dures is the rather poor efficiency. Hence, an additional purification step is often
needed. Adsorption studies for W and Re were performed using anion exchangers
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and different aqueous media.*> It was reported that tungsten is strongly sorbed
from weakly acidic and basic solution on activated carbon® or ZrO,.” Rhenium is
adsorbed to a much lesser extent and can be eluted by distilled water. However, the
yields are rather low. Many studies have been devoted to the development of an ef-
ficient routine separation procedure based on alumina as the adsorbent.4$

EXPERIMENTAL

Sodium tungstate (Na,WO,-2H,O, Fluka) and potassium perrhenate (KReO,, Aldrich) were
commercialy p.a. grade chemicals. The adsorbent was alumina for column chromatography (Alu-
mina N- Super I, ICN Biomedicals).

The bulk solutions were prepared by dissolution of Na,WO,-2H,0 and KReOy, in bidistilled
water. The final concentrations of tungsten and rhenium in the corresponding aqueous media were
5.4x1073 mol dm™ and 5.3x1073 mol dm™3, respectively.

As the aqueous media, solutions of HCI or HNOj; of differing concentrations (0.001, 0.01, 0.1 and
1.0 mol dm™) were prepared. The concentrations of NaCl solution were 0.06, 0.12, 0.15 and 0.20 mol
dm™ in the pH range 2—6 (+0.2). The desired pH was adjusted by HCI. Only freshly prepared solutions
were used for the experiments.

Alumina, grain size 40—-140 pm, was used without any pretreatment.

The concentrations of tungsten and rhenium in the solutions were determined by direct current
argon arc plasma atomic emission spectroscopy (DCP-AES) with an aerosol supply. A U-shaped DC
arc was used as the excitation source and a 2-meter plane grating spectrograph PGS-2 (Carl-Zeiss)
with a self-made attachment for photoelectric detection was used as the monochromator. A Bausch
and Lomb echelle grating with 316 grooves/mm, blaze angle 63° 26 and order sorter were used. Us-
ing a Babington type nebulizer supported by a peristaltic pump, the solutions were sprayed into the
plasma. Potassium as a spectrochemical buffer, was added to all samples to give a final concentra-
tion of 6.7x10°2 mol dm™3 KC1.%-10

For rhenium, the most sensitive atomic line Rel 346.047 nm was used (limit of detection LOD =
1x10”7 mol dm™3). For tungsten, the atomic line WI400.88 nm was used (LOD = 5.4x10"7 mol dm™).

The determination of the distribution coefficients was carried out by equilibrating 0.20 g of
Al,O5 in 40 ml of the corresponding aqueous medium for 2 h. Then, the sorbent was separated from
the solution by centrifugation (3000 rpm, 20 min; Beckman, Model J-6B). The amount of the ele-
ment bound to Al,03 was determined from the difference in the concentrations in the solution be-
fore and after equilibration.

The distribution coefficient K is given by:

Kq=(1-x)VIxm

where x — is the experimentally determined fraction of the given element remaining in the solution,
J —the volume of the aqueous phase, ml, 1-x — the fraction of the given element bound to alumina
and m — amount of alumina used, g.

From distribution coefficients K, the separation factors & (&t = K gywou> /K4 ReO,) were calculated.

Column experiments were performed for the system: alumina — 0.20 mol dm= NaCl, pH 2-6.
Before use, the columns wee conditioned with the appropriate aqueous phase. The efluent was col-
lected in 1 ml fractions.

The breakthrough and saturation capacities of alumina for W(VI) were determined in a glass
column (8 mm diameter; 40 mm length) containing 1 g of Al,O5. The concentration of tungsten was
5.4x1073 mol dm™ in 0.20 mol dm™ NaCl, pH 2—6 (+ 0.2). The flow rate was 2.5 ml min™!cm™2.

The values of the distribution coefficients suggest that the capacity of alumina for rhenium is
low. Therefore its breakthrough and saturation capacities were not determined.
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The elution volumes of rthenium, in dependance on the pH of the eluent, were determined in a glass
column (10 mm diameter; 100 mm length) containign 3.5 g Al,O5. After sorption of 1 ml of rhenium so-
lution (9x1073 mol dm™ in 0.2 mol dm™ NaCl), the rhenium was eluted by 0.20 mol dm™ NaCl, pH 2-6
(£ 02.). The flow rate of the elutent solution was 1.5 ml min~'ecm2. The elution volume was the volume
of the corresponding NaCl solution required for the elution of more than 98 % of rhenium.

Under the given experimental conditions, tungsten is efficiently adsorbed on alumina. There-
fore, the elution volumes for tungsten were not determined.

All analyses were conducted at room temperature (22 £ 2 °C) and in duplicate. If the discrep-
ancy was more than 10 %, one more experiment was made. The mean values are given in the Tables.

RESULTS AND DISCUSSION

Sorption studies of WO42~ and ReO4~ were performed using alumina and solu-
tions of hydrochloric or nitric acid. The distribution coefficients K4 of these two ele-
ments were determined over a wide range of concentrations of the aqueous phase
(0.001-1.0 mol dm3). The separation factors ¢, given as @ = Kqwo42 /Kqre04 ">
representing the separation feasibility of these two elements, were calculated. The
variations of K4 and « values in dependance on the concentration of HCl and HNO3
are given in Table L.

It can be seen that, in the case of HCI as the aqueous phase, alumina exhibits much
higher affinity towards WO42~ than ReOy4~ throughout the examined concentration
range. The K values for W(V]) first increase and then decrease with increasing acid
molarity and are always much higher than those for rhenium. Under the same experi-
mental conditions, the K values for Re(VII) decrease with increasing acid molarity.

The highest values of the separation factor @ were obtained when HCl in the
concentration range 0.01-0.1 mol dm=3 was used.

When nitric acid was used as the aqueous medium, the tungstate and perrhe-
nate anions behave in a similar manner. Generally, the values of K4 for tungsten are
lower but still much higher than the K4 values for Re(VII). For rhenium, both in
HCI and HNO3, no significant differences in the K4 values were observed.

TABLE I. Dependance of the distribution coefficients K for tungstate and perrhenate anions and the

distribution factors a (& = K4 w42 /K4 reos”) O the concentrations of hydrochloric and nitric acid:
cw = 5.4x1073 mol dm3; ¢, = 5.3x107 mol dm™3

Concentration of the acid/mol dm™3

Acid Coefficient
0.001 0.01 0.1 1.0
HCI Kgwos 5600 47000 46000 13000
KyRreo4 65 20 10 9
a 86 2350 4600 1440
HNO; Kqwos> 1900 20000 1100 17000
Ky Reod™ 50 20 14 15

a 38 1000 78 1130
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The highest values of & were obtained when 1 mol dm~3 HNO5 was used.

The results obtained when NaCl was used as the aqueous phase are shown in
Table II.

TABLE II. Dependence of the distribution coefficients K for tungstate and perrhenate anions and
the distribution factors & (& = Ky wos> /K4 reos”) on the concentration and pH of sodium chloride
solutions: cy = 5.4x103 mol dm3; cg, = 5.3x1073 mol dm™3

NaCl/mol dm™ Coefficient =
2+0.2 4£0.2 6+0.2
0.06 Kyw 13000 2300 370
KyRre 20 1.6 5.4
a 650 1438 68.5
0.12 Kyw 55000 600 130
KiRre 50 25 6
a 1100 24 22
0.15 Ky w 18000 800 120
Ky e 20 3 5
a 900 270 24
0.20 Kyw 11000 800 100
KiRre 20 0.1 <0.1
a 550 8000 > 1000

The results presented in Table Il reveal that the Kg values for both tungsten and
rhenium decrease with increasing pH for all the examined NaCl concentrations.
Similarly, as in the case of HCl and HNO3, the values of K4 for W(VI) were much
higher than those for Re(VII). This means that, also under these experimental con-
ditions, alumina adsorb W(VI) much more readily than Re(VII).

The best separation of WO,42~ and ReO4 can be achieved when NaCl of
higher concentration (0.20 mol dm3) is used. The highest values for « are at pH
4-6. However, it can be seen that this is primarily due to lower K values for rhe-
nium and not to high values of K for tungsten.

According to the results presented in Tables I and II, favorably high values of
K4 and a are obtained with the following systems:

1. Alumina-HCI (0.01-0.1 mol dm—3)

2. Alumina-HNOj3 (1.0 mol dm=3)

3. Alumina-NaCl (0.20 mol dm3; pH 4-6)

From the practical point of view, despite good possibilities of separating tung-
sten and rhenium, the use of even dilute mineral acids has disadvantages which
should be considered. The disadvantage of the use of mineral acids is that they are,
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in most cases, incompatible with the intended application of the separated rhe-
nium. In these cases, the adequate aqueous medium would be a NaCl solution.

The breakthrough and saturation capacities of alumina for tungstate anion and
the elution volumes for rhenium are shown in Table I1I.

TABLE III. Breakthrough and saturation capacities of alumina for tungsten(VI) and the elution vol-
umes of rhenium(VII). Column: 10 mm diameter, 100 mm length; Bed: 3.5 g Al,05 N Super I (ICN
Biomedicals)

pH of 0.20 mol dm=  Breakthrough capacity ~ Saturation capacity Elution volume of
NaCl mg W/g Al,O4 mg W/g Al,O4 ReO,/ml
6 4 13 15
4 17 26 15
2 24 78 16

The data in Table III present the adsorption characteristics of alumina when
the aqueous phase was 0.20 mol dm=3 NaCl. The capacities depend on pH. The
breakthrough capacity decreases with increasing pH, i.e., instead of being 17 mg
W/g A,O5 at pH 4, it is only 4 mgW/g Al,O3 at pH 6. Similar trends were also ob-
served for the saturation capacities.

The results for the elution volumes of rhenium refer to the applied experimen-
tal conditions. It can be concluded that, for the given column dimensions (10 mm
diameter, 100 mm length) and the used quantity of the adsorbent (3.5 g AI,O3N
Super, I, ICN Biomedicals), the volume of 0.20 mol dm—3 NaCl necessarry for the
elution of rhenium does not depend on pH. It is about 15 ml throughout the
examined pH range.

CONCLUSION

Sorption studies for WO,42~ and ReO,~ were carried out using alumina and aque-
ous solutions of HCI, HNO3 and NaCl of different concentrations. The distribution co-
efficients K4 were determined. The separation factors «, given as a = Ky WO47/Ky4
ReOy4, representing the separation feasibility of these two anions, were calculated.

The experiments confirmed that alumina is, under all examined experimental
conditions, a much better adsorbent for tungstate than for perrhenate anions. Good
separation can be achieved in the aqueous media containing either 0.01-0.1 mol
dm3 HCI or 1.0 mol dm=3 HNOs.

The system alumina—0.20 mol dm— NaCl (pH 4-6) was found to be suitable
because of the high separation factor &, low concentration of NaCl and very small
values of K4reo4 - The breakthrough and saturation capacities of alumina for
tungsten are relatively high. For the given column and the used quantity of alu-
mina, it was found that rhenium can be separated with a relatively small volume of
NacCl solution.
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U3BOJ

PA3[IBAJABE BOJI®PPAMA U PEHNIYMA HA AJIYMUHUIYM-OKCUTY
JYPUJ JI. BY‘{I/IHAl, JOPATOJbYB M. AYKUAR! 1 MUITOBAH M. CTOU/BKOBUR2

]ﬂaﬁopaLEopuja 3a paouosottiotie u 2JIa60patE0puja 3a pusuuxy xemujy, Mncitiuitiyini 3a HyKeaapHe HayKe
, Bunua”, ui. ap. 522, 11001 Beozpao

Wcnuranu cy ycrioBu 3a epuKacHO pasfBajambe Bojdpama(VI) u permjyma(VII) Ha
Al,0O5. Onpebenu cy Koeduuumjentu guctpudynuje Ky Kao u pakropu cenapaunmuje a (a = Ky
woa2 /K4 ReO4) xapia ce xao BofieHa ¢aza kopucte HCl umu HNO5. Takobe je kao BojieHa
¢aza y3er u pactBop NaCl y obnactu pH 2—6. [Toyy cBMM npoydaBaHUM €KCIIEPUMEHTATHUM
ycnoBuMa, Al,Os je MHOTO 00/bH aficOpOEHC 3a BoI(paM HEro 3a peHujyM. Ynopebusamem
TOOMjEeHNX pe3yliTaTa MOXKe ce 3aKJbYUUTH Jla ce HajooJba cemapaldja oBa JIBa eJIeMEeHTa
HOCTHIKE Kafia ce Kao BojieHa ¢aza kopucte 0,01-0,1 mol dm™ HCI mmu 1,0 mol dm™3 HNO;.
Haj6oma cenapanuja ca pactsopom NaCl o6uja ce ca 0,20 mol dm™ NaCl y oncery pH 4-6.
ITop 0BIM eKCIIepUMEHTAIHIM YCIOBAMa, IPOOOjHN 1 caTypanuonn Kananuretn Al,O5 3a
Bosdpam Ha pH 4, u3Hoce 17 ogHocHO 26 mg W/g Al,O53. Ca mopactoM pH, 0B€ BpEJHOCTH ce
cMamyjy. Taxo, mpu pH 6, one u3zHoce jour camo 4 mg W/g Al,O5 3a npo6ojuu u 13 mg W/g
Al,O5 3a caTypallnOHM KallaluTET.

(ITpumibeno 19. genem6pa 2003, pesugupano 19. ¢pebpyapa 2004.)
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