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The electrochemical reactions of Tb(i) were investigated on a W electrode, Bi pool electrode and Bi film
electrode in eutectic LiCI-KCl by transient electrochemical techniques. The exchange current densities of
the Tb(n)/Tb(0) redox couple were determined on W and Bi film electrodes at different temperatures by
the linear polarization method. On both Bi electrodes, the redox potential of Tb(un)/Tb couple was
observed at less negative potential values than that on the W electrode, which indicated underpotential
deposition of Tb occurring on the both Bi electrodes. The result of cyclic voltammetry performed on the
Bi pool electrode suggested that the electrochemical reaction of Tb(i) to Tbin iquia 8 Was a quasi-
reversible and diffusion-controlled process. From the cyclic voltammogram and square wave
voltammogram of Tb(i) obtained on the Bi film electrode, three reduction signals corresponded to the
formation of Tb—Bi intermetallic compounds. The thermodynamic data, such as the activities of Tb in Tb—
Bi alloys and the standard Gibbs free energies of formation for different Tb—Bi intermetallic compounds,
were estimated using open circuit chronopotentiometry in the temperature range from 673 to 873 K.
Moreover, the electrochemical preparation of Tb—Bi alloys was conducted in LiCI-KCI-TbClz melts on
a liquid Bi electrode by galvanostatic and potentiostatic electrolysis, respectively. The Tb—Bi alloys were
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DOI: 10.1039/c7ra04448h characterized by X-ray diffraction (XRD) and scanning electronic microscopy (SEM). XRD results showed

rsc.li/rsc-advances that the Tb-Bi alloys were composed of the TbBi phase and TbBi, TbBiz/4, and TbBizs,s phases, respectively.
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Introduction

The pyrometallurgical process, including electrorefining and
molten salt/liquid metal reductive extraction, is considered as
a promising option for the reprocessing of spent metallic
fuels.”® In the process, most of the uranium is selectively
collected on the solid cathode from the molten salt bath
because of the reduction potential difference of uranium and
transuranium elements,* whereas Pu and minor actinides are
collected into a liquid metal, such as Cd or Bi, with some
amounts of lanthanide (Ln) fission products.”® Metal Cd was
often used as a cathode material for the extraction of actinides
(Ans), because the Ans can easily be recovered by cadmium
distillation of An-Cd ingots. Some scholars studied the redox
reaction of Ans and some Lns on liquid Cd electrodes.**>°
However, on the basis of the thermodynamical data, Serp et al.*
and Kurata et al.** found that Bi was expected to be more effi-
cient than Cd for the An/Ln separation.

Because metallic Bi has a low melting point and its toxicity is
much lower than that of Cd metal, the extraction of Ans and Lns
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on liquid Bi electrode was investigated in LiCl-KCl eutectic
melts*®*232° and molten LiF-CaF, medium.** The electro-
chemical behaviors of Ans (An = Pu, Np, Th) and Lns (Ln = La,
Ce, Pr, Ho) elements were determined and the electrolysis were
carried out in order to extract Ans and Lns from molten salts.
Moreover, the thermodynamic properties of formation for La-
Bi,”® Ce-Bi,* Pr-Bi'***® and Ho-Bi*® intermetallic compounds
were measured by electromotive force (emf) measurements.

To establish a reliable liquid Bi electrode based electro-
chemical pyrochemical process, it is quite necessary to study
the electrochemical properties of Lns in molten salts. Terbium
as a heavy Ln element, its electrochemistry in molten salts has
not been fully disclosed, only a few of related studies were
conducted on different electrode materials, such as Al,** Cd"’
and Ni.*** However, the electrode reaction of Tb(u) in LiCl-KCl
eutectic melts on liquid Bi electrode has not been investigated.
In order to obtain the essential electrochemical and thermo-
dynamic data on the extraction and separation of terbium, the
electrochemical behavior of terbium was firstly studied on
liquid Bi electrode and Bi film electrode. Then, the thermody-
namic properties of different Tb-Bi intermetallic compounds
were determined by emf measurement in the temperature range
of 673-823 K. Furthermore, Tb-Bi alloys were electrochemically
produced on liquid Bi electrode by galvanostatic and potentio-
static electrolysis and analyzed by XRD and SEM.

This journal is © The Royal Society of Chemistry 2017
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Experimental
Preparation and purification of the melts

The electrochemical experiments, storage of all chemicals and
electrolytic bath preparation were performed under a dry Ar
atmosphere. A mixture of eutectic LiCI-KCI (1:1 mass, AR
grade) was dried for 72 h at 473 K to remove excess water and
then melted in an alumina crucible placed in a quartz cell
inside an electric furnace. The metal impurities in the melts
were removed by pre-electrolysis at —2.0 V (vs. Ag/AgCl) for 3 h.
Bi(m1) and Tb(m) ions were introduced directly into the melts in
the form of anhydrous BiCl; (Sinopharm Chemical Reagent
Co. Ltd., AR grade) and TbCl; (99.9%; High Purity Chemical
Co. Ltd.), respectively. In order to avert the formation of Tb,03
and TbOCI, HCl was bubbled to the melts to purify the melts
and then argon was bubbled to remove the excess HCL.** The
operating temperature was measured with a nickel chro-
mium-nickel aluminum thermocouple sheathed by an
alumina tube.

Electrochemical apparatus and electrodes

For electrochemical measurements and galvanostatic and
potentiostatic electrolysis, an Autolab PGSTAT 302N (Met-
rohm, Ltd.) was used with Nova 1.10 software. The electro-
chemical techniques, such as cyclic voltammetry, square wave
voltammetry, chronopotentiometry and open circuit chro-
nopotentiometry were performed in an electrochemical cell
with a three electrode set-up. The spectral pure graphite rod of
6 mm in diameter was used as counter electrode. The refer-
ence electrode consisted of a silver wire (1 mm in diameter)
dipped into a silver chloride solution (1 wt%) in LiCl-KCl
eutectic, contained in a Pyrex tube. Three kinds of working
electrodes were used: (i) liquid Bi electrode, (ii) Bi film elec-
trode and (iii) W electrode (a tungsten wire of 1 mm in
diameter, 99.99%). Liquid Bi electrode was prepared as
follows: some granules of Bi (99.999%; Sigma Aldrich) was
placed in a J shaped Pyrex tube (S = 0.2 cm?) or an alundum
crucible (S = 3.1 cm?) which was immersed in LiCI-KCl
eutectic. And then an electric lead was a tungsten wire of 1 mm
in diameter with the Pyrex tube placed in the liquid Bi metal.
The Bi film electrode was formed by potentiostatic electrolysis
at —0.4 V for 1 s in LiCl-KCI-BiCl; melts on a tungsten wire of
1 mm in diameter, then, a fresh Bi film was prepared on the
surface of tungsten wire.

Molten salts electrolysis and characterization of deposits

The Tb-Bi alloy samples were produced by galvanostatic and
potentiostatic electrolysis using the liquid Bi metal as cathode.
After electrolysis, the Tb-Bi samples were washed in acetone
(99.8%) in an ultrasonic bath to remove the salts and stored in
a glove box for analysis. The composition and structure of the
Tb-Bi samples were examined by scanning electron microscopy
(SEM, JSM-64804; JEOL Co., Ltd) and X-ray diffraction (XRD,
X'Pert Pro; Philips Co., Ltd., Netherlands) using Cu K, radiation
at 40 kv and 40 mA.
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Results and discussion

The electrode reaction of Th(m) on W and liquid Bi electrodes
in LiCI-KCl eutectic

Fig. 1 displays the cyclic voltammograms (CVs) obtained on W
electrodes in LiCI-KCI eutectic before and after the addition of
TbCl; (2 wt%). In the black curve, only one pair of cathodic/
anodic peaks is observed at approximately —2.42/—2.24 V,
which is ascribed to the reduction/subsequent oxidation of Li
metal in LiCI-KCl eutectic.

When TbCl; was added in the eutectic, the CV (red line)
exhibits a new pair of signals B/B’, observed at —2.05/—1.90 V,
corresponding to the deposition and dissolution of Tb,
respectively. The result is consistent with that obtained by ref.
36.

Tb(ir) + 3e~ — Tb(0) (1)

Since the amount of electrodeposited Tb exceeds its solu-
bility in liquid Bi, solid Tb-Bi intermetallic compounds will
form, which results in liquid Bi electrode losing its homogeneity
and the voltammetric response becoming less accurate, it is very
important to avoid the formation of Tb-Bi intermetallics during
the following electrochemical measurements on liquid Bi
electrode.

Fig. 2 present the CVs obtained on liquid Bi electrode in
LiCl-KCl eutectic and LiClI-KCI-TbCl; melts, respectively. In the
black curve, two new pairs of reduction/oxidation peaks are
observed. In addition to peaks E'/E corresponding to the anodic
dissolution of liquid Bi metal and reduction of dissolved Bi, the
peaks C/C’, observed at —1.46/—1.17 V, should be correlated
with the deposition and subsequent dissolution of Bi-Li alloy.

Li(1) + e~ — Liis tiquid Bi (2)

After the addition of TbCl; (2 wt%) in the eutectic LiCl-KCl,
the red curve shows that a new couple of cathodic/anodic wave

0.6
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2.0
EIN(Ag/AgCl)

-1.0

Fig. 1 CVs obtained from LiCl-KCl eutectic on W electrode before
and after the addition of TbClz (2 wt%); scan rate: 0.1V s™%; temper-
ature: 773 K; Sy = 0.314 cm?.
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Fig. 2 CVs obtained from LiCl-KCl eutectic on liquid Bi electrode
before and after the addition of TbCls (2 wt%); scan rate: 0.1V s™%;
temperature: 773 K; Sgi = 0.2 cm?.

D/D’, observed at —1.11/—1.03 V, locates at potential values
more positive than the deposition/dissolution potential of Tb
on W electrode, due to a lowering of the activity of the deposited
Tb in the liquid Bi phase.

Tb(m) + 3¢~ — Tbiy tiquid Bi 3)

From the shape of cathodic/anodic wave D/D/, it is that ex-
pected for a soluble-soluble exchange, which also suggest that
Tb is not saturated in the liquid Bi phase when the potential
below —1.25 V. A similar result was reported in ref. 23 and 24 in
the case of La(m) and Ce(m) electroreduction on liquid Bi
electrode.

Fig. 3 presents a series of CVs gained in LiCl-KCI-TbCl;
melts on Bi pool electrode at various scan rates. The change of
cathodic and anodic peak currents with the square root of the
scan rate can be seen from Fig. 4(a). The linear relationship
indicates the reduction process of Tb(m) on liquid Bi electrode
is controlled by the diffusion of electroactive species. Further-
more, the reversibility of the system was examined by plotting
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Fig. 3 CVs obtained from LiCl-KCLl-TbCls (2 wt%) melts on liquid Bi
electrode at different scan rates at 773 K.
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Fig. 4 (a) Variation of the cathodic and anodic peak currents with the
square root of the scan rates; (b) variation of the cathodic and anodic
peak potentials with the logarithm of the scan rates on liquid Bi pool
electrode at 773 K.

the influence of the scan rates on the peak potentials. From
Fig. 4(b), it can be seen that when the scan rate is lower than
0.07 Vs~ %, the peak potential, Ep, is constant and independent
of the scan potential rate. For higher scan rates, the values of
the anodic and cathodic peak potentials shift slightly towards
positive and negative ones. The experimental results illustrate
that the reduction process of Tb(m) on liquid Bi electrode is
quasi-reversible.

Electrode reaction of Th(m) on Bi film electrode in LiCI-KCl-
BiCl; melts

Result of cyclic voltammetry. Fig. 5(a) displays the compar-
ison of CVs obtained in LiClI-KCI-BiCl; (0.2 wt%) melts on W
electrode and in LiCI-KCI-BiCl; (0.2 wt%)-TbCl; (2 wt%) melts
on Bi film electrode at 773 K. In the dotted curve obtained in
LiCI-KCI-BiCl; melts, three pairs of peaks, A/A’, C/C' and D/D/,
are observed. Except for the peaks A/A/, related to the
deposition/dissolution of Li, cathodic peak D at around 0.18 V

This journal is © The Royal Society of Chemistry 2017
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Fig. 5 (a) Comparison of CVs attained in LiCl-KCl-BiCls melts on W

electrode (black line) and LiCl-KCl-BiClz—TbClz (2 wt%) melts on Bi
film electrode (red line); (b) CVs obtained in LiCI-KCI-BiClz—TbClz (2
wt%) melts on Bi film electrode at different terminal potentials. Scan
rate: 0.1V s T=773K; S= 0314 cm?

and its corresponding anodic peak D’ at about 0.22 V should be
correlated with the reduction/re-oxidation of Bi metal, respec-
tively. The results are consistent with those obtained in Fig. 2.

The peaks of C/C’ observed at —1.80/—1.73 V, between peaks
of A/A’ and D/D’, should be ascribed to the formation of Li-Bi
intermetallic compound which formed by under-potential
deposition of Li on the pre-deposition Bi film electrode. The
formation process of Li-Bi intermetallics can be expressed by
the following three steps: (1): xBi(ur) + 3xe~ — xBi(0); (2): yLi(1) +
ye~ — yLi(0); (3): yLi + xBi — Li/Bi,. The overall process of the
formation of Li-Bi alloy can be described as:

yLi(1) + xBi(m) + (y + 3x)e” — Li,Bi, (@)

While TbCl; (2 wt%) was added in LiCl-KCI-BiCl; melts, the
CV attained on Bi film electrode (red line in Fig. 5(a) is more
complex and a series of new reduction/oxidation peaks are
observed. In addition to the peaks A/A’, C/C’' and D/D’, peaks B/
B’ should correspond to the reduction of Tb metal and its

This journal is © The Royal Society of Chemistry 2017
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subsequent re-oxidation, respectively, based on the above
results of LiClI-KCI-TbCl; melts on W electrode (black line in
Fig. 1). Between the peaks B/B’ and D/D/, a series of redox peaks
correspond to the formation/dissolution of different Tb-Bi
intermetallic compounds. In order to confirm the cathodic
formation peaks with their corresponding anodic dissolution,
the CVs were registered at different inversion cathodic poten-
tials, and the results are presented in Fig. 5(b).

Three new anodic peaks, I, I' and III' at —1.01 V, —1.26 V
and —1.48 V, are ascribed to the dissolution of different Tb-Bi
intermetallic compounds. Since metallic Tb deposited on Bi
film electrode reacts with Bi film electrode to form Tb-Bi
intermetallic compounds, the reduction potential of Tb(ui)/Tb
couple is observed at more positive potential values than that
on W electrode, which indicates the formation of Tb-Bi inter-
metallic compounds on Bi film electrode.

Tb(m) + xBi + 3¢~ — TbBi, (5)

Based on the Tb-Bi binary phase diagram,*” there are three
Tb-Bi intermetallic compounds, TbBi, TbBi;,, and TbBij;s in
the Tbh-Bi system. Therefore, the three anodic peaks are related
to the oxidation of TbBi, TbBiz,, and TbBijys, respectively. We
investigated the electrochemical behavior of La-Bi** and Ho-
Bi*® in previous work. A comparison of the cyclic voltammogram
obtained on Bi film electrode in LiCI-KCI-RECI; (RE = La, Ho)
melts**?® with in LiCI-KCI-TbCl; melts show that (1) there is
only one reduction/oxidation peak of Li on Bi film electrode; (2)
reduction/oxidation peaks ascribed to all RE-Bi (RE = La, Tb,
Ho) intermetallic compounds occur on Bi film electrode.

Compared with the CV of Tb(m) on Al electrode,* there is
a large differences. In the Tb-Al binary system, there are five
intermetallic compounds. However, we can observe only one
couple of reduction/oxidation peak on Al electrode. The differ-
ence may be that the diffusion of Tb on liquid Bi is faster than
that on solid Al electrode.

The exchange current density is an important reaction
kinetics parameter, linked to the nucleation characteristics and
morphology of electrodeposits. Thus, the linear polarization
method, which utilizes the data from very low overpotentials,
was employed in the present investigation. Butler-Volmer
equation can be simplified at very low overpotentials to the
expression as follows:

Jim = jo(nFIRT) (6)

where j net current density (A cm™?), 7 is overpotential (mV), R is
the universal gas constant, T is the absolute temperature (K),
is the number of exchanged electrons, F is the Faraday's
constant, j, is exchange current density.

Fig. 6 shows the linear polarization plot of 2 wt% TbCl; ob-
tained on W and Bi film electrodes in LiCI-KCl molten salt at
+15 mV overpotentials and scan rate of 0.188 mV s~ . The slope
of fitted line can be used to estimate the exchange current
density j,. The calculated values for exchange current density j,
are listed in Table 1. It can be seen from Table 1 that the results
obtained on W electrode are lower than those on Bi film

RSC Adv., 2017, 7, 31682-31690 | 31685
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Fig. 6 Linear polarization plot for Tb(i)/Tb(0) redox, fitting the linear
polarization plot (solid line) in LICI-KCl melts at 723, 773 and 823 K;
(a) W electrode and (b) Bi film electrode. S = 0.314 cm?.

electrode. The results indicates that the reduction rate of Tb(ur)
on W electrode is smaller than that on Bi film electrode.
Result of square wave voltammetry. Square wave voltam-
metry was employed in LiCl-KCI-BiCl; (0.2 wt%)-TbCl; (2 wt%)
melts on Bi film electrode at a step potential of 1 mV and
frequency of 20 Hz. Fig. 7 presents square wave voltammogram
(SWV) of TbCl; on Bi film electrode at 773 K. It is obvious that
seven peaks are observed. On the basis of the reduction
potentials of Tb and Li on Bi film electrode in Fig. 6, the attri-
bution of seven peaks can be confirmed. Besides peaks A, B, and
D, appearing at —2.42 V, —2.05 V and 0.18 V, correlated with the
reactions of Li(1)/Li, Tb(m)/Tb and Bi(m)/Bi, respectively, the
cathodic peak C, at about —1.80 V, is ascribed to the formation
of Li-Bi intermetallic compound. The other three peaks I, IT and
I11, identified at —1.17 V, —1.40 V and —1.60 V, are related to the

Table 1 Estimation of exchange current density of Tb electrodepo-
sition on W substrate

Jo/A em™?
Temperature/K 723 773 823 873
W electrode 0.031 — 0.034 0.036
Bi film electrode 0.052 0.056 0.057 —
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Fig. 7 Square wave voltammogram obtained in LiCl-KCl-BiCls—
TbCls (2 wt%) melts on Bi film electrode at 773 K. Potential step: 1 mV;
frequency: 20 Hz; S = 0.314 cm?.

formation of different Tb-Bi intermetallic compounds, respec-
tively. Compared with the results of cyclic voltammetry, the
results are consistent with those attained from CVs in Fig. 6.
Result of chronopotentiometry. Fig. 8 shows chro-
nopotentiograms (CPs) obtained at different cathodic current
on Bi film electrode in LiCl-KCI-BiCl; (0.2 wt%)-TbCl; (2 wt%)
melts at 773 K. Six plateaus can be observed clearly in Fig. 8.
When the applied cathodic current increases from —15 mA to
—20 mA, the CPs exhibits two plateaus (plateau I and plateau II),
which are ascribed to the formation of Tb-Bi intermetallic
compounds. While the current is more positive than —47 maA,
the curves presents a new plateau III, corresponding to form
another Tb-Bi intermetallics. If the cathodic current reaches
—97 mA, three new plateaus (plateau C, plateau B and plateau A)
are observed, which are associated with the formation of Li-Bi
alloy, pure Tb metal and Li, respectively. It should be mentioned
that the potential ranges for the deposition of Li, Tb, Li-Bi alloy

-15 mA
F17 mA
F18 mA
F19 mA
20 mA
F25 mA
F30 mA
F40 mA
F45 mA
F47 mA
85 mA
r87 mA
-97 mA

E/V vs Ag/AgCl

t/s

Fig. 8 Chronopotentiograms obtained at different currents on Bi film
electrode (S = 0.314 cm?) in LiCl-KCl-BiClz—TbCls (2 wt%) melts at
773 K.
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and Tb-Bi alloys are the same as those observed in the CV
(Fig. 6) and SWV (Fig. 7).

Result of open circuit chronopotentiometry. Thermody-
namic properties of Tb-Bi intermetallic compounds. Due to the
nucleation overpotential, the transient electrochemical tech-
niques are not suitable to determine the equilibrium potential
of the system. Hence, emf measurements*® were performed to
investigate the thermodynamic formation of Tb-Bi interme-
tallic compounds.

The measurements were conducted as following: firstly, the
Bi film electrode was electrogenerated “in situ” by potentiostatic
electrolysis at —0.4 V for a little period; then potentiostatic
electrolysis was carried out to form a thin layer specimen of Tb
on Bi film electrode at —2.5 V in the LiCl-KCI-BiCl;-TbCl;
melts. Since the reaction and interdiffusion occurs between
deposited Tb metal and Bi film, different Tb-Bi phases can be
formed. At the same time, the electrode potential would grad-
ually shift to more positive values. During this process,

04 D
a K
00F g>°
o
B
2.
-05¢ 2
@ 2
<
Sy -1.0F e sesedeneone o S
<
2
15 e
2
S5
20F 7T e
—LiCl-KCI-TbCl, for 20's
25 ——LiCI-KCI-BICI,-ThCl, for 90's
0 200 400 600 800 1000 1200
t/s
-0.5
b
10}
5
< 11
215}
2 C
2 B
20F ——823 K for60 s
—— 773K for 90 s
F A ——723 K for60s
—— 673K for90s
_25 1 1 Il
0 500 1000 1500
t/s

Fig. 9 Open circuit chronopotentiograms obtained after applying
a deposition potential of —2.5 V; (a) in LICI-KCLl-TbCls (2 wt%) melts
on W electrode (blue line) for 20 s and in LICI-KCI-BiCls (0.2 wt%)-
TbClz (2 wt%) melts on Bi film electrode (red line) for 90 s at 773 K; (b) in
LiCl-KCI-BiClz (0.2 wt%)-TbClz (2 wt%) melts on Bi film electrode at
different temperatures. S = 0.314 cm?.
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a potential plateau can be observed when the composition of
the electrode surface is within the range of two phase coexisting
state.>**® Then, the open circuit potential of the electrode was
registered vs. time.

Fig. 9 presents the comparison of open circuit chro-
nopotentiogram obtained in the KCI-LiCl-TbCl; (2 wt%) melts
on W electrode and Bi film electrode while applying a deposi-
tion potential of —2.50 V at 773 K. In the black line, the first
potential plateau stays at around —2.41 V (plateau A), which is
due to the presence of deposited Li metal and related to the
Li(1)/Li(0) redox couple. After that, the second potential plateau
B is ascribed to the redox couple of Tb(in)/Tb(0). The red line
displays an open circuit chronopotentiogram obtained in LiCl-
KCI-BiCl; (0.2 wt%)-TbCl; (2 wt%) melts on Bi film. In addition
to the plateau A and B, the five new plateaus, C, III, II, I and D,
are observed at —1.748 V, —1.496 V, —1.263 V, —1.129 V and
0.129V, respectively. The potential plateau C corresponds to the
two phases coexisting of Li-Bi intermetallic compound and
plateau D is ascribed to Bi(ur)/Bi(0) system. Since there are three
thermodynamic stable Tb-Bi intermetallic compounds, TbBi,
TbBi3,, and TbBiy;5 in the Tb-Bi system,* the three plateaus, I,
II and III, are associated with the two phases coexisting of three
different Tb-Bi intermetallic compounds, respectively. Thus,
the plateaus shown in Fig. 9(a) could be considered to corre-
spond to the following equilibriums:

Plateau A: Li(1) + e~ < Li (7)
Plateau B: Tb(m) + 3e™ < Tb (8)
Plateau C: Li(1) + ¢~ + xBi < LiBi, 9)

Table 2 Thermodynamic properties of Tb in two-phase coexisting
states at different temperatures

Eeq/V
T/K  vs. Ag/AgCl

AEV

vs. Th(m)/Tb AGP k] mol* am

Plateau B (Tb)

673 —1.988
723 —1.974
773 —1.960
823 —1.946

Plateau I two phases coexisting state between TbBi and Bi

673  —1.146 0.842 —244 1.20 x 107*°
723 —1.138 0.836 —242 3.27 x 107 '®
773 —1.129 0.831 —241 5.53 x 1077
823 —1.125 0.821 —238 8.21 x 10~ ¢

Plateau II two phases coexisting state between TbBi and Tb,Bi;

673 —1.274 0.714 —207 9.04 x 107V
723 —1.267 0.707 —205 1.63 x 10°*°
773 —1.263 0.697 —202 231 x 107
823  —1.254 0.682 —200 1.93 x 107 '3

Plateau III two phases coexisting state between Tb,Bi; and Tb;Bi;

673 —1.516 0.472 —137 2.49 x 1071
723 —1.507 0.467 —135 1.71 x 10~ *°
773 —1.496 0.464 —134 8.37 x 107
823  —1.487 0.459 —133 3.68 x 107°
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Plateau D: Bi(ur) + 3e” « Bi (10)
Plateau I: Tb(i) + 3¢~ + Bi < TbBi (11)
Plateau II: Tb(in) + 3e™ + 3TbBi < 4TbBi3y (12)
Plateau III: Tb(ir) + 3¢~ + 4TbBi3y < 5TbBis;s (13)

Fig. 9(b) presents the open circuit chronopotentiograms
obtained at different temperatures. In order to ensure the

Table 3 The calculation formula and comparison of Gibbs free
energies of formation for Tb—Bi intermetallic compounds with for La—
Bi intermetallic compounds

Intermetallic AGP/
compound Formula T/K kJ mol™*
TbBi AGP (TbBi) = —3FAE, 673 —244
723 —242
773 —241
823 —238
TbBis)4 AGP (TbBis,) = 1/4[3AGF 673 —235
(TbBi) — 3FAE,] 723 —233
773 —231
823 —228
TbBiy/5 AGP (TbBiys5) = 1/5[4AGE 673 —215
(TbBis/4) — 3FAE;] 723 —213
773 —212
823 —209
-210 /
-220 +
E 230} //./'
4
q)\
S
QS 240}
n m TbBi
250 . TbB13/4
- r 4 TbBi,,
1 1 1 1
700 750 800 850
T/K

Fig. 10 Change of Gibbs energies of formation for different Tb—Bi
intermetallic compounds.
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reproducibility of the experiment, the same measurement was
repeated several times.

The equilibrium potentials measured by reference to the Ag/
AgCl couple were converted to the electromotive forces (emf)
against Tb(0), which make it possible to estimate the standard
molar  Gibbs energies of formation for Tb-Bi
intermetallics. 218384142

The emf related to the chemical composition of Tb-Bi alloys
is correlated with the activity of Tb, by the following expression:

AGry, = —3FAE = RT In ary, (14)
where AGry, is the relative partial molar Gibbs free energy of Tb
in the Tb-Bi alloys, and ary, is the activity of Tb in the Tb-Bi
alloys, taking pure Tb as the standard state.

These thermodynamic properties are calculated and listed in
Table 2. The activities of Tb in Tb-Bi intermetallic compounds
are found to be in the order of 10~"° to 10~°.

The standard molar Gibbs free energies of formation
AGE for Th-Bi intermetallic compound are estimated by the
equation listed in Table 3. The calculated results at different
temperature are also presented in Table 3. The change of the
Gibbs free energy of formation for each Tb-Bi intermetallic
compound with the temperature was plotted in Fig. 10, from
which it is possible to estimate the molar entropy and enthalpy
of formation and the constant of formation reaction for each
Tb-Bi intermetallic compound. These thermodynamic proper-
ties of Tb-Bi intermetallic compounds are listed in Table 4.

Galvanostatic and potentiostatic electrolysis and
characterization of the deposits

On the basis of the results from cyclic voltammetry, square wave
voltammetry, chronopotentiometry and open circuit chro-
nopotentiometry, galvanostatic and potentiostatic electrolysis
were employed on Bi film electrode in LiCl-KCl-BiCl;-TbCl;
(4.9 wt%) melts. However, we could not collect the Tbh-Bi alloy,
because the Tb-Bi alloy prepared is always dispersed in the
molten salts, no matter what the temperature was. Thus, the
Tb-Bi alloys was formed on liquid Bi electrode in LiCl-KCl-
TbCl; (4.9 wt%) melts by galvanostatic and potentiostatic elec-
trolysis. Fig. 11 shows the XRD patterns of Tb-Bi alloys gained
by galvanostatic and potentiostatic electrolysis. The results of
XRD shown in Fig. 11(a) and (b) indicate that only one Tbh-Bi
intermetallic compound TbBi was produced by galvanostatic
electrolysis at —0.02 A and —0.05 A for 3.5 h. However, it can be
seen from Fig. 11(c), the Tb-Bi intermetallic compounds, TbBi,
Tb,Bi; and TbsBi3, were prepared by potentiostatic electrolysis
at —1.45 V for 6 h on liquid Bi electrode in LiCl-KCI-TbCl; (4.9

Table 4 Standard mole enthalpy and entropy of formation and the constant of formation reaction for each Tb-Bi intermetallic compound

Intermetallic

compounds Formation reaction AHP /kJ mol ™ ASP /] mol ' K K°

TbBi Tb + Bi = TbBi —270 —38.8 exp(—32.4/T + 4.66)
TbBiys Tb + 3/4Bi = TbBiy4 —262 —40.1 exp(—31.5/T + 4.83)
TbBiys Tb + 3/5Bi = TbBiss —240 —37.0 exp(—28.8/T + 4.45)
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Fig. 11 XRD patterns of the Tb—-Bi alloys obtained in LiCl-KCl-TbCls
(4.9 wt%) melts by galvanostatic and potentiostatic electrolysis at
—0.02 A (a), —0.05 A (b) for 3.5 h and —1.55 V for 6 h (c) on liquid Bi
electrode.

wt%) melts. Fig. 12 presents the SEM images of Tb-Bi alloys
obtained by galvanostatic electrolysis at —0.02 A and —0.05 A for
3.5 h, respectively. Making a comparison of Fig. 12(a) and (b),
we can observe the Tb-Bi alloys with different surface
morphologies.

This journal is © The Royal Society of Chemistry 2017
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HRBNU/SU70 15.0kV 16.5mm

Fig. 12 SEM images obtained in LiCI-KCI-TbClz (4.9 wt%) melts on
liquid Bi electrode by galvanostatic electrolysis for 3.5 h. (a) —0.02 A;
(b) —0.05 A

Conclusions

The electrochemical reaction of Tb(ur) was studied on different
electrodes (W electrode, liquid Bi electrode and Bi film elec-
trode) in LiCI-KCI-TbCl; melts by a series of electrochemical
techniques. The exchange current densities of Tb were esti-
mated on W substrate at different temperatures by the linear
polarization method. The result of cyclic voltammetry on liquid
Bi electrode suggested that the electrochemical reaction of
Tb(ur) to Tbin liquia B Was a quasi-reversible and diffusion-
controlled process. Cyclic voltammogram, square wave vol-
tammogram and chronopotentiogram exhibit three new
reduction signals of Tb(m) on Bi film electrode than that on W
electrode in LiCl-KCI-TbCl; melts due to the formation of Th-
Bi intermetallic compounds.

The thermodynamic properties of Tb-Bi intermetallic
compounds in the temperature range from 673 K to 823 K were
calculated by emf measurements. From the linear dependence of
the standard molar Gibbs energies of formation of Tb-Bi inter-
metallic compounds with temperature, we obtained the molar
entropies and enthalpies of formation as well as equilibrium
constant of formation reaction for each Tb-Bi intermetallic

RSC Adv., 2017, 7, 31682-31690 | 31689
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compound. Electrochemical formation of Tb-Bi alloys was per-
formed in LiCl-KCI-TbCl; melts on liquid Bi electrode by gal-
vanostatic and potentiostatic electrolysis, respectively. The
results of XRD of the deposits showed the formation of TbBi,
TbBi3,, and TbBi3 5 intermetallic compounds.
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