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THE ELECTRODEPOSITION OF GALLIUM SELENIDE

Abstract. The electrochemical deposition of gallium selenide on a glassy carbon eclectrode from sulphate
electrolytes at a constant potential was carried out. The cyclic voltammetric curves of the glassy carbon electrode in
two different electrolytes were studied: sulfuric acid and citrate buffer solution containing gallium and selenium ions.
The influence of change in the concentration of gallium ions and the deposition potential on the composition of the
resulting precipitate is studied.Increasing of the gallium ions concentration from 6-10° M to 1-10™ M at a constant
concentration of selenium ions 210~ M in the electrolyte leads to an increase in the gallium content in the deposit
composition. It is established that in order to obtain the stoichiometric composition of the film, the content of gallium
(III) ions in the electrolyte must be many times higher than the content of selenium (IV) ions. The results of
elemental analysis of the precipitate confirmed that a film of gallium selenide with a content of 26.7 at% gallium was
obtained at a ratio of the concentration of gallium ions and selenium of 50: 1 in the sulphate electrolyte at a potential
of -0.8 V. Investigation of the morphology of the surface showed that a uniform coating of the surface of the glassy
carbon clectrode is achieved at potentials of -0.8 and -0.9 V. X-ray phase analysis confirmed the presence of the
Ga,Se; phase in the resulting films.

Keywords: gallium selenide, electrodeposition, voltamperometry, thin films.

Introduction. Semiconductor compounds of the III-VI grouphaveattracted great attention of
researchers thanks to their suitable structural and optical properties for the application in photoelectronic
converters [1]. This group includes gallium monoselenide, GaSe which has hexagonal structure with an
optical width of band gap of 2.1 ¢V and contains Se-Ga-Ga-Se layers and gallium diselenide, Ga,Ses,
which has a cubic structure with 1.8-2.6 ¢V width of band gap [2, 3] and crystallizes in a-and B-structural
modifications. In Ga,Sesstructure,one third of cationic centers is free and the structure of compound is,
therefore, defective In turn, the defective compound is used in optoelectronic devices for the passivation
of heterogeneous compounds, for switching of the memory of light-emitting diodes [4], in combination
with GaP substrate [5]. There is a set of methods to obtain gallium selenide. They are the chemical depo-
sition from a vapor phase (CVD) [6], chemical transfer of vapor in vacuum [7], vapor-phase epitaxy [8],
heterovalent reaction of V-VI exchange [9], thermal evaporation [10] and molecular beam epitaxy [11, 12].
The most well-known Stokbarger-Bridgmen method [13] of obtaining gallium selenide monocrystals,
Ga,Se; 1s the synthesis at the directed crystallization when a quartz ampoule with material is stretched in a
special furnace and heated to 1473 K with the subsequent slow decrease in temperature. This method
requires high purity of materials, and high vacuum and temperature.

Thin Ga,Sesfilms can be obtained by the zol-gel technique at a crystal formation temperature [14].
Compared to the above described method, the electrodeposition method from aqueous solutions to obtain
thin films on conductive substrates has a number of advantages and is an inexpensive method making it
possible to control thickness, morphology and structure of film during deposition 15-17].In this work, the
conditions of gallium selenide electrodeposition on a glassy carbon electrode at a constant potential have
been studied.
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Methods of study. Voltammetric measurements on a disk glassy carbon electrode with 0.07 cm®
surface and gallium selenide electrodeposition on flat glassy carbon plates of 1.0 cm” area were carried out
in a three-electrode thermostatted glassy cell using a silver-chlorine reference electrode and a platinum
counter electrode.

Before the experiment, the electrodes were treated with fine abrasive 2000 paper, washed with dis-
tilled water and dried in the open air. The sulfate electrolyte with pH = 2.2 (0.45 M Na,SO, + 0.05 MH,SO,)
and the citrate buffer electrolyte with electrolyte pH = 2.92 were used as background clectrolytes. The
latter was prepared from 39.3 ml 0.1 M sodium citrate and 60.7 ml 0.1 M HCI. The solutions of gallium
and selenium salts (analytically pure), 0.1 M Ga, (SO, 0.1 M NaHSeO; and 1 M GaCl; were used. The
concentration of gallium ions in these electrolytes was changed from 6-10° to 1.2:10" M and the con-
centration of selenium ions was maintained constant (2-10°M).

The deposition of gallium selenide was carried out at a constant potential maintained by GillAC
potentiostat with Version 5 ACM Instruments software, and at a temperature of 70° C that was maintained
by using the LOIP thermostat. The electrolyte mixing was carried out using MM3M magnetic stirrer.

After deposition, the films were washed with distilled water and dried in the open air. Elemental
analysis of the contents of components and micrographs of the surface of gallium selenide films were
made using the JEOL (Japan "JSM6610 LV") electronic scanning microscope with the capabilities of
microanalysis. The phase composition of the films was determined using the DRONE-4/07 instrument
with a Co-tube.

Results and discussion. Voltammetric measurements on a disk glassy carbon electrode. To deter-
mine the effect of the concentration of components in the electrolyte on the electrochemical process to
reduce the ions, the cyclic volt-amperometric dependencies (CVA) of glassy carbon electrode in a sulfate
electrolyte and citrate buffer solution were recorded. The scanning speed of potential was 20 mV/s in the 0
to -1.0 V range and in -1.0 to + 1.2 V range in case of inverse scanning. Eectrolytes with varying con-
centrations of gallium ions (6:10° M, 1.2:10°M, 6:10° M, 8-:10”M, 1:10" M and 1.2-10"M) at a constant
concentration of selenium ions (2-10°M) were investigated.

Figure 1 shows the CVA of a glassy carbon electrode for the reduction of Se(IV) u Ga(IIl) ions recor-
ded in the sulfate electrolyte. Apparently, the cathode current increases already at O V potential indicating
the reduction of Se (IV), which starts at more positive potentials. The Figure 1 sidebar shows the CVA of
Se(IV) (2-10”° M) reduction against the background of sulfate clectrolyte taken at a cathode potential scan
of + 0.3 to -1.0 V. The reduction of Se (IV) is accompanied by the emergence of two peaks at potentials
around zero V and at -0.5 V potential. The reduction processes and standard potentials of reactions are
described by the equations:

H,Se0;+48+4H =Se+3H,0 E’=+40.740 V (D)
Se+2&+2H =H,Se E°=-0.400 V )
H,Se0;+68+6H =H,Se+3H,0 E°=+0.360 V (3)

In -0.5 V range of potentials, Se (IV) can be reduced according to equation (3) to form selenide ions.

Gallium ions are not reduced on a glassy carbon electrode in the studied range of potentials (figure 2).
The CVD of glassy carbon clectrode in a sulfate electrolyte demonstrate the absence of current peaks as
the concentration of gallium ions changes from 5-10 to 1-10> M.

On adding gallium ions in the electrolyte (figure 1, curves 3-6), the current of the first peak changes,
the current peak shape at -0.5 V becomes smooth, and the reduction current lasts until -0.85 V and reaches
the hydrogen reduction range.

Analysis of the anode part of CVA testifies that at the maximum content of gallium in the electrolyte
equal to 1-10° M, a maximum amount of selenium is deposited over the electrode as a compound with
gallium. Selenium is oxidized from the compound at potentials close to + 1.0 V.

Se + 3H,0—H,SeO; + 4H' + 4¢~ 4)

The results show the formation of compound to proceed at -0.8 and -0.9 V potentials involving se-
lenide ions due to the chemical reaction of positively charged gallium ions with negatively charged sele-
nium ions.




Becmnux HayuonanvHoti akademuu Hayk Pecnybnuxu Kasaxcman

0,15+

0,10

0,05

-500 [+] S00 1000
E.mV
. R e o o o e
-1000 -800 500 -400 -200 0 200 400 &00 800 1000 1200

E, mV

Figure 1 — The CVA of glassy carbon electrode in a sulfate electrolyte at various concentrations of selenium and gallium ions.
1 — support electrolite; 2-6 — Se(IV)-2:10* M; Ga(IIl): 3 - 6:10% 4 —1.2:10% 5 - 8102 6 = 1-10"M. Side bar; Se(IV)-2:10° M
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Figure 2 — The CVA of glassy carbon electrode in a sulfate electrolyte at a various content of gallium Ga(III) ions:
1-510"2-110%3-2:10%4-5107, 5-1-10°M
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Figure 3 — The CVA of glassy carbon electrode in a citrate buffer solution at a constant concentration of selenium ions and
various concentrations of gallium. 1-4) Se(IV)=2-10*M; Ga(IIl): 1)6:10%;,2) 1.2:10% 3) 6102 4) 8:10>M

— ) ——



ISSN 1991-3494 M4 2018

The CVA in citrate buffer solution shows that in case of joint presence of selenium and gallium ions
in the electrolyte the reduction currents increase with an increase in the concentration of gallium. When
the content of Ga (III) is from 6-107 to 1.2-10 M, profile curves coincide with those shown in figure 1 for
the sulfate clectrolyte. As the concentration of gallium increases (figure 3, curve 3.4) to 8:10° M, the
reduction currents at E=- 0.5 V increase and at E=- 0.85 V there appears an additional distinct current peak
that can characterize the reduction of gallium ions on a glassy carbon electrode covered with selenium.
Analysis of the anode branch of CVA also indicates that in the process of reduction on the electrode there
forms a deposit of selenium compound with gallium, the oxidation potential of which lies within +1.0 V
(figure 3).

Based on the results, the -0.8; -0.9 V range of potentials was selected to conduct the potentiostatic
deposition of gallium compounds with selenium on a glassy carbon electrode.

Electrodeposition of gallium selenide in sulfate electrolyte. The electrodeposition of gallium ions
was carried out at 6-10°M concentrations of gallium ions and 210~ M concentrations of selenium ions at
-0.8 V potential and 70 °C temperature. The resulting film was investigated by electron scanning micro-
scope with the capabilitics of microanalysis that showed 0.03 at% content of gallium. Further, the con-
centration of gallium ions was increased to 1.2-10? M, and electrodeposition was carried out at -0.8 and -
1.2 V potentials. The elemental composition was studied and micrographs of the surface of resulting films
were made (table 1).

Table 1 — The elemental composition of as-deposited gallium selenide film on glassy carbon at various potentials (at%)

Substrate Electrodeposition conditions Electrolyte composition
E=-08V
Ga-0.51%
GC-93 T=70°C 0
t =30 minute Se - 99.49%
E=-12V \
GC-94 T=70°C Ga - 0.54%
= i Se -99.41%
t =30 minutes

Table 1 shows that the content of gallium in the deposit has increased to ~ 0.5 at%. The shift of re-
duction potential to the negative side has affected weakly the increase of gallium.

SElI 20kV WD11mm SS544 X Spm SEl 20KV WD10mm SS44
Sample 5942 24 Oct 2016 Sample

Figure 4 — The micrograph of the surface of films (at 3000 magnification): a — at -0.8V potential; b — at -1.2V potential

The micrograph of resulting sample surface in Figure 4a shows the formation of separate large grains
with 4.2- 3.3 um diameter. The reduction at -1.2 V potential when there starts the parallel reduction of
hydrogen, has resulted in disturbance of deposit uniformity due to the formation of filamentary fibers
(figure 4b).

In the subsequent experiments, the content of gallium ions in the electrolyte was increased,
maintaining a constant concentration of selenium ions equal to 2-10° M. Table 2 shows the results of
analysis of the deposited films at -0.8V, -0.9 V and -1.0 V potentials. The best result on the content of
gallium, 7.2% is shown by the experiment conducted at -0.8 V potential.
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Table 2 — The elemental composition of as-deposited gallium selenide film on glassy carbon at various potentials,

and the surface micrograph

Electrodeposition | FElectrolyte | Content in the .
Sfssteate conditions composition | deposit, at% Micragraphs
GC-95 E=-10V 6107 M Ga-6.7,
T=70°C Ga,(SO,), Se-93.3
=30 minutes 2-10°M
NaHSeO4
GC-96 E=09V 6-10°M Ga-4.5
T=70°C Ga,(SO,), Se-95.5
=30 minutes 2-10°M
NaHSeO4
GC-97 E=-08V 6-107M Ga-72
T=70°C Ga,(SO,), Se —92.8
=30 minutes 2-10°M
NaHSeO4

The micrographs in table 2 show that the size grain of the resulting deposit depends on the deposition
potential and the content of gallium in the deposited film of gallium selenide.

For further experiments, 1 M GaCl; solution was used as a source of gallium ions and their

concentration in the electrolyte was increased to 1.0-10" M at a constant concentration of selenium ions,
2:10” M. Electrochemical deposition of gallium selenide was carried out at -0.8 and -0.9V potentials.
Cleaned and polished glassy carbon substrates were used. Upon electrodeposition, uniform and thick films
of red-brown color were obtained and their composition and surface were studied by the scanning electron
microscopy method.

Table 3 — The elemental composition of as-deposited gallium selenide film over glassy carbon
at E=-0.8 V and E=-0.9 V potentials within 30 minutes

Substrate Electrodeposition conditions Electrolyte composition Contents of components in the film, at.%
GC - 110 E=-09V 1-10" M GaCl, Gal5.1
T=70°C 2-10® M NaHSeOs Se 84.9
GC_111 E=-09V 1-10" M GaCl, Gal59
T=70°C 2-10° M NaHSeO, Se 84.1
GC-112 E=-08V 1-10" M GaCl, Ga26.7
T=70°C 2-10 M NaHSeOs Se 73.3

— ) ——
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As shown in the Table, at -0.8 V potential, within 30 minutes, at a concentration of 1.0-10" M GaCl;
and 2-10° M NaHSeO; on a glassy carbon electrode there forms a film with a maximum content of
gallium (26.7 Al%). Figure 5 shows a micrograph of the surface of gallium selenide films deposited under
the conditions of Table 3. One can see that the even distribution of globules is disturbed by the
accumulation of coarse crystals consisting of smaller particles. Figure 5b shows the emergence of
dendrites in the form of flowers, which is typical for the deposited films of gallium with selenium.

-

SEI  20kV WD7mm  §549 x3,000  Sum SEI 20V WDémm  S530 x3,000  Spm SEI 20KV WD7Tmm  SS30 %3,000  Spm —
6

Sample 6337 03 Apr 2017 Sample 347 03 Apr 2017 Sample 6354 03 Apr 2017

Figure 5 — The micrographs of the surface of films:
a—FE,=-09VonGC-110; b -E,=-09Von GC - 111, ¢ -E,=-0.8Von GC - 112

The homogenous formation of spheres with 0.5, 1.1 um diameter is most typical for the deposits
produced by electrodeposition at E,,=-09 V.
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Figure 6 — £ 15
The dependence of the content of gallium =
in the deposited film on the concentration of gallium ions %o
in the electrolyte at a constant potential of -0.8 V
and Se=2-10">M concentration 5
0 -

Gargagy

In figure 6, one can see an increase in the content of gallium in the composition of Ga,Se; film at
1.10""M GaCl; concentration in the support electrolyte.

Thermal treatment of electrodeposited films. To confirm the phase composition and carry out X-ray
phase analysis, the deposited films of gallium selenide were annealed in a muffle furnace in atmospheric
air by a two-stage process: first, at 200° C during 10 minutes,and second time at 500° C during 15
minutes. After annealing, the film acquired a grey color, the adhesion to substrate was dense, and the
surface was homogencous.

X-ray phase analysis of thin films of gallium selenide electrodeposited on glassy carbon plates was
made according to the conditions of table 3. Figure 7 shows the bar radiograph indicating the dependence
of the intensity of X-ray reflexes on the interplanar spacings. One can see that graph 7 contains Ga,Se;,
phase reflexes corresponding to the interplanar spacings 1.93, 1.94, 3.15 according to the ASTM tables. It
is noted that the intensity of reflexes increases with an increase in the content of gallium in the deposit.
The radiographs also show strong reflexes from the glassy carbon (GC) substrate, since the resulting films
do not exceed the thickness of 5 microns. The selenium oxide impurity may indicate the oxidation of a
part of selenium on the surface during annealing.
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Figure 7 — The dependence of the intensity Figure 8 —
on the interplanar spacing for The pattern of gallium selenide film surface
GC - 112 (glassy carbon sample) (table 3) (sample GC-112)

Study on the morphology of the surface of films after thermal treatment was performed using an
optical microscope and an atomic-forced microscope, JSPM 5200 (JEOL Japan).
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Figure 9 — The pattern of GC-112 sample surface obtained by atomic-force microscopy

The pattern produced by the optical microscope is an evenly coated surface of the deposit (figure 8).
The results of atomic-force microscopy (AFM) show that the coat height reaches 5 microns after an-
nealing. The film surface grows in one direction and on the 25x25 pm stretch represents planes growing in
parallel.

Conclusions. The electrochemical deposition of gallium selenide on a glassy carbon electrode from
sulfate electrolytes at a constant potential has been carried out. Gallium selenide films of up to 5-micron
thickness, with the content of 26.7 at% gallium and 73.3 at% selenium have been produced. The
composition is close to the stoichiometric composition of Ga,Se; compound. X-ray phase analysis has
confirmed the presence of Ga,Se; phase in the resulting films. Study of the surface morphology has shown
that uniform coating of the glassy carbon clectrode potentials can be achieved at -0.8 and -0.9 V
potentials.

The work was carried out under the grant of the Ministry of Education and Science of the Republic of
Kazakhstan AP05130392 on the theme: "Increasing of energy efficiency of photoelectrochemical solar
cells due to application of new semiconductor materials”.
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7. B. COKOIBCKUIA ATHIHIAFBI JKaHApMai, KaTaru3 )KOHE 3JICKTPOXUMHES HHCTHTYTHL, Amatsl, Ka3akcraH,
2ISG:JIapyCL FBUTBIM aKAJEMUSACHIHBIH MATCPUAITAHY FhUTBIMHU-IPAKTUKAJBIK OpTaibiFbl, MUHCK, benopyccus

TAJMI CEJEHUJIIH SJEKTPOTYH/BIPY

Annotamus., TYpPakThl MOTCHIHANAA KYKIPT KBIIIKBUIABI HJICKTPONATTCH TATHH CCIICHHU/IIH IIBIHBI KOMIPTCKTI
JNEKTPOATA INEKTPOXUMISUIBIK TYHABIPY >KYpriziami. IIIbIHEI KeMIpTEKTi 37CKTPOIATHIH LUMKIIIK BOJBTAMICPI
KHUCBHIKTAPBI TAIHH KOHE CCJICH HOHIAPHI 0ap CKi TYPIT 3ICKTPOIHTTS. KYKIPT KBIIIKBUIIBI KOHS IUTPATTHI Oy (hepii
epriHai ae 3eprrenai. Kabar KypambIHA rammmii HOHBIHBIH KOHICHTPALMSCHIHBIH 63r¢piCi MEH TYHBIPY HMOTCHIHA-
JMBIHBIH OCepi 3epTTe/ . [a/mmii HOHBIHBIH KOHIEHTPAMACHH 6-10°M -men 1-107 M-re neiiin ynkeliTkenae Tyn6a
KypaMbIHIA TaJIMAABIH MAKCHMAIbIbI KYPaMbIHA MBI KENCIi, 63 KE3CTiHAE CEJICH HOHBIHBIH KOHICHTPALU-
chl TypakTsl 2-10°M Gomem kanamsl. CTEXHOMETPHANBIKKA KypaMIArsl KabaT amy YIIH 3ICKTPOIMITE Taumit
nons! (I11) cenen nonsHA(IV) KaparaHaa apThIFBIPAK 00y Bl KepeK. TYHOAHBIH IIEMEHTTIK aHAH3 HATIDKEC] KYKIPT
KbIIIKBLIAB! HJICKTPOINTTC TAJUIMH HWOHBIHBIH CCJICH MOHBIHA KAparaHJa KOHICHTPAIICHIHBIH KarbmHacsl 50:1
Oomranaa, -0,8B moTeHIMaNbIHAA KypambiHaa 26,7 at% ramimit 6ap aapIHATHIHABEFBIH aHBIKTAAbL. beTTiH Mopdomo-
THACBHIHBIH 3€PTTEYJICP] IIBIHBI KOMIpTEri 3IeKTpoasl Oerinae -0,8 xone -0,9 B moTteHmmanmapeiaaa Oipkeniki ka-
OBIHIBI TY3UICTIHAITIH KepceTTi. PeHTreHo(a3anbK aHAmM3 HOTIKECI anplHFaH Kabarrapma Ga,Se; (ha3achiHBIH
6ap eKeHITIH pacTaIbl.

Tyiiin ce3aep: raumii CCICHHUII, 3TCKTPOTYHIBIPY, BOIBTAIIMCPMETPHS, JKYKa KadaTTap.
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1I/IHCTI/ITYT TOIUTMBA, KaTtau3a u 3ackrpoxumun M. [, B. Coxombsekoro, Amvarel, Kazaxcras,
*HayuHO-NpaKTHYCCKHI IEHTP MATEPHATOBEICHHA Beopycckoi akaneMun Hayk, MuHCK, Benopyccus

IJEKTPOOCAXKIEHUE CEJIEHUAA T'AJL/IAA

AnnoTtanust. [IpoBeacHO 3TEKTPOXUMHICCKOE OCAXKICHUE CEICHUIA TAUIHA HA CTCKIOYTICPOIHOM 3JICKTPOIC
W3 CEPHOKHCIBIX 3JICKTPOIMTOB IIPH IOCTOSHHOM IOTCHOHane. MccnemoBaHBI IMKIMYECKHE BOIBTAMIICPHBIC
KPHBBIC CTCKIOYTJIEPOJHOTO 3JIECKTPOJA B ABYX PA3IMYHBIX 3JICKTPOJIHUTAX: CEPHOKHCIOM M DUTPAaTHOM Oy pepHOM
pacTBope, comepKalIMX HOHBI Ta/UTH | celcHa. Mccnea0Bano BISIHME W3MEHEHH KOHICHTPAIIMH HOHOB TAILTS U
TOTEHITNANA OCAKACHHS HA COCTAB MOIYYASMOTO OCATKA. YBEICUCHHE KOHIICHTPALIMH HOHOB rammus ot 610~ M 1o
1-10" M MPH MOCTOSIHHOW KOHLECHTPALMU HOHOB CEJICHA 2- 10° M B 3JEKTPOJIMTE MPHUBOJMUT KYBEIHYCHHUIO COAEP-
JKAQHWSI T B COCTABE OCAAKA. YCTAHOBICHO, YTO JJI1 HMOJYUCHHS CTCXHOMETPHHUECKOTO COCTABA IUICHKHCO-
Jaepskanue noHOB rammusi(lll) B 3/€KTPOMTE AOKHO BO MHOTO Pa3 MPEBBILIATH COACPKAHUE MOHOB ceneHa (IV).
PesybTaThl 31€MEHTHOTO AHAIM3A0CAAKA MOATBEPAMIM, UTO IPH COOTHOINCHWH KOHICHTPALIMH MOHOB Ta/US W
ceneHa 50:1 B CEpHOKHUCIOM 3JICKTPOIMTE, MpH NoTeHuuane -0,8B moiy4uian ,IACHKY CEICHUAA Tl C COOEp-
skaaueM 26,7 at% ramma. MccnenoBanne MOpP(OIOTHH MOBEPXHOCTH MOKA3AJ0, YTO OTHOPOJTHOC HMOKPHITHE MMO-
BEPXHOCTH CTEKIOYTJIEPOJHOTO HJIEKTPOAA JOCTUracTcs mpu moreHnuanax -0,8 u -0,9B. PenrreHo(azopbii ananmms
noaTeepaut Hamune (paser Ga,SesB MOy UCHHBIX IUICHKAX.

KimoueBnbie cjioBa: celeHU TaJUTHSL, NMCKTPOOCAKACHIE, BOIBTAIIMEPMETPHS, TOHKHC TUICHKH.
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