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STRUCTURE AND PHOTOELECTROCHEMICAL PROPERTIES
OF ELECTRODEPOSITED Cu,ZnSn(S,Se); FILMS

Abstract. A one-step electrochemical synthesis of Cu,ZnSnSe, (CZTSe) and Cu,ZnSnS, (CZTS) films on Mo-
coated glass from aqueous electrolytes containing both Cu'?, Zn', Sn*? and Se™ or S™ ions has been developed.
Electrodeposition was performed at a constant potential with subsequent annealing at a temperature of 450 °C in air
for 60 minutes. Cu,ZnSn(Sy.96,5€0,04)4 films were obtained by sulfurizing electrodeposited Cu,ZnSnSe, layers in a
sulfur atmosphere at 500 °C for 60 minutes. The structure and phase composition of the films was confirmed by
XRD and Raman spectroscopy. It was confirmed by the PEC method that all films had p-conductivity. It was
established that a change in the chemical composition of the films affects the electrophysical properties, and for
Cu,ZnSn(S,Se), layers the photoresponse was 5-6 times higher than for four component compounds.

Key words: electrodeposition, CZTSSe, kesterite, thin film, photoelectrochemistry.
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Introduction

Recent progress in creating solar photovoltaic cells based on four-component semiconductors
Cu(In,Ga)Se, (CIGS), Cu,ZnSnS, (CZTS) stimulates researchers to further develop the technology of
growing more advanced and efficient thin-film structures [1, 2]. It is known that polycrystalline thin films
of the compounds Cu,ZnSnS,, Cu,ZnSnSe; and Cu,ZnSn(S,Se; x); with the structure of kesterite are
promising materials for the production of cheap solar cells. These compounds consist of components that
are widespread in nature and can be considered as an inexpensive, affordable material, the use of which
does not violate environmental standards, in contrast to frequently used cadmium sulfide, copper-indium
selenides, etc. The band gap of these kesterites, depending on the content of sulfur and selenium, can vary
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from 0.98 to -1.8 eV, [3, 4], and a high adsorption coefficient (0. = 10* cm™") for photons with energies
greater than width the band gap allows efficient radiation absorption in the chalcogenide layer to be
thinner than a few microns. This reduces the amount of material used. Global studies show that the
effectiveness of thin-film elements with a material based on multicomponent chalcogenides with a
structure of kesterite is continuously increasing [2-5]. An effective solar radiation conversion of 12.6%
was reported, which was achieved for the Cu,ZnSn (S,Se; )4 solid solution [5].

The deposition of thin-film absorption layers is often performed using various vacuum techniques at
high temperatures. However, single-stage methods of electrodeposition of four and five-component film
semiconductors from aqueous electrolytes at low temperatures are attracting more and more attention [6—
9].

One of the important applications of multicomponent chalcogenide semiconductors CZTSSe is their
use as photocathodes in photoelectrochemical (PEC) decomposition of water. This process attracts
attention due to its environmental friendliness and low cost [10, 11]. Methods for the decomposition of
water using CZTS photocathodes were developed when they started using compositions of this material
with thin layers of sulphides of other metals, for example, cadmium and indium [12]. The CZTS method
of electroplating and the subsequent deposition of metal sulfide layers and their activation with platinum
are also being successfully used. For example, modification of CZTS by applying a double layer of In,S; /
CdS followed by precipitation of a dispersed Pt catalyst made it possible to obtain in the two-electrode
PEC process the efficiency of water decomposition equal to 1.63% without any noticeable degradation of
the photocathode due to photocorrosion. In,S; films act as mediators for efficient electron transfer on Pt
blotches as well as a protective layer to avoid contact between the CdS layer and the external electrolyte
solution [13].

In order to develop the technology of using materials based on kesterite to create thin-film photocells
or film photocathodes, information on the correspondence of the composition, structure, and optical, in
particular, photoelectrochemical properties of these materials, which significantly depend on the
production method, is needed [14].

The work of a number of authors [15-21] is devoted to this question. An XRD microstructural
analysis for films prepared by magnetron sputtering of metal precursors followed by sulfurization /
selenization showed a strong dependence of domain sizes and microstresses on the composition. Domain
sizes increased with increasing sulfur content, and selenium-rich films tended to have a more
homogeneous domain size distribution. This phenomenon is associated with a lower energy of formation
of binary phases with sulfur, which leads to the formation of kesterites, whereas the increase in
microstrains is explained by the replacement of large selenium atoms by smaller sulfur atoms in the lattice
and the presence of secondary phases. [18].

The method of single-stage electrodeposition of all components at a constant potential from aqueous
solutions allows one to reduce the content of double phases in the structure and their influence on the
photoelectrochemical properties [5—8].

In this work, the method of potentiostatic deposition of Cu,ZnSnS, and Cu,ZnSnSe, from electrolytes
containing simultaneously all components is used. The goal of this work is to compare the structural
characteristics of CZT(S,Se) films obtained using a single-stage electrodeposition method with subsequent
annealing, and their photoelectrochemical properties.

Experimental part

Electrochemical deposition of thin films of compounds Cu,ZnSnS, and Cu,ZnSnSe, was carried out
on Mo/glass substrates (working electrode), from aqueous solutions at a constant potential. The potential
was maintained using the Gill AC potentiostat-galvanostat from ACM Instruments relative to the Ag/AgCl
electrode (KCI sat). A three-electrode thermostatted cell was used. The counter electrode was a platinum
coil (or platinum mesh).

Cu,ZnSnS, (CZTS) films were electrochemically precipitated from an electrolyte based on 0.2 M
sodium citrate with the addition of 0.1 M tartaric acid and 0.01 M CuSO4 « 5H20, 0.005 M SnSO4, 0.01
M ZnSO4 « TH20, and 0.05 M Na2S203 « SH20 at pH 4.6. The electrolysis was carried out at a constant
potential E = -1.0 V with stirring the electrolyte with a magnetic stirrer at room temperature.
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Electrodeposition of Cu,ZnSnSes (CZTSe) films was carried out from an electrolyte with a pH of 1.5
based on a solution of 0.1 M tartaric acid, which contained 0.002 M CuSO, ¢ 5H,0, 0.01 M ZnSO, *
7H,0, 0.01 M SnCl, * SH,O and 0.005 M NaHSeOs;. The electrolysis was carried out at a constant
potential E =-0.6 V with stirring the electrolyte with a magnetic stirrer at room temperature.

The obtained samples were washed with distilled water and dried in air. The obtained CZTS and
CZTSe films were annealed at a temperature of 450 °C in an atmosphere of air for 30 minutes.

To form the five-component compound Cu,ZnSn (Sey, Si.) 4, the process of sulfurization of freshly
precipitated thin films Cu,ZnSnSe4 was carried out. The process was carried out in a quartz tube, where
the sample Cu,ZnSnSe, and colloidal sulfur were located. Argon was used as the carrier gas. The
temperature in the furnace was raised at a rate of 13 °C / min and, after reaching a temperature of 500 ° C,
annealing was performed for 60 minutes, then the samples were cooled with the oven to room
temperature. After that, the films were not chemically treated. This stage is performed at the State
Research Institute for Physical Sciences and Technology, Vilnius.

The study of the structure of the obtained films was performed by the XRD method. XRD spectra
were obtained using a SmartLab X-ray diffractometer (Rigaku) at a constant voltage of 9 kW using a
rotating Cu anode to study the structure of the samples obtained.

A combined Solver Spectrum system (NT-MDT, Russia) was used to study the Raman spectroscopy
method and record the Raman spectra (using a 600/600 grating; 532 nm laser; signal accumulation time 60
seconds). The EDAX method (JSM 6610 LV JOEL, Japan) was used to determine the elemental
composition of the electrodeposited CZTS, CZTSe and CZT(S,Se) films after they were annealed.

The method of photoelectrochemical (PEC) analysis was performed using a Gill AC potentiostat-
galvanostat in a three electrode quartz cell, where the working electrode was made with thin film samples,
the platinum coil was used as a counter electrode, and a silver chloride electrode was used as a reference
electrode. Photocurrents were recorded in the dark / light mode in a solution of 0.1 M sodium sulfate. A
halogen lamp was used as the light source, and the lighting power was 80 mW/cm2.

Results and discussion

Structure analysis

A structural analysis of electrodeposited CZTS films on a Mo/glass substrate and annealed in air at
450 °C was performed using XRD (Fig. 1 (a)). Observed reflexes CZTS kesterite phase and Mo substrate.
From the analysis of the diffraction data, it becomes obvious that there are no pronounced reflexes of the
double sulfide phases in the electrodeposited films. Estimation of the main peaks corresponds to the
provisions 112 and 220 of the kesterite. Peaks are also noted that correspond to the ester levels of 200 and
312. The polycrystalline nature of the precipitates obtained corresponds to the crystal structure of the
kesterite [JCPDS card: 26-0575]. Similar results were obtained in [8, 10].

SEM images of deposited CZTS films are shown in Figure 1(b). This picture shows an image in
cross-section mode, from which it can be seen that the CZTS film has good adhesion to the glass substrate.
CZTS film thickness varies from 0.35 to 2.9 p.

Mo

Intensity (a.u.)

20 30 40 50 60

SEl 20kV  WDSmm  SS40 X10,000 Apm  s—
20,deg Sample 1813 14 Sep 2015

a b

Figure 1 - (a) XRD spectre and (b) cross-sectional SEM image of CZTS film after annealing
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Electrodeposited CZTSe films after annealing were investigated using x-ray diffraction analysis.
Figure 2 shows the diffraction patterns before and after annealing. On as-deposited films (Fig. 2, spectrum
1), weak reflections of CZTSe and Mo phases appear (cubic lattice, parameter a = 3.149-3.150 A). The
XRD spectrum of the film after annealing showed three main reflexes at 27.49 °, 45.25 © and 53.53 °,
which correspond well to CZTSe values (ICDD 96-153-1984) with crystalline orientations (112), (220)
and (312).

Mo

Mo

Intensity (a.u.)

20 30 40 50 60
20, deg

Figure 2 - XRD spectrum of CZTSe films: 1 - before annealing; 2 - after annealing

As can be seen from Fig. 3(a), the grain size and morphology of the film surface is similar to the
images obtained in [8] for CZTSe films deposited by an electrochemical method in one stage. The study
by the cross-section method showed that the films deposited in our experiments have a maximum
thickness of 1.9u (Fig. 3 (b)).

Crexio

Figure 3 - SEM images of (a) surface and (b) cross-section of CZTSe/Mo/glass

Immediately after deposition, CZTSe samples were subjected to sulphurization to obtain thin films of
the five-component compound CZTSSe. The study of the phase composition of thin films obtained after
sulfurizing CZTSe showed the presence of a polycrystalline kesterite phase CZTSSe (Fig. 4). All the
dominant diffraction peaks of this film can be attributed to the peaks of the tetragonal structure for
CZTSSe: (112), (020/004), (132/116) at 28.4°, 33.05°, 47.39° and 56.15° (ICDD 96- 900-4751). Metal
phases other than Mo, as well as intermetallic compounds or oxides were not detected. Detailed analysis
of the samples showed that the peak (112) of the CZTSe phase is shifted from 27.49 © to 28.4 ° due to the
partial replacement of Se by S and the formation of the five-component compound CZTSSe. Logarithmic
intensity was used to better show low intensity peaks. As can be seen from the fragments of the XRD
spectrum, low-intensity peaks can be attributed to the CuS (ICDD 00-085-39280) and ZnS (ICDD 00-002-
0564) phases. As well as the presence of double peaks 220/204 and 132/116 at 47.29 ° and 56.03 °,
confirm the formation of the CZTSSe phase.
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All the CZTSSe phase peaks are shifted to large angles, which indicates a decrease in the lattice
parameters due to the replacement of Se with S. Given these data, we can conclude that the film was
single phase and crystallized in a partially disordered structure of the kesterite.

In addition to the XRD analysis, a combination scattering study (Raman spectroscopy) was
performed, which is useful for studying the phase purity and composition of the materials of the kesterite.
A simple XRD analysis does not always allow us to determine that a film has a single phase, because
many double and triple intermediates have a similar structure and exhibit reflections similar to CZTS (for
example, Zn(S)x, Cu2Sn(S)3) [22]. Fig. 5 compares the Raman specters for the three studied compounds
CZTS, CZTSe and CZTSSe, obtained using the method of electrodeposition with subsequent annealing.
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Figure 4 - XRD specter of CZTSSe films

In Fig. 5 (a), the main peaks of the Raman spectrum for CZTS are located around the vibrational
mode of the Al lattice, which reflects the vibrations of the sulfur atom, while the remaining atoms remain
fixed. The main peak appears at 338 cm™, which is consistent with a previously published work for CZTS
(338 cm™ main peak with additional peaks at 287, 368 cm™) [23]. This suggests that under selected
conditions of single-stage potentiostatic deposition with subsequent annealing, the compound Cu,ZnSnS,
(CZTS) was obtained. Figures 5(b,c) show the Raman specters for the CZT(S,Se) and CZTSe films.
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Figure 5 - Raman specters of kesterite thin films: (a) Cu,ZnSnS, (CZTS); (b) CZTSSe; (c) CZTSe
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For the CZTSe compound, the appearance of three peaks was noted (Fig. 5 (c)), where the main
vibration mode (196 cm™) reflects the vibrations of the selenium atom bound to the CZTSe compound.
The two main peaks 196 (197) and 173 (170) are most often discussed as the main attributes of the
Cu,ZnSnSe, structure [19].

For CZT(S,Se) (Fig. 5 (b)), four peaks were found, of which one at 173 cm-1 corresponds to the
CZTSe phase and another peak at 287 cm™ corresponds to CZTS, the other two peaks can be attributed to
the CZT(S,Se) phase. The strong shifts of the fundamental vibrational modes can be associated with the
replacement of Se atoms with a large diameter by small sulfur atoms. The method of Raman scattering
refers to the methods of studying the surface with a penetration depth of 100-150 nm with laser energy
higher than 2.2 eV [24]. Therefore, the obtained Raman spectra reflect the state of the surface atoms and
the structure of the formed films.

To determine the elemental composition of the films obtained, the EDAX method was used (table 1).

Table 1 - Chemical composition (at.%) of CZTS, CZTSe and CZT(S,Se) thin films

Material Cu Zn Sn Se S
CZTS 25.7 114 124 — 50.3
CZTSe 19.6 10.6 14.6 55.2 —

CZTSSe 13.7 25.98 7.30 1.6 47.5

According to the results of EDX analysis, as a result of sulfurization, a high S/(S+Se) ratio is
achieved in films subjected to sulfurization at 500 °C. This ratio remains approximately constant and
varies within 0.94 * 0.02.

Photo electrochemical properties

The photoelectric properties of the obtained materials (CZTSe, CZTS, CZTSSe) were studied using
the photoelectrochemical analysis (PEC) method with the Gill AC potentiostat-galvanostat in a three
electrode quartz cell, where the working electrode was samples obtained on Mo/glass substrates, the
platinum coil served as a counter electrode, a silver chloride electrode (Ag/AgCl, saturated KCl) was used
as a reference electrode. Photocurrents were recorded in a solution of 0.1 M sodium sulfate. A halogen
lamp (80 mW/cm?) was used as the light source. The results of the study of photovoltaic properties are
presented in Figure 6.
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Figure 6 - Chronoamperometric dependence of the photocurrent of electrodeposited films

The dependence of photocurrent density on time was obtained in the dark / light mode (light off / light
on) at a constant potential of -10 mV, which is defined as the stationary potential established between the
semiconductor and the electrolyte. The photocurrents of CZTSe films remain constant, while for CZTS
they slightly decrease in time and amount to 3 pA/cm® and 2-2.5 pA/em’, respectively. For the
CZT(S,Se)/Mo/glass sample, the photocurrent obtained after sulfurization is higher and amounts to ~ 20
nA/cm?. Photo corrosion and chemical corrosion are the main problems of semiconductors at PEC, where
there is a likelihood of chemical corrosion of the semiconductor surface in the electrolyte. It can be seen
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from Fig. 6 (b, ¢) that the photocurrent gradually decreases, and this is probably due to photo-corrosion S*
from the surface of a thin chalcogenide film, since it is more strongly observed on unprotected CZTS
photoelectrodes, similar to observations [17]. Whereas for a sample with a CZTSe film (Fig. 6(a)), the
photocurrent remains constant for 500 seconds and longer.

For a five component compound, the decrease in photocurrent over time is less noticeable.

The results obtained indicate that a change in the surface and bulk structure of multicomponent
chalcogenide films plays a significant role in changing their photoelectrochemical characteristics.

Conclusion

A comparison of the structural and photoelectrochemical characteristics of multicomponent thin-film
chalcogenides CZTS, CZTSe, CZT(S,Se) was made. CZTS, CZTSe thin films were obtained by the
method of one-step electrodeposition from aqueous electrolytes on Mo/glass substrates with subsequent
annealing in air. Freshly precipitated CZTSe films were subjected to sulphurization in sulfur vapor at 550
© C. It is shown that all obtained films correspond to polycrystalline kesterite. The formation of the
corresponding phases of the quaternary and five-component compounds was confirmed. From the
fragments of the X-ray fluorescence analysis of the CZT(S,Se) spectrum, it was established that low-
intensity peaks can be attributed to the CuS and ZnS phases. Raman spectra confirm the formation of the
CZTS, CZTSe, CZT(S,Se) phases and indicate a significant shift of the Raman spectra for CZT(S,Se),
which is associated with the partial replacement of selenium atoms with smaller sulfur atoms. The
elemental composition of electrodeposited films corresponds to the phases of the compounds. The ratio
S/(S+Se) in films subjected to sulphurization at 500 °C varies within 0.94 + 0.02. The PEC method
determined that the photocurrent for the five-component compound CZT(S,Se) is about 5-6 times higher
than for the four-component compounds. A directional change in the microstructural parameters and
morphology of the CZT(S,Se) films during their manufacture will be necessary to achieve high efficiency
in photoelectrochemical application.
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1[[. B. Cokonbckuil aTbIHAAFbI dKaHApMai, KaTalnu3 KOHE dJIEKTPOXUMUS HHCTUTYThI, AnMatel, KazakcraH;
2Benapycr; ¥ arreik FeutbiMu AkaieMUsSHBIH MaTepHaITaHy OONBIHIIA FHUTBIMUA-TIPAKTUKAIBIK OPTAJIBIFbI

IJKTPOTYHABIPBIJIFAH Cu,ZnSn(S,Se); KABBIKIIIAJIAPBIHBIH
K¥PJIBIMbI MEH ®OTOJJEKTPOXUMUAJIBIK KACUETTEPI

Aunoramusi. Cu'?, Zn'?, Sn™, Se™ nemece S™ nonnaps! 6ap cyssi snekrponuTrepaeH Mo- KalTaiFaH MbIHbLIA
Cu,ZnSnSe; (CZTSe) xone Cu,ZnSnS, (CZTS) kaObIKmIamapbHBIH Oip CaTBUTBI SIEKTPOXUMUSIIBIK CHHTE31
o3ipieH . DIEeKTPOTYHIBIPY YpIici TYpakTsl MOTEHIHAIIA OPBIHIAIIBI jKoHe KeiineH 60 muHyT immiame 450°C
TeMIepaTypacklHAa KYHAIPY OpBIHAANABL. DIeKTpOoTYHABIpeUTFaH Cu,ZnSnSey KabaTTaphlH KYKIpT aTMOCc(epachiHaa
60 munyT imige 500°C -ta cynbdypuzanusuiay apkbuisl Cu,ZnSn(So o6 S€o,04)s KAOBIKIIATAPH! ATBIHIBI. AJIBIHFAH
KaOBIKIIAIAPIBIH KypJasIMbl MeH (a3anblk Kypambl PDA meH PamMaH CHEKTPOCKONMS OMICTCPIMEH pacCTajFaH.
Bapnbik kaObIKmanap p-etkisrimrtikke ue Oomranel PEC omiciMen pactanmbl. KaObIKImamapplH XUMHESIIBIK
KYPaMbIHBIH ©3repyi 3JIeKTpO(U3UKAIBIK KacHeTTepiHe ocep eTeTiHmiri asblkrangsl, an Cu,ZnSn(S,Se),
KabarTapbiHIa (POTOCE3IMTANIBIFEI TOPT KOMIIOHEHTTI KOCBIIBICTApFa KaparaHjaa 5-6 ece »orapbl O0JIbI.

Tyiiin ce3nep: snexTporyHabpy, CZTSSe, kecTepuT, kKyKa KaObIK, (pOTOIEKTPOXUMHSI.
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1I/IHCTI/ITyT TOIUIMBA, Katanu3a u snexkrpoxumun uM. J1. B. Cokonbckoro, Anmatsl, Kazaxcran;
*Hayuno-npaxtuueckuii nentp HAH Benapycu no marepuanoseaennio, Munck, bermapych

CTPYKTYPA U ®OTOJIEKTPOXUMHUYECKHUE CBOMCTBA
IJIEKTPOOCAXKIEHHBIX IIJIEHOK Cu,ZnSn(S,Se)4

AnHoTanus. Pa3paboTaH OJHOCTAIWIHBIA JIICKTPOXUMUYECKUH cuHTe3 IwieHOK Cu,ZnSnSe, (CZTSe) wm
Cu,ZnSnS, (CZTS) Ha cTekie, HOKpEITOM Mo, W3 BOIHBIX 3JIEKTPOJIUTOB, COIEPKAIINX OTHOBPEMEHHO HOHBI Cu®?,
Zn"?, Sn**, Se™ i S™ DrexrpoocakieHre BHIMONHAIN IPH HOCTOSHHOM MOTEHIHMANIE C MOCIEAYIOIMM OTKUIOM
upu temmeparype 450°C B armocdepe Bosmyxa B Teuenue 60 munyT. Ilterku Cup,ZnSn(Sg o6 S€0,04)4 OBLIN MOy ICHBL
nyTeM CyJbhypHU3aluu dIeKTpoocaxaeHHbIx cioeB Cu,ZnSnSey B armocdepe cepbl ipu 500°C B Teyerue 60 MUHYT.
Crpykrypa ¥ (ha3oBBIi COCTaB IUICHOK IOATBEPXKACH MeTonoM PDA u crnekTpocKomnu KOMOWHAIIMOHHOTO
paccestausi. Metogom PEC moarBepkieHo, 4TO BCE TUICHKH UMENH P-IIPOBOJAUMOCTh. Y CTAHOBJICHO, YTO U3MEHEHHE
XMUMHUYECKOTO COCTaBa IJICHOK BIIHMSIET HA 3JCKTPOPH3MUSCKUE CBOWCTRA, U s cioeB Cu,ZnSn(S,Se), hoTooTKiIMK
oKa3zancs B 5-6 pa3 BblllIe, YeM I YeTPEXKOMIIOHEHTHBIX COSIUHEHUI.

KuroueBsie ciioBa: Dnekrpoocaxnenne, CZTSSe, kecTeput, TOHKas IDICHKA, ()OTOIEKTPOXUMHS.
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