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We tabri d thi di ional (3D) sre solar cells with CuzZnSnS, (CZTS). A CdS buffer layer was deposited around nc-TiO; by the
chemical bath deposition (CBD) method. The CdS deposition time was varied from 5 to 30 min at 65°C. CZTS absorber was deposited by spray
pyrolysis deposition (SPD) onto the CdS buffer layer. Cu-, Zn-, Sn-, and S-containing sclutions were used in SPD. The metal scurces of copper(ll)
acetate hydrate, zinc(Il) dehydrate; and tin(il) chloride dehydrate, and pure sulfur powder were desolved in N,N-dimethylformamide
(OMF) as a solvent and mono-ethanolamine as a stabilizer. The solution-sprayed 3D-structure substrate was annealed in a nitrogen atmosphere

at 250°C for 30 min. A 3D-structure CZTS solar cell p

d the best co

ion efficiency n of 0.51% with a CdS buffer layer deposition time of

20min. The dependence of each solar cell characteristic on CdS buffer layer deposition time was measured.

@ 2012 The Japan Society of Applied Physics

1. Introduction

Cu,ZnSnS, (CZTS) is a low-cost, nontoxic, and abundant
material, and has an optical band-gap energy of about 1.5eV
and high absorption coefficient of over 10*cm~!. The
optical properties are suitable for the absorber layer of
single-junction thin-film solar cells.

In 1988, Ito and Nakagawa reported on the first
fabrication of CZTS thin-film solar cells.” The structure of
the CZTS solar cell was cadmium tin oxide transparent
conductive film/CZTS thin film/stainless-steel substrate.
The CZTS film was deposited by atom beam sputtering with
a CZTS powder target. The solar cell showed an open-circuit
voltage of 165 mV under irradiation of AM 1.5. Katagiri
and coworkers have reported many works on the preparation
of CZTS thin-film solar cells. They reported the highest
efficiency of 6.77% among CZTS solar cells.>”> The
structure of the cell with the highest efficiency was Al/
ZnO:Al/CdS/CZTS/Mo/soda lime glass (SLG) substrate,
and the CZTS film was prepared by RF cosputtering of
sources followed by vapor phase sulfurization. The CZTS
solar cell with the highest efficiency was prepared by
processes requiring vacuum conditions and, as such,
demanded high cost and complicated operations.

On the other hand, to reduce production costs, several
research groups have prepared CZTS thin films under a non-
vacuum condition. Araki and coworkers prepared a CZTS
absorber layer by sulfurizing electroplated precursors,®” and
the fabricated CZTS solar cell showed an efficiency of
3.16%. Ennaoui prepared a CZTS absorber layer for a solar
cell by sulfurization of Cu—Zn-Sn precursors deposited by
one-step electrodeposition® and this CZTS solar cell showed
an efficiency of n = 3.4%. In these reports, the ZnO:Al
window layers were deposited by the sputtering technique
and the CdS buffer layers were deposited by chemical bath
deposition (CBD). In our previous studies, not only the
CZTS absorber layer but also the ZnO:Al window layer and
the CdS buffer layer were deposited under a non-vacuum
condition.’"'"” The CZTS absorber layer was deposited by
the sol-gel sulfurizing method. Precursors of the CZTS
absorber layer were prepared by coating aqueous solution
containing Cu, Zn, and Sn ions, and then, the precursors
were sulfurized in Ni 4+ H>S (3%) atmosphere. The best-

"E-mail address: tanaka@vos.

ac.jp
B JP

10NC33-1

p-type /
semiconductor,

and nc-TiO;

dense
TiO,

TCO
SLG

Solar irradiation

Fig. 1. 3D-structure solar cell.

efficiency cell showed 2.23% efficiency.!? In the reports
mentioned above, the sulfurizing process was necessary to
prepare CZTS thin film and involved the use of the corrosive
gas sulfur vapor or the toxic gas HS.

CZTS is, however, a quaternary compound, which adds
another level of complexity and another set of harmful
defects.” ') Recombination at these defects is the probable
cause of the limited efficiencies that have been observed in
CZTS. /518

In order to reduce recombination, we adopt the three-
dimensional (3D)-structure substrate. Figure 1 shows shows
a schematic drawing of the 3D-structure solar cell. This
structure will improve the conversion efficiency of the solar
cell because it has the effect of not only decreasing the
amount of recombination of carriers because of the smaller
film thickness but also increasing the pn junction area owing
to the expanded surface area and reducing leakage light
absorption as a result of increased the effective absorption
length. The 3D-structure solar cell with CulnS; absorber has
been fabricated by spray pyrolysis deposition (SPD),'*2!!
Goossens and Hofhuis reported the efficiency of n = 7.02%
under AM 1.5 irradiation.?” The structure of the solar cell
was In,S; buffer layer/CulnS, absorber. The In;S3 buffer
layer and CulnS; absorber were deposited by SPD. The solar
cell showed an open-circuit voltage of 0.71 V, short-circuit
current density of 23 mA/cm™2, and fill factor of 0.43 under
AM 1.5 irradiation. However, the absorber of CulnS; has
disadvantages because indium is high in cost and impacts the
environment.

« 2012 The Japan Society of Applied Physics
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