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Abstract: Tin monosulfide (SnS) is a promising p-type semiconductor material for energy devices.
To realize the device application of SnS, studies on process improvement and film characteristics
of SnS is needed. Thus, we developed a new film process using atomic layer deposition (ALD) to
produce SnS films with high quality and various film characteristics. First, a process for obtaining
a thick SnS film was studied. An amorphous SnS2 (a-SnS2) film with a high growth rate was
deposited by ALD, and a thick SnS film was obtained using phase transition of a-SnS2 film by vacuum
annealing. Subsequently, we investigated the effect of seed layer on formation of SnS film to verify
the applicability of SnS to various devices. Separately deposited crystalline SnS and SnS2 thin films
were used as seed layer. The SnS film with a SnS seed showed small grain size and high film density
from the low surface energy of the SnS seed. In the case of the SnS film using a SnS2 seed, volume
expansion occurred by vertically grown SnS grains due to a lattice mismatch with the SnS2 seed.
The obtained SnS film using the SnS2 seed exhibited a large reactive site suitable for ion exchange.

Keywords: tin monosulfide; atomic layer deposition; phase transition; seed layer

1. Introduction

SnS is a tin compound with desirable qualities such as nontoxicity, low cost, and good hydrolytic
stability [1–3]. SnS has been actively studied due to its p-type semiconductor characteristics and
remarkable optoelectronic properties. Particularly, the low process temperature of the tin compound is
a great advantage. The use of a low process temperature improves the process efficiency, prevents
device degradation, and enables application on flexible substrates. Crystallographically, SnS has a
double-layered orthorhombic structure under usual process conditions, as shown in Figure 1a. Atoms
are covalently bonded in the planar layers, and individual layers are bonded by van der Waals forces.
The orthorhombic structure has two carrier paths perpendicular to each other along the basal plane [4].
One path has zigzag shape, and the other is called the armchair direction. In the case of physical
properties, SnS thin films generally have a carrier concentration of 1015 to 1017 cm−3, carrier mobility
greater than 15 cm2/Vs, a strong absorption coefficient greater than 104 cm−1 in the visible region, and a
bandgap of 1.4 eV [2,5–9]. Some simulation studies have shown that SnS has an indirect bandgap of
1.1 eV, but most experimental results have shown a direct bandgap of 1.4 eV. Thus, the value of 1.4 eV is
considered as a typical band gap of SnS. [10]. Additionally, SnS exhibits intrinsic p-type semiconductor
characteristics due to tin vacancies [8,11,12].
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Figure 1. (a) Structure of the orthorhombic SnS crystal. X-ray diffraction (XRD) patterns of vacuum-
annealed amorphous SnS2 (a-SnS2) film (b) with various temperatures for 10 min and (c) various time 
conditions at 400 °C. 

The crystallization behavior in this experiment was different from our previous reports that 
directly deposited SnS film by ALD, which showed only a main (111) peak of orthorhombic SnS phase 
at 31.53° [25]. Furthermore, this process used a high growth rate of 5.3 Å/cycle. Compared to the 
previous study, the growth rate of this a-SnS2 process was very high. In an earlier study on atomic 
layer deposition of tin sulfide films using TDMASn and H2S by Ham et al., tin sulfide film deposited 
at 100 °C had growth rate of 1.26 Å/cycle [31]. At our ALD process used in this study, higher process 
pressure of 1.0 Torr and multidosing recipe were used, as described in the methods section. As the 
amorphous phase was deposited at a low temperature of 100 °C, the differences of pressure and 
recipe would increase the growth rate compared to the previous study. In particular, the multidosing 
method could support the ideal layer-by-layer adsorption in crystalline thin-film deposition but 
would cause a contribution of chemical vapor deposition (CVD) reaction in the deposition of an 
amorphous phase film at low temperature. Therefore, CVD contribution could not be completely 
excluded in the deposition process of a-SnS film in this study. However, this process has a sufficiently 
high film quality compared to other deposition methods through the use of ALD recipe. Therefore, 
this process of a-SnS2 could have advantages as an intermediate method between ALD and CVD. 

As observed in the XRD results in Figure 1b, c, an increase of the temperature or time from the 
annealing condition of 400 °C and 10 min reduced the SnS peak. Specifically, bulk SnS evaporates at 
a temperature above 485 °C in a vacuum of 10−3 mbar (= 1.33 × 10−3 Torr), but the raw material used 
in this study was an amorphous and directly deposited film [32]. Therefore, SnS crystals formed by 
vacuum annealing could also evaporate at temperatures below 485 °C. XRD results showed that the 
SnS crystals evaporated above 400 °C. Excessive annealing temperature or time increase at conditions 
of 400 °C and 10 min could result in crystallite size reduction and defect formation in the SnS film. 
On the contrary, when the annealing temperature and time were less than 400 °C or less than 10 min, 
the peaks of hexagonal SnS2 and orthorhombic Sn2S3 appeared. The SnS2 and Sn2S3 peaks indicate that 

Figure 1. (a) Structure of the orthorhombic SnS crystal. X-ray diffraction (XRD) patterns of
vacuum-annealed amorphous SnS2 (a-SnS2) film (b) with various temperatures for 10 min and
(c) various time conditions at 400 ◦C.

SnS is a strong candidate material for various energy devices, such as solar cells, batteries, water
splitting devices, and thermoelectrics, due to the excellent optoelectronic properties and stable p-type
characteristics [13–21]. However, studies of SnS for energy device applications do not show good
performance corresponding to the optoelectronic characteristics of SnS. At present, atomic layer
deposition (ALD) is suitable for verifying the applicability of SnS to various device applications. This is
due to the characteristics of ALD process suitable for high quality film deposition. However, target
applications require a greater film thickness than the nanometer scale. The ALD method is known
as a slow deposition method and is suitable for nanometer-scale thin-film processes. Specifically,
the highest efficiency record of a SnS solar cell was based on the ALD method, but the SnS study using
ALD is not active. In that research, the growth rate of the ALD SnS process was 0.9 Å/cycle, and the
deposition of a 500 nm thick SnS film required a long deposition time [2,22]. Other ALD SnS studies
have showed lower growth rates of 0.24 to 0.36 Å/cycle [23–26]. The growth rate of general films
deposited with ALD is about 1 Å/cycle, but the growth rates of ALD-deposited SnS films are lower
than 1 Å/cycle. Therefore, the development of SnS studies for energy devices requires a new process
for a thicker, high-quality film.

In addition, studies on crystal growth behaviors and film characteristics of SnS films are insufficient.
Because SnS is formed as a crystalline film and has a two-dimensional structure, it is difficult to control
the characteristics of the film in the process. Due to the planar growth characteristic of orthorhombic
structure, the defects are more exacerbated at the grain boundaries compared with other polycrystalline
films [27,28]. Defects between planar grains cause shunt loss in solar cells and retard the carrier
transport in the devices. Additionally, for electrochemical applications, films with vertically grown
grains have advantages due to their large ion exchange area [29,30]. However, the planar growth



Appl. Sci. 2019, 9, 4606 3 of 12

trend of SnS film is different from this demand. Therefore, to apply SnS to energy devices, it is
necessary to obtain a defect-free film and control the grain growth of the SnS film according to the
various applications.

As the described problems coexist, the research on SnS remains stagnant. Therefore, we present
an efficient thick-film process using ALD and a method of grain growth control to optimize the film
characteristics. In the ALD process using tetrakis (dimethylamino) tin (Sn[N(CH3)2]4, TDMASn)
precursor and H2S reactant, three crystal phases of amorphous SnS2 (a-SnS2), crystalline hexagonal
SnS2, and crystalline orthorhombic SnS can be obtained depending on the deposition temperature.
The ALD process using tetrakis (dimethylamino) tin and H2S was first reported by Ham et al. [31].
In the report, amorphous SnSx films were deposited at temperature below 120 ◦C. At the deposition
temperature of 140 and 150 ◦C, hexagonal SnS2 phase was observed. Further, orthorhombic SnS
films were deposited at the temperature of 160 and 180 ◦C. As the deposition temperature increased,
the crystallinity of thin film increased, and the growth rate decreased. Although the composition of
amorphous SnSx is not described, X-ray photoelectron spectroscopy (XPS) results showed that the
SnSx film had SnS2 bond. This SnS2 bond was identified again in this study. Here, the a-SnS2 with a
high growth rate was deposited and annealed in a vacuum atmosphere to form a thick SnS film using
phase transition. Through this method, we obtained a thick SnS film with the advantages of ALD,
such as uniformity and conformality. In addition, changes in grain growth behaviors in the SnS film
were performed using the ALD-deposited crystalline SnS and SnS2 seed layers. All the processes were
performed in the same chamber as an in-situ process. The entire SnS film had phase continuity because
the vacuum annealing results of crystalline SnS and SnS2 were also SnS phase.

2. Materials and Methods

a-SnS2 films were prepared by the vapor deposition method using ALD-type recipe at the
deposition temperature of 100 ◦C. We used TDMASn as a tin precursor and hydrogen sulfide (H2S,
99.9%) as a sulfur reactant. The TDMASn was maintained at 50 ◦C, and argon gas was supplied at a flow
rate of 30 sccm as a bubbler gas. The substrates were thermally oxidized 300 nm thick SiO2/Si wafer and
glass. The process pressure was maintained at 1.0 Torr by purging with argon gas, and the following
recipe was used: (T 0.5s–P 10s–T 0.5s–P 10s)–(S 0.5s–P 10s–S 0.5s–P 10s), where T is TDMASn, P is
purge, and S is H2S. When this process recipe and pressure were used at the deposition temperature of
amorphous phase SnS2, higher growth rates were observed than typical ALD methods. We deposited
935 cycles to obtain a 500 nm thick a-SnS2 film. Subsequently, the annealing processes were performed
in the ALD chamber with a vacuum atmosphere of 10−3 Torr at various temperatures and different
annealing times (300, 400, and 500 ◦C for 10 min; 400 ◦C for 5, 10, 20, and 30 min). For all annealing
processes, the target temperature was reached in 10 min from deposition temperature of a-SnS2, i.e.,
100 ◦C. Then, 450 nm thick a-SnS2 films were deposited on each of the 50 nm crystalline SnS and SnS2

seed layers. When we deposited the seed layers, the temperatures of 150 and 170 ◦C were used as
deposition temperatures of crystalline SnS2 and SnS films, respectively. We performed 1461 cycles for
50 nm crystalline SnS and 1740 cycles for 50 nm crystalline SnS2; other deposition conditions were the
same as the deposition process of a-SnS2. Unlike the case of a-SnS2, the deposition of crystalline phase
SnS and SnS2 films showed low growth rates consistent with the characteristics of ALD. These samples
were also subsequently annealed at 400 ◦C for 10 min. The reactor was a showerhead-type chamber
for four-inch wafer deposition manufactured by ASM Genitech Korea, Hwaseong, Korea. Reactant
gases flowing from the left lines were sent to the upper part and injected into the chamber through
the showerhead. The exhaust was located at the right bottom part of the chamber. The changes of
the crystalline phase, crystallinity, and crystalline growth orientations were examined by an X-ray
diffraction (XRD) analyzer with Cu Kα radiation (λ = 1.54 Å) using θ–2θ scan, and XPS was used for
the identification of chemical bonding states. Film morphology and uniformity were investigated
using scanning electron microscopy (SEM). Ultraviolet-visible spectroscopy (UV–vis), a Hall effect
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measurement system, and a contact angle tester were used for identification of optical properties,
electrical characteristics, and surface wettability, respectively.

3. Results and Discussion

3.1. Development of a Process Proper for Obtaining a Thick SnS Film Using ALD

We first performed a vacuum annealing process of ALD-deposited a-SnS2 film to fabricate the
thick SnS film. The XRD patterns, shown in Figure 1b,c, exhibited the dependence of temperature
and time conditions on the vacuum annealing process, respectively. As shown in Figure 1b, when the
a-SnS2 films were annealed at various temperatures for 10 min, crystalline SnS phases were observed
at 400 and 450 ◦C. The XRD peaks of samples annealed at 400 and 450 ◦C indicated orthorhombic SnS
corresponding to diffraction data reference of JCPDS standard card #23-0677. In particular, the XRD
pattern of the film annealed at 400 ◦C for 10 min was almost the same as that of the JCPDS reference,
and the peaks became sharp. At the annealing temperature of 350 ◦C, the phase transition from SnS2 to
SnS was also observed. However, the a-SnS2 film was not completely transformed into crystalline SnS.
The main (001) peak of hexagonal SnS2 phase was observed at 15.03◦. Further, there were additional
low intensity peaks positioned at 16.10◦, 21.48◦, 28.80◦, 33.78◦, 40.12◦, and 50.08◦. These are peaks
of orthorhombic Sn2S3 crystal phase found in JCPDS #75-2183. Because Sn2S3 generally appears as a
mixed phase in tin sulfide films, it is interpreted that Sn2S3 crystals appeared as a metastable phase in
the intermediate step of the transformation of SnS2 to SnS. Alternatively, the Sn2S3 as a phase impurity
contained in a-SnS2 film may have been crystallized. As the annealing temperature was increased
above 400 ◦C, the sharpness of SnS peaks decreased, and no peaks were observed at 500 ◦C. In an
actual experiment, it was identified that the a-SnS2 film completely volatilized on the substrate at the
annealing temperature of 500 ◦C. Therefore, 400 ◦C was the optimal annealing temperature, as shown
in Figure 1b. Figure 1c shows the XRD results of a-SnS2 films annealed with various time conditions at
400 ◦C. As shown in Figure 1b, when the annealing time was 10 min, almost the same SnS crystal phase
as the JCPDS reference was observed. The a-SnS2 film annealed for 5 and 20 min showed SnS peaks
with lower sharpness than the sample annealed for 10 min. The main (001) peak of hexagonal SnS2

and the peaks of Sn2S3 were also detected in the 5 min annealed sample. Further, the sample annealed
for 30 min was completely volatilized on the substrate. Thus, Figure 1b,c show that the a-SnS2 film
completely transformed into a polycrystalline SnS film under the annealing conditions of 400 ◦C for
10 min.

The crystallization behavior in this experiment was different from our previous reports that
directly deposited SnS film by ALD, which showed only a main (111) peak of orthorhombic SnS phase
at 31.53◦ [25]. Furthermore, this process used a high growth rate of 5.3 Å/cycle. Compared to the
previous study, the growth rate of this a-SnS2 process was very high. In an earlier study on atomic
layer deposition of tin sulfide films using TDMASn and H2S by Ham et al., tin sulfide film deposited at
100 ◦C had growth rate of 1.26 Å/cycle [31]. At our ALD process used in this study, higher process
pressure of 1.0 Torr and multidosing recipe were used, as described in the methods section. As the
amorphous phase was deposited at a low temperature of 100 ◦C, the differences of pressure and recipe
would increase the growth rate compared to the previous study. In particular, the multidosing method
could support the ideal layer-by-layer adsorption in crystalline thin-film deposition but would cause a
contribution of chemical vapor deposition (CVD) reaction in the deposition of an amorphous phase film
at low temperature. Therefore, CVD contribution could not be completely excluded in the deposition
process of a-SnS film in this study. However, this process has a sufficiently high film quality compared
to other deposition methods through the use of ALD recipe. Therefore, this process of a-SnS2 could
have advantages as an intermediate method between ALD and CVD.

As observed in the XRD results in Figure 1b,c, an increase of the temperature or time from the
annealing condition of 400 ◦C and 10 min reduced the SnS peak. Specifically, bulk SnS evaporates at a
temperature above 485 ◦C in a vacuum of 10−3 mbar (= 1.33 × 10−3 Torr), but the raw material used
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in this study was an amorphous and directly deposited film [32]. Therefore, SnS crystals formed by
vacuum annealing could also evaporate at temperatures below 485 ◦C. XRD results showed that the
SnS crystals evaporated above 400 ◦C. Excessive annealing temperature or time increase at conditions
of 400 ◦C and 10 min could result in crystallite size reduction and defect formation in the SnS film.
On the contrary, when the annealing temperature and time were less than 400 ◦C or less than 10 min,
the peaks of hexagonal SnS2 and orthorhombic Sn2S3 appeared. The SnS2 and Sn2S3 peaks indicate
that other tin sulfide crystal phases are mixed in the SnS film when the thermal energy for phase
transition is insufficient. The reason for the noticeable phase mixing during the tin sulfide process is
the small chemical stability difference between SnS and SnS2. In group 14, valence s electrons tend to
be unionized or unshared according to the atomic weight due to the weak shielding effect of d and f
orbitals in the inner cells. These characteristics correspond to the inert pair effect of the post transition
metals. For example, Pb has atomic number of 82 and constitutes PbS as a stable phase. In the case of
Sn, located directly above Pb in the periodic table, SnS2 is a stable phase, but the difference of stability
between SnS and SnS2 is small. Therefore, for the process of tin sulfide film, it is important to optimize
the process to obtain a pure phase. Additionally, a-SnS2 film crystallized first during the vacuum
annealing process rather than the phase transition to SnS. Thus, untransformed SnS2 grains were
detected as a crystallized phase. Considering the evaporation of the SnS film and the required energy
for phase transition from SnS2 to SnS, further study can be performed using a vacuum annealing time
longer than 10 min at a temperature below 400 ◦C. In this paper, the annealing condition of 400 ◦C and
10 min was considered as an optimal process condition, and subsequent analyses were performed
using samples formed by the annealing condition.

Figure 2a,b shows the XPS result of ALD a-SnS2 film and the SnS film formed by vacuum annealing.
To eliminate surface contamination, the films were etched 3 nm from the surface by argon sputtering.
The derived data were calibrated based on carbon 1s peak (284.5 eV). The Sn 3d5/2 peaks of a-SnS2 and
SnS were positioned at 486.4 and 485.8 eV, respectively. Because Sn4+ has a higher positive oxidation
state than Sn2+, SnS2 exhibits a higher binding energy due to extra Coulombic interactions. The S 2p3/2

peak position of a-SnS2 was 161.6 eV and shifted to 161.2 eV after transformation to SnS. The distance
between Sn 3d5/2 and S 2p3/2 was 324.8 eV for a-SnS2 and 324.6 for SnS. The binding energies of
both films were similar to the representative reference, as summarized in Table 1. The similar peak
positions of a-SnS2 with reference data indicates that the impurity contents were very small despite
the low deposition temperature. The advantage of the ALD method is shown here. As a result,
the binding energy of the two films chemically showed that a-SnS2 films were entirely transformed
into the SnS phase.
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Figure 2. X-ray photoelectron spectroscopy (XPS) spectra of a-SnS2 film and SnS film transformed from
a-SnS2, indicating (a) Sn 3d and (b) S 2p peaks.
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Table 1. Sn 3d and S 2p peaks of the XPS spectra in comparison with the reference.

<Ref *> (eV)

Sn 3d5/2 S 2p3/2 Spacing (Sn 3d5/2 − S 2p3/2)
SnS2 486.5 161.6 324.9
SnS 485.7 161.0 324.7

<obtained data>

Sn 3d5/2 S 2p3/2 Spacing (Sn 3d5/2 − S 2p3/2)
SnS2 486.4 161.6 324.8
SnS 485.8 161.2 324.6

* by Price et al. [1].

As shown in Figure 3a,b, UV–vis analysis was performed to identify the optical properties of
a-SnS2 and SnS films. The films were deposited on a glass substrate, and the obtained results were
calibrated based on absorbance of the glass substrate. Figure 3a exhibits the absorption coefficient of
a-SnS2 and SnS films in visible region. The 500 nm thick a-SnS2 film had an absorption coefficient of
3.3 × 103 to 1.3 × 105 cm−1. When the a-SnS2 film transformed into SnS film, the absorption coefficient
was 3.6 × 104 to 1.1 × 105 cm−1. After the phase transition from a-SnS2 to SnS, the absorption coefficient
of the film increased by 10 times on average.
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region and (b) (αhν)2 plot to determine the optical bandgap.

Furthermore, the direct bandgaps of the a-SnS2 and SnS films were identified in Figure 3b using
the following equation:

(αhν)n = (hν− Eg± Eph) (1)

where Eg, Eph, and n are optical bandgap, photon energy, and transition probability, respectively. In the
case of direct transition, n has an order of 2 for the allowed transition, and Eph is 0 eV. Thus, the optical
bandgap can be obtained by the plot of (αhν)2. Figure 3b exhibits a plot of (αhν)2 as a function of photon
energy to determine the absorption coefficients of a-SnS2 and SnS films. When (αhν) = 0, the photon
energy indicates an optical bandgap. The bandgap of the a-SnS2 film was 2.82 eV, and it decreased to
1.51 eV after transformation from a-SnS2 into SnS by vacuum annealing. The obtained bandgaps were
similar with typical bandgaps of SnS2 and SnS films [5–7,33,34]. Through UV–vis analysis, we also
identified the phase transition from SnS2 into SnS and the optical properties of both films.
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Further uniformity testing of the SnS film process was performed. Figure 4a is a schematic image
of the showerhead-type ALD chamber used in this study. In this uniformity test, a 500 nm thick a-SnS2

film was deposited on a four-inch scale thermally oxidized SiO2/Si wafer. SnS film was formed by
annealing the a-SnS2 film. The thicknesses of the 16 positions on the wafer were measured by SEM,
as shown in Figure 4b. To determine the uniformity, we used the typical equation below:

Uniformity =
Tmax − Tmin

2Tave
× 100% (2)

Average thickness of the points was 496.65 nm, and obtained uniformity was ±2.61%. Although
we used a higher growth rate process than that of the conventional ALD process, it was identified that
a uniform film process was obtained.
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3.2. Process to Control the Film Characteristics of SnS Film Using Seed Layer

This section shows the changes in grain growth behavior in SnS film by crystalline SnS and SnS2

seed layers. The first reason to use SnS and SnS2 thin films as seed layers is that they can be deposited
by the ALD process using the same precursor and reactants as a-SnS2. Thus, all the processes can be
performed continuously in the same chamber. Second, as the vacuum annealing process results of
SnS and SnS2 are both SnS phase, there is no discontinuity in the finally formed SnS film. In the case
of studies using other seed layers, the seed layer remains in the SnS film. The remaining seed layer
can finally affect the operation of devices. In this study, three SnS films were prepared by the method
shown in Figure 5a. The samples were the nonseeded SnS film (sample A) obtained previously, SnS
film using a crystalline ALD SnS seed layer (sample B), and SnS film using a crystalline ALD SnS2

seed layer (sample C). The seed layer and a-SnS2 films were continuously deposited by changing the
substrate temperature and annealed at 400 ◦C for 10 min in a vacuum atmosphere. The thickness of
the deposited seed layer was 50 nm, and the total thickness of a-SnS2 with the seed layer was 500 nm.

First, formation of the SnS phase was identified when only seed layers were annealed at 400 ◦C for
10 min in a vacuum atmosphere. Figure 5b shows the XRD results before and after vacuum annealing
of the 50 nm ALD SnS and SnS2 seed layers. SnS and SnS2 seed layers showed the (111) SnS peak at a
Bragg angle of 31.53◦ and the (001) SnS2 peak at a Bragg angle of 15.03◦, respectively. The seed tin
sulfide films were highly oriented along the direction of the main peak. In addition, SnS and SnS2 seed
layers exhibited a main peak of SnS at 31.53◦ after vacuum annealing. The crystallinity of the seed SnS
thin film increased with sharpening of the (111) SnS peak. The seed SnS2 thin film was transformed
into crystalline SnS phase after vacuum annealing and showed the (111) peak at 31.53◦.

Figure 5c shows the XRD analysis of the three SnS films using the seed layer. The SnS film using
SnS seed layer (sample B), exhibited a very sharp and intensive (111) peak of SnS at 31.53◦. Other SnS
peaks appeared very small. Based on the XRD results, it can be estimated that the SnS seed transformed
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a-SnS film into a very highly crystalline SnS film, but the SEM images show that this interpretation is
incorrect. Figure 5d–f is the SEM images of the three SnS films using various seed layers. In the top
view of the SEM images, sample B showed very small and densely packed grains compared to the
nonseeded SnS film (sample A). Therefore, the sharp SnS main peak of sample B shown in Figure 5c
is mainly due to the peak of the SnS seed layer shown in Figure 5b. The grain size reduction and
increased packing density of the SnS film are due to the surface energy of the SnS seed layer. Figure 6a
exhibits the result of the water contact angle test to compare the surface energies of the SiO2 substrate
and SnS and SnS2 seed layers. The contact angle of the SiO2 substrate and SnS seed layer were 41.4◦

and 77.1◦, respectively. The high contact angle of the SnS seed layer indicates that the SnS seed had a
lower surface energy than the SiO2 substrate. As the surface energy of the SnS seed layer was much
smaller than that of the SiO2 substrate, grains of the SnS film formed on the SnS seed were also smaller
than grains of the SnS formed on SiO2. Furthermore, since the SnS seed layer was in the same phase
with the SnS film as a final target, there was no lattice mismatch between crystallized SnS and SnS
seed. Thus, only the surface energy of the seed layer was expected to contribute to the crystallization
behavior of a-SnS2 film. The induced strain by surface energy change of the SnS seed should also
be considered, but the change in contact angle of the SnS seed by annealing was relatively small.
Additionally, the defect reduction of the SnS film was expected due to the increase in film density.

The SnS film using the SnS2 seed layer (sample C) showed peaks of the orthorhombic SnS crystal
phase at the same Bragg angles as sample A. In the case of sample C, the main (111) peak at 31.53◦ was
expected to include the peak of the annealed SnS2 seed layer as in sample B. Notably, the intensity
and sharpness of peaks other than the (111) peak were increased compared to sample A. For simple
comparison, the crystallite sizes for each XRD peak of three SnS samples are summarized in Table 2.
The crystallite sizes were calculated by the Scherrer formula using full width half maximum (FWHM)
of each peak. The calculated crystallite size is not an actual grain size but a numerical value for simple
comparison. This is because the crystals assumed in the Scherrer formula are particles having spherical
shape. In films, the crystallite size calculated by the Scherrer formula is used only to relatively compare
the grain growth according to orientation. FWHMs were determined using a PDXL 2.0 Rigaku, Tokyo,
Japan. As shown in the Table 2, the crystallite sizes at the Bragg angle of 27.47◦ (021), 39.04◦ (111),
and 45.49◦ (002) of sample C were larger than the crystallite sizes of sample A. The grain growth of
the (111) orientation at 31.53◦ in sample C cannot be interpreted as increased because it includes the
annealing result of the SnS2 seed layer shown in Figure 5b.

Table 2. Calculated crystallite size for each {hkl} plane of SnS films using various seed layers.

Sample A (No Seed) B (Using SnS Seed) C (Using SnS2 Seed)

2θ (deg)/hkl Crystallite size (nm)

27.47/021 35.8 - 49.1
30.47/101 41.5 - 45.2
31.53/111 53.2 25.0 56.4
39.04/131 - - 37.6
45.49/002 26.5 - 34.6

As can be seen from the SEM image given in Figure 5f, the SnS grains grew vertically on the
substrate and showed a porous film. To reduce the high strain caused by lattice mismatch between the
SnS grains and the SnS2 seed, the SnS grains grew with a distorted direction at the interface of the
a-SnS2 and SnS2 seeds. In the intermediate step when using the SnS2 seed layer, shown in Figure 6b,
the strain due to lattice mismatch is resolved by reducing the atomic interaction with the SnS2 seed
layer. If the a-SnS2 comprised a very thin film, then a polycrystalline SnS film would be formed at
this step. However, because the a-SnS2 film was a 500 nm thick film, the strain in the film could not
be fully resolved due to the overlaps of grains. Eventually, the grains were aligned vertically to the
substrate, exposing edge sites to minimize the strain by the overlap of grains [29]. As described in the
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introduction, SnS grains have a higher growth rate in the direction of basal plane than the growth rate
in the direction of stacking layers due to the characteristics of 2D structure. Thus, volume expansion of
the film occurred by vertical growth of grains. The thickness of sample C was 734.70 nm, which was
significantly increased from the thickness of 500 nm before annealing. Due to this grain direction
change, sample C showed sharper suborientation peaks than sample A in the XRD results.
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seed layers and vacuum annealing result of seed layers. (c) XRD patterns of the SnS films with various
seed layers. (d–f) SEM images of SnS films obtained by annealing a-SnS2 films, including various seed
layers, at vacuum atmosphere.

As can be seen in Figure 6a, the contact angle of the SnS2 seed layer was also larger than the
contact angle of the SiO2 substrate. However, because the influence of the lattice mismatch was
dominant, the grain size was not reduced as in sample B. In addition, the contact angle of the SnS2 seed
layer did not change significantly after vacuum annealing. Therefore, the strain of the film due to the
surface energy change is expected to be negligible. The reduction of lattice mismatch due to the phase
transition of the SnS2 seed to the SnS phase could be discussed, but it also has lower priority. This is
because the SnS2 seed layer deposited as the crystallized thin film requires more activation energy
for transition to SnS than a-SnS2 film. Therefore, the transformation rate of the SnS2 seed is slower
than that of the a-SnS2 film. Because the SnS process used a seed layer, sample B formed a denser film
compared to sample A. The process using the SnS seed layer can reduce the problems of film defects,
such as shunt loss in solar cells. However, the increase in grain boundaries due to the reduction in
grain size resulted in a slight decrease in electrical properties, as shown in Table 3. The resistivity and
mobility of sample B were 6.67 × 10−2 Ωm and 11.50 cm2/Vs, respectively. The resultant electrical
properties of sample B were lower than the resistivity of 4.96 × 10−2 Ωm and the mobility of 32.67
cm2/Vs of sample A. Sample C had a resistivity of 5.13 × 10−2 Ωm and mobility of 8.97 cm2/Vs, which is
lower than that of sample A. The electrical properties of sample C were affected by vertically grown
SnS grains and porous film characteristics. However, sample C had the advantage of film shape with
increased reactive sites compared to conventional SnS films. Thus, sample C could be applied to
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electrochemical devices driven by ion exchange. Additionally, all the SnS films in this process showed
carrier concentrations of the order of 1019 cm−3, which are higher than those of known SnS film studies
by ALD due to the low resistivity via high film thickness. In practice, studies on thick SnS films have
shown high carrier concentration between 1018–1019 cm−3 [35–37].

Table 3. Electrical properties of SnS films using various seed layers by the Hall effect measurement.

Sample A (No Seed) B (Using SnS Seed) C (Using SnS2 Seed)

Bulk concentration (cm−3) 2.24 × 1019 1.32 × 1019 3.90 × 1019

Resistivity (Ωm) 4.96 × 10−2 6.67 × 10−2 5.13 × 10−2

Mobility (cm2/Vs) 32.67 11.50 8.97
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Figure 6. (a) Water contact angle analysis of SiO2 substrate and seed layers. (b) Grain growth behavior
of SnS films at the interface with SiO2 substrate and seed layers.

The process using seed layers requires additional modification of seed layer thickness. The use of
SnS and SnS2 seed layers has the advantage that the entire thick SnS film formation process can be
carried out continuously in one chamber. However, the growth rates of the seed layers were relatively
lower than that of a-SnS2 film. Therefore, further research on the effects of thinner seed layer is needed,
and optimal SnS film properties for various energy device applications should be determined by
reducing the thickness of the seed layer.

4. Conclusions

We developed a new process for obtaining thick SnS films with a high growth rate of a-SnS2 film
and the advantages of the ALD method, which was used to produce 500 nm thick SnS films from a-SnS2

films. The a-SnS2 films were entirely transformed into SnS films by vacuum annealing at 400 ◦C for
10 min. The transformation from a-SnS2 film into SnS film was identified using XRD and XPS analysis.
In the measurement of optical properties by UV–vis, the SnS film had an absorption coefficient between
3.6 × 104 and 1.1 × 105 cm−1 in the visible region, and the optical bandgap of the obtained SnS film was
1.51 eV. The uniformity of the SnS film in the process was ±2.61% on a four-inch scale SiO2/Si wafer.
In addition, we investigated the effect of seed layer to optimize the characteristics of the SnS film for
various applications. The SnS films with crystalline SnS and SnS2 seed layers exhibited various film
properties. The SnS film using the SnS seed had small grain size and high film density due to the low
surface energy of the SnS seed. In the case of the SnS film using the SnS2 seed, volume expansion of
the film occurred in vertically grown SnS grains. The vertical grain growth of the SnS film was caused
by lattice mismatch between the crystallized SnS grains and the SnS2 seed.
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