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Abstract

Lead-free IV–VI semiconductors SnQ (Q=Te, Se, S) are deemed as promising thermoelectric
(TE) materials. In this work, we designed a hydrothermal route to selectively synthesize single
phase SnTe, SnSe and SnS nanopowders. For all three samples, the phase structure were
characterized by x-ray diffraction, SnTe particles with octahedron structure and SnSe/SnS
particles with plate-like shape were observed by ﬁeld emission scanning electron microscopy
and transmission electron microscopy, the formation mechanism was discussed in detail. Then,
SnTe, SnSe and SnS nanopowders were densiﬁed by spark plasma sintering for investigating TE
properties. It was noticed that SnSe and SnS exhibited remarkably anisotropy in both electrical
and thermal properties attributed to the layered crystal structure. The highest ZT values 0.79 at
873 K, 0.21 at 773 K, and 0.13 at 773 K were achieved for SnTe, SnSe and SnS bulk samples,
respectively.
Supplementary material for this article is available online
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reduction, such as nano-structuring [6–8], solid solution [9],
all-scale hierarchical structuring [10], etc. Among all those TE
materials, IV–VI semiconductors lead chalcogenides [11–14],
PbTe in particular, exhibit the best TE performance in the
moderate temperature range (∼300–700 K). However, the
practical application is seriously limited by the toxicity of Pb
element. Therefore, the lead-free IV–VI semiconductor members, tin telluride (SnTe), tin selenide (SnSe) and tin suliﬁde
(SnS), have been investigated as TE materials widely, and
deemed as promising TE materials [15–20].
The crystal structure of SnTe, SnSe and SnS are shown in
ﬁgure 1. SnTe performs a cubic structure with the Fm3̄m
space group (PDF #46-1210), while SnSe and SnS possess
an orthorhombic layered structure with the Pnma space group
(PDF #48-1224 and PDF #39-0354) at room temperature,

1. Introduction
Thermoelectric (TE) power generator is regarded as a promising technology due to the capability on generating electricity from waste heat [1, 2]. The conversion efﬁciency of a
TE device is determined by the dimensionless ﬁgure of merit
(ZT) deﬁned as ZT=S2σT/(κe+κl), where S, σ, κe, κl, and
T are the Seebeck coefﬁcient, electrical conductivity, electronic
thermal conductivity, lattice thermal conductivity, and operating temperature, respectively. Approaches employed to
enhance the ZT value can be concluded as electrical properties
optimization, such as resonant doping [3], band convergence
[4], modulation doping [5], etc, and lattice thermal conductivity
5
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Figure 1. Crystal structure of (a) SnTe in Fm3̄m space group. (b) SnSe in Pnma space group. (c) SnS in Pnma space group.

which at low temperature could be topological crystalline
insulator [21]. A variety of synthetic techniques have been
employed to obtain different kinds of SnTe, SnSe and SnS
nano-structures such as nanoparticles, nanowires, nanorods,
nanosheets. It is reported that SnTe powders can be synthesized by solvothermal method [22, 23], microwave hydrothermal method [24], vapor transport method [25, 26], and
solution phase synthesis [27, 28], etc. SnSe powders had been
prepared by hydrothermal method [29–31], colloidal synthesis [32], etc. While SnS was obtained by solvothermal
method [20]. However, there are still problems, such as the
widely used toxic raw materials, the complex reaction conduction, high cost, which have limited the large-scale
production.
In this work, we designed a simple, eco-friendly, and
cost-efﬁcient hydrothermal route to selectively synthesize
SnTe, SnSe and SnS nanopowders, the speciﬁc reaction
mechanism is discussed in detail. The obtained particles
were then compacted by spark plasma sintering (SPS)
technique. Then, TE properties were characterized in a
wide temperature from 323 to 873 K for SnTe, while SnSe
and SnS are measured in two directions, the vertical
direction and parallel direction to the pressing direction,
from 323 to 773 K. Surprisingly, the ZT value of SnTe
reached ∼0.79 at 873 K which is the highest value obtained
among pristine SnTe samples [16, 33–37]. On the other
hand, the ZT values of SnSe and SnS need further
enhancement, which may be explored by hydrothermal
reaction condition adjustments and doping. This simple
hydrothermal approach can be developed to synthesize
other binary chalcogenides.

2.2. Synthesis

Powders of polycrystalline SnQ (Q=Te, Se, S) were synthesized by hydrothermal reaction. Firstly, 1 mmol SnCl2 and
3 g NaOH were dissolved in 40 ml DI water after ∼10 min
stirring to obtain transparent solution as the Sn source. Then,
1 mmol Q (Q=Te, Se, S) powders was dissolved in 20 ml
EG after ∼10 min stirring, then 15 ml hydrazine hydrate
added into the Q (Q=Te, Se, S) solution. After that, SnCl2
solution was slowly dropped into Q (Q=Te, Se, S) containing solution. The entire solution then transferred into a
100 ml PTFE (polytetraﬂuoroethylene)-lined stainless steel
autoclave. The autoclave sealed and heated to 100 °C for 12 h,
followed by furnace cooling to room temperature. The black
SnQ (Q=Te, Se, S) products were collected by centrifugation and then washed with DI water and ethanol several times
before drying under vacuum at 50 °C. The obtained powders
then densiﬁed to form both disk-shaped and column-shaped
bulk samples by SPS (SPS-211Lx, Japan) with an axial
pressure of 50 MPa for 5 min, SnTe, SnSe and SnS samples
are SPSed at 500 °C, 450 °C and 650 °C, respectively. Due to
the texture features, SnSe and SnS are densiﬁed to form both
disk-shaped and column-shaped bulk samples, and TE properties were characterized in two directions.
2.3. X-ray diffraction (XRD)

The phase structures were investigated by XRD (Rigaku,
Tokyo, Japan) at a scanning rate of 4° min−1.
2.4. Electrical properties

The obtained SPS processed samples were cut into bars with
dimensions 10 mm×2 mm×2 mm, the Seebeck coefﬁcient
and the electrical resistance were simultaneously measured
using an Ulvac Riko ZEM-3 instrument under a helium
atmosphere from room temperature to 873 (SnTe) and 773 K
(SnSe and SnS). The uncertainty of the Seebeck coefﬁcient
and electrical resistance measurements is 5%.

2. Experimental section
2.1. Reagents

SnCl2 powder (99%, Aladdin), Te powders (99.99%, Aladdin), Se powders (99+%, Alfa Aesar), S powders (99.999%,
Aladdin), ethylene glycol (EG) (AR), hydrazine hydrate
(>98%), NaOH (AR), and deionized (DI) water.

2.5. Thermal conductivity

The thermal conductivity was calculated by κ=DCpρ.
Where the thermal diffusivity coefﬁcient (D) was measured
2
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using the laser ﬂash diffusivity method in a Netzsch LFA457
(NETZSCH, LFA457, Germany), Cp is the speciﬁc heat
capacity obtained from previous research [18, 19, 34], and the
density (ρ) was determined by the Archimedes method.
Considering the uncertainties for D, Cp, and ρ, the uncertainty
of the thermal conductivity is estimated to be within 8%, the
combined uncertainty for all measurements involved in the
calculation of ZT is less than 15%.
2.6. Electron microscopy

Field emission scanning electron microscopy investigation
was carried out using ZEISS with operation voltage of 5 kV.
Transmission electron microscopy (TEM) investigations were
carried out using a FEI Tecnai F30 microscope operated at
300 kV in South University of Science and Technology of
China.
2.7. Hall measurement
Figure 2. Powder XRD patterns of SnTe, SnSe and SnS.

The Hall coefﬁcients (RH) were measured by the van der
Pauw method on a commercial Hall Effect measurement
system (Lake Shore 8400 Series). Hall carrier concentration
(n) was then estimated to be equal to 1/eRH and Hall carrier
mobility (μH) was calculated according to the equation:
μH=RHσ.

Moreover, TEM observation was carried out hereby to
investigate more details of powders, ﬁgure 4. In low-magniﬁcation TEM micrographs, the SnTe powders with quadrilateral shadow, SnSe and SnS powders with plate-like shape
were obtained, which are consistent with the observation of
SEM images. Meanwhile, the high-resolution TEM micrographs with insert of selected area electron diffraction patterns
were performed on the thin areas at the edges of the powders.
As shown in ﬁgures 4(b), (d) and (f), SnTe view along [1 1 0]
zone axis, SnSe view along [1 1 2] zone axis and SnS view
along [1 0 0] zone axis are clearly characterized, respectively.
All these results demonstrate that pristine SnTe, SnSe and
SnS powders were successfully synthesized using the simple
and uniﬁed hydrothermal method.
As shown in ﬁgure 5, the schematic diagram of crystal
growth mechanism displays the synthetic processes and the
features of SnTe, SnSe and SnS powders, respectively. In
order to selectively synthesize single phase SnTe, SnSe and
SnS powders, an efﬁcient hydrothermal method was
employed using SnCl2 as Sn source and elemental Te/Se/S
as chalcogen sources. Hydrazine hydrate acted as the reducing agent, DI water and EG were used as the solvents and
sodium hydroxide (NaOH) was the pH adjusting agent. The
reaction mechanism is consistent for SnTe, SnSe and SnS,
which can be explained by the following stepwise chemical
reaction equation where we use SnTe as an example:

2.8. Band gap measurement

The room temperature optical absorption spectrum was
measured using hydrothermal synthesized powders to probe
the optical energy gap. The measurement of narrow-band
SnTe was performed on Fourier transform infrared spectrometer (Shimadzu, IRAfﬁnity-IS). SnSe and SnS were measured on UV–vis Spectrophotometer (Shimadzu, UV3600Plus). BaSO4 powder was used as a 100% reﬂectance
standard.

3. Results and discussions
Figure 2 shows the powder x-ray diffraction patterns for
SnTe, SnSe, and SnS prepared by the hydrothermal route. All
characteristic peaks are well indexed as the low temperature
phases, indicating that single phase SnTe, SnSe and SnS were
successfully synthesized by a uniﬁed hydrothermal method.
The morphology of SnTe, SnSe and SnS powders were
characterized in moderate-magniﬁcation SEM images shown
in ﬁgure 3. Figures 3(a) and (b) revealed the octahedron shape
of SnTe particles with a diameter ranging from 0.4 to 2.4 μm,
and most of the particles are ∼0.8 μm. This kind of structure
is similar to the product synthesized by microwave hydrothermal method in former report [33]. Figures 3(c) and (d)
demonstrated the plate-like features of SnSe with a width
∼500 nm and a thickness ∼90 nm, and SnSe powders tend to
stacked together irregularly. Differently, SnS with plate-like
structure formed ﬂower-like secondary particles, as shown in
ﬁgures 3 (e) and (f). The width and thickness of SnS powders
is ∼10 μm and ∼0.3 μm, respectively.

3Te + 6OH–  2Te2 – + TeO3 2 - + 3H2 O
TeO3 2 – + N2 H 4  Te + N2  + H2 O + 2OH–
Sn2 + + Te2 –  SnTe  .

The optical absorption spectrum of SnTe, SnSe and SnS
powders shown in ﬁgure 6 reveals the band gap to be 0.21 eV
(SnTe), 0.97 eV (SnSe) and 1.07 eV (SnS), respectively,
which are consistent with former reports [19, 38, 39].
To further investigate the TE performance of the
hydrothermal synthesized SnTe, SnSe and SnS, the corresponding adequately dried powders were then compacted by
3
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Figure 3. SEM images of (a) and (b) SnTe powders. (c) and (d) SnSe powders. (e) and (f) SnS powders.

SPS at 500 °C, 450 °C and 650 °C refer to previous reports
[16, 19, 31]. Figure 7 shows the XRD patterns of bulk samples taken in both the planes vertical and parallel to the
pressing direction. As a result, all the characteristic peaks can
be well indexed to the crystal planes of the standard JCPDS
card ﬁles without any second phase peak. Also, it is worth
noting that the diffraction intensity of SnSe and SnS shows an
obviously difference in the two directions, suggesting the
anisotropic feature of SnSe and SnS bulk samples. Speciﬁcally, the strongest diffraction peak of SnSe changes from (4
0 0) plane in the vertical direction to (1 1 1) plane in the
parallel direction, and the strongest diffraction peak of SnS
changes from (0 4 0) plane in the vertical direction to (1 1 1)
plane in the parallel direction. The textured phenomenon is
mainly attributed to the layered structure of SnSe and SnS
crystals, which in 2D form possess unique properties like
giant piezoelectricity [40]. Differently, the intensity of diffraction peaks of SnTe is basically the same in two directions
due to the cubic structure, suggesting an isotropic feature of
SnTe bulk sample.
Figure 8 shows the moderate-magniﬁcation SEM
micrographs on freshly cleaved surface of bulk SnTe, SnSe

and SnS samples, which reveal the microstructure in the
planes vertical and parallel to the pressing direction, respectively. As shown in ﬁgures 8(a) and (b), no remarkable difference of the morphology was found between two observed
directions of SnTe, the grain orientation is isotropic and
consistent with the XRD result. Differently, SnSe and SnS
were obviously textured during the sintering process,
ﬁgures 8(c)–(f). The lamellar morphology view along the
vertical direction clearly revealed the strong preferential
orientation of SnSe and SnS grains. Attributed to the lamellar
microstructure in the direction vertical to the pressing direction and strong texture degree, anisotropic transport properties
of SnSe and SnS could be expected.
The TE properties including electrical transport properties and thermal conductivities as a function of temperature
are displayed in ﬁgure 9. The TE properties of SnTe were
characterized without distinguish the measurement direction,
since the isotropy feature is proved by XRD result and SEM
observation, as discussed above. While SnSe and SnS showed
strong preferential orientation and anisotropy features, thus
the TE properties were measured in different directions, that
is, the directions parallel and vertical to the pressing direction.
4

Nanotechnology 28 (2017) 455707

D Feng et al

Figure 4. Low-magniﬁcation and high-resolution TEM micrographs of (a) and (b) SnTe powders. (c) and (d) SnSe powders. (e) and (f) SnS

powders. The inset is the corresponding electron diffraction.

The schematic is inserted in ﬁgure 9(a). It is noticed that the
sign of the Seebeck coefﬁcient of bulk SnTe, SnSe and SnS
samples are positive over the whole temperature range as
shown in ﬁgure 9(b), evidence a p-type behavior (the dominant
charge carrier is hole). The most possible reason is that tin (Sn)
is easily volatilized during the sinter process, producing tin
vacancies and leading to the generation of positive holes. Thus,
we further analyzed the composition of SnTe using Energy
dispersive x-ray spectroscopy in SEM. The semi-quantitative
analysis result is shown in ﬁgure S1 is available online at
stacks.iop.org/NANO/28/455707/mmedia, and the absence
of tin is conﬁrmed.
As shown in ﬁgure 9(a), the electrical conductivity of
SnTe (blue line) decreases with increasing temperature over
the entire temperature range, indicating a typical metallic
behavior. The optical absorption spectrum in ﬁgure 6 shows
the band gap of SnTe is 0.21 eV, the narrow gap SnTe is
degenerate semiconductor. SnTe owns a high carrier concentration
(2.54×1020 cm−3)
and
Hall
mobility
2
(1.92×10 cm2 V−1 s−1), shown in table 1, where the high
mobility is attributed to the simple cubic crystal structure
which leads to weak carrier scattering, and the high carrier

concentration is mainly caused by the volatilization of Sn
during the sinter process, ﬁgure S1, thus the electrical conductivity and thermal conductivity is extremely high. The
electrical conductivity is ∼6190 s cm−1 at 323 K and
decreased to 1690 s cm−1 at 873 K, which is slightly lower
than the results synthesized by melting method [15, 16,
34–36], but much higher than the best performance sample
(sintered from 165 nm nanoparticles) synthesized by microwave hydrothermal method [33]. Meanwhile, the Seebeck
coefﬁcient of SnTe increased from 35.4 μVK−1 at 323 K to
103 μVK−1 at 873 K, which is comparable to the reported
data. Attributed to the higher electrical conductivity, the
power factor of hydrothermal synthesized SnTe is much
higher than the microwave hydrothermal synthesized sample
[33]. However, the grain size in this work (∼0.8 μm) is much
larger than the microwave hydrothermal synthesized sample
(∼165 nm nanoparticles), which is too large to effectively
scatter heat-carrying phonons, the weaker phonon scattering
thus leads to higher thermal conductivity over the entire
temperature range. It is noticed that the thermal diffusivity
drops sharply around 623 K, which shows the similar trend
with the microwave hydrothermal synthesized sample
5
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Figure 5. Schematic diagram of the hydrothermal synthetic processes.

Figure 6. Optical absorption spectrum and energy band gap at room

temperature.

sintered from 550 nm particles [33]. To understand this
abnormal trend, we re-measured the polished sample with
thermal cycling. And this phenomenon was considered to be
caused by the surface oxidation and expansion of the sample
with the increased temperature during the measurement process. Because the re-measured data of polished sample in the
heating process is similar with the original data, but that in the
cooling process is not. This issue raised in thermal conductivity measurment process may result in large variation in
ZT value. Combining the electrical transport properties and

Figure 7. XRD patterns of bulk SnTe, SnSe and SnS samples in the
vertical (⊥) and parallel (//) directions.

thermal conductivity, the calculated ZT value of pristine SnTe
surprisingly reached ∼0.79 at 873 K, shown in ﬁgure 9(e),
which is higher than the microwave hydrothermal synthesized
sample and most pristine SnTe samples reported in previous
works [16, 33–37].
The XRD results and lamellar morphology shown in
SEM micrographs evidence a strong texture in SnSe and SnS
6
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Figure 8. SEM images of bulk (a) and (b) SnTe. (c) and (d) SnSe. (e) and (f) SnS.

0.71 Wm−1 K−1 at 773 K, and the parallel direction decreases
from 5.68 Wm−1 K−1 at 323 K to 0.71 Wm−1 K−1 at 773 K.
Although parallel direction achieves lower thermal conductivity, the vertical direction shows higher ZT value beneﬁting from the higher power factor. However, the ZT value
∼0.21 is not very competitive compared with previous
reports.
Similar to SnSe, SnS bulk sample is obviously textured,
and shows a higher electrical conductivity and higher thermal
conductivity in the vertical direction (orange line). It is
noticed that SnS performs higher electrical conductivity in
room temperature but owns higher band gap compared with
SnSe. This phenomenon is attributed to the more intrinsic
defects of SnS caused by the stronger tin (Sn) volatilization,
which leads to higher carrier concentration in the room
temperature. (Table 1.) Attributed to the extremely low
thermal conductivity, the peak ZT value ∼0.13 at 773 K is
achieved in the parallel direction. Further enhancements of
ZT for SnSe and SnS could be expected by reaction condition
adjusting, chemical doping, compositing with inorganic
nanoparticles, such as SiC, WSe2 or carbon nano tube, etc.

bulk samples, the preferential orientation thus lead to a higher
mobility in the vertical direction as shown in table 1, especially SnSe, the higher texture degree enlarged the difference
of the mobility in two directions, which is clearly reﬂected in
the transport properties, that is, higher electrical conductivity
and higher thermal conductivity in the vertical direction.
The electrical conductivity of SnSe (green line) in the
vertical direction ﬁrstly increased from room temperature to
∼573 K, then slightly decreased to ∼673 K, and ﬁnally
upturned at high temperature. This trend is similar to previous
reports and well explained by the theory that grain boundary
potential barrier scattering dominate the carrier transport in
low temperature and phonon scattering mechanism dominate
the transport at high temperature [29–31, 41, 42]. However,
the maximum electrical conductivity of SnSe is ∼32.3 s cm−1
in the vertical direction, which is relatively low. Combining
with the moderate Seebeck coefﬁcient, the peak power factor
∼194 μWm−1 K−2 is obtained in the vertical direction at
773 K. The total thermal conductivity consisting of electronic
thermal conductivity (κe) and lattice thermal conductivity (κl)
show a decreasing trend over the entire temperature range.
The vertical decreases from 0.95 Wm−1 K−1 at 323 K to

7
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Figure 9. Thermoelectric properties of SnTe, SnSe and SnS: (a) electrical conductivity. (b) Seebeck coefﬁcient. (c) Power factor. (d) Thermal

diffusivity. (e) Total thermal conductivity. (e) Figure of merit ZT.

4. Conclusions

Table 1. Conduction type, carrier concentration and Hall mobility of

SnQ (Q=Te, Se and S).

Samples

Conduction
type

SnTe
SnSe-vertical
SnSe-parallel
SnS-vertical
SnS-parallel

p
p
p
p
p

Carrier concentration
(1019 cm−3)

Hall mobility
(cm2 V−1 s−1)

25.4
0.509
0.479
2.45
2.41

1.92E2
1.05
4.14E-1
6.11E-1
1.40E-1

In summary, lead-free IV–VI semiconductors are promising in
TE applications. Pure phase of SnTe, SnSe and SnS particles
were successfully synthesized by a simple, eco-friendly, and
cost-efﬁcient hydrothermal method with SnCl2 as Sn source
and elemental Te/Se/S as chalcogen source. The SnTe particles with octahedron structure and SnSe/SnS particles with
plate-like shape were then compacted by SPS. During the
sinter process, SnSe and SnS are obviously textured due to
the layered structure. The TE properties were characterized,
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elements: low thermal conductivity and high thermopower
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Zou G 2010 Synthesis of narrow band gap SnTe
nanocrystals: nanoparticles and single crystal nanowires via
oriented attachment CrystEngComm 12 4275
[24] Antunez P D, Buckley J J and Brutchey R L 2011 Tin and
germanium monochalcogenide IV–VI semiconductor
nanocrystals for use in solar cells Nanoscale 3 2399–411
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wherein SnSe and SnS were measured in both the vertical and
parallel directions. As a result, SnTe achieved a high ZT value
∼0.79 at 873 K, while SnSe and SnS need further optimization. This hydrothermal approach can be employed to
synthesize other binary chalcogenides, and the reaction conduction can be further optimized.
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