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a b s t r a c t

SnTe-based materials have been receiving increasing heed in the field of thermoelectrics (TEs) because of
their tunable electronic structure. Until now, only In and Bi are reported to introduce resonance level in
SnTe. In this work, for the very first time, we report Zn as a resonant dopant in SnTe using first-principles
density functional theory calculations. We show that the resonant states introduced by Zn raises the
heavy hole valence sub-band above light hole valence sub-band leading to both record high room
temperature Seebeck coefficient (~127 mVK�1 at 300 K) and figure of merit, ZT (~0.28 at 300 K) for SnTe-
based materials. The transport properties calculated using Boltzmann transport equations predicts Zn-
doped SnTe to be a promising TE material, further confirmed by experimental ZTmaximum of ~1.49 at 840 K
and ZTaverage of ~0.78 with 300 K and 840 K as cold and hot ends, respectively.

© 2019 Elsevier Ltd. All rights reserved.
1. Introduction

Thermoelectric (TE) materials are considered as Holy Grail for
the remedial measure of energy and environmental crisis. The
dimensionless figure of merit, ZT, which governs the effectiveness
of TE material, is given by equation (1).

ZT ¼ sS2

ke þ kL
T (1)

where ‘s’ is the electrical conductivity, ‘S’ is the Seebeck coefficient,
‘sS2’ is called the power factor, ‘ke’ is the electronic thermal con-
ductivity, ‘kL’ is the lattice thermal conductivity, ‘T’ is the absolute
temperature, and ‘Z’ stands for Zahl (German word for number/
figure). Although the terms ‘s’, ‘S’, and ‘ke’ are interdependent via
the carrier concentration ‘Np’, ‘kL’ is the only term which can be
tuned independently [1]. Several techniques such as introduction of
atomic point defects, nanostructuring, mesostructuring, all-scale
hierarchical architecturing and strain engineering have been
implemented to reduce kL [2e4]. The power factor of the TE ma-
terials has been improved by (i) optimizing the carrier
Bhat), sandhyashenoy347@
concentration by addition of donor dopant or self compensation;
(ii) improving the Seebeck values by resonant doping or increase of
valley degeneracy by band convergence; (iii) reducing the bipolar
effect by increasing the band gap by elemental doping [5e7]. In
spite of the advancements in various techniques for improving ZT,
the quest for development of environmentally friendly cost-
effective TE materials is ever increasing.

Lead-free SnTe has been gaining tremendous interest recently as
a potential TE material for the reversible conversion of temperature
difference into electrical potential [6,7]. Although SnTe has low ZT
because of its inherent vacancies and not so beneficial electronic
structure, it can be engineered bymeans of doping [6,7]. In doping in
SnTe is known to introduce resonance level and cause valence band
convergence whereas Bi tunes the carrier concentration apart from
acting as a resonant dopant [3,8e10]. Ag, Ca, Cd, Hg, Mg, and Mn
doping is implemented to increase the bandgap of the material and
make the valence band converge [11e16]. Co/multielement doping
has been used to introduce various beneficial effects of the added
dopants simultaneously into SnTe [17e24]. Codopant selection and
concentration optimization to achieve higher power factor is tricky
as dopants such as In can drastically reduce the electrical conduc-
tivity at higher concentration and dopants such as Ag, Ca, andMn are
not effective in increasing the bandgap of the material when codo-
ped with In whereas Cd and Hg are toxic in nature [18e21]. In
addition, solubility of the dopants in SnTe is another bottle neck
issue, making the problem still worse [13]. The existing resonant
dopants viz. In and Bi have only mediocre ZT of around 1.1 at 873 K
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[8,9]. Furthermore, Mn-Cu-Ge multidoped SnTe, which by far holds
the highest ZT of ~1.8, has a power factor of only ~19 mWcm�1K�2 at
900 K despite the reduction in valence band offset and introduction
of interstitials through multidoping process [17]. This indicates that
there is a need to develop strategies to enhance the power factor
although simultaneously keeping the thermal component low.
Therefore, a search for a non-toxic, cost-effective resonant dopant for
SnTe, which can introduce as many beneficial properties as possible
is very much relevant and indeed a need of the day.

In this work, we studied the effect of Zn on the electronic
structure of SnTe at various concentrations using first principles
density functional theory (DFT). As theoretical calculation of the
transport properties using Boltzmann transport equations pre-
dicted Zn-doped SnTe to be a potential TE material, we also carried
out experimental studies. We prepared Zn-doped SnTe using self-
propagating high-temperature synthesis (SHS) followed by direct
current sintering (DCS) and studied its TE properties. For the first
time, we report that a single dopant viz. Zn has the ability to
introduce various favorable properties into SnTe making it a
promising TE material.

2. Results and discussion

We carried out electronic structure calculations of SnTe and Zn-
doped SnTe using supercells of different sizes to mimic various
concentrations. The electronic structure of pristine SnTe (Sn32Te32)
reveals a direct bandgap of 0.079 eV in comparison with the
experimental bandgap of 0.18 eV [10,15,18,19,22]. It is awell-known
fact that the difference in the theoretical estimates of the bandgap
and its experimental value is typical because of the approximations
used in the calculations [25,26]. DFTe generalized gradient
approximation (GGA) gives underestimation of bandgap up to
40e60%. Such underestimation of the bandgap by GGA is because
of the existence of a discontinuity in derivative of energy with
respect to number of electrons [27]. Hence the experimental
bandgap of around 0.18 eV is estimated as 0.079 eV. This gap ap-
pears between the light-hole valence and conduction band at G
point in the Brillouin zone of the supercell which corresponds to L
point of the primitive cell (Fig. 1a). The heavy-hole band (occurring
at S point in the primitive cell) appeared on either side of light-hole
band at Gþd in G/R direction and G-d0 in M/G direction due to
folding of the Brillouin zone in the supercell. The energy offset
between the light-hole and heavy-hole valence sub-bands (DE)
thus being 0.276 eV (between G and Gþd) and 0.263 eV (between G
and G- d0), respectively. In the electronic structure of Sn31InTe32, we
see a resonance level formed because of In states and a decrease in
energy difference between light-hole and heavy-hole valence
bands with DE being 0.143 eV and 0.106 eV between G and Gþd and
G- d0, respectively (Fig. S1). Although the ideal resonant dopant In
introduces resonance states and causes valence bands to converge,
Zn is found to do much more than that. If we observe the electronic
structure of Sn31ZnTe32 we see that introduction of Zn in Sn site
leads to the appearance of resonance level in the form of split-off
band 0.08 eV above the valence band touching the conduction
band at G point. The Zn ‘s’ orbital is found to contribute majorly at
the Fermi level leading to appearance of a hump in the density of
states (DOS) plot (Fig. 1b). Zn is also able to raise the heavy-hole
valence band above the light-hole band by 0.12 eV and 0.11 eV at
Gþd in G/R direction and G-d0 in M/G direction, respectively,
thus making the heavy-hole band contribute at room temperature.
Such a feature was previously seen in the case of Mg-In codoped
Sn1-xPbxTe which led the material exhibiting a record high Seebeck
coefficient at room temperature [28]. In accordance with the pre-
vious reports, Mg-In codoped in SnTe introduces resonance levels
and causes valence band convergence (DE ¼ 0.161 eV) but it does
not raise the heavy-hole band above the light-hole band [22]. Mg-
doped Sn1-xPbxTe and In-doped Sn1-xPbxTe is also devoid of such an
interesting feature [28,29]. This feature appears only in the pres-
ence of Pb-alloyed SnTe doped with Mg-In [28]. This fact ascertains
that Zn can be a more promising dopant with respect to improving
the TE properties of SnTe as it eliminates the use of multiple dop-
ants and toxic dopants.

In the electronic structure of Sn16Te16, we see that the bandgap
of 0.079 eV appears at Z point and the heavy-hole band appears at
Mþd in M/G direction 0.263 eV (DE) below the light-hole band
with the values indicating that change in size of the supercell does
not affect the energy differences between the bands of pristine SnTe
(Fig. 2a). The valence band and conduction band of Sn16Te16 is seen
to comprise Te ‘p’ and Sn ‘p’ states, respectively (Fig. 2b). Sn15InTe16
reveals a DE of 0.235 eV between Z andMþd in M/G direction and
0.182 eV at Rþd0 in R/A direction (Fig. S2).

Sn15ZnTe16 exhibits a unique electronic structure with a gap of
0.093 eV at Z point and DE being 0.087 eV with heavy-hole band at
Mþd in M/G direction, and the resonant state being above the
light-hole valence band (DE ¼ �0.144 eV between Z and Aþd in
A/Z direction) in Z-R-A-Z region of Brillouin zone (Fig. 2c). We see
that the projected density of states (pDOS) of Sn15ZnTe16 reveals
hybridization of Zn ‘s’ and Te ‘p’ orbitals to form deep-defect states
near the Fermi level whereas hyper deep defect states around -
4.5 eV below the Fermi level (Fig. 2d). The electronic structures and
DOS of Sn14Zn2Te16 show that further increase in concentration of
Zn increases the gap at Z point to about ~0.2 eVwith the appearance
of two resonance levels with heavy-hole band at Aþd in A/Z di-
rectionmoving further higher (Fig. S3). The increase in the bandgap
values at Z point with increase in concentration of Zn and escalation
of heavy-hole valence band above light-hole band predicts possible
increase in ‘S’ values throughout the temperature range.

The transport properties of Sn15ZnTe16 were studied using
BoltzTraP code (refer supplementary methods section for details)
within a rigid band approximation as a function of chemical po-
tential (m) and temperature in the range of 300e800 K (Fig. 3). The
p-type hole doping corresponds to negative ‘m’ whereas the n-type
electron doping corresponds to positive ‘m’. We see that the elec-
trical conductivity values do not show a large variationwith respect
to temperature similar to the case of DOS (Fig. S4). The Seebeck,
power factor, and thermal conductivity values are found to increase
with increase in temperature at any given ‘m’. The peak power
factors are found closer to ‘m’ of 1 indicating that higher amount of
doping would lead to enhanced ZT values. The above results war-
rant use of a synthetic technique which would lead to higher sol-
ubility of the dopant Zn to introduce all its beneficial effects.

We use a straightforward, swift, and scalable method for the
preparation of Zn-doped SnTe via SHS process [30]. Self-
compensation by means of addition of excess Sn is carried out to
decrease the Sn vacancies and bring down the carrier concentration
‘Np’ of pristine SnTe from 4.6� 1020 cm�3 to 2.2� 1020 cm�3 in self-
compensated Sn1$04Te [22]. The non-equilibrium process of SHS
helps in overcoming the solubility limit set by the equilibrium
phase diagramwhich generally impedes the conventional synthesis
[30]. Because the energy offset of valence bands in SnTe is higher
than that of PbTe, to achieve the same amount of convergence by
doping, higher dopant concentration is essential to obtain better
Seebeck values [22]. Thus, the above process helps in achieving the
desired amount of Zn doping (x ¼ 0.08 mol %) without the forma-
tion of precipitates in the parent SnTe matrix. Beyond x ¼ 0.08 mol
% impurity phase started appearing in the X-ray powder diffraction
(XRD). We carried out DCS on the samples to densify it, allowing us
to achieve a theoretical density of 98.5%.

The XRD patterns of Sn1.04-xZnxTe, where ‘x’ ranges from 0.02 to
0.08 mol % with D 0.02 mol % was indexed to NaCl structure with



Fig. 1. a) Electronic structure of Sn32Te32 and Sn31ZnTe32; (b) contribution of Zn orbitals to the total DOS. Inset shows the crystal structure of Sn31ZnTe32 supercell. The light-hole
valence band occurring at L point folds onto G point and the heavy-hole valence band occurring at S point folds on the Gþd point along G/R direction and G-d0 along M/G
direction. The resonant states of Zn can be clearly identified in the form of hump in the DOS of Sn31ZnTe32. The energies are shifted with respect to the valence band maximum of
Sn32Te32, and the Fermi level of Sn32Te32 is set to zero.

Fig. 2. Electronic structure and pDOS of Sn16Te16 (a and b); Sn15ZnTe16 (c and d).
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Fm3m space group (Fig. 4a). We observe a decrease in the lattice
parameter of Sn1.04-xZnxTe with increase in ‘x’ as the ionic radius of
Zn2þ is smaller than Sn2þ (Fig. 4a inset). The agreement of lattice
parameter with the Vegard's law and appearance of the single
phase with lack of impurity peaks in XRD pattern points towards
successful doping of Zn in Sn site. As predicted by DFT, the bandgap
of the materials also increase almost linearly with increase in the
dopant concentration up to 0.43 eV for x ¼ 0.08 (Fig. S5). The dif-
ference in the values of theoretically estimated and experimentally
observed bandgaps is because of the typical underestimation in
DFT-based calculations as explained previously [27].

We see that at lower temperature, the ‘S’ values of Sn1.04Te is
lower than pristine SnTe, but the trend gets reversed at higher
temperatures. The increase in temperature and ‘x’ in Sn1.04-xZnxTe
is seen to bring about an increase in ‘S’ (Fig. 4b). A record high room
temperature (300 K) ‘S’ of ~127 mVK�1 is obtained for Sn0.96Zn0.08Te.
This is because of the introduction of resonance states by Zn as
revealed by DFT studies. In addition, the increase in energy of
heavy-hole valence band than light-hole band upon Zn doping
leads to heavy-hole valence band contributing to valley degeneracy
of 12 to the existing valley degeneracy of 4 of the light-hole band at
room temperature itself. In general, the valence band convergence
is prominent with increase in dopant concentration and tempera-
ture; and hence, at higher temperatures we see appreciable in-
crease in the ‘S’ values. The raising of heavy-hole band above the
light-hole band is observed in Se-doped PbTe around ~900 K



Fig. 3. a) Electrical conductivity; (b) Seebeck coefficient; (c) power factor, and (d) thermal conductivity of Sn15ZnTe16 as a function of chemical potential (m) at various temperatures.

Fig. 4. a) XRD pattern of SnTe and Sn1.04-xZnxTe (inset shows lattice parameter as a function of doping concentration ‘x’); (b) ‘S’ values of SnTe and Sn1.04-xZnxTe as a function of
temperature; (c) room temperature ‘S’ as a function of carrier concentration ‘Np’. The Pisarenko line is derived using two valence band model (light-hole valence band with effective
mass of 0.168 me and heavy-hole valence band with an effective mass of 1.92 me) with a DE ¼ 0.35 eV. For comparison with room temperature, ‘S’ values of optimized concentration
of In, Bi singly doped and Bi-Inecodoped SnTe has been marked with respect to their carrier concentration [8�10]; (d) electrical conductivity; (e) power factor; (f) total thermal
conductivity of SnTe and Sn1.04-xZnxTe as a function of temperature.
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Fig. 5. ZT of SnTe and Sn1.04-xZnxTe as a function of temperature. The ZT measurement
uncertainty is about 10% (error bar).
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leading to high ‘S’ values [31]. In the current work, because at room
temperature itself we have dominant contribution of heavy-hole
band, we see a large value of ‘S’ similar to the case of Mg-In codo-
ped Sn1-xPbxTe reported earlier [28]. This is also confirmed when
we compare the room temperature ‘S’ values with the Pisarenko
plot (Fig. 4c). The ‘S’ value falls exactly on the line for SnTe, slightly
higher for Sn1.04Te whereas for the Zn-doped samples, it is way
above the predicted line. We observe the degenerating semi-
conducting nature of Sn1.04-xZnxTe in the electrical conductivity
plot wherein the ‘s’ values decrease with increase in temperature
and ‘x’ as the carrier concentrations ‘Np’ decreases from
2.2� 1020 cm�3 for x¼ 0.00 to 1.6� 1020 cm�3 for x¼ 0.08 (Fig. 4d).
Resonant dopant such as In is known to enhance the ‘S’ values at
low temperature but at higher temperatures, its performance is
comparatively poor [8]. Hence, it is usually codoped with an
element which can improve the performance at higher tempera-
tures [18e20,22,23]. It is noteworthy that Zn by means of intro-
ducing resonance states is able to realize high performance
throughout the temperature range, and hence it eliminates the
requirement of a codopant.
Fig. 6. Comparison of (a) S and ZT at 300 K of Sn0.96Zn0.08Te with reported room tempera
Sn0.96Zn0.08Te with reported high performing SnTe-based materials [10,14,17,19,20].
As a consequence of high ‘S’ values at higher doping concen-
trations, we see an increase in the power factor of Sn0.96Zn0.08Te
from ~34 mWcm�1K�2 at 300 K to ~42 mWcm�1K�2 at 840 K in spite
of decrease in ‘s’ values as a function of temperature (Fig. 4e). Such
a high power factor is comparable with that of Mg-Incodoped SnTe
(~42 mWcm�1K�2 at 840 K) with a peak ZT of ~1.5 and Ca-In
codoped SnTe (~47 mWcm�1K�2 at 840 K) with a peak ZT of ~1.65
and much higher than Mn-Cu-Ge multidoped SnTe (~19
mWcm�1K�2 at 900 K) with a record ZT peak of ~1.8 [17,19,22]. The
power factor is also high compared with that of Sr-In codoped SnTe
(~33.88 mWcm�1K�2 at 823 K) and Bi-In codoped SnTe (~36
mWcm�1K�2 at 840 K) [10,23]. Thus, the current strategy proves to
be a fascinating one to improve the power factor of SnTe-based
material by an addition of a single dopant.

We know that the total thermal conductivity is the sum of
electronic, lattice, and bipolar thermal conductivity.We see that the
total thermal conductivity of Sn1.04-xZnxTe decreases because of
decrease in the electronic part of thermal conductivity as ‘s’ values
decrease with temperature and ‘x’ (Fig. 4f). In addition, the lattice
part of thermal conductivity is seen to decrease because of atomic
point defects introduced by the substitution of Sn by Zn (Fig. S6).
These defects effectively scatter the phonons and hence, further
decrease the total thermal conductivity. Bipolar thermal conduc-
tion is observed at higher temperatures as a consequence of the
thermal transport by the carriers across the bandgap when the
bandgap is very small. Because lattice thermal conductivity was
determined by subtracting electronic component from the total
thermal conductivity, the bipolar component gets added to the
lattice part at higher temperatures [32,33]. The hump in the lattice
thermal conductivity values of SnTe and Sn1.04Te beyond ~600 K is
because of the bipolar contribution due to low bandgap of the
material (0.18 eV) [15]. We do not see the contribution from the
bipolar component to the thermal conductivity of doped samples as
the bandgap of the material is increased as a result of Zn doping as
revealed by DFT studies and experimental bandgap measurements
[32,33]. The lattice thermal conductivity of 1 W/mK for
Sn0.96Zn0.08Te at 840 K high above the theoretical limit warrants
further work could be done to decrease the value by other means
such as introduction of defects, nanoprecipitates, mesostructuring,
or strain engineering [34,35].

The synergistic effect of all the above makes Sn0.96Zn0.08Te
exhibit a record high room temperature ZT value of ~0.28 at 300 K
against previous record of ~0.25 set by Bi-In codoped SnTe (Fig. 5)
ture high performing SnTe-based materials [8e10,12,17,18,28]; (b) ZTmax and ZTavg of



D.K. Bhat, U.S. Shenoy / Materials Today Physics 11 (2019) 1001586
[10]. We also compare the ‘S’ values and ZT at 300 K of SnTe-based
materials which have been reported for better room temperature
performances (Fig. 6a) [8e10,12,17,18,28]. Zn-doped SnTe is seen to
exhibit higher ‘S’ values in comparison with the singly doped,
codoped, or multidoped SnTe materials and hence higher ZT, which
can be further improved potentially, if the thermal conductivity
part is effectively tuned. Sn0.96Zn0.08Te also gives us a decent peak
ZT of ~1.49 at 840 K which is compared with the recent high-per-
formance SnTe-based materials (Fig. 6b) [10,14,17,19,20]. Our ma-
terial seems to perform better than the ones reported and has an
advantage of being free from toxic elements such as Pb, Cd, and Hg
[14,20,28]. Although the peak ZT of Sn0.96Zn0.08Te is below the re-
cord high value of ~1.8 at 900 K (Mn-Cu-Ge multidoped SnTe) for
SnTe-based materials, Zn-doped SnTe has higher ZTaverage of ~0.78
between 300 K and 840 K than ~0.76 (MneCu-Gemultidoped SnTe)
and record high value of ~1.04 between 500 and 840 K against the
previous record of ~1.02 (Bi-Hgedoped SnTe) [14,17]. Because effi-
ciency depends on ZTaverage than peak ZT for commercial applica-
tions, Zn-doped SnTe acts as a promising material for TE
applications.

3. Conclusions

In the current work, we introduce for the first time, a third
resonant dopant for SnTe family viz. Zn. Zn acts as a versatile dopant
which engineers the electronic structure of SnTe by introducing
resonant states, increasing the bandgap of SnTe, raising the heavy-
hole valence band above the light-hole valence band, thereby
eliminating the need to use multiple dopants. The multifaceted
effects introduced by Zn in SnTe leads to both record high room
temperature Seebeck value (~127 mVK�1 at 300 K) and ZT (~0.28 at
300 K). A peak ZT of ~1.49 at 840 K and a record high ZTaverage value
of ~1.04 between 500 and 840 K is also exhibited by the material.
This work with a combination of theory and experiments estab-
lishes Zn-doped SnTe as a promising candidate for TE applications.
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