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Electronic structure engineering of SnTe by doping various ele-
ments to improve its figure of merit has been the most promising
approach recently sought after. Pb doped in SnTe is well known to
decrease the thermal conductivity but fails to beneficially tune its
electronic properties. Herein, we co-dope Bi in SnTe doped with Pb,
to improve the power factor of the material. Bi in the presence of Pb
exhibits unusual features not shown in the case of Bi doped SnTe.
The synergistic action leads to an increase in the band gap and
valence band convergence. Bi also introduces resonance states just
below the conduction band edge and causes conduction band
convergence. An enhanced power factor due to modification of
the electronic structure combined with reduced thermal conduc-
tivity translates into an enhanced figure of merit of up to ~1.58 at
800 K as predicted using Boltzmann transport calculations, making
it a potential thermoelectric material worthy of further study.

1. Introduction

Thermoelectric technology with the ability to scavenge waste
heat and convert it into electrical energy is the most promising
solid-state technology to reduce the consumption of fossil fuels
and minimize the loss of energy during their consumption.
SnTe, a rock salt analogue of PbTe has been receiving increas-
ing attention due to its tunable crystal and electronic
structure."™ Pristine SnTe is considered a poor thermoelectric
due to a large number of inherent vacancies, a low band gap
and a high energy offset between its conduction and valence
sub-bands, which results in a poor power factor. Also, SnTe
possess a high thermal conductivity further reducing the figure
of merit, ZT value. Various approaches have been implemented
to reduce the thermal conductivity of SnTe like doping,
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introduction of interstitials, and nano structuring.’**> Among
these, doping of Pb has led to substantial improvements of
ZT.">"® A dual step approach has been implemented in the past
to improve the power factor." Mg and Cd are known to
increase the band gap of SnTe and cause valence band con-
vergence and In is known to introduce resonance levels.>'®"”
Co-doping of these two classes of dopants i.e. Mg-In and Cd-In
was reported to improve the power factor of Pb doped SnTe."®"?
However the resulting ZT was found to be around 1 and 0.82.
After the discovery of Zn as a versatile resonant dopant in SnTe,
Zn was co-doped with Pb to simultaneously act as a resonant
dopant as well as increase the band gap and cause hypercon-
vergence in the valence bands of Pb doped SnTe.*'" This led to
the development of a promising p-type thermoelectric material
with a ZT of 1.66 at 840 K.'" Thermoelectric technology requires
both p and n type materials with comparable performances for
practical applications. Bi in SnTe was previously known to tune
only the carrier concentration.?® However recent studies have
revealed Bi to be a successful n-type resonant dopant in
SnTe.”™** Hence, we thought studying the effect of Bi doping
in the presence of Pb in SnTe was worthwhile. The combined
electronic structure and transport property studies using first
principles calculations reveal the unusual synergistic nature of
Bi and Pb in improving the thermoelectric properties of SnTe
making it a suitable material for further experimental study.

2. Computational details

We used the Quantum ESPRESSO package for simulation of the
electronic structures of SnTe; Pb doped and Pb-Bi co-doped
SnTe configurations.”® To capture the effect of spin orbit
coupling relativistic pseudopotentials are necessary. Our DFT
calculations involved fully relativistic ultrasoft pseudopoten-
tials with Generalized Gradient Approximation (GGA) of the
Perdew, Burke, and Erzenhoff (PBE) functional types.>* The
pseudopotentials included Sn (4d'°5s*5p), Te (4d'°5s>5p*), Pb
(5d"°6s”6p?) and Bi (5d'°6s*6p?) as the valence electrons. The
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supercells of (/2 x /2 x 2)a, dimensions containing 32 atoms
were fully relaxed for the determination of total energies. The
wavefunctions represented by the plane wave basis were trun-
cated with cut off values of 50 Ry for energy and 400 Ry for
charge density, respectively. A k£ mesh of 14 x 14 x 10 points
was used to sample the Brillouin zone integrations and the
band structures were determined along the high symmetry
lines (M-I'-Z-R-A) in the Brillouin zone.

3. Results and discussion

The electronic structure of SnTe reveals a direct band gap of
0.081 eV at the I' point due to the typical underestimation in
DFT based calculations (Fig. 1a).**” It is well known that PbTe
and SnTe have inverted bands and the addition of Pb into SnTe
gradually decreases the band gap to zero when Sn = 0.4 and
Pb = 0.6.>>*” When we simulate the electronic structure for a
composition of Sng,Pby;Te, we observe that the system
appears metallic as DFT fails to capture the extremely low band
gap (Fig. 1b)."" Although addition of Pb is known to decrease
the lattice thermal conductivity favorably, the decrease in the
band gap leads to onset of bipolar diffusion and hence has a
negative impact on the power factor.”®*” We know that Bi is an
n-type resonant dopant in SnTe known to introduce resonance
levels just beneath the conduction band and improve the room
temperature Seebeck co-efficient.>'**?® Hence, we co-doped Bi
to beneficially tune the electronic structure. In the electronic
structure of Pb-Bi co-doped SnTe, we observe an increase of
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0.147 eV in the band gap at the I' point, effectively solving the
problem of the bipolar effect (Fig. 1c). While Bi in SnTe is
known to reduce the band gap, in the presence of Pb it opens
the band gap of SnTe, and the reason behind this is explained
in later sections.*'

In addition to this, it also introduces a resonance level that
appears as a distinct peak near the Fermi level in the density of
states (DOS) plot (Fig. 1d).>** These resonance levels are
formed due to the hybridization of Bi ‘p’ states with Sn and
Pb ‘p’ states near the Fermi level just below the conduction
band (Fig. 2). In SnTe, we observe that the resonance states
introduced by ‘p’ valence electron impurities are rather broad
as seen in this case compared to that of ‘s’ valence electron
impurities as seen in the case of Zn resonance levels."*> We
also observe that both in Sn;;PbsTe;c and Sn,,Pbs;BiTe;¢, the
valence bands are formed by Te ‘p’ orbitals while the conduc-
tion band is formed by Sn and Pb ‘p’ orbitals."* In addition to
the formation of resonance states, Bi ‘p’ orbitals are also seen to
contribute to the lower conduction bands.

In addition to the low band gap, SnTe suffers drawbacks of
high energy offset between the valence sub-bands at the I" point
and Z + J in the Z — R direction in the supercell. We estimate
this band gap to be 0.297 eV in our calculations for SnTe.
Doping of Pb leads to further separation of these sub-bands to
0.303 eV, which agrees with a previous report."* While several
previous reports of Bi doping in SnTe have indicated that there
is no decrease in the energy offset of valence sub-bands by the
addition of Bi, herein we see that co-doping it with Pb decreases
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Fig. 1 Electronic structure of (a) SnigTese; (b) Sn11PbsTesq; and (c) SnioPbsBiTesq; (d) DOS plot of all three configurations. The appearance of a hump near
the Fermi levelin the DOS plot indicates the formation of a resonance level in SnyoPbsBiTes. The energy levels are shifted with respect to the Fermi level,
which is set to zero. The L point of the primitive cell folds onto the I' point and the X point folds onto the Z + ¢ in the Z — R direction in the current

supercell 2
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Fig. 2 pDOS of (a) Sny1PbsTesq; and (b) SnigPbsBiTess. The energy levels are shifted with respect to the Fermi level of the configurations, which is set to

Zero.

the energy offset value to 0.173 eV.>"**?% This unusual behavior
of Bi is seen only in the presence of Pb highlighting the
importance of choosing the right combination of dopants to
engineer the electronic structure.*>?

Similar to the valence sub-bands, light and heavy hole
conduction sub-bands at the I' point and Z + ¢ in the Z — R
direction, respectively have a large energy offset in SnTe com-
pared to that in GeTe.”>*° Note that although the carriers in the
conduction bands are electrons the terms light and heavy hole
conduction sub-bands are used here to indicate that these are
the conduction bands corresponding to the respective light and
heavy hole bands in the valence region and it does not mean
that the holes are the carriers in the conduction band. We
estimate this value to be 0.241 eV in SnTe and 0.233 eV in Pb
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doped SnTe. While the lowermost valence and conduction
bands are eight-fold degenerate, doping of Pb leads to the loss
of degeneracy with the bands splitting into 4 doubly degenerate
ones in both the valence and conduction band regions. In Pb
doped SnTe the lowermost degenerate band caps the valence
band making it seem metallic. We observe that with Bi co-
doping, this band forms the resonance level and the second set
of doubly degenerate bands lying 0.071 eV above the first set in
Pb doped SnTe, now form the conduction band edge flanked by
the resonance states at the bottom. This leads to an increase in
the band gap at the I" point. The formation of a resonance level
drags the heavy hole conduction sub-band lower by 0.087 eV
from the I' point and almost in line with the resonance band
protrusions on either side of the I' point. Such a feature of
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(a) DOS; (b) thermal conductivity (inset: electrical conductivity); (c) Seebeck co-efficient (inset: ZT@800 K) and (d) power factor of Sn1oPbsBiTesg
as a function of chemical potential (1) at various temperatures. The conductivity and power factor values are reported by scaling it with 7.

Fig. 3
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extreme convergence was not reported previously in Bi doped
SnTe materials.*

Due to the competing traits of electrical conductivity ‘c’ and
Seebeck coefficient ‘S’, the power factor ‘cS™ is largely depen-
dent on the electronic structure.”” The interesting features
shown by Sn;,PbsBiTe;s made us curious to study its transport
properties using the Boltztrap code under rigid band
approximation.** We determined DOS, ‘¢’, ‘S’, ‘68> and ‘x’ as
a function of chemical potential ‘x’ under a constant scattering
time approximation in the temperature range of 300 K to 800 K
(Fig. 3). The negative and positive potentials indicate hole
(p-type) and electron (n-type) doping, respectively.**

While the DOS and ‘¢’ do not show much variation with
temperature, we observe an increase in the ‘x’ values with an
increase in the temperature.®® The large ‘S’ values along with
high power factors indicate the effect of tuning the electronic
structure. Distortion in the density of states due to the reso-
nance levels, an increase in the number of degenerate valleys
due to the valence and conduction sub-band convergence
leading to an increased effective mass and the increase in the
band gap observed in the electronic structure, synergistically
lead to improved thermopower. The doping of Pb and Bi in the
Sn site leads to large mass fluctuations and atomic point
defects leading to scattered phonons. This is known to decrease
the lattice thermal conductivity.’®*” By assuming a lattice
thermal conductivity of 0.5 W m~' K™ *, we estimate ZT values
of ~1.58 at 800 K for the p-type and ~0.63 for the n-type
material. Although the material predicts a lower ZT than
the combination of Pb with Zn that showed the lowest total
thermal conductivity of ~1.5 W m™" K" and a power factor of
~30.4 pW ecm ™ K2 at 840 K, by applying strategies like nano
structuring, further improvements in the ZT can be achieved.
Based on the existing literature reports and the current work,
30 mol% of Pb and 6 mol% of Bi with further tuning of Bi
concentration to tune the chemical potential should lead to the
realization of high ZT values in the current material. This work
opens new opportunities for SnTe based materials as it demon-
strates the possibility of achieving better performance in both
p and n-type materials by tuning the chemical potential.

4. Conclusions

Herein, we reveal the unusual behavior of a Bi dopant in the
presence of Pb in SnTe leading to an enhanced ZT of ~1.58 at
800 K as predicted using Boltzmann transport calculations. We
show that, although Pb is known to decrease the thermal
conductivity in SnTe, it strengthens the bipolar conduction at
high temperatures by closing the band gap of SnTe. However
co-doping of Bi leads to an increase in the band gap, eliminat-
ing the bipolar effect. Bi in addition to introducing resonance
states also causes convergence of the valence and conduction
sub-bands in the presence of Pb. Since Bi was not known to
cause valence band convergence when doped in SnTe, this
behavior is the unique effect of co-doping it with Pb. The
electronic structure tuning due to Bi-Pb co-doping leads to
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the development of a material that can be envisaged to act as
both a p and n-type material by tuning the chemical potential.
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