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The stability of GeTe in rhombohedral (R3m), face centred cubic (Fm3m), and simple cubic (Pm3m) phases
has been studied using density functional perturbation theory. The rhombohedral phase of GeTe is dynamically
stable at 0 GPa, while Fm3m and Pm3m phases are stable at 3.1 and 33 GPa, respectively. The pressure-dependent
phonon modes are observed in Fm3m and Pm3m phases at I' and M points, respectively. The electronic and
the thermoelectric properties have been investigated for the stable phases of GeTe. The electronic band gap
for rhombohedral and Fm3m phases of GeTe has been observed as 0.66 and 0.17 eV, respectively, while the
Pm3m phase shows metallic behavior. We have used the Boltzmann transport equation under a rigid band
approximation and constant relaxation time approximation as implemented in BOLTZTRAP code for the calculation
of thermoelectric properties of GeTe. The metallic behavior of Pm3m phase gives a very low value of Seebeck
coefficient compared to the other two phases as a function of temperature and the chemical potential w. It is
observed that the rhombohedral phase of GeTe exhibits higher thermoelectric performance. Due to the metallic
nature of Pm3m phase, negligible thermoelectric performance is observed compared to R3m and Fm3m-GeTe.
The calculated lattice thermal conductivities are low for Fm3m-GeTe and high for R3m-GeTe. At the relatively
higher temperature of 1350 K, the figure of merit ZT is found to be 0.7 for rhombohedral GeTe. The elastic
constants satisfy the Born stability criteria for all three phases. The thombohedral and Fm3m phases exhibits
brittleness and the Pm3m phase shows ductile nature.
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I. INTRODUCTION

In recent years, chalcogenide compounds have received
much more attention by the condensed matter and materials
researchers due to their complex sequence of structural phase
transitions and excellent properties such as ferroelectricity,
superconductivity, and high thermoelectric power resulting in
a variety of applications mainly in storage devices, industrial
perspectives, and thermoelectric devices [1-6]. Among these
materials, germanium (Ge), tin (Sn), and lead (Pb) based
tellurides and selenides are studied significantly due to their
complex and interesting structural phase transition sequences
at high pressure and thermoelectric properties [7—11]. The
binary chalcogenides such as lead-, tin-, and germanium-based
tellurides exhibit a pressure induced structural phase transition
from face centered cubic (Fm3m) to simple cubic (Pm3m)
structure at high pressure [12—16]. In addition, there appears an
intermediate phase between Fm3m and CsCl-type structures
[9,12-15]. GeTe, which crystallizes in rhombohedral (R3m)
structure at ambient conditions with displaced ionic positions
of rock-salt sites, exhibits a temperature-dependent structural
phase transition from ground-state R3m to Fm3m structure
at 720 K [17,18]. This transition occurs without any change
in the number of atoms per unit cell, but the symmetry of
the structure changes from lower to higher-symmetry structure

“prafullaj@yahoo.com; pk.jha-phy @msubaroda.ac.in

2469-9950/2018/97(13)/134105(10)

134105-1

with increasing temperature, which is attributed to the second-
order phase transition [18]. However, under pressure, the phase
transition from R3m to Fm3m phase is a first-order transition
as evidenced by the volume discontinuity at 3.1 GPa [18].
Furthermore, GeTe exhibits paraelectric nature with the Fm3m
phase above the transition temperature, while below the transi-
tion temperature it shows ferroelectricity with displaced atomic
positions from its ideal rock-salt sites [19]. This transition
is derived by a temperature- dependent soft phonon mode
observed at 140cm™~! in the R3m phase [19]. The structural
phase transition in GeTe with increasing temperature is due
to softening of A; and E phonon modes, which abolishes the
rhombohedral angular distortion of 1.8° above the transition
temperature, 705 K [6,20,21]. Onodera et al. [22] found a
transition from R3m to Fm3m structure around 3 GPa without
any volume discontinuity followed by another transition to
an orthorhombic phase with a Pbcn space group at 18 GPa.
AD initio calculations of the pressure induced structural phase
transitions of GeTe by Do et al. [7] show an Fm3m to Pm3m
transformation at 42.9 GPa. Very recently, Jeong et al. [23]
reported the coexistence of R3m, Cm, and Pl phases in
crystalline GeTe from the change in internal energy. They
further found that the structural phase transformation induces
the change in crystal resistance.

Tellurides including GeTe have been the focused mate-
rials for thermoelectric applications in the last few years
[7,10,24,25]. GeTe exhibits remarkable thermoelectric perfor-
mance with alloying of PbTe and doping of Sb,Tes, which
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reduces the carrier concentration and lattice thermal conduc-
tivity [26]. Very recently, large number of GeTe samples with
a wide range of carrier concentrations have been synthesized,
and first-principles based electronic band structure calculations
show that the thermoelectric performance is better for GeTe
compared to PbTe and SnTe due to the highly degenerated X
band at the band edge [27]. The study of Lanqing et al. [10]
of the thermoelectric properties of GeTe with Fm3m phase
for both p and n type shows a quick drop at high pressure in
contrast to a high thermoelectric performance at zero pressure.
This clearly brings out the importance of pressure and pressure
induced structural phase transitions in tellurides, particularly in
GeTe. Here, our aim is to study the dynamical stability, elastic
properties, and electronic and thermal transport properties of
GeTe under pressure.

II. COMPUTATIONAL METHOD

The structural, electronic, and elastic properties of GeTe
in different phases with pressure variation are investigated
using first-principles calculations in the framework of density
functional theory (DFT) implemented in QUANTUM ESPRESSO
code [28]. The ground-state optimization of all the structures
is performed using the Broyden-Fletcher-Goldfarb-Shanno
(BFGS) method [29-32]. Both cell parameters and atomic
coordinates are optimized at each pressure [33]. The norm
conserving type pseudopotential with generalized gradient
approximation (GGA) proposed by Perdew-Burke-Ernzerhof
(PBE) was employed for the exchange correlation functional
[34]. The plane-wave basis set cutoff energy for R3m and
Pm3m phases is 100 Ry and for the Fm3m phase it is 90 Ry.
The Brillouin zone integration was performed with a 12 x 12
X 12 k mesh for Fm3m and Pm3m phases, while for the R3m
structure we used a 14 x 14 x 14 k mesh within the Monkhorst-
Pack scheme. The iterative Davidson-type diagonalization
method is used to solve the Kohn—Sham equation with energy
convergence threshold of 1 x 1077 Ry. We have treated the
4d orbitals as valence states in generating pseudopotentials
[35,36]. The phonon properties were computed using the
density functional perturbation theory (DFPT), which allows
us to calculate the phonons at any wave vector in the unit
cell that is implemented in QUANTUM ESPRESSO code [37]. To
calculate the dynamical matrix at each q grid, we have used a
6 x 6 x 6 ¢ mesh for the Fm3m phase, while for R3m and
Pm3m phases we used a4 x 4 x 4 g mesh. The Boltzmann
transport equation is used to calculate thermoelectric properties
under the constant relaxation time approximation (CRTA)
implemented in BOLTZTRAP code [38]. This equation together
with the ab initio approach has been quite successful in
predicting the transport properties of a variety of compounds
and potential thermoelectric (TE) materials [39,40]. In the case
of CRTA, the required relaxation time 7 is treated as constant,
which results into the determination of Seebeck coefficient
S and electrical conductivity relative to the relaxation time
o/t without any fitting parameter. However, the electrical
conductivity o and hence the power factor S?c and ZT can
be resolved with respect to t. The thermoelectric properties
can be estimated by considering the rigid band approximation
in the calculation of the electronic band structure. Furthermore,
for a direct comparison with measured data, determination

of the carrier concentration from the temperature-dependent
chemical potential is needed. The temperature dependence of
the chemical potential (1) can be expressed as

n= fDe(E)W_+dE, 1)
e T + 1

where n, E, D.(E), kg, and T are the carrier concentration,
energy, density of states, Boltzmann’s constant, and tempera-
ture, respectively. The lattice thermal conductivity is obtained
using the phonon Boltzmann transport equation (PBTE) and
SHENGBTE code [41]. The lattice thermal conductivity at a
temperature 7 can be expressed as

1 af o

Klatt = W ; mvx Uy Ths (2)
where N, V, f, and v{ are the number of uniformly shaped q
points in the Brillouin zone (BZ), volume of the unit cell, the
Boltzmann distribution function and velocity along « direction.
To solve the PBTE, harmonic force constants (second-order)
and anharmonic (third-order) force constants (IFCs) are re-
quired to calculate the lattice thermal conductivity. We used
DFPT in order to calculate second-order force constants, while
third-order anharmonic force constants (IFCs) are calculated
with asupercell of 3 x 3 x 3. Analysis of mechanical properties
for all three phases has been done by calculating elastic
constants (Cj;), bulk modulus (B), shear modulus (G), and
Young’s modulus (Y), Poisson’s coefficient (1), and anisotropic
factor A. For this, we first generate a set of distorted structures
by applying Lagrangian strain of 0.15 on the relaxed structures
using ELASTIC code [42]. For each deformed structure, the full
stress tensor is calculated by relaxation of ions using DFT and
then is used to calculate the elastic properties. Using elastic
constants, we calculated the elastic moduli by adopting the
Voigt-Reuss-Hill approximation [43].

III. RESULTS AND DISCUSSION

A. Crystal structures

GeTe consists of several structures from rhombohedral to
simple cubic (Pm3m) with different space groups at different
pressure and temperature. The ground-state phase of GeTe
is thombohedral (R3m) and it transforms into face centered
cubic phase with Fm3m space group at 3.5 GPa [44]. To
reach a final Pm3m phase from cubic Fm3m, there are
mainly three ways as shown schematically in Fig. 1. The
first path known as Watanabe path (top most) is through
the orthorhombic phase with Pmmn space group, which is
transformed from Fm3m at 34.5 GPa and then finally to Pm3m
phase at 48.8 GPa [7]. The other paths Tolendo and modified
Buerger are the transformation from Fm3m phase to Pbnm
phase at 19.2 GPa and P2,/m phase at 18.6 GPa, respectively,
and then to metastable orthorhombic (Cmcm space group)
structure followed by another transformation to Pm3m at
pressure greater than 50 GPa [7,16]. The fourth path is the
direct transformation from Fm3m to Pm3m. Serebryanaya
et al. [16] obtained a CsCl-type structure with Pm3m space
group for GeTe at 38 GPa with a lattice constant a = 3.268 A.
In the present study, we choose the third path, in which GeTe
transforms directly from Fm3m to Pm3m structure without
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FIG. 1. Different transition paths for GeTe from R3m to Pm3m
with pressure. We take the R3m — Fm3m — Pm3m path, which
is indicated by a black color line. Other paths are based on literature
survey: (a) Ref. [44], (b) Ref. [16], and (c) Ref. [7].

any intermediate structure. We consider three structures of
GeTe: (i) rhombohedral (R3m), (ii) FCC (Fm3m), and (iii)
SC (Pm3m), and calculate the minimum energy of each
structure. For better clarity of some of the states, we provide
the structures together with the lattice parameters in Fig. S1 of
Ref. [45]. The stability of the considered phase is discussed in
the next section. The rhombohedral structure of GeTe consists
of various structural discrepancies. The experimental study by
Pereira et al. shows that the R3m phase with a = 4.156 A
and ¢ = 10.663 A at room temperature that can convert into
the rhombohedral structure with lattice constant a = 4.288 A
and angle o = 57.93°, which are in close agreement with our
calculated structural parameters for the R3m phase [46]. Our
optimized lattice parameters for the ground-state rhombohe-
dral phase presented in Table I are in good agreement with the
experimentally reported structural parameters of GeTe [47,48].
Figure S2 of Ref. [45] presents the plot of E(V) for three
considered phases. The volume change in R3m and Fm3m
phases is found almost of the same order, which depicts the
first-order structural phase transition from R3m to Fm3m

(a) (b) ©

FIG. 2. Unit cell of GeTe (a) rhombohedral, (b) Fm3m, and (c)
Pm3m phases. The rhombohedral phase has an angle of 58.264°.
Blue color represents Ge and red color represents Te atoms.

phase. Figure 2 presents the unit cell of GeTe in all three
phases, R3m, Fm3m, and Pm3m. The atomic coordinates and
interaxial angle in R3m phase is listed in Table I, which agrees
well with available reports.

B. Dynamical stability at high pressure

The lattice dynamics is important to understand the stability
of phase, phase-transition, and electron-phonon interaction of
amaterial. Furthermore, a good thermoelectric material should
have low thermal conductivity as the thermoelectric figure of
merit ZT is inversely proportional to it. The lattice thermal con-
ductivity ki, is lower for low sound velocity and materials with
soft lattices and weak elastic properties, which normally give
low lying optical phonon modes in phonon dispersion curves
[49]. This results into the anharmonic coupling between these
optical phonon and acoustic phonons and therefore a strong
scattering of acoustic phonon is induced [49,50]. In this sec-
tion, we focus on the phonon properties and dynamical stability
of GeTe in all three considered phases. The phonon dispersion

TABLE I. Our calculated and other theoretical and experimental lattice parameters and atomic positions of GeTe.

Atomic coordinates (crystal unit)

System Work a (z&) Inter axial angle (°) X y z
R3m Present 4.323 58.264 Ge 0.2359 0.2359 0.2359
Te —0.2359 —0.2359 —0.2359
Other 4.260°, 4.33° 58.358%, 58.14° GeP 0.2359 0.2359 0.2359
Te® —0.2359 —0.2359 —0.2359
Fm3m Present 5919 90 Ge 0.0 0.0 0.0
Te 0.5 0.5 0.5
Other 5.974¢, 5.986¢ 90 Ge! 0.0 0.0 0.0
Ted 0.5 0.5 0.5
Pm3m Present 3.283 90 Ge 0.0 0.0 0.0
Te 0.5 0.5 0.5
Other 3.270°, 3.268" 90 Gef 0.0 0.0 0.0
Tef 0.5 0.5 0.5

4Reference [22].
bReference [48].
‘Reference [7].
dReference [44].
¢Reference [7].
fReference [16].
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FIG. 3. Phonon dispersion curves along high-symmetry directions and the phonon density of states (PHDOS) for GeTe in (a) R3m, (b)
Fm3m, and (c) Pm3m phases at 0 GPa. The negative PHDOS in Fm3m and Pm3m phases shows instability in GeTe at 0 GPa. (d) Phonon

dispersion and PHDOS for Pm3m phase at 10 GPa.

and phonon density of states (PHDOS) for R3m, Fm3m, and
Pm3m phases at 0 GPa are presented in Fig. 3. Since there are
two atoms per unit cell for all three structures of GeTe, there
are six phonon modes in phonon dispersion curves (PDC). The
R3m phase is dynamically stable at 0 GPa as no imaginary
frequency of phonon modes is found in the entire BZ. There is
adegeneracy in transverse acoustic (TA) and transverse optical
(TO) modes in higher-symmetry directions of the BZ in the
rhombohedral phase. However, in other phases such as Fm3m
and Pm3m, there exist imaginary eigenvalues in the BZ. While
in the Fm3m phase [Fig. 3(b)] the phonon modes with imagi-
nary frequency exist only at zone center, in the case of Pm3m
phase, they are located at I',X, and M points of BZ. The Fm3m
and Pm3m phases of GeTe, which are not observed at ambient
conditions, depict the dynamically unstable structure at O GPa.
A threefold degenerate infrared active mode 77, is observed at
I" point with a maximum imaginary frequency of 64.1cm~! in
the Fm3m phase at 0 GPa. This threefold degenerated mode
splits into degenerated two TO modes and one LO mode, which
results into the LO-TO splitting along the I to L direction. In
certain cases under pressure, the eigenvalues of the phonon
modes turn real. In the present study, we have systematically,
step by step applied pressure for the Fm3m phase and calcu-
lated the PDC, which are presented in Fig. 4(a). The magnitude
of the phonon frequency at I" point decreases as the pressure
increases and at 3.1 GPa the imaginary eigenvalues completely
disappear [Fig. 4(b)]. The eigenvalues located at other points
of BZ remain almost constant with pressure. This indicates
that the Fm3m phase, which was unstable at 0 GPa, becomes
stable at 3.1 GPa, which is close to the experimental value of
3.5 GPa.

Figures 3(c) and 3(d) show the phonon dispersion along the
I'-R-X-M-T" direction of BZ together with the phonon density

of states for the Pm3m phase at two pressures, 0 and 10 GPa,
respectively. It can be seen that the Pm3m phase of GeTe is
unstable at 0 GPa as the imaginary frequency is observed at
high symmetry points I" (0.00.00.0), X(0.00.50.0),and M (0.5
0.0 0.5) of the BZ. The imaginary frequency is maximum with
82 cm~! at M point for 0 GPa. However, after applying pressure
of 10 GPa, the phonon modes at I' and X points turn real,
while at M point one of the TA modes with By, symmetry still
remains imaginary. However, with systematic application of
pressure, similar to the Fm3m phase the imaginary frequency
of TA mode at M point turns real. Figure 4(c) presents the
phonon dispersion of GeTe in the Pm3m phase along the high-
symmetry points X-M-I", which shows that the TA mode turns
real with increasing pressure. At 33 GPa, the frequency of TA
phonon modes at M point becomes real, indicating dynamical
stability of GeTe in Pm3m phase [Fig. 4(d)]. All properties
presented in the next section are calculated for stable phases
of GeTe.

C. Electronic and thermal transport properties

We now move to the electronic and thermoelectric proper-
ties of GeTe. We have calculated the electronic band structure
together with the density of states (DOS) and thermoelectric
coefficients for the stable configurations of GeTe, i.e., R3m-
GeTe at 0 GPa, Fm3m-GeTe at 3.1 GPa, and Pm3m-GeTe at
33 GPa. The calculated electronic band structure and density of
states for R3m, Fm3m,and Pm3m structures at stable pressure
are also shown in Fig. 5. It is found that the rhombohedral
phase has the largest band gap of 0.66 eV, while Fm3m has
the lowest with 0.17 eV. The Pm3m phase of GeTe shows
no band gap, indicating metallic behavior. The nature of the
band gap in the R3m phase is direct at 7 (0.5, 0.0, 0.0)
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FIG. 4. Pressure-dependent phonon modes for (a) Fm3m and (c) Pm3m phases around I and M points, respectively. At 3.1 GPa, the
imaginary mode of Fm3m phase at I' point disappeared and similarly at 33 GPa the phonon mode of Pm3m phase at M point disappeared.
The full phonon dispersion curves for Fm3m at 3.1 GPa and Pm3m at 33 GPa are shown in (b) and (d), respectively.
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FIG. 6. Temperature-dependent thermoelectric parameters for all three phases: (a) Seebeck coefficient, (b) electrical conductivity, (c)
electronic thermal conductivity, and (d) electronic thermoelectric figure of merit. The electrical conductivity and electronic thermal conductivity

are calculated in terms of relaxation time.

the band structure is consistent with earlier reports [7,23,52].
Our calculated band gap value varies slightly from the earlier
reported values [7,23,52], which can be attributed to the use of
GGA for the electron exchange correlation interactions. The
inclusion of GGA-PBE with DFT-D2 and hybrid functionals
has been found to significantly enhance the band gap of R3m
and Fm3m phases of GeTe [23] and others. The band gaps
of R3m and Fm3m phases are higher than some conventional
thermoelectric materials like Bi;Tes;, which gives a greater
enhancement in the Seebeck coefficient [53]. Figure 6 shows
the temperature-dependent thermoelectric coefficients in the
temperature range of 300 to 1500 K for stable phases of GeTe.
We have assumed a series of carrier concentration ranging
from 1 x 10'8 to 9 x 10 cm~"'. The Seebeck coefficient for
R3m-GeTe with the carrier concentration of 7 x 10* cm~!
is found to be 68 uV/K, which is in close agreement with
the experimental value of 80 uV/K at 300 K [25]. Therefore
we selected this carrier concentration for the calculation of
other coefficients of transport properties. As shown in Fig. 6(a),
the Seebeck coefficient, which increases with temperature, is
highest for R3m-GeTe over the whole temperature range. The
R3m-GeTe exhibits maximum value of Seebeck coefficient
with 243.05 uV/K at 1500 K, while at the same temperature
Fm3m-GeTe and Pm3m-GeTe have 167.90 and 5.99 uV/K,
respectively. The significantly low value of Seebeck coefficient
for Pm3m-GeTe is attributed to its metallic nature. The
Seebeck coefficient is independent of relaxation time t, but the
T dependency of electrical conductivity o can be expressed by

the following expression:

(©)

where n is the carrier concentration, e is the charge of carrier,
m™ is the effective mass, and 7 is the relaxation time. The o in
terms of constant relaxation time as a function of temperature
is depicted in Fig. 6(b). Due to the large band gap in the R3m
phase, ithasless electrical conductivity compared to the Fm3m
and Pm3m phases. The value of ¢ as a function of temperature
remains constant in the whole range of temperature. According
to Weidemann-Franz law, the electronic thermal conductivity,
Ke, 1s directly proportional to o and depends on 7. It has
been observed from Figs. 6(b) and 6(c) that the R3m-GeTe
has a lower value of o and x. compared to the Fm3m and
Pm3m-GeTe, which shows more thermal stability for R3m-
GeTe compared to the Fm3m and Pm3m phases of GeTe.
It is known that the waste of heat can be one of the most
important renewable sources of energy as it can be converted
into electricity by the Seebeck effect [54]. Therefore a great
deal of attention is devoted to developing new thermoelectric
materials. The efficiency of thermoelectric materials requires
high thermoelectric power factor (S?c’). However, for bulk
materials, there are some restrictions to increase thermoelectric
efficiency. The low carrier concentration required for high
value of Seebeck coefficients results into low electrical con-
ductivity, while a large electrical conductivity simultaneously
increases electrical thermal conductivity. Figure 7 presents
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FIG. 7. Seebeck coefficient, electrical conductivity, electronic thermal conductivity, and ZT. as a function of chemical potential (u) for (a)

300 and (b) 600 K for all three R3m, Fm3m, and Pm3m phases.

the chemical potential (1) dependent transport coefficient for
GeTe at temperatures 300 K (band a) and 600 K (band b).
The positive value of u corresponds to n-type doping with the
Fermi level moving in the upward direction, while negative
value of u corresponds to p-type doping with the Fermi level
moving in the downward direction. However, near the Fermi
level, enhancement of Seebeck coefficient (S) results due to low
n-type and p-type doping. The maximum value S is found for
the rhombohedral phase with 993 uV /K, while for Fm3m and
Pm3m, it is 412 and 40 uV/K, respectively. The difference
in S is clearly due to the electronic band gaps. However, at
600 K, this value becomes approximately half, 526 uV/K,
for the rhombohedral phase. The larger value of Seebeck
coefficient enhances the thermoelectric power factor. The
electrical conductivity o is almost independent of temperature,
while k. increases slightly with temperature. As the metals
have a very high electrical and electronic thermal conductivity,
we get the higher value of o and «. for Pm3m-GeTe, while
R3m and Fm3m-GeTe have lower value of ¢ and k. compared

to Pm3m phase. The semiconducting nature of rhombohedral
and Fm3m-GeTe results into the zero value of o and «. at
w=0eV.

In the last few years, there were several approaches focused
on improving ZT such as utilization of quantum effects by using
materials with complex superlatice or reducing the thermal
conductivity by increasing the disorder [55-57]. However,
increasing charge carriers can increase the Seebeck coefficient
which results in low thermal conductivity [58]. ZT can be
determined by the following expression [59]:

_ S20T

Ke Ke+ Klatt

Te _zr,— @)

zZT A .
Ke + Klatt

The quantity ZT, = S?0 T/, is now independent of relax-
ation time and ignores the lattice thermal conductivity. The
ZT. equal to 0.97 is highest for the rhombohedral GeTe,
while Fm3m-GeTe exhibits a value of 0.82 at 300 K. This
decreases to 0.88 and 0.71 for rhombohedral and Fm3m-GeTe,
respectively, at 600 K. The behavior of ZT, shown in Fig. 7 as
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FIG. 8. (a) The lattice thermal conductivity (ki), (b) group
velocity, and (c) the figure of merit (ZT) as a function of temperature
for all three phases.

a function of u is also observed in GeSe and SnSe [59]. The
difference in Z T, between rhombohedral and Fm3m is due to
the lesser difference in their band gap. It is observed that the
Pm3m-GeTe exhibits negligible value of Z T, compared to the
other two phases due to high thermal conductivity and lower
Seebeck coefficient. The maximum value of ZT, near the u =
0eV region suggests lower p-type or n-type doping, which
can drastically increase the thermoelectric performances. The
temperature-dependent Z 7T, presented in Fig. 6(d) shows that
the R3m-GeTe has maximum value of Z T, with 0.7 at 1300 K.
Lower value of Seebeck coefficient and higher . result in very
lower value of ZT, (~0.1) in the Pm3m phase.

The calculated temperature-dependent lattice thermal con-
ductivity ki, of GeTe in all three phases is presented in
Fig. 8(a). It is clearly seen that the GeTe in R3m and Fm3m
phases depict lower value of k1, than the Pm3m phase of GeTe

in the entire range of studied temperatures. There is a large
difference in kyy between Pm3m and other phases of GeTe
in the entire temperature range. A strong coupling between
acoustic and optical phonons is observed in the Fm3m phase,
while in R3m phase, we observed a gap between acoustic and
optical phonons, which results in the lower value of iy in
Fm3m-GeTe. Our calculated xp,q 0f 2.81 Wm~—! K~ ! at 300 K
for the R3m phase has a good agreement with a previous report
[48]. We also calculate the phonon-dependent group velocity
presented in Fig. 8(b). We note that the R3m phase of GeTe has
higher group velocity compared to the Fm3m phase of GeTe
in the lower region of the frequency.

We calculated the thermoelectric figure of merit (ZT) with
the contribution of Seebeck coefficient, electrical conductivity,
and lattice thermal conductivity and presented the results in
Fig. 8(c). We observe that at a higher temperature of about
1350 K the highest ZT of 0.7 is observed for R3m-GeTe, while
at the same temperature it is 0.44 for Fm3m-GeTe. The Pm3m
phase of GeTe has a very low ZT value near zero in the entire
temperature range. This study shows that R3m-GeTe can be
used in high-temperature thermoelectric devices; however, due
to the phase transition at 720 K, the Fm3m-GeTe phase will
restrict the thermoelectric figure of merit. It is worth to mention
that in this particular material, besides the standard strategy for
ZT enhancement, phase stabilizing dopants is very promising
approach, since at higher temperatures the R3m-GeTe is better.

IV. ELASTIC PROPERTIES

The calculation of elastic constants is important as they
illustrate fundamental properties such as mechanical stability,
stiffness, brittleness, ductility, etc. In addition, they also pro-
vide information about the anisotropic character of bonding.
Therefore we have calculated the elastic constants of GeTe
in R3m, Fm3m, and Pm3m phases. There are three elastic
constants Cyy, Cjp, and Cyy for cubic symmetry, while for
the rhombohedral phase there are six independent elastic
components: C;, Cjp, Cy3, C4, C33, and Cyy. To satisfy the
mechanical stability, a solid is required to satisfy the Born
criteria. The Born criteria of mechanical stability in R3m and
cubic symmetries are given by Egs. (5) and (6), respectively
[60],

Ci1 > |Cial; Cag > 0; CP; < $C33(Ciy + Ca);
Cly < 3Cas(Ci1 — C1y) = CasCo, (5)

Ci1 > 0; Cip > Crp; Cp +2C12 > 0. (6)

The calculated elastic constants are listed in Table II, which
shows that GeTe is mechanically stable for both symmetries.
Table II also indicates the bulk modulus B, shear modulus G,
and Young’s modulus Y for R3m, Fm3m, and Pm3m phases
of GeTe calculated using the following expressions [43]:

B= 1By +Bp.G=2Gv+Gr Y =20 (1)
- 2 \4 R)s - 2 \%4 R - 3B + G’
where By and By are the bulk modulus and Gy and Gp
are the shear modulus calculated using the Voigt and Reuss
approximations [61,62]. For the rhombohedral and Fm3m
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TABLEII. Calculated elastic constant (C;; in GPa), bulk modulus
(B in GPa), shear modulus (G in GPa), Young’s modulus (Y in GPa),
anisotropic factor (A), Poisson’s ratio (v), Cauchy’s pressure (C, in
GPa), and G/B ratio for R3m, Fm3m, and Pm3m phases of GeTe at
their respective stable pressure.

Elastic properties R3m Fm3m (3.1 GPa) Pm3m (33 GPa)

Cii 92.0 168.2 309.8
Ci 16.3 135 137.8
Cis 20.5 - -
Ciy 17.5 - -
Cs3 44.5 - -
Cuy 33.1 213 107.6
Ces 379 - -

B 36.31 65.07 195.16
G 28.16 36.39 98.16
Y 67.14 93.09 254.64
A 0.87 0.28 1.25
v 0.19 0.26 0.28
C, -16.89 —-7.80 30.20
G/B 0.76 0.57 0.50

phases of GeTe, the bulk modulus shows good agreement
with available results [63,64]. The elastic modulus of the
Pm3m phase is very high compared to other phases indicating
more resistivity towards the compression. According to Pugh’s
criteria, the ratio of G/B determines whether the material
is ductile or brittle [65]. If the value of G/B < 0.57, then
materials show ductile behavior and for brittleness the ratio
of G/B must be greater than 0.57. Our calculated value of
G/B for the R3m phase is 0.76, which is greater than 0.57,
indicating the brittleness character of the R3m-GeTe. For the
Pm3m phase, it is 0.50, which indicates that the GeTe in
the Pm3m phase is ductile at 33 GPa. The Poisson’s ratio
v, which is listed in Table II, provides the information about
compressibility of materials. If the ratio of bulk modulus to
shear modulus becomes infinity, then v = 0.5 and the material
become incompressible [66]. Our calculated v shows that the
rhombohedral phase is more compressible compared to Fm3m
and Pm3m phases as v is quite low for the R3m phase. To
measure the degree of anisotropy, we have calculated the Zener
anisotropic factor A using the following formula [67]:

20 —Cpp
Cu

A

The value of A for the rhombohedral, Fm3m, and Pm3m
phases is listed in Table II, and it indicates that all three phases
are elastically anisotropic. The Cauchy’s pressure C,, gives the
information about bonding, ductility, and metallic behaviors of
materials. The negative value of C), for the thombohedral and
Fm3m phases demonstrates brittleness, and a positive value
of C, reveals the ductile and metallic behavior of the Pm3m
phase of GeTe. This agrees with the G/B ratio and DOS of the
Pm3m phase.

V. CONCLUSIONS

We have investigated the structural, dynamical, mechanical,
and thermoelectric properties of GeTe in R3m, Fm3m, and
Pm3m phases using density functional theory and Boltzmann
transport equations. Our study reports that the GeTe exists
in the R3m phase at ambient conditions, while the Fm3m
and Pm3m phases are dynamically stable at 3.1 and 33 GPa,
respectively. The R3m phase of GeTe shows semiconducting
behavior with a 0.66 eV direct band gap, while the Pm3m
phase of GeTe exists in a metallic state at stable conditions.
The calculation shows that the R3m and Fm3m phases of
GeTe have the lowest thermal conductivity among all three
phases. The analysis of thermoelectric properties shows that
the rhombohedral phase of GeTe shows better thermoelectric
performance among all three considered phases of GeTe,
however, due to phase transition at 720 K, restricts the
thermoelectric figure of merit to the Fm3m-GeTe value for
higher temperatures. Thus we have pointed out that research
on rhombohedral phase stabilization enables a very promising
strategy for ZT enhancement in GeTe. The R3m-GeTe emerges
as an efficient thermoelectric material for high-temperature
thermoelectric applications, with ZT,,x = 0.7 at 1350 K. The
elastic analysis shows that all three phases follow the Born
stability criteria and the Cauchy’s pressure like DOS show that
the Pm3m phase is metallic.
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