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Two dimensional (2D) chalcogenide monolayers have diversified applications in optoelectronics,
piezotronics, sensors and energy harvesting. The group-IV tellurene monolayer is one such emerging
material in the 2D family owing to its piezoelectric, thermoelectric and optoelectronic properties. In this
paper, the mechanical and piezoelectric properties of 2D tellurene in centrosymmetric B and non-
centrosymmetric B’ phases are investigated using density functional theory. p’-Te has shown a negative
Poisson's ratio of —0.024 along the zigzag direction. Giant in-plane piezoelectric coefficients of —83.89
x 107 C m™ and —42.58 x 1071 C m™* are observed for f'-Te under biaxial and uniaxial strains,
respectively. The predicted values are remarkably higher, that is 23 and 12 times the piezoelectric
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Accepted 6th April 2021 coefficient of a MoS, monolayer with biaxial and uniaxial strain in the zigzag direction, respectively. A
large thermal expansion coefficient of tellurene is also estimated using quasi harmonic approximation.

DOI-10.1039/d0na00930j High piezoelectricity combined with exotic mechanical and thermal properties makes tellurene a very
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1 Introduction

2D materials provide a great platform to investigate and exploit
their properties for applications on a vast scale from space and
defense to miniaturized energy conversion devices. Previous
studies™* have shown that materials in monolayer or 2D form
exhibit novel properties that do not exist in their 3D forms.
Piezoelectricity is one such property that is being studied
extensively in 2D materials.>® Most of the bulk crystals have
a center of symmetry which subsequently is not found in their
2D structures. Due to the broken symmetry, the widely known
MoS, »”® monolayer and its Janus structures such as MoSSe,
MoSTe,’ and MoSeTe'® possess piezoelectricity. Other members
of 2D transition metal dichalcogenides (TMDCs) exhibiting the
piezoelectric effect include WS,, WSe,, WTe, and their Janus
monolayers WSSe, WSTe, and WSeTe." These have piezoelectric
coefficients comparable to that of MoS,. Group IV TMDCs® of
type MX, (M = Zr and Hf, X = S, Se, and Te) do not belong to the
class of piezoelectric materials due to the existence of inversion
centrosymmetry in them. However, the derived Janus structures
MXY (such as ZrSSe, HfSSe and so on) are staggered with broken
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promising candidate in nanoelectronics.

inversion symmetry and display piezoelectric coefficients in the
range higher than that of MoS,. Besides dichalcogenides,
monochalcogenides have also been investigated for this prop-
erty. Li et al.™ revealed the piezoelectricity of group-III mono-
chalcogenides InSe, GaSe and GaSe to be of the same order as
that of MoS,. Large piezoelectricity has been observed in the
monolayers of group-IV monochalcogenides GeS, GeSe, SnS and
SnSe.">"* Furthermore, Blonsky et al.> have determined the in-
plane coefficients for 37 piezoelectric materials that include
2D TMDCs (CrS,, NbSe,), metal oxides (ZnO, MgO) and III-V
semiconductor materials (GaAs, BSb, etc.). Among 2D materials,
another class called Mxenes has emerged owing to its potential
in piezotronics. Tan et al.** reported huge piezoelectricity in the
out-of-plane direction for an oxygen functionalized MXene,
M,CO,. Zhang et al.*® predicted three phases of ferroelectric
Mxenes and reported the existence of piezoelectricity in M,CS,
and M,CO,. Piezoelectricity has been reported even in mono-
elemental materials such as black phosphorus (BP)'*'” and o-
Te.*® BP has a piezoelectric coefficient of —9.48 pm V' which is
comparable to that of TMDCs.” o-Te has small asymmetry in its
structure which has been exploited to realize the out-of-plane
piezoelectricity in it. Also, the piezotronic effect has been
explored in 1D van der Waals Te nanobelts for their utilization
in smart electronic devices."

Another emergent characteristic observed in monoelemental
2D materials such as graphene® and phosphorene*** is nega-
tive Poisson's ratio (NPR). In-plane NPR emerges in graphene
while out-of-plane NPR exists in black phosphorus. The differ-
ence lies in the mechanism for the structural compensation of
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the strain. NPR has been observed in a few 2D materials having
honeycomb lattices such as silicene, h-BN, h-GaN, h-SiC, and h-
BAs.”® A few 2D heterostructures constructed with graphene/
MoS, and graphene/h-BN** also show negative Poisson's ratio.
Initially, the NPR behaviour was explored in systems such as
crystalline SiO,,” metallic nanoplates,*® 2D isotropic systems>’
and chiral honeycomb systems.*® These materials with a nega-
tive Poisson's ratio have many promising applications in
defense, biomedical, etc.>*** Mechanical metamaterials have
superior physical properties compared to conventional mate-
rials with a positive Poisson's ratio.

Preferable thermal properties when combined with their
mechanical properties become very suitable for device appli-
cations. Among 2D chalcogenides, graphene displays negative
thermal expansion in the temperature range 0-1000 K.***'
Doping graphene with nitrogen and boron makes the thermal
expansion coefficient more negative. Negative thermal expan-
sion is caused by the transverse acoustic modes present in
graphene, which result in highly negative Griineisen parameter.
Simulations by Sevik® revealed that h-BN exhibits a high
negative thermal expansion (—6.5 x 10° K™ ') compared to
graphene (—3.6 x 10~® K™ !). Huang et al.* reported negative to
high positive variation of thermal expansion with temperature
in MoS,. A similar variation in thermal expansion has been
observed for MoTe,.** Another TMDC, 2H-WS, also shows
negative thermal expansion up to 1100 K.** A negative volu-
metric expansion exists in GeTe depending upon the thermal
evolution of its structure. Herein, the coupling of acoustic and
soft transverse optical modes causes the negative thermal
expansion.* Black phosphorus possesses anisotropic thermal
expansion with negative values in the zigzag direction.*®

Since the mechanical exfoliation of graphene,*” researchers
from all over the globe have come to terms with the possibility
of extracting 2D materials from their bulk counterparts. Ultra-
thin Te films have already been synthesized using different
approaches such as by extracting monolayers from layered bulk
tellurium via the liquid-phase exfoliation method or by growing
Te monolayers on a substrate using physical vapor deposition,
epitaxial formation by molecular beam epitaxy and synthesis of
free standing 2D Te by the solution method.*®*** Wu et al.**
constructed a 2D FET device with a large drain current of 300
mA mm™ ", high mobility and high on/off ratio. Te has superior
transport properties that make it suitable for thermoelectric
applications.*»***>* It has high carrier mobilities leading to
good electrical conductivity and the heavy Te atoms result in flat
bands towards the conduction region which increase the See-
beck coefficient.” The unusually low thermal conductivity in
tellurene is a major contributing factor towards increasing its
power factor and efficiency in a thermoelectric device.**** Also,
theoretical reports have shown that Te has a direct band gap,****
and hence, optical to electrical energy can be harnessed from
it.*+*>%2 Te is fundamentally centrosymmetric but becomes non-
centrosymmetric upon strain engineering. Also, strain is an
unavoidable entity during the fabrication of thin films. Nowa-
days, strain is also intentionally used to modulate the
properties.
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In this article, we have investigated the mechanical and
piezoelectric properties of single layer tellurene under strain
along with its temperature dependent expansion. The motiva-
tion of this work lies in a few previous reports indicating the
origin of ferroelectricity and polarizations in monoelemental
tellurene.**** Two stable structures of 2D Te are obtained in this
study; where one structure is centrosymmetric and the other
one is non-centrosymmetric. Anomalous piezoelectric coeffi-
cients and Poisson's ratio are observed in the non-
centrosymmetric 2D Te.

2 Computational methods

The structural optimization and the piezoelectric calculations
of 2D tellurene have been done using density functional theory
(DFT) as implemented in Vienna Ab initio Simulation Package
(VASP),* with projector augmented waves (PAW)***” in the
generalized-gradient approximation (GGA).*®* The electron
exchange and correlation effects are described using the Per-
dew-Burke-Ernzerhof (PBE)® functional. A vacuum of 15 A
along the c-direction is used to avoid the interaction between
the periodic layers. The plane wave cutoff energy is set to 400 eV
and the Brillouin zone is sampled with a 14 x 14 x 1 gamma
centered k-mesh. The atomic positions have been relaxed until
the forces are less than 0.01 eV A~'. The energy convergence
criterion for electronic relaxation is set at 10~ eV to have energy
values with higher accuracy. The piezoelectric coefficients and
Born effective charges (BEC) are calculated using the density
functional perturbation theory (DFPT).**** The finite difference
method® is used to calculate the elastic constants in VASP. The
thermal expansion of tellurene is calculated with quasi-
harmonic approximation (QHA) using Phonopy.* Phonon
frequencies are obtained using the supercell approach with a 5
x 4 x 1 supercell and a 3 x 3 x 1 k-mesh using Phonopy.**

3 Results and discussion

Bulk tellurium belongs to the non-centrosymmetric trigonal
space group P3,21 (152). Very small (e;; = 1.19 C m™?) piezo-
electricity is observed in it (ESIT). The single layer tellurene is
a puckered structure consisting of alternate planar four-
membered and chair-like six-membered rings as shown in
Fig. 1(a). The arrangement of atoms is different as viewed along
the a and b-axes, namely armchair and zigzag directions,
respectively. The completely optimized tellurene has lattice
constants @ = 5.69 A, b = 4.22 A and ¢ = 4.12 A with the space
group P2/m (10). Zhu et al** have reported similar lattice
constants @ = 5.49 A and b = 4.17 A for monolayer Te. The
optimized non-centrosymmetric structure with lattice parame-
ters @ = 5.96 A and b = 4.51 A is obtained with the monoclinic
space group P2(3) from bulk Te exfoliation. Hereafter in this
manuscript, the centrosymmetric structure with the space
group P2/m is called B and the non-centrosymmetric structure
with the space group P2 is called B'. Inequivalent Te-Te bonds
and the difference in their bond lengths (Fig. 1(a)) clearly show
the absence of mirror planes in the B’ structure. In Fig. 1(a),
numbers are provided to Te-atoms in the 2D sheet to

© 2021 The Author(s). Published by the Royal Society of Chemistry
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(a) Geometric structure of monoclinic 2D tellurene: top view of the structure displaying the armchair and zigzag directions (unit cell is

shown with a black box), the perspective view showing the puckered configuration of the structure (numbers on Te-atoms help in identifying and
understanding their relative movements) and side views of B-Te and B'-Te highlighting the different bond lengths responsible for cen-
trosymmetry and non-centrosymmetry in the monolayer. (b and d) Electronic band structures and (c and e) phonon band structures of the f and

B’-tellurene monolayer, respectively.

understand the atom movements under strain that are dis-
cussed in the paper. The structural stability of the tellurene
monolayer is investigated via phonon dispersion calculations.
The phonon spectra of B-Te (Fig. 1(c)) and p'-Te (Fig. 1(e))
monolayers are found to be perfectly stable.

B-Te (Fig. 1(b)) shows an indirect 1.26 eV band gap in the "
— BA direction with the PBE functional. The inclusion of spin-
orbit coupling changes the band gap to 0.96 eV and makes it
direct. The band gap calculated using the HSE functional is
1.81 eV and is indirect. In a similar manner, the incorporation
of SOC makes the band gap direct and reduces it to 1.48 eV. The
calculated band gaps for -Te using different functionals are in
reasonable agreement with previous theoretical reports.>**>%
On the other hand, the B'-Te monolayer (Fig. 1(d)) displays
indirect band gaps of 1.18 eV and 1.13 eV with PBE and PBE +
SOC, respectively. The HSE and HSE + SOC functionals also
result in indirect band gaps of 1.89 eV and 1.74 eV, larger than
the ones obtained using the PBE functional. The band struc-
tures obtained using HSE with and without spin-orbit coupling
are shown explicitly in the ESI, Fig. S5.}

The mechanical strength of 2D structures to withstand strain
can be measured by computing their Poisson's ratio. In the case
of a monolayer, the in-plane Poisson's ratio is the most signif-
icant component. We investigated this quantity for single layer
B-Te and P'-Te by deforming them uniaxially in the zigzag and
armchair directions with the strain in the range of —10% to
+10%. Once the structures get relaxed and optimized, energy-
strain relations are obtained (ESI, Fig. S1 and S27).

© 2021 The Author(s). Published by the Royal Society of Chemistry

— @> , where
deq
&, is the strain generated along the a-axis in response to the
applied strain ¢b along the b-axis or vice versa. B-Te displays
positive Poisson's ratios (PPR) of 0.49 and 0.29 for uniaxial
loading in the zigzag and armchair directions as shown in the
ESI (Fig. S3).T The Poisson's ratio values for B-Te perfectly align
with Gao et al.'s reported values.*®* However, there is a small
deviation in the Poisson's ratio in the zigzag direction (0.58)
calculated by Liu et al.*®

The Poisson's ratio of the B'-Te monolayer is shown in
Fig. 2(a) as a function of uniaxial deformation along the zigzag
direction (b-axis) and Fig. 2(b) presents the Poisson's ratio for
deformation along the armchair direction (e-axis). In Fig. 2(a),
the data are fitted to the 7th order function, y = —vx + v,x* +
v3x° + 0" +v5x° +v6x° +v,x” + ¢, which gives the linear Poisson's
ratio v; = 0.01 and constant, ¢ = —5.21. In Fig. 2(b), the calcu-
lated data are fitted to the function, y = —vyx + v,x” + v3x> + vx*
+vsx° + c. The linear Poisson's ratio obtained isv; = 0.29 and ¢ =
—7.57.

The ¢, vs. ¢b plot (Fig. 2(a)) shows that tellurene expands (or
compressive strain decreases) in the a-axis when compressive

Poisson's ratio is computed as v = ——— (or

strain along the b-axis is applied. This is referred to as positive
Poisson's ratio. Tellurene also expands in the a-axis under
applied tensile strain along the b-axis. When a material elon-
gates in an axis upon stretching its other axis or vice versa, it is
known as negative Poisson's ratio behavior. Therefore, uniaxial
deformation in tellurene leads to positive Poisson's ratio upon
applying negative strain and negative Poisson's ratio upon

Nanoscale Adv., 2021, 3, 3279-3287 | 3281
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Fig.2 Poisson's ratio as a function of uniaxial deformation of p'-Te: (a)
ea vs. eb. The inset shows the NPR of tellurene under tensile strain. (b)
eb vs. e,. (c) Top view and (d) side view of the NPR behavior of tellurene
under a tensile strain of 10% in the zigzag direction (black arrows). The
colored arrows represent the movement of atoms, with the blue ones
representing the overall movement in the b-axis. The resulting tensile
strain in the a-axis (green arrows) and compressive strain in the c-axis
(red arrows) compensate for the applied strain. The size of the arrows
represents the intensity of the stretch and compression.

applying positive strain. Materials exhibiting negative Poisson's
ratio are called auxetic materials due to their unusual
mechanical behaviour.®” NPR in tellurene is attributed to the
existence of a six-chair like arrangement of Te atoms in the
puckered monolayer. The structural evolution for the in-plane
NPR behavior is discussed in the ESI, Table S1.}

Quantitatively, a high PPR of 0.48 is obtained in the negative
strain range which is close to the critical value, 0.5, for most of
the materials.>*® For the applied positive strain, a linear nega-
tive Poisson's ratio equivalent to —0.024 is achieved. The linear
NPR is quite small and this indicates that the tensile stress
leads to a small lateral strain only. 1 T-MX, (M = Mo, W, Tc, Re;
X = S, Se, Te) monolayers also display small in-plane negative
Poisson's ratios ranging from —0.03 to —0.37.” Borophene also
shows a NPR of —0.04 along a and —0.02 along b.%° 3-phos-
phorene has a NPR of —0.267.7° Black phosphorus exhibits
a theoretical out-of-plane NPR of —0.027,* which has been
experimentally validated.” Silica in its different 2D phases is
reported to have a negative Poisson's ratio in the range of —0.02
to —0.12.7> Other puckered 2D materials having a NPR include
group V-enes (BP, As, and Sb) and group IV monochalcogenides
(SiS, SiSe, GeS, GeSe, SnS, SnSe, and SnTe).”

Now, the effect of applied strain in the g-axis of f'-Te is
observed on the b-axis (Fig. 2(b)). The application of strain in
the armchair direction (g-axis) results in a strain in the zigzag
direction (b-axis) in a way that only a positive Poisson's ratio is
obtained for both the positive and negative applied strains. A
linear positive Poisson's ratio of 0.29 is obtained from the ¢b vs.
&, plot. B'-Te exhibits different Poisson's ratios for strain applied
to the armchair and zigzag directions. This substantial
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anisotropy in the in-plane mechanical properties is related to
the geometric anisotropy in the monolayer (Fig. 1(a)). The ob-
tained PPR is comparable to that of 2D materials such as gra-
phene (v = 0.18), BN (v = 0.22), BP (v = 0.27),”* MoS, (v = 0.30),*
ZrS, (v = 0.19), ZrSe, (v = 0.20), HfS, (v = 0.18) and HfSe, (v =
0.21).°

Mechanical strength of a nanomaterial can also be deter-
mined by its 2D elastic constants. The following conditions
govern the mechanical stability of tellurene monolayers.”

C11Ca — C12° > 0 and Cyy, Cas, C6 > 0 (1)

where Cji, Cis, Cip and Cee belong to the elastic tensor
expressed as

Cll C12 C13 0 0 C16

C12 CZZ C23 0 0 C26

| Cs G Gs 0 0 Gy
G=109 0 0 Cu Cs 0 @)

0 0 0 Cs Cs 0

Cs Cx Cy 0 0 Cg

The above conditions (eqn. (1)) are satisfied by both p-Te and
doj;

B'-Te. By definition, elastic constant is Cjj; = d—”, where o and
Erl

&a are the stress and strain tensors, respectively. In Voigt
notation, the fourth order tensor has been reduced to the
second order tensor as seen in eqn (2). For a highly stretchable
material, elastic constants should be small and hence, it should
have a small Young's modulus. This is preferable for easy
displacement of the charges in 2D sheets to generate piezo-
electricity. The anisotropic 2D Young's modulus for monoclinic
tellurene is given by®®

_ C11C22 B C122
C22

Cll C22 B (;122

Y
11 ch

and Yzz = (3)

Table 1 presents the elastic constants and Young's modulus
of B-Te and B'-Te. The calculated elastic constants and Young's
modulus of B-Te are close to the ones reported by Liu et al. at 0 K
temperature.® Elastic constants C,, and C;, of '-Te are smaller
than the constants observed for B-Te. This implies that §'-Te is
softer than B-Te in the h-direction whereas B-Te is more flexible
in the a-direction. Also, the Young's modulus of §'-Te along the
b-axis (Y,) is much smaller than that along the g-axis (Yi4),
indicating that B'-Te is softer in the zigzag direction. Tellurene
is a low stiffness material as it has elastic constants and Young's
modulus smaller than those of many 2D materials such as
graphene (C;; =351.9Nm ', Y=341Nm '), BN (Cy; =290 N
m,Y=2759Nm "),*BP (C;; = 145 Nm™ ', ¥ = 135.6 N

Table 1 Elastic constants Cy;, C,, and Cy, and Young's modulus Yig
and Ya; of B-Te and B'-Te in units of N m™*

Monolayer Cia Cy Ciz Y11 Y2
B-Te 13.52 23.68 6.69 11.63 20.37
B'-Te 16.42 3.27 2.01 15.18 3.02

© 2021 The Author(s). Published by the Royal Society of Chemistry
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m 1),7*MoS, (C;; =1349Nm ', Y=125Nm '),*MoTe, (Cy; =
88 Nm ', Y=799Nm ")>°ZS, (C;y =75.57 Nm ', Y =
72.55 N m™ "), ZrSe, (C;; = 68.86 Nm™ ', Y = 65.83 N m™ '), HfS,
(C11 =80.77 Nm™ ', Y=77.99 Nm™ ') and HfSe, (Cy; = 75.07 N
m ™', Y= 71.85 N m ).’ Elastic constants of SnS, SnSe, GeS and
GeSe'” are also larger than those of tellurene.

Further, we have investigated the piezoelectric properties of
B-Te and B'-Te. Also, the effect of strain is observed on their
piezoelectric coefficients. The stress tensor is defined as

ar,
dejy

e = (4)
where P; is the electrical polarization in the material as a result
of the applied strain &j.. The subscripts i, j, and k refer to the
spatial directions a, b and ¢ (or 1, 2 and 3), respectively. VASP
calculates the piezoelectric stress coefficient into two parts:
electronic (e?}lkec) and ionic (e}ﬁcn) values as e;; = e?}lfc + e}ﬁcn. For
different crystal lattices and symmetries, the number of inde-
pendent elements of the tensor differs.”” Therefore, the piezo-
electric tensor of B'-Te (space group P2) following the Voigt
notation (third order tensor reduced to second order) is

0 0 0 ey es O
ej=|en en ex 0 0 ey (5)
0 0 0 ey e5 0

In two dimension, the number of independent elements
reduces further due to increased symmetry. Therefore, elements
es4 and e;5 become zero. As the stress coefficients are evaluated
directly using DFPT, the piezoelectric strain coefficients d;; can
be determined from the stress coefficients and elastic constants
C;; by the following relation,

6
ex =Y diCy (6)
7

On solving the equations obtained from this relation (ESIt),
the values of dj; are obtained, which are experimentally relevant.
B-tellurene, being centrosymmetric, does not exhibit piezo-
electricity. However, it shows piezoelectricity under the effect of
strain. The phase transition to a P2 structure is obtained at 4.5%
tensile biaxial strain resulting in high piezoelectric coefficients
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(Table 2). The complete variation of piezoelectricity under strain
is shown in the ESI (Fig. S47). Uniaxial strain has no effect on its
inversion symmetry, thus leading to zero piezoelectricity. The
piezoelectric  stress coefficients of single layer non-
centrosymmetric p'-tellurene have also been calculated and
are tabulated in Table 2. It displays quite large coefficients than
B-Te. Fig. 3(a)-(c) show the variation of all the elements of the
stress tensor under the applied biaxial strain. Strain led to an
enhancement in all the components of the piezoelectric tensor
resulting in peaks for e, 1, €,,, €,3 and e,¢ at a compressive biaxial
strain of —5.5% (Table 2). The shear strain components e;, and
ei5 increase with the increase in tensile strain. The highest
element obtained is the in-plane polarization (e,,) having
avalue of —83.89 x 107'°Cm™" (dy, = —333.14 pm V). For all
elements, the ionic contribution is higher than the electronic
contribution, highlighting the ionic nature of bonds between Te
atoms.

For uniaxial strain in the zigzag direction (Fig. 3(d)—(f)), the
variation of piezoelectric coefficients is similar to the variation
under biaxial strain although the magnitude is different. Again,
in-plane polarization (—42.58 x 107" C m™") (d,, = —302.22
pm V') is the highest for uniaxial deformation in the b-axis.
Also, we observed a phase change from monoclinic P2 to P2/m
(denotes the centrosymmetry) below biaxial and uniaxial
compressive strains —5.5% and —4.9%, respectively. We explore
the variation in piezoelectric coefficients by deforming the
structures under the application of uniaxial strain along the
armchair direction also. However, it is observed that these
structures attain the centrosymmetric nature in the whole range
of —10% to +10% and hence, no piezoelectricity is obtained
along the g-axis.

The in-plane piezoelectric coefficient of tellurene under
biaxial and uniaxial strain in the zigzag direction is higher than
that of MoS, by a factor of 23 and 12, respectively. This in-plane
piezoelectric coefficient is remarkably huge and hence tellurene
proves to be a great replacement for the existing traditional
piezoelectric materials such as AIN (5.6 pm V™ '),”® GaN (3.1 pm
v1),”® wurtzite-BN (0.60 pm V'), MoS, (3.73 pm V) and
quartz (2.3 pm V_').* The coefficients are found to be larger than
the reported giant piezoelectricity in SnS (144.76 pm V'), SnSe
(250.58 pm V1), GeS (75.43 pm V'), and GeSe (212.13)."2

Table 2 Piezoelectric stress coefficients of B-Te and p’'-Te under different strains in terms of ionic and electronic contributions. The units of e;

and dj are 107°Cmtand pm VY respectively

Ionic Electronic Net contribution Net contribution
Monolayer Strain €1 €22 €23 €26 €1 €22 €26 €1 €22 €23 €26 dr dy das dye
B-Te Biaxial strain —3.88 —10.98 —0.90 0.29 1.36 —1.78 0.81 —0.52 —2.52 —12.76 —0.09 —0.23 36.69 —310.32 —15.18 —5.14
(4.5%)
B'-Te Strain (OOA)) —-3.12 —7.44 —0.78 0.31 1.35 —1.81 0.73 0.47 —1.77 —9.25 —0.05 0.78 25.79 —298.78 12.12 15.54

Biaxial strain
(—5.5%)
Uniaxial strain
along zigzag
(—4.9%)

© 2021 The Author(s). Published by the Royal Society of Chemistry

—36.68 —83.72 —3.81 —6.30 0.12 —0.17 0.13 —0.04 —36.56 —83.89 —3.68 —6.34 —106.94 —333.14 —95.15 —97.52

—-17.79 —41.82 —1.25 —0.71 0.56 —0.76 0.59 —0.23 —17.23 —42.58 —0.66 —0.94 —112.48 —302.22 —30.37 —13.77
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Fig. 3 Variation in piezoelectric stress coefficients of f'-Te as a function of (a)—(c) biaxial strain and (d)—(f) uniaxial strain along the zigzag

direction. Variation of all six non-zero independent tensors is shown.

Spontaneous polarization is further analyzed using Born
effective charges occurring in the 2D sheet. BEC (Z;) determine
the change in polarization (P;) caused by applied strain or the
force (F;) experienced by atoms due to the applied electric field
8 (%) = 1 (ﬁ) ,where Q is the volume and u; is
e \0u; e \ g k
the displacement in the system.

The diagonal dynamic charges on the p'-Te atoms are given
in Table S2. We find that for biaxial strain, charge on Te5
increases by 53% along the armchair direction and by 105%
along the zigzag direction while Te2 and Te3 show a reduction
in charges by the same amounts in the respective directions.
Under a uniaxial strain of —4.9% in the zigzag direction, the
increase and decrease of dynamic charges are nearly 48% and
93% for respective Te atoms. Dynamic charges developed along
the z-direction are too small indicating no out-of-plane polari-
zation. Typically, the materials having only one element are
non-polar. But since Te exhibits multivalent nature and due to
the different coordination of Te atoms (Fig. 1(a)) in this
particular monolayer, there are different charges on the atoms.
BECs indicate that Te5 acts as a donor while Te2 and Te3 atoms
act as acceptors. Hence, the origin of the huge piezoelectricity is
attributed to the relatively large BECs of Te atoms.

() as Z; =

3284 | Nanoscale Adv., 2021, 3, 3279-3287

As the mechanical properties of tellurene ascertain that it is
highly stretchable, it becomes important to determine the
temperature dependent behavior of sheets. We calculated the
thermal expansion of the Te monolayer using the quasi
harmonic approximation. Both B and B'-Te are strained from
—5% to +5% and phonon frequencies are calculated for all 11
structures. The equilibrium volume V(T) is determined from the
free energies F(V, T) calculated at each temperature up to 400 K.
The volume expansion and variation of coefficient of thermal
expansion («) with temperature are shown in Fig. 4. It is

expressed as
— i d_V — l d_A [7)
““y\ar), =~ a\dr),

where A represents the in-plane area of the monolayer. It is
observed that « is negative at low temperatures. The crossover
temperatures for thermal contraction to thermal expansion are
32 K and 21 K for B and B'-Te, respectively.

Liu et al.*® have shown anisotropic thermal expansion along
the armchair and zigzag directions in B-Te where the negative
expansion occurs particularly along the g-axis in the low
temperature range. They have also observed large thermal
expansion along the b-axis. We have obtained a similar thermal

© 2021 The Author(s). Published by the Royal Society of Chemistry
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Fig. 4 Temperature dependence of (a) volume and (b) coefficient of
thermal expansion of B and B’ tellurene.

expansion of B-Te lying in the same range. The thermal
expansion attained in p’-Te is higher than that in B-Te. At low
temperatures, the negative thermal expansion in B-Te and p'-Te
is possibly because of the negative values of Griineisen param-
eter.®® Griineisen parameter describes the change in vibrational
properties with the change in volume. The variation of
Griineisen parameter with respect to temperature is shown in
Fig. S6.t1

In comparison to MoS,,* tellurene is highly expandable and
has thermal expansion higher by nearly 4 times for §-Te and 7
times for B'-Te at room temperature, 300 K. Also, expansion in
tellurene is larger than in black phosphorene (9 ~10 x 107°
K ') and MoSe, (8 x 10~ ® K !).*° Along with the large thermal
expansion at room temperature, tellurene shows negative
thermal expansion from 0 to 32 K. There are a few 2D materials
that show negative thermal expansion in a broad range of
temperature. This includes graphene,**** doped graphene®* and
h-BN*® exhibiting negative thermal expansion up to 1000 K and
black phosphorene displaying negative expansion up to 150 K.*
GeTe also falls into the category of materials having negative
thermal expansion.*

4 Conclusion

In summary, we examined the mechanical and piezoelectric
properties of tellurene under uniaxial and biaxial strains. The
non-centrosymmetric '-Te shows superior properties
compared to the centrosymmetric B-Te monolayer. An in-plane
negative Poisson's ratio of —0.024 is obtained under positive

© 2021 The Author(s). Published by the Royal Society of Chemistry
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tensile strain in the zigzag direction of the ’-Te monolayer. The
NPR behavior is due to the puckered structure of Te having
a chair-like arrangement. The anisotropy in the geometric
structure results in anisotropy in the mechanical and piezo-
electric properties. The study reveals super-high piezoelectricity
in the tellurene monolayer. The coefficients for tellurene are
larger than the piezoelectricity observed in widely used MoS,,
that is, by a factor of 23 and 12 in the B’ phase under biaxial and
uniaxial strain in the zigzag direction, respectively. Also, tel-
lurene exhibits large thermal expansion, ~4 times (B-Te) and ~7
times (B'-Te) that of MoS, at 300 K with small thermal
contraction at low temperatures. The gigantic piezoelectricity
along with superior mechanical properties makes tellurene
ideal for use in piezotronics.
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