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Exploring the mechanical, vibrational
optoelectronic, and thermoelectric properties of

novel half-Heusler FeTaX (X = P, As): a first-

principles study

Tesfaye Abebe Geleta, ©2° D. Behera,® Ramesh Sharma, & *© Murefah mana Al-
Anazy, El Sayed Yousef," Vipul Srivastava*®" and A. J. A. Moayad™'

In this study, the density functional theory (DFT) was employed to study the structural, electronic, optical,
and thermoelectric characteristics of half-Heusler (HH) FeTaX (X = P or As). Optimization of the structures

was achieved using Perdew-Burke-Ernzerhof (PBE) parametrized generalized gradient approximation
(GGA). These HH FeTaX (X = P, As) showed indirect bandgaps of 0.882 eV and 0.748 eV, respectively.
The predicted density of states (DOS) spectra suggest that Fe-d and Ta-d states contribute
predominantly to both valence and conduction bands, whereas P/As-p states contribute less. Optical
properties were investigated to assess their potential in optoelectronic applications. The estimated values
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of various optical parameters and low loss suggest that the studied HH FeTaX (X = P, As) are suitable for

optoelectronic device applications. The thermoelectric responses of the studied HH FeTaX (X = P, As)

DOI: 10.1039/d3ra08317a

rsc.li/rsc-advances thermoelectric devices.

1. Introduction

In response to the escalating energy demands and the depletion
of natural resources, there is a pressing necessity for alternative
energy sources. A promising approach to address this issue is
the development of novel thermoelectric (TE) materials that
enable the direct conversion of waste heat into electricity.' The
performance of these materials in thermoelectric devices can be
assessed using a parameter known as the figure of merit (Z7). ZT
is expressed as S0T/k, where S’ stands for the power factor
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were computed, and their highest power factors at high temperature reflects their usage in

(PF), S is the Seebeck coefficient, ¢ is the electrical conductivity,
k is the thermal conductivity, and T is the absolute temperature.
For maximum performance, a material must have low « and
optimum $%¢.%* Owing to their outstanding mechanical
stability and high ZT values, half-Heusler materials are
currently attracting the attention of researchers.

HH materials that are examined so far are bulk TE materials,
which largely fulfill these criteria. HH materials are well-suited
for various applications, including large-scale TE power gener-
ation as well as magnetic and spintronic applications. Although
their high thermal conductivity in a lattice restricts their overall
efficiency in converting heat to electricity, their strong electrical
properties make them suitable for power generation
applications.®® Owing to their excellent combination of tech-
nical attributes and TE performances, HH materials stand out
as promising candidate for TE applications.

Therefore, the focus of several theoretical and experimental
investigations is their transport features. Materials with an 8-
valence electron count are predicted to have a semiconducting
nature. Based on the atoms that make up their structure, HH
compounds (those with 8 valence electrons) may have a broad
bandgap. For instance, 20 HH compounds, according to
Thomas Gruhn et al., are suitable for optical purposes.® P. S.
Kacimi et al studied I-II-V and I-III-IV HH compounds,
revealing their physical properties.’ The thermoelectricity of
KScM (M = C and Ge) HH materials, which exhibit considerable
transport qualities, have been reported by Yasemin O. Ciftci
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et al.™ In their study, they found that its thermoelectricity was
1.5 times greater than Bi,Te;. Half-Heusler compounds have
great thermal stability, outstanding electrical characteristics,
and excellent mechanical resilience, which make them poten-
tial mid-to-high-temperature thermoelectric materials. Other
factors to consider while using these HH compounds in ther-
moelectric applications include their availability and high value
of power factor. Ciesielski et al investigated the high-
temperature power factor of HH RENiSb (RE = Sc, Dy, Ho, Er,
Tm, Lu).”> Winiarski et al. studied the thermoelectric behaviour
of the p-type half-Heusler alloy ScMSb (M = Ni, Pd, Pt) using ab
initio calculations.” Pan et al. investigated superconductivity
and magnetic order in the non-centrosymmetric half-Heusler
compound ErPdBi.** Furthermore, traditional techniques have
substantially reduced the typically high lattice thermal
conductivity of conventional ternary half-Heusler compounds,
such as ZrNiSn, TiCoSb, and NbFeSb. For example, using band
engineering or multi-element alloying, ZT values of more than
1.3 were obtained for n-type materials, such as (Ti, Zr, Hf)
NiSn." The wide range of HH compositions makes it simpler to
find, alter, or produce materials suitable for TE and spintronic
applications. Recently, the use of nanocomposites, nano-
structuring, and isoelectronic alloying has improved the TE
efficiency of HH semiconductors.'®” This improvement,
however, significantly depends on the high ZT values of the
optimal parent alloys. Advancements have been made to
increase the TE efficiency of HH semiconductors by employing
nanocomposites, nanostructuring, and  isoelectronic
alloying.®*® This progress, however, primarily relies on the
excellent ZT values of the parent alloys.

Wang et al.” experimentally demonstrated an enhancement
in the thermoelectric performance of Ti(Fe, Co, Ni)Sb half-
Heusler alloys by varying the ratio of Fe/Co/Ni. They could
achieve power factors as high as 1.80 mW m ™' K~ ? and 2.21 mW
m~' K2 and ZT values 0.65 and 0.85 at 973 K for n-type
TiFe( 3C00,NigsSb and p-type TiFe, 5C00.15Nig35Sb, respec-
tively. Attempts have been made to reduce the lattice thermal
conductivity of half-Heuser compounds, including TiCoSb,
ZrNiSn and NbFeSb. Multi-element alloying has been shown to
obtain high ZT values (~1.2) in the half-Heusler compounds (Ti,
Zr, Hf)NiSn, with low lattice thermal conductivity ~2 W m™*
K~ '. Among the compounds found by Zhu et al.,?* the p-type
TaFeSb-based half-Heusler material showed very promising
thermoelectric performance. It achieved a ZT peak of approxi-
mately 1.52 at 973 K and an average ZT of around 0.93 in the
300-973 K temperature range. However, when the structural,
elastic, mechanical, electronic, magnetic and optical properties
of half-Heusler compounds CoFeZ (Z = P, As, Sb) were investi-
gated by Zahir et al** using GGA + U approximation, these
materials were found to be optically active in the range of
intermediate energy. i.e. between (2-30) eV.

These established facts and studies on different materials
motivated us to explore a new group of HH compounds, namely
FeTaX (X = P, As). These materials are of great importance due
to anomalous characteristics with respect to their semi-
conducting nature, low energy band gap, good optical conduc-
tivity, moderate PF, and thermal and electrical conductivities.
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In this work, we have utilized first-principles calculations based
on DFT in combination with the semiclassical Boltzmann
theory. Specifically, our study focuses on examining physical
characteristics, including mechanical, vibrational optoelec-
tronic and thermoelectric properties, of FeTaX (X = P, As) HH
materials. To our knowledge, these compounds have not been
thoroughly examined in the past. In this research, we have
employed the hypothetical Tran-Blaha-modified Becke-John-
son exchange (Tb-mBJ)** to precisely compute bandgap. Our
findings show that the FeTaX (X = P, As) HH compounds may be
suitable for thermoelectric generators and optical devices.

2. Computational method

The computations in this work were aimed at quantum
mechanics and carried out considering the WIEN2k code® in
DFT based on the linearized augmented plane wave (FP-LAPW)
technique.” The electronic exchange-correlation energy (GGA-
PBE)* was employed for analyzing the structural features using
generalized gradient approximation based on Perdew et al. A
Rypr X Kuax cut-off value of 7.0 was used in this study.”® Kyax
denotes the reciprocal lattice vectors with the largest selected
value to expand the plane wave. RMT is the smallest atomic
radius. A self-consistent accuracy of total energy = 10~ * Ry was
employed in the simulations. The radii of the Fe, Ta, P, and As
atoms in the MT atomic spheres (Ryr) were taken as 2.01, 1.96,
2.35, and 2.45 au, respectively. The energy concentration was set
up to 10~ ° Ry. The elastic properties were computed using the
IRelast software package.*”

Optical investigations are commonly employed to determine
the electronic band structure of solids in a quantitative manner.
In this regard, the optical performance of the considered
materials was examined using the WIEN2K code.

The dielectric function ¢(w) provides valuable insights into
the optical properties of a material as it quantifies the linear
response of the system to an external electromagnetic field and
is described by the equation formulated by Ehrenreich and
Cohen,?® as shown below.

&(w) = ei(w) + iex(w). (1)

The formula for the imaginary part ¢,(w) is
2

3
8%323 TA 2)

(&)

& (w) =

Moreover, Kramers-Kronig Transformation (KKT) gives the
value of the real part of ¢(w) i.e. &(w)

_ 2 * w/sz(w/) ,
sl(w)—l—ﬁ—EMJ ———=%dw (3)

0 w? — 2

We also calculated the refractive index n(w) based on the
complex dielectric function, as follows:*®

\%(81 n (812 n 822)1/2> 1/2 n

n(w) =

© 2024 The Author(s). Published by the Royal Society of Chemistry
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The reflectivity R(w) was obtained directly from ¢,(w) and &,(w).

Further, the BoltzTrap code®* using the semi-classical
Boltzmann theory was used to examine the thermoelectric
properties. The thermoelectric parameters, including figure of
merit (ZT), power factor (PF), and electrical and thermal
conductivities, were evaluated. A material that has ZT ~ 1 is
efficient for thermoelectric generators; however, its applicability
further depends on various parameters, such as PF and thermal
conductivity («/t), where t (~10'%) is the relaxation time.

ZT = PFl(k/t)T (5)

where PF further depends on the Seebeck coefficient (S) and
electrical conductivity (a/7).

PF = S%/t (6)

where the Seebeck coefficient (S) measures the magnitude of the
thermoelectric voltage induced between two materials when
a particular temperature difference is maintained between them.

3. Results and discussion
3.1. Structural properties

As shown in Fig. 1, we estimated the optimized structure of the
investigated HH FeTaX (X = P, As) and found that they exist as cubic

Fig. 1 The optimized structure of the FeTaX (X = P, As) compounds.
The blue balls represent Fe atoms, the red balls represent Ta atoms,
and the green balls represent P or As atoms.

View Article Online
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crystal structures (SG: Fm3m). The Fe, Ta, and X atoms are posi-
tioned at 2a (0, 0), 2d (1/3, 2/3, 3/4), and 2c (1/3, 2/3, 1/4), respec-
tively. Table 1 shows computed values of the structural parameters.
Furthermore, to assess the structural stability, we computed the
lattice parameters based on the Birch-Murnaghan equation,* as
shown in Fig. 2. Table 1 compares results from past investigations
with the estimated lattice constant and unit cell volume of FeTaX (X
= P, As). The computed outcomes are in accordance with other
experimental and theoretical reports.**** Furthermore, we
computed the formation energy (Efom,) to evaluate the thermody-
namical stability of the considered materials using eqn (7):

FeTaX bulk bulk bulk
Eform = ETotal - EFc - ETa - EX (7)

The computed formation energies for FeTaP and FeTaAs were
—0.45 eV per atom and —0.59 eV per atom, respectively, indi-
cating the stability of these compounds.*” The negative formation
energy values confirm their stability. In order to determine their
dynamic stability, we computed phonon dispersion using the
Vienna Ab initio Simulation Package (VASP). The phonon
dispersion plots of FeTaX (X = P, As) are represented in Fig. 3.
The absence of imaginary frequencies in the plots represents the
dynamic stability of the investigated compounds.

3.2. Elastic properties

While designing solids for commercial applications, it is crucial
to consider their mechanical properties, such as anisotropy (4),
bulk modulus (B), shear modulus (G), Pung ratio (B/G), and
second-order elastic constants (C; for i, j = 1, 2). In a cubic
system, the dimensional strength relies on the interplay of three
elastic constants: C;; representing resistance to strain, Cj,
signifying shear stress, and C4, indicating opposition to shear
deformation.*® Table 2 provides the calculated elastic constants
for the cubic FeTaX (X = P, As) compounds in comparison with
other theoretical and experimental results®** and demonstrates
good agreement with them. To assess the stability of the
combinations under investigation, the Born-Huang stability
condition®*® was applied, as stated below:

(C11 — C12)2>0,(Cyy +2C12) >0, Cyy >0 (8)

Table 1 The calculated lattice parameter (a), unit cell volume (V), bulk modulus (B), first order pressure derivative of B (B’), optimized total energy
(Etotal), formation energy (Erorm), and Bader charge of FeTaX (for X = P, As). The parameters were calculated for configurations in magnetic and

non-magnetic phases. (Bader charge: “+" denotes addition of electrons, "—" denotes removal of electrons)
HHs a(h) V (au)® B (GPa) B (Gpa) Erotal (Ry) Egorm (€V per atom) Bader charges
FeTaP 5.58 293.17 233.16 6.31 —34482.164127 —0.45 Fe = 0.98
P=10.78
Ta = —0.72
FeTaAs 5.72 316.70 202.57 4.85 —38320.084029 —0.49 Fe = 0.96
As =0.74
Ta = —0.68

5.86 [theory]**
5.89 [expt]"*®*

Other works 195.59 [theory]**

© 2024 The Author(s). Published by the Royal Society of Chemistry
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Fig. 2 The total energy versus volume optimization curves for (a) FeTaP and (b) FeTaAs.
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Fig. 3 The phonon dispersion plots for (a) FeTaP and (b) FeTaAs HHs.
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The compounds can be considered stable based on our
computational assessment as they fulfill the Born-Huang
stability criteria. We used the following equations to calculate
a range of elastic constants, namely bulk modulus (B), shear
modulus (G), Young's modulus (Y), Poisson's ratio (v), and
anisotropy (4), with a focus on cubic structures.

B— Ci +2C, ©)
3
_Ch—Cp
G= 3 (10)
9GB
Y= 3B+ G (11)
. 3B-2G (12)
" 2(3B+G)
2Cy4
A= —— 13
Cll - C12 ( ]

The bulk modulus (B) of a material indicates its resistance to
volume change when subjected to compression and reflects its
crystal strength. A higher B value signifies greater crystal
strength. On the other hand, the shear modulus (G) quantifies
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the ability of the crystal to resist plastic deformation. In the case
of the FeTaX (X = P, As) compounds, the estimated B values
were 96.37 GPa and 120.5 GPa, respectively.*” This suggests that
FeTaAs exhibits greater resistance to volume change than FeTaP
due to its higher B value. Additionally, the higher G value of
FeTaAs indicates stronger resistance to transverse bending.
Pugh ratio (B/G) is the measure of brittleness or ductility of
a material.*®* If the B/G ratio exceeds 1.75, the material is
considered ductile; otherwise, it is considered brittle. Table 2
provides the estimated B/G values of the FeTaX (X = P, As)
compounds, indicating their inherent ductility. Frantsevich
et al. used the Poisson ratio (v) to distinguish between brittle-
ness and ductility, with 0.26 serving as the critical value for
these characteristics. When » falls below 0.26, the material is
considered brittle; when it exceeds 0.26, it is considered
ductile.” The estimated values of the FeTaX (X = P, As)
compounds were 0.27 and 0.26, respectively, affirming their
ductile nature. This assessment was further corroborated by
Cauchy pressure calculation based on the formula C, = C;, —
Ci4. The positive Cauchy pressure values obtained for the
examined compounds indicate the ionic nature of their crystal
bonds.** Moreover, A = 1 suggests isotropic crystals, while
values other than 1 indicate anisotropy.**** Two thermody-
namic factors related to elastic properties, namely melting point
(Tm) and Debye temperature (fp), were also investigated. The

© 2024 The Author(s). Published by the Royal Society of Chemistry
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Table 2 The calculated values of the elastic constants Cqy, Cio, Caa;
bulk modulus B; shear modulus G (GPa); Young's modulus E; bulk
modulus to shear modulus ratio B/G ratio; Poisson's ratio v; Zener
anisotropy factor A; Cauchy pressure Cp,; sound velocity (transverse vy,
longitudinal v, mean v,); Debye temperature 6p; and melting
temperature T, of the FeTaX (for X = P, As) compounds using PBE-
GGA

Other works Other works
Parameters FeTaP  FeTaAs Theory‘%4 Expt62
Cy1 (GPa) 175.31  209.3  304.82 184.7,214.9
C1, (GPa) 56.90  76.2 156.93
C,4 (GPa) 51.34  69.4 117.97
B (GPa) 96.37 120.5 206
G (GPa) 54.57  70.1  97.82
E (GPa) 137.61  174.4 161.1, 171.6
B/G (GPa) 1.77 1.79 2.11
v 0.27 0.26 0.295 0.223, 0.271
A (GPa) 0.85 1.07
Cp = (C12 — Cus) (GPa) 4.66 6.8
v (ms™) 2524 3266
v (ms™) 4341 5631
U (ms™) 2801 3621
05 (K) 307.5  407.3
T (K) 2912.3 3461

Debye temperature (fp) was determined based on the mean
sound velocity (vy,) using the formula:**

The calculated Debye temperature values are presented in
Table 2. The mean sound velocity (v,) in the substances under
investigation was determined using the equation:

View Article Online
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Um = 3\ v}

where the longitudinal (v;) and transverse (v;) sound velocities
are derived from the shear modulus and bulk modulus,
respectively, as given below.

G 3B+4G
vw=4/—and vy =|—5——
p 3p

Table 2 presents the calculated values of v, v,, v, 0p, and Ty,

(15)

3.3. Electronic properties

The electronic properties computed for FeTaX (X = P, As) are
represented in Fig. 4. The GGA-PBE functional generally
underestimates bandgap values, while multiple investigations
have demonstrated that the TB-mBJ potential may predict
bandgap values that are closer to the experimental values. The
illustrations demonstrate that the valence band (VB) maximum
is at the L-point, and the conduction band (CB) minimum is at
the X-point in the first Brillion zone for both compounds.*
These results suggest that FeTaP and FeTaAs are indirect band
gap semiconductors with computed bandgaps of about 0.882 eV
and 0.748 eV, respectively, by employing the GGA functional, as
depicted in Fig. 4(a) and (d). Additionally, the bandgaps of
FeTaP and FeTaAs computed using the TB-mBJ functional were
enhanced, reaching 0.916 eV and 1.002 eV, respectively, as
demonstrated in Fig. 4(b) and (e). Moreover, when spin-orbit
coupling (SOC) was included, the band gap values reduced to

6 ( (b) TB-mBJ () TB-mBJ + SOC
\| ° ¥ ° Y
4 4 - \/ 4 \-/
> = >
< 2 ‘g_\ < 2 _& >\— S 2 _g >\-‘ <
L) = &)
o - Q! ’ 4 S
o Sio0sseviy 2, E =0916eV | 3 B, Eq=0.871eV] 5
LB = | = =
24 ] =, T,
4 - / '
-4 - LA 4 - A
o T -6 T -6 T
w L r—~.x WwKk W L r X W K w L r X W K
High Symmetry K-point High Symmetry K-point High Symmetry K-point
6 d) GGA g (¢) TB-mBJ ¢ () TB-mBJ + SOC
N 6
— =
~ 2 < 2 g ) -g
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High Symmetry K-point
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Fig.4 The band structure of (a)—(c) FeTaP and (d)-(f) FeTaAs evaluated using (a) and (d) GGA, (b) and (e) TB-mBJ, and (c) and (f) TB-mBJ + SOC.

The Fermi level is set to zero.

© 2024 The Author(s). Published by the Royal Society of Chemistry
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Fig. 5 DFT-calculated total DOS (a) and (b) and (c) and (d) partial DOS of (a) and (c) FeTaP and (b) and (d) FeTaAs. The Fermi level is set at zero.

0.871 eV and 0.993 eV for FeTaP, and FeTaAs, respectively, as
shown in Fig. 4(c) and (f). Degeneration of the CB maximum at
the X-point of FeTaX increased due to SOC, with splitting
between the states respectively, confirming a strong SOC effect
on the band structure feature of the FeTaX (X = P and As)
compounds.*® However, the maximum bandgap was obtained
from the mBJ compared with mBJ + SOC. Therefore, we
considered mB]J for further computations. The density of states

(a)

Fig. 6 Electron density plots for (a) FeTaP and (b) FeTaAs.

4170 | RSC Adv, 2024, 14, 4165-4178

(DOS) helps us understand how different atomic states affect
the band structure. Therefore, in Fig. 5, total and partial DOS
obtained using the TB-mB]J functional are presented. Fig. 5(a)
and (b) clearly signify that the VB is dominated by the Fe-d state,
and the CB is mainly dominated by a combination of the Fe/Ta-
d states with approximately equal intensities in both
compounds.*”*® Furthermore, the lower intensity of the peaks
associated with the P and As atoms in both compounds

(b)

© 2024 The Author(s). Published by the Royal Society of Chemistry
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indicates that the presence of these atoms has a minimal
impact on the VB and CB. Furthermore, the PDOS demon-
strated in Fig. 5(c) and (d) shows the contribution of individual
atoms to the VB and CB. In general, the bandgap increases with
the substitution of atoms with larger ionic radii, such as As
instead of P. This is due to the fact that the ionic radius
increases as one moves down the periodic table.

We also calculated the effective mass of electrons and holes
using the following relationship:

1 1 d’E, (k)

S A (te)

—

Accordingly, the effective masses of electrons and holes in
FeTaX (X = P and As), respectively, were around 0.35 and 0.13
(FeTaP) and 0.36 and 0.17 (FeTaAs). The results indicate that the
HHs under investigation exhibit extremely low effective carrier
masses.* This reduced effective mass is advantageous for solar
materials as it facilitates efficient carrier mobility. According to
these findings, FeTaX (where X can be P or As) can demonstrate
effectiveness in photovoltaic applications. To investigate the
bonding between the constituent atoms, we analyzed the elec-
tronic density of those atoms. The blue contours represent
electron loss, while the red counters represent electron gain in

View Article Online
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Fig. 6. As shown in Fig. 6(a) and (b), the As atom accepts elec-
trons from the Fe-Ta network. This is additionally confirmed by
the negative Bader charge of ‘As’, as presented in Table 1, which
supports the aforementioned outcomes.

3.4. Optical properties

We estimated the optical properties of FeTaX (X = P, As) in
response to electromagnetic radiation. The TB-mB]J functional
was used to calculate all the parameters. Fig. 7 shows the pre-
dicted optical characteristics of FeTaX (X = P, As) for up to
10 eV. The complex dielectric function &(w) was employed to
determine the optical response of the studied compounds.
Fig. 7(a) displays the computed real dielectric function &;(w)
versus photon energy. At zero energy level, it is known as static
dielectric constant ¢,(0), which was found to be 19.66 and 19.96
for FeTaP and FeTaAs, respectively. The variation in the
magnitude of ¢;(w) is closely associated with the bandgap.* The
value was observed to increase and attained the maximum value
at 1.98 eV and 1.96 eV, respectively, for FeTaP and FeTaAs; then,
they decreased drastically to zero at about 4.1 eV and 3.8 eV,
respectively. The variation in the ¢,(w) spectra of the FeTaX (X =
P, As) compounds with respect to photon energy is represented
in Fig. 7(b), which is characterized by two main peaks (marked
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Fig. 7 DFT-calculated optical spectra of the (a) real component ¢;(w) and (b) imaginary component &,(w) of the dielectric function, (c) refractive
index n(w), (d) extinction coefficient k(w), (e) optical conductivity a(w), (f) absorption coefficient a(w), (g) optical reflectivity R(w), and (h) energy loss

L(w) of FeTaX (X = P, As).
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as A and B) in the visible region. Both first peaks (A) of &,(w) at
2.78/3.00 eV are principally due to the transition from the Fe d-
d states, while the second B peaks at 2.35/2.62 eV originate from
the Ta d-d state transition.

Fig. 7(c) shows the variation in refractive index n(w) as
a function of photon energy. Refractive index n(0) showed static
values of 4.43 and 4.46 for FeTaP and FeTaAs, respectively.
These n(0) values fulfill the relationship n(0)> = &4,(0),* vali-
dating the calculation precision. We found that n(w) in the
infrared region reached the highest magnitude at 2.1/2.12 eV for
FeTaP/As, then started falling and finally reached unity after
8 eV photon energy. The significant decrease in n(w) within the
visible region strongly indicates that the suggested materials
are valuable candidates for future optical device applications.

The amount of light lost into the medium as a result of
absorption and scattering per unit volume is known as the
extinction coefficient k(w).** Fig. 7(d) displays the variation in
extinction coefficient with photon energy. The first high peak of
the extinction coefficient represents the photon energy. For the
compounds FeTaP and FeTaAs, this was centered at 1.98 eV and
1.96 €V, respectively, corresponding to zero of &,(w).

When an object is exposed to electromagnetic radiation, the
covalent bonds are disrupted, enabling the flow of electric
current within the material. As a result, this phenomenon,
which is known as optical conductivity, converts solar light into
electricity. The relationship between optical conductivity and
photon energy is depicted in Fig. 7(e). The initial peaks were
positioned at energies of 2.33 eV and 2.38 eV, respectively, for
compounds FeTaP and FeTaAs.

The photon absorption coefficients of the FeTaX (X = P, As)
HHs are shown in Fig. 7(f). The absorption coefficient was
greater than 10* em ™" in the visible region, with the maximum
absorption at about 13.5 x 10> cm ™' and 14.2 x 10> em ™ for
FeTaX (X = P, As), respectively, as shown in Fig. 7(f). Notably,
the absorption spectrum exhibited multiple peaks, which arise

Table 3 The calculated energy bandgaps (in eV) using different
potentials PBE, mBJ and mBJ + SOC

Other works

Properties FeTaP FeTaAs Expt®
PBE 0.882 0.748 1.052
mBJ 0.916 1.002

mBJ + SOC 0.871 0.993

Table 4 The calculated optical properties of the FeTaX (for X = P, As)
compounds using TB-mBJ potential

Other works

Optical properties Material property FeTaP FeTaAs Expt®
£:(0) 19.66  19.96  22.0
n(0) 443 446
R(0) 039 040  0.75
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from interband transitions between the bonding and anti-
bonding bands, respectively (Table 3).

Fig. 7(g) depicts the reflectivity R(w) versus photon energy
curves of FeTaX (X = P, As) HHs. At zero frequency, the reflec-
tivity R(0) was about 39% and 40% for FeTaP and FeTaAs,
respectively. In Fig. 7(h), the L(w) curves of the FeTaX
compounds depict the energy loss experienced by fast electrons
as they pass through the material. According to Fig. 7(h), the
L(w) spectra steadily increase from approximately 1.5 eV until
their peak values at around 10 eV. The optical property results
advocate the suitability of these materials in optical applica-
tions. We have compared our results with those of other
experimental works in Table 4.

3.5. Thermoelectric properties

A number of parameters, including the Seebeck coefficient (S),
electrical conductivity (¢), and thermal conductivity (k), influ-
ence the performance of a thermoelectric material. Using the
Boltzmann semi-classical transport theory, which was imple-
mented in the BoltzTrap code, we computed each of these
parameters to determine the thermoelectric response and
applicability of the studied compounds. The variation of the
Seebeck coefficient of the FeTaX (X = P, As) compounds as
a function of temperature is shown in Fig. 8(a), which reveals p-
type behavior with a positive Seebeck coefficient magnitude. At
room temperature, the computed values of the Seebeck coeffi-
cient were found to be 242 uv K, and 240 pv K * for FeTaX (X
= P, As) respectively. It was also observed that the values of
Seebeck coefficients of FeTaX (X = P, As) decrease as the
temperature increases. Due to the intensified random thermal
motion and narrow bandgap, which cause the primary charges
(such as holes) to jump from the valence band to the conduction
band, a phenomenon known as the bipolar effect occurs.*® This
causes compensation of carriers and changes in the DOS. The
computed outcomes of this study are represented in Table 5
along with the previously available theoretical and experimental
results. Our theoretical results are in accordance with those of
other experimental works (Table 5). The higher magnitude of S
of the studied compounds suggests their applicability in ther-
moelectric devices.

Electrical conductivity per relaxation time (o/7) in relation-
ship with temperature is shown in Fig. 8(b). In contrast to the
Coulomb potential, the potential factor shows the energy
needed to transfer the charge carriers n and p, demonstrating
the electrical conductance of a substance produced by the
passage of electrons caused by a temperature differential. We
observed that ¢/t increases to reach a maximum of about 2.24 x
10" (@ mS) " and 2.25 x 10" (@ mS) " at 900 K for FeTaX (X =
P, As) respectively, as represented in Fig. 8(b). However, in Table
5, the values of electrical conductivity at room temperature are
reported with other available experimental and theoretical
results. The electron and hole velocities, which define the
electronic thermal conductivity (k.), are related to electrical
conductivity by the Wiedemann-Franz law.>*

As for thermal conductivity (k/t), we independently esti-
mated the electronic thermal conductivity (k./t) and lattice

© 2024 The Author(s). Published by the Royal Society of Chemistry
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power factors and (f) figures of merit of FeTaP and FeTaAs as functions of temperature.

Table 5 The calculated transport properties of the FeTaX (for X = P, As) compounds at room temperature using TB-mBJ

Other works Other works
Transport properties (300 K) Material property FeTaP FeTaAs Theory Expt
S(UVK™ 242 240 235% ~229%°
~135"°
o/t (Qms) '(10") 0.49 0.50 0.41"°
ke/t (10®°) Wm 'K s 0.1 0.1 0.35%
K/t (10®)(Wm 'K 'sT) 1.20 1.21 4.6"
kKr(1o®)y(Wm 'K 'sT) 1.23 1.24 4.8"
PF (10°) WK ?>m 's ! 2.1 2.0 0.56°° ~2.8%°
~1.11%°
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Fig. 9 The computed (a) and (b) Seebeck coefficients, (c) and (d) electrical conductivity, (e) and (f) electrical conductivities, (g) and (h) power
factors, and (i) and (j) figures of merit (ZT) of FeTaP and FeTaAs as functions of chemical potential, respectively.
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thermal conductivity (x)/7) of the materials under consideration.
Moreover, the BoltzTrap code was utilised to estimate /7, and
the Slack equation®*® was applied to estimate «j/t during the
calculation process:

_ AMOy V'S

K= AT (17)

where M is the average atomic mass, 0, is the Debye tempera-
ture, V is the volume per atom, n is the number of atoms per
unit cell, v is the Gruneisen parameter and A is defined as
follows:

243 %108
0514 0228
|- T
Y Y

A=

(18)

Therefore, /7 is a combination of x./t and «;/t calculated as «
= K¢ = Ket k1. In Fig. 8(c) and (d), we have plotted the individual
and combined variation in thermal conductivity of FeTaP and
FeTaAs HHs with temperature, respectively. The highest contri-
bution of k./t to the overall thermal conductivity of both
compounds can be clearly seen in the figure in comparison with
k/t. The decrease in kj/t is caused by an increase in phonon
scattering, which happens when temperature increases. k./t
substantially rises with temperature and reaches the maximum
at a high temperature, demonstrating the same trend as the
electrical conductivity. The calculated values at room tempera-
ture are summarized in Table 5 and compared with the available
experimental and theoretical reports. Fig. 8(e) displays the power
factor (eqn (6)) as a function of temperature. The PF of both
compounds is strongly influenced by the change in temperature.
The calculated values of PF at room temperature are given in
Table 5. These results are compared with the other materials.

Fig. 8(f) illustrates the temperature-dependent behavior of
the thermoelectric figure of merit (Z7) of the FeTaX materials.
The data reveals that as the temperature rises, the ZT of FeTaP
increases, reaching a peak value of approximately 0.71 at 1200
K. In contrast, FeTaAs achieves a maximum value of about 0.72
at 1200 K. These findings indicate the potential suitability of the
FeTaX materials for use in thermoelectric devices.

Fig. 9(a) and (b) depict the Seebeck coefficient (S) as a func-
tion of the chemical potential (u). Along the chemical potential
axis, the doping range of a material is shown as positive for n-type
and negative for p-type. Fig. 9(a) and (b) demonstrate that the
Seebeck coefficients decrease with temperature.’” The maximum
Seebeck coefficient was determined to be 1681 pvV K ! for FeTaP
at 300 K and 0.5 eV and 1825 for FeTaAs. Fig. 9(c) and (d) show
the electrical conductivity per relaxation time (7) of the two
compounds in the chemical potential range of —2.0 eV to 2.0 eV
at various temperatures, such as 300 K, 700 K, and 1200 K. In the
chemical range of 0.0 eV to 1.0 eV, the value was found to be zero.
Thereafter, it starts to increase with both sides of the chemical
potential, exhibiting opposite behaviour above 1.48 eV for FeTaP
in the investigated chemical potential range. FeTaAs also follows
a similar trend. FeTaP is observed to exhibit the reverse behav-
iour of decreasing with temperature above 0.6 eV when the same
trend is followed for that material. The highest value of electrical

© 2024 The Author(s). Published by the Royal Society of Chemistry
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conductivity was discovered to be for p-type in both compounds,
that is, on the negative side of the chemical potential axis. In
Fig. 8(e) and (f), the fluctuations of electronic thermal conduc-
tivity with chemical potential are presented. The value is 0 at
chemical potentials between 0.3 and 0.7 eV. From 300 K to 1200
K, the electronic thermal conductivity of both compounds
increases with temperature. As shown in Fig. 9(g) and (h), the
dependency of power factor (PF) on the chemical potential was
explored for both compounds in the chemical potential range of
—2.0 eVto 2.0 eV at 300 K, 700 K, and 1200 K, respectively. While
FeTaP revealed an ideal power factor value of —0.2 eV, FeTaAs
had a peak value of —0.2 eV. At different temperatures (300 K, 700
K, and 1200 K), the fluctuation of the figure of merit with the
chemical potential was investigated in the chemical potential
range of —2.0 eV to 2.0 eV, and the results are shown in Fig. 9(i)
and (j).*® As demonstrated in Fig. 9(i), for both compounds, the
figure of merit is close to the Fermi level at ambient temperature
and reaches the ideal value of roughly unity at 0.3 eV. In the range
of 0 eV to 1.3 eV in the n-type region, it decreases with temper-
ature in the cases of FeTaP and FeTaAs, but in the p-type region, it
increases with temperature.® The high figures of merit exhibited
by the compounds in a suitable chemical potential range indicate
that they are possible candidates for thermoelectric applications.

4. Conclusion

In this investigation, we employed the FP-LAPW method to
perform ab initio computations, focusing on the structural,
optical, and thermoelectric characteristics of cubic FeTaX (X =P,
As) compounds. To determine the structural ground state, we
utilized PBE-GGA exchange correlations. The TB-mB] approach
was considered for the estimation of the electronic properties of
the investigated FeTaX (X = P, As) compounds. The calculated
lattice constants, bulk modulus, and other ground-state charac-
teristics are in good accordance with other theoretical findings.
The cubic FeTaX (X = P, As) compounds exhibit semiconducting
properties, as per the estimated electronic properties. Their
optical spectra were calculated in the energy range of 0-10 eV,
and the optical characteristics were analyzed. The study shows
that FeTaX (X = P, As) are optically active. However, the investi-
gated materials exhibit low values of ZT at room temperature
(0.71 and 0.72 at 1200 K for FeTaP and FeTaAs, respectively). The
compounds can be used in thermoelectric devices due to their
high figures of merit at high temperatures. Further, under suit-
able chemical potentials, these materials may exhibit high values
of ZT even at room temperature.
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