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Exploration of the structural, vibrational,
electronic, mechanical and thermal properties of

Ru;AlzB, and RugAlsBg: a DFT study

Arpon Chakraborty, ©2 M. N. H. Liton, ©2® M. S. I. Sarker, ©* M. M. Rahman?

and M. K. R. Khan*®

The structural, dynamical, electro-optical, mechanical, and thermal characteristics of the newly synthesized
intermetallic compounds Ru4AlsB, and RugAlzBg have been studied under ambient and elevated pressure
through density functional theory (DFT). The obtained lattice parameters of the compounds are

consistent with the experimental values. The metallic character of these compounds is established by

the band structure and density of states (DOS). The electronic charge density distribution and bond
analysis imply that RusAlsB, and RugAlzBg have mainly both ionic and covalent bonding. The non-
negative phonon dispersion frequency of the compounds reaffirms their dynamical stability. Both
compounds are tough as well as have high melting points, and hence, can be applied in harsh

conditions. Mechanical properties are significantly improved under pressure. Thermal barrier coating

(TBC) is a possible field of application for both compounds. The different thermal properties such as the

Debye temperature (®p), Grlneisen parameter (y),

melting temperature (T,,), minimum thermal

conductivity (Kmin) and lattice thermal conductivity (k) of these compounds have been studied to figure
out the suitable application areas in thermally demanding situations. The pressure and temperature

dependent bulk modulus (B) and other thermodynamic properties have also been analyzed, which

suggested that the present compounds are strong candidates for device applications at high
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temperature and pressure. Owing to their high optical absorptivity and reflectivity in the UV region, they

are also candidates for UV-based applications. Furthermore, they also have applicability in the fields of

DOI: 10.1039/d3ra05334b

rsc.li/rsc-advances and mechanical properties.

1. Introduction

The development of novel materials with extraordinary prop-
erties is an important field of study in condensed matter
physics. The exploration of new phases of intermetallic
compounds in recent years has resulted in the discovery of
several fascinating materials such as Rh;X (X = Ti, Zr, Hf, V, Nb,
Ta), YbAl;, and TiFeH,." Several intermetallic compounds have
an appealing combination of physical and mechanical quali-
ties, such as a high melting point, low density, low porosity, and
resistance to oxidation or corrosion. They are widely used in the
aerospace sector, aircraft and automobile engines, biomedical
instruments, microprocessors, electronics, batteries, hydrogen
storage systems, and chemical industries.® At the interface of
a solder joint in an electronic circuit, a layer comprising one or
more intermetallic compounds inevitably forms between the
solder and the relevant system.”®
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electronics, aviation, energy storage, and supercapacitor devices for their superior electronic, thermal

Ru is a rare transition metal belonging to group VIII in the
periodic table. It is one of the rarest elements in the earth's
crust, having an abundance of only 0.001 ppm. Unlike the
lighter congener Fe, Ru is paramagnetic at room temperature.
Ruthenium is highly resistant to corrosion and oxidation. While
ruthenium is not one of the most heavily studied materials, it
has been the subject of significant research in recent years. The
unique properties of ruthenium-based compounds make them
attractive for a wide range of applications such as catalysis,
electronics, energy storage and conversion, turbines of jet
engines, supercapacitors, biomedical sectors like biomedicines,
etc.'® Ru and its complexes are mostly utilized in the
measurement of ferritin, calcitonin, cyclosporine, and folate
levels in the human body for medical diagnosis.”” Ru-based
compounds have also been used in cancer treatment, as they
have been found to be effective at killing cancer cells while
leaving healthy cells intact."*>* So, there are a lot of possibilities
to explore the compounds in these types of applications.

Recently, Hirt et al.*® synthesized two new Ru-based ternary
borides, Ru,Al;B, and RugAl;Bg. They prepared single crystals of
Ru,Al;B, and RuyAl;Bg by using the arc melting method. X-ray

© 2023 The Author(s). Published by the Royal Society of Chemistry
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Diffraction (XRD) showed that RuoAl;Bg has a hexagonal struc-
ture whereas Ru,Al;B, has a tetragonal shape. Since both
Ru,Al;B, and RuyAl;Bg are fairly new compounds, there is much
room to investigate their different physical properties to find
the possible area of technological applications.

In this study, we have emphasized on exploring the ground
state structural, vibrational, electronic, mechanical, optical, and
thermal properties of the newly synthesized Ru,Al;B, and
RuyAl;Bg, under ambient and elevated pressure in the frame-
work of DFT for the first time. Overall, this study is an essential
step toward a better understanding of the characteristics of the
compounds, highlighting their potential for future technolog-
ical applications. The findings given here are a useful resource
for the scientific community, opening up new options for future
research on this intriguing topic.

2. Computational method

Ab initio technique was used for the exploration of the ground state
properties of the metallic Ru,Al;B, and RugAl;Bg compounds by
employing the Kohn-Sham density functional theory.*® CAm-
bridge Serial Total Energy Package (CASTEP) code was used for the
detailed calculations.* For the purpose of structural optimization
of the compounds, we selected the generalized gradient approxi-
mation within the Perdew-Burke-Ernzerhof (GGA-PBE) func-
tional.> To model the electron-ion interactions, Vanderbilt-type
ultra-soft pseudopotential was used.”® The BFGS** technique,
which stands for Broyden-Fletcher-Goldfarb-Shanno, has been
used to optimize the atomic configuration. To perform the pseudo
atomic computations, the valence electron configurations of Ru,
Al, and B atoms have been considered as [5s'4p°®4d’], [3s*3p'], and
[25*2p"], respectively. For the compounds involved in the plane
wave expansion process, a kinetic energy cut-off of 550 eV was
used. During the optimization process, the following additional
parameters were used: k-point for Brillouin zone (BZ) sampling of
4 x 4 x 12 and 4 x 4 x 11 special points in Monkhorst-Pack grid
scheme for Ru,Al;B, and RuyAl;Bg, respectively; energy conver-
gence thresholds of 5 x 10° eV per atom; maximum force of
0.01 eV A™'; maximum stress of 0.02 GPa and maximum
displacement of 5 x 10~* A. The phonon dispersion (PDC) and
phonon density of states (PHDOS) were calculated following the
finite displacement supercell method.*” A supercell with a volume
two and three times that of the unit cell of Ru,Al;B, and RugAl;Bg,
respectively, comes from a supercell with a fixed supercell
dimension and a cutoff radius of 3.0. For phonon calculation, cut-
off energy of 300 eV was used for both compounds.

The direct explanation of many solid-state phenomena
depends critically on the thermal characteristics of crystalline
materials. At various temperatures and pressures, the bulk
moduli, Debye temperatures, specific heats, volume thermal
expansion coefficients, entropies, and internal energies of the
compounds have been assessed. Baroni developed a formula to
identify the temperature dependence of the energy as:*

hw

hw
exp T -1

© 2023 The Author(s). Published by the Royal Society of Chemistry
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where E,p is defined as the zero-point vibrational energy, & is
Boltzmann's constant, 7 is reduced Planck’s constant, and F(w)
is the phonon density of states. Ep can be estimated as:

Ez;p = % JF(w)hwdw

F is the vibrational contribution to the free energy and it is:

F(T)=E+ Ezp + kTJF(cu)ln {1 — exp (—Z—i)} dw

S is defined as the vibrational contribution to the entropy
and it can be written as:

And the lattice contribution to the heat capacity, Cy, is:
B\ « hw
J' kr) “P\kT
ex hes 1 ’
PkT

The actual heat capacity which can be compared to that
predicted by the Debye model is a popular portrayal of experi-
mental data on heat capacity. This gives rise to the temperature-
dependent Debye temperature, Op(T). In the Debye model, heat
capacity is given by:**

Gv(T)=k F(w)dw

3 Op
T\ 7 x4e,v
CP(T) = Nk = J T E dx
by =omk(go) [T

where N is the number of atoms per cell. Thus, the value of the
Debye temperature, Op, at a given temperature, 7, is achieved by
calculating the actual heat capacity and then inverting it to
obtain Op.

Specific heat at constant pressure (Cp) can be calculated by
calculating the linear thermal expansion coefficient (TEC) first,
by the following equations:

vCy

TEC =
¢ 3BrVm

Cp = Cy[1 + (TCE)yT]

where, Br, Vi, and v are the isothermal bulk modulus, molar
volume, and Griineisen parameter, respectively.

We used the quasi-harmonic Debye model to evaluate the
thermodynamic properties where the temperature range was
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selected from 0 to 1000 K. The quasi-harmonic Debye model
was described by Otero-de-La Roza et al>**° Utilizing the
complex dielectric function, e(w) = ¢&(w) + iey(w), the optical
properties of Ru,Al;B, and RugAl;Bg were studied in the ground
state. Kramers-Kronig relationships, which use the response
function, can be used to derive the real part &(w) of the
dielectric function from the imaginary part ¢,(w). The electrical
band structure is used to determine the imaginary portion,
&y(w), using the following formula:**

26T

= Q—&)Zkllfk”\ﬁﬂllfk"fé(Ek‘ —E'—E)

ke

&(w)

In this equation, Q is the volume of the unit cell, w is the
frequency of the incident electromagnetic wave (photon), e is
the electronic charge, and ¥, and ¥’ are the conduction and
valence band wave functions at a given wave vector k, respec-
tively. During the photon-induced transfer of the electron from
the valence to the conduction band, the delta function ensures
energy and momentum conservation. The standard rela-
tions**?* can be used to determine the additional optical
parameters such as the absorption coefficient, refractive index,
reflectivity, photo-conductivity, and energy loss function when
the energy dependent dielectric function ¢(w) is known.

3. Results and discussion
3.1 Structural properties

The two bi-metallic borides have different structures. Ru,Al;B,
has a tetragonal structure with space group P4/mmm while
RuoAl;Bg has a hexagonal form belonging to the space group
P62m,* which are depicted in Fig. 1. The Wyckoff positions of
the atoms are reported in ref. 22. Table 1 provides a list of the
available experimental data as well as the optimized lattice
parameters at zero pressure. In terms of volume V,, the ob-
tained findings using the functional GGA-PBE diverge from the
experimental values by less than 0.95% for Ru,Al;B, and 2.37%
for RugAl;Bg. Therefore, the obtained results possess excellent
agreement with the experimental data. As the pressure
increases, the lattice parameters become smaller, and as
a result, the volume shrinks. One interesting fact is that the

View Article Online
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Table1 Calculated lattice parameters (@ = b and cin A) and volume (V
in A%) of RusAlsB,, and RusAlsBg at 0 GPa

This work Ref. 22
Compound a c alc 4 a c 4
Ru,Al;B, 8.540 2.935 2.910 214.04 8.515 2.924 212.01
RuoAl;Bg 9.155 2.932 3.122 212.84 9.078 2.913 207.91
ratio a/c decreases with increasing pressure for both

compounds. It indicates that the effect of pressure is superior in
the a- (and b-) axis compared to the c-axis. After applying
a pressure of 30 GPa, the decrease in volume is 9.98% for
Ru,Al;B, as compared to 8.78% for RugAl;Bg, which means
Ru,Al;B, is more prone to pressure compared to RugAl;Bg.

The structural stability of the two compounds can be
confirmed by calculating the formation enthalpy of the
respective compounds using the available relations.** The
formation enthalpies of the compounds under study were
calculated by subtracting the energies of individual elements
from the total energy using the following equation:

AHi(RumA13Bn) = Etotal(RumAl3Bn) —mX E(Ru)
— 3 x E(Al) — n x E(B)

At P = 0, 10, 20 and 30 GPa, the calculated formation
enthalpies were found to be —7.525, —7.510, —7.474 and
—7.423 eV per atom for Ru,Al;B,, and —7.934, —7.922, —7.894
and —7.853 eV per atom for RuoAl;Bg, respectively, which
indicates that they are energetically stable. However, the
formation enthalpies decreases very slowly with increasing
pressure, which may be a sign of opposing effect towards the
stability of both compounds.

The normalized values of the lattice parameters (a/a, and ¢/
co) are given in Fig. 2, together with the normalized and volu-
metric value of V/V, (inset). The optimized lattice parameters
(@0, o, and V;) and the volume at atmospheric pressure are
given accordingly. As can be observed from Fig. 2, for both
Ru,Al;B, and RuyAl;Bg, each of the normalized values decreases

Fig. 1 Schematic 3D crystal structure of (a) Ru4AlzB,, and (b) RugsAlzsBg compounds. The crystallographic directions are also shown.
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Fig.2 Pressure dependent normalized lattice parameters, and volume
(inset) of RusAlzB,, and RugAlzBg.

with increasing hydrostatic pressure. Additionally, for both
compounds, the value of a/a, is lowered under applied pressure
more quickly than that of c/c,, indicating that the a-axis is more
contractible than the c-axis. One intriguing finding is that
Ru,AlzB, has a greater reduction in lattice parameters than
RugAl;Bg, indicating that the latter is more durable. Bond
lengths and the material's internal degrees of freedom alter as
a result of this decline in lattice parameters with higher pres-
sure. The decline in lattice parameters from the zero pressure
value may also be caused by density variations along crystallo-
graphic orientations.*?

3.2 Vibrational properties

Phonons play a crucial role in understanding the physical
properties of materials such as thermal conductivity, thermal
expansion, elastic properties, electrical conductivity, phase
transitions, etc.>*"* It is necessary to test the dynamic stability of
materials because they are often exposed to time-varying
mechanical stresses. The dynamics of Ru,Al;B, and RuoAl;Bg
based on their phonon dispersion curves (PDC) at zero
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/\
N Ve N N
Z A M T Z R X T

View Article Online

RSC Advances

temperature and pressure have been analyzed by finite
displacement supercell method.***” There are no negative
frequencies found in the PDC (Fig. 3) of Ru,Al;B, and RuyAl;Bg
in the whole BZ, indicating their dynamical stability. For
Ru,Al;B,, PDC consists of 54 phonon branches including 3
acoustic modes and 51 optical modes whereas, for RuyAl;Bg,
there are 60 phonon branches consisting of 3 acoustic modes
and 57 optical modes. Acoustic modes (indicated by blue color)
resulting from coherent vibrations of atoms outside their
equilibrium positions are represented by the lower part of the
phonon spectrum and the upper parts correspond to optical
modes (indicated by red color). At I'-point, the acoustic modes
have zero frequency for both of the compounds, which is also an
indication of their dynamical stability. Furthermore, acoustic
and optical modes cross each other and no gap between these
two. The overlapping between these two modes enhances their
frequent interactions which provide more phonon scattering.
This will in turn associated with the increasing anharmonicity
which suppresses the thermal conductivity and hence increases
the figure of merit (Z7).*® Therefore, the thermoelectric perfor-
mance (TE) is enhanced due to the overlap of the acoustic and
optical modes.

3.3 Electronic properties

Electronic band structures for the optimized crystal structure of
Ru,AlB, and RuoAl;Bg are evaluated along the directions of
high symmetry (Z-A-M-T-Z-R-X-T') and (I'-A-H-K-I-M-L-H),
respectively in the first Brillouin zone (BZ) at different pres-
sures. The horizontal broken line indicates the Fermi level, Ep.
The band structures of the compounds are shown in Fig. 4 and
5. As we can see, a number of bands (green color) cross the Eg
for both compounds which indicates their metallic character.
The effect of pressure on band structure is minimal on both
compounds. Moreover, the dispersion of bands over all the
regions in the Brillouin zone is quite similar. So, the effective
mass and mobility of electrons do not vary largely.

Fig. 6 shows the computed total and partial density of states
(TDOS and PDOS, respectively) of Ru,Al;B, and RuoAl;Bg as
a function of energy. The Er is indicated by the vertical dashed
line. The properties of bonding and hybridization between

()

{1

[T

Frequency (THz)

k-Points

Fig. 3 Phonon dispersion curves (PDC) of (a) RusAlzB,, and (b) RusAlzBs.
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Fig. 4 The electronic band structures of RusAlzB, at (a) O GPa, (b) 10 GPa, (c) 20 GPa and (d) 30 GPa along the high symmetry directions.
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Fig. 5 The electronic band structures of RugAlsBg at (a) 0 GPa, (b) 10 GPa, (c) 20 GPa and (d) 30 GPa along the high symmetry directions.
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different states can also be described by PDOS. The finite value
of total DOS at the Er supports the metallic character of both
Ru,Al;B, and RuyAl;Bg compounds. From Fig. 6(a) and (b), the
calculated value of TDOS (N(Er)) at the Fermi level at zero
pressure are 5.51 and 7.76 per €V per unit cell for Ru,Al;B, and
RuyAl;Bg, respectively, indicating that RugAlzBg show higher
electrical conductivity than that of Ru,Al;B,. The value of (N(Er))
at Er also determines the electronic stability of the compound.**
According to this, Ru,Al;B, is highly stable than RuoAl;Bg. Near
the Eg, the contribution on TDOSs comes from Ru-4d mainly,
with nominal contribution from Al-3p and B-2p orbitals for both
compounds. Thus, these orbitals have a dominating effect on
the electrical conductivity of the compounds. The lowest
valence bands in Ru,Al;B, are found to be created by the 2s
orbital of B atom combined modestly with the Ru atom's 4d
orbital in the energy range from —10.0 to —7.5 eV. Due to the
significant hybridization between the Ru-4d, Al-3p, and B-2p
orbitals, the TDOS of both Ru,Al;B, and RuyAl;Bg emerges
from —5 eV to Fermi level. The hybridization between Al-3p and
B-2p orbitals is mainly responsible for TDOS in the upper
conduction band. According to the crystal field theory, the d-
orbital is split into te (dyy, dyz, d;y) and ey (dy2, d,2_)2) states.
The Ru has 7 valence electrons, where d,,, d,, states are fully
occupied while d, dz, de_,» are half filled. More precisely,
these half-filled states are hybridized with Al-p,, and B-p,, which
are mainly responsible for the formation of the CB and VB,
respectively.
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Fig. 6 Total and partial DOS of (a) RusAlzB, and (b) RusAlsBg at O GPa.
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In order to better understand the electrical properties of
Ru,Al;B, and RuyAl;Bg, we also examined the TDOS of these
materials under various pressures. The effect of pressure on
TDOS for both compounds is shown in Fig. 7. The position of
the peaks shifts towards lower energy in the valence band and
higher energy in the conduction band. The symmetry of the
most prominent peak remains intact despite applying pressure
for RuyAl;B,. The prominent peak appears at —4.2 eV for
RuyAl;Bg and shifts towards lower energy with pressure. By
applying pressure, the value of TDOS becomes smaller which
indicates that the stability of the compounds increases with
pressure.

In a normal metal or semiconductor, the DOS is typically
a smooth, continuous function of energy. However, in some
materials, the DOS exhibits a so-called “pseudogap”, which is
a region of reduced DOS at a certain energy range. The Ep for
both Ru,Al;B, and RugAl;B is located at the left of the pseu-
dogap, or in the bonding region. Furthermore, the covalent
bonding is present in the crystals since the position of pseu-
dogap is very close to the Er and this also notifies that the
materials are highly stable and the mechanical strength of the
compounds is very high.

The Fermi surface configuration determines the electrical
and thermal properties of a material. In this context, we have
constructed the Fermi surfaces of Ru,Al;B, and RugAl;Bg
compounds from the respective electronic band structures, as
shown in Fig. 8. The Fermi surface structure of the Ru,Al;B, is
quite different from that of the RugAl;Bg. For Ru,Al;B,, there is
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Fig. 7 Changes of TDOS of (a) Ru4AlzB, and (b) RugAlsBg at pressure 0, 10, 20, and 30 GPa.

a rectangular sheet and then a curvy sheet along the I'-Z
direction. At the corners of the BZ, the open surfaces are
considered as electron pockets. At the top of the BZ, there are
some curvy sheets with funnel like features. In the case of
RuoAl;Bg, there is an arrowhead shaped surface at the I" point.
Along I'"-A direction, there is concave shaped sheet. Then, there
are three convex shaped curvy sheets. And finally, there are

(a) Z

Fig. 8 Fermi surface of metallic (a) RusAlsB; and (b) RugAlzBg at O GPa.
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three flat rectangular sheets. Therefore, according to the Fermi
surface, both compounds contain only electron like sheets.

3.4 Bond population analysis and electronic charge density

The Mulliken population analysis (MPA) is a commonly used
technique to study the bonding characteristics of Ru,Al;B, and
RuyAl;Bg (Table 2). From Table 2, it can be seen that there is no
negative value of papulation in Ru,Al;B,. So, only bonding-type

(b)

© 2023 The Author(s). Published by the Royal Society of Chemistry
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Table 2 Calculated Mulliken bond number n*, bond overlap population P*, and bond length " (A), and Mulliken charge (e) of Ru4AlzB; and

RUgAl3Bg
Mulliken atomic populations

Compound Bond n" p* a Species s p d Total Mulliken charge

Ru,Al;B, Ru-B 4 0.82 2.14837 Ru 2.26 6.57 7.21 16.04 —0.04
Ru-B 8 0.58 2.27323 Ru 2.31 6.79 7.35 16.45 —0.45
Al-B 4 0.20 2.33657 Al 0.74 1.71 — 2.46 0.54
Ru-Al 8 0.37 2.55838 Al 0.71 1.70 — 2.41 0.59
Ru-Al 4 0.33 2.58894 Al 0.66 1.69 — 2.35 0.65
Ru-Al 4 0.12 2.63260 B 1.01 2.35 — 3.36 —0.36
Al-B 8 0.04 2.64052
Ru-Al 8 0.18 2.86438

RuyAl;Bg Ru-B 6 0.44 2.19800 Ru 2.22 6.56 7.16 15.94 0.06
Ru-B 6 0.74 2.19897 Ru 2.16 6.46 7.12 15.74 0.26
Ru-B 6 0.44 2.25404 Al 0.72 1.60 — 2.32 0.68
Ru-B 6 —0.12 2.27027 B 1.02 2.31 — 3.33 —0.33
Ru-B 6 —0.13 2.35506 B 0.94 2.45 — 3.40 —0.40
Al-B 3 0.14 2.43169 B 0.95 2.49 — 3.44 —0.44
Ru-Al 3 0.33 2.45700
Ru-Al 6 0.27 2.65051
Al-B 6 0.03 2.67850
Ru-Al 6 0.11 2.87117

interaction is present there. But it is different for RugAl;Bg as two
Ru-B bonds have a negative population. As a result, bond overlap
population values for RusAl;Bg indicate the presence of interac-
tions of both the bonding-type and anti-bonding-type. The Mul-
liken charge analysis (Table 2) confirmed that electron is
transferred from Al to Ru and B atoms in Ru,Al;B,, while in
RuyAl;Bg structure, the electron is transferred from Ru and Al to B

atoms, respectively. The degree of electron transfer is different
from their actual valence such as +3 for Ru, +3 for Al and —3 for B.
This result revealed the existence of covalency between constit-
uent atoms in both compounds. From bond population analysis,
it is observed that Ru-B, Ru-Al and Al-B bonds possess mixed
(both ionic and covalent) bonding nature. Therefore, both ionic
and covalent bonds are contributed to form the crystal structures.

Fig. 9 Charge density distribution in (111) plane for (a) Ru4AlzB,, (b) RugAlzBg and in (110) plane for (c) RusAlzB,, (d) RugAlzBg. The charge density

scale is shown on the upper-right.

© 2023 The Author(s). Published by the Royal Society of Chemistry
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Table 3 Elastic constants C; (GPa) and Cauchy pressure C” (GPa) of Ru4AlzB, and RugAlzBg at different pressures (GPa)

Compound P Ci1 Cis Cis Css Cua Ces c’

Ru,Al;B, 0 405.75 147.25 111.64 464.74 96.65 93.92 50.60
10 473.07 179.49 143.68 535.00 116.44 110.47 63.05
20 544.13 214.41 179.99 600.28 133.57 123.94 80.84
30 595.76 242.97 205.67 660.87 149.53 133.08 93.44

RuyAl;Bg 0 425.89 217.25 155.95 500.54 138.50 — 78.75
10 488.40 254.64 186.54 556.30 157.68 — 96.96
20 539.35 289.50 232.71 638.64 172.86 — 116.64
30 600.48 325.24 260.62 691.11 191.02 — 134.22

These results are consistent with the Poisson analysis (previous
section) and charge density profile (next section) of the
compounds. Bond length of different bonds are also shown in
Table 2. Ru-Al has the largest bond length for both compounds.
All the bonds have smaller bond length than 3 A, which is normal
for a metal since metallic bonds are shorter in size.*

We projected the electronic charge density distribution around
the atoms within the unit cell to show the bonding characteristic
and charge transfer among the atoms of Ru,Al;B, and RugAl;Bg.
Fig. 9 depicts the charge density (e/A®) distribution for the
compounds in (111) and (110) crystallographic planes, and the
scale bar (0.0 to 7.5). Both of the under-investigation compounds
have shown an asymmetric charge distribution for various atomic
species. In the mapping photos, the blue hue indicates the degree
of charge accumulation, while the red color denotes charge
depletion. The electron density surrounding Ru atoms is
extremely high in comparison to B and Al atoms, according to the
charge density distribution in the (111) plane of both compounds.
In fact, the charge density around Al atoms is absent in this plane.
Only B atoms in the compound RuyAl;Bg show a little charge. The
charge distribution map in the (110) plane is very much different.
For Ru,Al;B,, B atoms show very little charge density with the Al
atom showing the slightest amount of density at the center. For
RuyAl;Bg, the charge density around Ru atoms is very high. Very
little charge around B atoms is also found with a trace amount of
charge around the Al atom found near the center. The charge
distribution in different planes of the compounds varies, which
means that it is expected for both Ru,Al;B, and RuyAl;Bg to have
anisotropy in their charge distribution. From Fig. 9, it can be seen
that covalent bond dominates in both compounds.

3.5 Elastic properties

The elastic constants are crucial in determining mechanical
stability, or a material's response to macroscopic stress. There
are six independent elastic constants for the tetragonal phase
and five for the hexagonal phase have been calculated and listed
in Table 3. The calculated elastic constants of Ru,Al;B, and
RuyAl;Bg for the tetragonal and hexagonal phases satisfy the
Born stability criteria*® at zero and elevated pressure (P = 0-30
GPa) as Cy; > |Cy,); 2C13” < C33(Cay + C1y); Caag > 0; Co > 0, where
Ces = (C11 — Cyp)/2 for the tetragonal phase.

In addition, some notable characteristics can be evaluated
using the elastic stiffness constant, C;. For both compounds,

28920 | RSC Adv, 2023, 13, 28912-28930

the value of C3;; > Cy; (Table 3) indicates stronger atomic
bonding along the c-axis than the g-axis. Furthermore, in
comparison to Cy4, C1; and Cs; levels are much greater which
tells the stiffness of the crystal is much higher in the [100] and
[001] directions. This means that more energy is required to
cause a change in shape or size along these directions
compared to the shear deformation. The Cauchy pressure (C” =
C1,-C44) in Table 3 is related to the concept of stress in mate-
rials and it is a measure of ductility/brittleness.* A compound is
likely to be ductile and has an ionic bond if Cauchy pressure is
positive, and vice versa.*? Since C” is positive at 0-30 GPa pres-
sures, Ru,Al;B, and RugAl;Bg both are ductile and have the
dominance of ionic bonding.

The moduli of elasticity are numerical constants that describe
the mechanical properties of a material when it is subjected to
applied stress. The bulk modulus, B and shear modulus, G can be
calculated from the elastic constants utilizing the Voigt-Reuss—
Hill (VRH) approximations.**® Furthermore, the associated
formulas and theories to calculate elastic moduli B, G, E (Young
modulus) and » (Poisson ratio) can be found in previous
literature.”~* The calculated moduli of elasticity of Ru,Al;B, and
RuoyAl;Bg are tabulated in Table 4. A relatively large value of Band G
implies that both compounds are hard materials. In this study, B
increased by 56.70% and 48.71% for Ru,Al;B, and RuoAl;Bg
respectively, while G increased by 48.79% and 32.58% for Ru,Al;B,
and RuyAl;Bg when applied pressure rises from 0 to 30 GPa. It
indicates that for both compounds, it will take more volume stress
to change their shape than shear stress. The calculated large values
of E of the compounds disclose higher stiffness of the compounds.
Under external pressure (0-30 GPa), E is increased by 44.66% and
34.60% for Ru,Al;B, and RugAl;Bg, respectively. Between them,
RuyAl;Bg possesses the higher stiffness. Since the acoustic mode is
responsible for thermal transport due to its large group velocity
but the group velocity is also dependent on Young's modulus and
the mass density by the following relation:*

Ve =4 /—

p

From this relation, it is confirmed that the compound with
higher mass density has lower group velocity and hence lower
the lattice thermal conductivity. According to this identity, the
thermal conductivity of Ru,Al;B, and RugAl;Bg should expected

© 2023 The Author(s). Published by the Royal Society of Chemistry
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Table 4 Bulk modulus (B in GPa), shear modulus (G in GPa), and Young's modulus, (E in GPa) of Ru4AlzB, and RugAlzBg at different pressures
(GPa). The subscripts V, R, and H denote Voigt, Reuss, and Hill approximations, respectively

Compound P By Bgr By Gy Ggr Gy Ey Egr Ey

Ru,Al;B, 0 224.15 224.03 224.09 117.83 111.43 114.63 300.77 286.74 293.79
10 268.32 268.18 268.25 136.29 130.65 133.47 349.66 337.19 343.44
20 315.26 315.18 315.22 152.49 147.27 149.88 393.96 382.27 388.13
30 351.22 351.09 351.16 166.30 161.06 163.68 430.89 419.09 425.00

RuyAl;Bg 0 267.85 267.81 267.83 131.14 126.60 128.87 338.22 328.11 333.18
10 309.84 309.84 309.84 146.81 142.03 144.42 380.35 369.62 375.00
20 358.57 358.23 358.40 158.29 152.95 155.62 413.96 401.69 407.83
30 398.34 398.22 398.28 173.64 168.09 170.86 454.83 442.07 448.46

to be low and the transport properties would be high. This
result is consistent with phonon analysis.

When a material is stretched or compressed, Poisson's ratio,
v represents the ratio of lateral strain to axial strain. It can be
used to determine the brittle/malleable nature, compressibility,
and bonding force characteristics®"** of a compound. Further-
more, Pugh's ratio (B/G) is also used to determine whether
a compound is malleable or not. Interestingly, there is
a threshold value of both Poisson's (0.26) and Pugh's ratios
(1.75) to determine the malleability/brittleness of a compound.
A compound having a value of Poisson's ratio and Pugh's ratio
higher than that threshold value should be malleable and vice
versa. In this study, it can be seen that both Poisson's ratio and
Pugh's ratio of both Ru,Al;B, and RucAl;Bg are above their
threshold value. So, both compounds are malleable, i.e., ductile.
RuyAl;Bg is more malleable compared to Ru,Al;B, and their
malleability increases with pressure. Besides this, Poisson's
ratio can also reflect the nature of the bonding of a compound.
If v < 0.25, then covalent bond dominates the compound
whereas v = 0.25 indicates ionic characteristics.*® Moreover, if v
is found to be in the range of 0.25 < v = 0.50, then central force
dominates in the solid and non-central force dominates if v is
outside of this range.”® From our findings, ionic contribution
and central force interaction play a key role in both compounds.

The machinability index, uy determines the cutting force,
tool wear, and many other aspects of a material. The machin-
ability index, uy of a material can be stated as:*

B

/JM:C_44

From our findings, though the machinability of Ru,Al;B, is
more than that of RugAl;Bg, both compounds are suitable to
built machines.

The hardness of the materials was calculated using an
empirical approach:***”

G ) 0.585
Hpoero = 20— -
( B) 6| 3
and
(I1-2v)E
Hyicro = 77—+
6(1+v)

© 2023 The Author(s). Published by the Royal Society of Chemistry

Both compounds are found to be quite hard and micro hard-
ness is greater than the macro hardness (Table 5) due to the
difference in parameters used to calculate them. As expected,
the hardness increases with increasing pressure. One inter-
esting thing is that Ru,Al;B, has more macro hardness than
that of RuyAl;Bg, but it is the opposite in the case of micro
hardness.

The ability of a material to resist the propagation of cracks
and fractures when subjected to external forces is referred to as
fracture toughness, Kjc can be determined by using the formula
proposed by Niu et al.:*

Kic = Vol/f)c"(B/G)O’5

where V, is the final volume per atom of the unit cell.

The obtained values of K¢ for the compounds are listed in
Table 5. Ru,Al;B, is more prone to cracks than RuyAl;Bg and the
trend suggests that Kic increases with pressure.

The anisotropy factors A,, A, and A; also known as shear
anisotropy factors, associated with the {100}, {010} and {001}
shear planes between (011) and (010), (101) and (001), and
(110) and (100) directions, respectively. The variation of the
values of 4; (i = 1,2,3) different from unity implies the aniso-
tropic nature of the compounds under consideration:>*-*

4Cu

A = T
: Cii+ Gy —2C3

Table 5 Poisson's ratio (), Pugh's ratio (B/G), Kleinman parameter (&),
machinability index (up), hardness values, (Hmacro and Hmicro in GPa),
and fracture toughness, (Kic in MPam®®) of Ru4AlsB, and RusAlsBg at
different pressures (GPa)

Compound p v B/G MM Hmacro Hicro Kic

Ru,Al;B, 0 0.281 1.95 2.318 11.63 16.70 2.42
10 0.287 2.01 2.304 12.48 18.99 2.84
20 0.295 210 2360 12.71 20.51 3.24
30 0.298 2.15 2.348 13.16 22.01 3.56

RuoAl;Bg 0 0.293  2.08 1.934  11.58 17.81 2.76
10 0.298 2.15 1.965 12.02 19.42 3.12
20 0.310 2.30  2.073 11.44 19.68 3.47
30 0.312 2.33 2.085 12.04 21.38 3.81
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Shear anisotropic factors for Ru,Al;B, and RugAl;Bg are
calculated and provided in Table 6 and the results reveal that
Ru,Al;B, is more anisotropic whereas RuoAl;Bg has less
anisotropy.

3.6 Thermophysical properties

Different thermo-physical properties of a compound are firmly
accompanied by the sound velocity through the material as well
as Debye temperature. The construction of musical instru-
ments, transducer design, acoustic application underwater and
noise attenuation in a jet engine, etc. depend greatly on
a material's acoustic characteristics. Thermal conductivity is
another crucial physical characteristic for spintronic and elec-
tronic device applications at high temperatures.

3.6.1 Acoustic velocities. Acoustic velocity is the rate at
which sound waves travel through a solid medium. The elastic
properties of the material dictate it, and it may be characterized
using two forms of velocity: longitudinal velocity (P-wave
velocity) and transverse velocity (S-wave velocity). In a crystalline
material, the transverse and longitudinal sound velocities are
determined from:*

G 3B+4G
vi=4/— and v =4/ ———
P 3p

where p is the density of the material.
The mean sound velocity, v, can be obtained in terms of the
transverse, v, and longitudinal, v; sound velocities:*

1
VRN
'm =13 DERRTE

The calculated pressure dependent longitudinal velocity of
the compounds is ~1.5 to ~2 times higher than that of the
transverse velocity, as can be seen in Table 7. From our study, it
is found that RugAl;Bg is harder than Ru,Al;B, as the sound

Table 6 Shear anisotropic factors (A;, A, and As) of RusAlzB, and
RugAlzBg at P (0-30) GPa

Compound Pressure (GPa) A, A, Ay

Ru,ALB, 0 0.597 0.597 0.727
10 0.646 0.646 0.753
20 0.681 0.681 0.752
30 0.708 0.708 0.754

RuoAl;Bg 0 0.902 0.902 1.000
10 0.939 0.939 1.000
20 0.970 0.970 1.000
30 0.992 0.992 1.000

28922 | RSC Adv, 2023, 13, 28912-28930
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Table 7 Transverse sound velocity vi (ms™), longitudinal sound
velocity v, (ms™?), average sound wave velocity v,, (ms%), acoustic
impedance Z (Rayl = kg m~2 s~ and radiation factor VG/p? (m* kg™t
s, and density p (g cm™) of RusAlzB, and RuoAlsBg at different
pressure (GPa)

Compound P Ve Vm Z VG/pP p

Ru,Al;B, 0 692290 3817.72 4254.46 30.025 0.485 7.865
10 7380.61 4036.57 4501.20 33.065 0.493 8.191
20 7794.16 4204.50 4693.24 35.648 0.496 8.479
30 8073.07 4328.40 4833.68 37.815 0.495 8.737

RuyAl;Bg 0 7233.31 3916.16 4370.22 32.908 0.466 8.403
10 7599.14 4074.31 4549.93 35.447 0.468 8.700
20 7943.85 4165.77 4659.22 37.357 0.465 8.968
30 8244.11 4306.74 4818.12 39.674 0.468 9.212

velocities are higher in it. As expected, the velocities become
higher when pressure is applied, and the average sound velocity
increases by 13.61% and 10.25% for Ru,Al;B, and RugAl;Bg,
respectively when the pressure is increased to 30 GPa. It indi-
cates that the effect of pressure on Ru,Al;B, is more than that of
Ru,Al;Bg.

The acoustic impedance, Z, of a material is found in:*

Z =+\/pG

According to the above equation, a material with higher
density and shear modulus has a higher acoustic impedance. In
our present study, acoustic impedance RuyAl;Bg is higher than
Ru,Al;B, and it increases with increasing pressure.

The intensity of sound radiation is an important parameter
in the design of acoustic insulation and soundproofing mate-
rials, which aim to reduce the amount of sound energy that is
transmitted from one space to another. For a particular driving
source, the radiation intensity, I depends on the surface
velocity. This is related to the modulus of rigidity and density
as:®

1= \G/p

where /G/p? is called the radiation factor.

The values of Z and I are tabulated in Table 7. Both
compounds have a similar intensity of sound radiation.

3.6.2 Debye and melting temperature. The Debye temper-
ature, Op is estimated using the elastic constants at low
temperatures because vibrational excitations are solely caused
by acoustic vibrations at low temperatures, and the following

equations:®>**
h [(3n\ N,
@D*PBKR)M] i

where % stands for Planck constant, kg is Boltzmann's constant,
N, is Avogadro's number, p indicates mass density, M is the
molecular weight, and 7 is the number of atoms within the unit
cell. The estimated large value of the Debye temperature (Table
8) for both Ru,Al;B, and RuoAl;Bg suggests that high melting
point, high thermal conductivity, and high stiffness are ex-
pected. Since ®p has an inverse relation with specific heat

© 2023 The Author(s). Published by the Royal Society of Chemistry
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Table 8 The Debye temperature @p (K), melting temperature T, (K), thermal expansion coefficient « (K™, the wavelength of the dominant
phonon at 300 K Agom (M), heat capacity per unit volume pCp (J m~2 K1), Griineisen parameter vy, minimum thermal conductivity kmin (W m™*
K1), and lattice thermal conductivity ko, (W m™* K™*) of Ru4AlsB; and RusAlsBs at various pressures (GPa)

Compound P Op T a (x1077) pCp (x10°) Adom (X107 v Kmin k;h

Ru,Al;B, 0 555.20 2268.37 1.396 3.48 178.20 1.664 1.128 24.224
10 595.42 2575.72 1.199 3.63 188.54 1.693 1.226 28.379
20 628.00 2886.82 1.068 3.75 196.58 1.741 1.308 30.958
30 653.29 3132.59 0.976 3.87 202.47 1.762 1.374 33.598

RuoyAl;Bg 0 591.80 2382.47 1.242 3.89 183.05 1.728 1.247 18.403
10 623.31 2653.66 1.108 4.03 190.58 1.762 1.329 20.370
20 644.76 2929.99 1.028 4.15 195.16 1.839 1.389 20.338
30 672.75 3192.10 0.936 4.26 201.82 1.852 1.462 22.545

capacity, these compounds will have fairly low values of specific
heat capacity.

Understanding the melting behavior of solids is important in
materials science and engineering, as it affects the processing
and performance of materials in various applications. The
following equation® can be used to determine the melting
temperature T;, of solids using the elastic constants:

2Cy + Cs3

Tn=354K+ (45K GPa")( 3

>j:300K

The values of T, for Ru,Al;B, and RugAl;Bg are listed in
Table 8. As we can see, both compounds have very high melting
temperatures, and hence their possible applicability lies in
thermally harsh conditions. The effect of pressure on the
melting temperature is enormous as the value of Ty, rises
sharply with temperature with 38% for Ru,Al;B, and 34% for
RuyAl;Bg when the pressure increases from 0 to 30 GPa.

The dominant phonon wavelength, A4om,m can have important
effects on the thermal and mechanical properties of the solid,
such as its thermal conductivity, specific heat capacity, and
phonon scattering. The dominant phonon wavelength for
Ru,Al;B, and RugAl;Bg at 300 K has been calculated by using the
following relationship:®°

112.566vy, _
Adom = — X 1072

where v, denotes the average sound velocity in ms™' and T

denotes the temperature in K. The obtained value of Agomfor
Ru,AlB, and RugAl;Bg suggested that RugAl;Bg have higher
phonon wavelength compared to Ru,Al;B,.

3.6.3 The Griineisen parameter. The Griineisen parameter,
v, of RuyAl;B, and RuyAl;Bg has been calculated using the

following relation:*”
3/1+vw
2\2-3p

where v is the Poisson's ratio which can also be calculated from
longitudinal (v;) and transverse (v, sound waves using the
relation:%7*%

’Y:

1— 2(\11/\11)2
2 —2(w/n)’

V=

© 2023 The Author(s). Published by the Royal Society of Chemistry

The calculated values y of the compounds with varying
pressure are tabulated in Table 8 and v rises with pressure. The
value of v is high for both compounds indicating strong
anharmonicity, hence thermal conductivity will be low for both
compounds. Additionally, a large value of vy implies that the
compound's thermal properties, such as thermal expansion,
specific heat, and thermal conductivity, are highly sensitive to
changes in temperature and pressure. Therefore, both Ru,Al;B,,
and RuoAl;Bg can be useful for applications in thermoelectric
devices, temperature sensors, and other areas where precise
control of thermal properties is necessary.

3.6.4 Minimum and lattice thermal conductivity.
Minimum thermal conductivity, ki, refers to the lowest
possible thermal conductivity that a material or substance can

possess. Clarke's formula can be used to calculate the
minimum thermal conductivity k,;, at high temperatures as:*
ANAp\ Y
kmin = kBVm M

the Boltzmann constant, kg, Avogadro's number N, the mass
densityp, the number of atoms in a molecule n, the average
sound velocity v, and the molecular weight M, are all included
in this expression. The values of ki, of both compounds are
listed in Table 8 and they have fairly low values. It is worth
noting that materials with extremely low thermal conductivity
can have useful applications in insulation or thermoelectric
devices. For thermal barrier coating (TBC) applications, kmin
should be equal to or smaller than the limiting value of 1.25 W
m~' K ,* and according to our study, both Ru,Al;B, and
RuyAl;Bg can be used as TBC material at ambient pressure.

Lattice thermal conductivity, k,p, on the other hand, refers to
the contribution of phonons to the overall thermal conductivity
of a material. Using Slack's model, the lattice thermal conduc-
tivity can be calculated by using the empirical formula:”®

M,,0p°5
kon = 4 23T

where M,, is the average atomic mass of a crystal, @, is the
Debye temperature, 6 is the cubic root of the average atomic
volume, v is the Griineisen parameter, n is the number of atoms
in the unit cell, and T is the temperature.

The factor A(y) is determined by Julian's formula,™

RSC Adv, 2023, 13, 28912-28930 | 28923
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Fig. 10 Lattice thermal conductivity of Ru4AlzB, and RugAlzBg for pressure 0—-30 GPa as a function of temperature.
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The lattice thermal conductivity calculated for Ru,Al;B, and
RuyAl;Bg at room temperature (300 K) is listed in Table 8 and
the temperature dependence on k;}, is shown in Fig. 10. With
increasing pressure, kp, rises for Ru,Al;B,. However, there is an
exception in the case of RuyAl;Bg. When 20 GPa of pressure is
applied, kpp, decreases instead of increasing. It increases again
when 30 GPa of pressure is applied. From Fig. 10, it can be said
that Ru,Al;B, has higher lattice thermal conductivity than
RuoAl;Bg for all pressure ranges. The exponential decrease of
the lattice thermal conductivity with the increase in tempera-
ture is perceived for both compounds.

3.7 Optical properties

Dielectric function ¢(w), refractive index n(w), absorption coef-
ficient «(w), optical conductivity o(w), reflectivity R(w), and
energy loss function L(w) of RuyAl;B, and RugAl;Bg were
calculated since they are useful to determine the optical prop-
erties of a compound. The pressure induced optical parameters
of the compounds are depicted in Fig. 11 and 12 for incident
energies up to 32.5 eV along the [100] direction. The dielectric
function, ¢(w) = &1(w) + &(w) is a complex-valued quantity that
describes the response of a material to an external electric field,
where ¢;(w) and ¢,(w) are real and imaginary parts of ¢(w). The
real part, ¢;(w) in Fig. 11(a) has a prominent peak in the range 0-
0.5 eV and falls below zero at ~0.5 eV for both compounds and
remains below that mark until ~28.3 eV and ~30.1 eV is
reached for Ru,Al;B, and RugAl;Bg, respectively, and shows
metallic characteristic with a strong Drude peak at low energy.
The greatest value of &,(w) occurs at zero energy and falls with

28924 | RSC Adv, 2023, 13, 28912-28930

increasing photon energy, as seen in Fig. 11(b) and 12(b). This is
a very common incidence in metallic systems. It can be seen
from the figures that the value of ¢,(w) become zero at ~24.8 eV
and ~28.2 eV for Ru,Al;B, and RuyAl;Bg, respectively, predict-
ing that the compounds will show transparency above that
energy value. Fig. 11(c) and 12(c) depict the absorption of the
compounds Ru,Al;B, and RuyAl;Bg, respectively. In both cases,
the absorption starts at 0 eV, which is another indication of
their metallic characteristic. For Ru,Al;B,, the peak absorption
is at ~10.7 eV and the peak value shifts towards slightly higher
energy with pressure. Absorption decreases to some extent with
energy till ~21 eV and after that, it falls drastically. For
RuyAl;Bg, absorption reaches its peak at ~11 eV and remains
nearly the same up to ~23.7 eV. It falls rapidly after that value. It
is noteworthy that the absorption coefficient is of the order of
~10° em™ " which concluded that both compounds should be
excellent solar absorbers and would be suitable for absorber in
photovoltaic device applications. The reflectivity spectra start at
95%, and 96% for Ru,Al;B, and RuoAl;Bg, respectively, are
shown in Fig. 11(d) and 12(d).

The maximum value of the reflectivity is found in the IR and
visible range of photon energy. Furthermore, the reflectance
spectra for Ru,Al;B, and RugAl;Bg in the 0 to 30 eV photon
energy range never drop below 38% and 42%, respectively. The
value of reflectivity spectra of these two compounds is higher
than that of other metallic borides of Cr,AlB, (ref. 72) and
Zr;CdB,.” Based on our calculations, RuyAl;Bg can be used as
coatings on space crafts as it can avoid solar heating. In
Fig. 11(e, f) and 12(e, f), respectively, the real, n(w), and imagi-
nary, k(w), components of the refractive indices of Ru,Al;B, and
RugAl;Bg are depicted. At zero photon energy/frequency, the
values of n are 51.28 and 52.92, respectively.

A high refractive index is a necessary condition for photonics
and optoelectronic applications, such as LEDs, OLEDs, mini-

© 2023 The Author(s). Published by the Royal Society of Chemistry
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LEDs, micro-LEDs, and QDLEDs screens. These two compounds
have very high values of n(0) and can be used in micro LED
screens that will be used in virtual reality/augmented reality
headsets which need very high pixel per inch (PPI) screens. The
spectrum of k(w) shows that the studied compounds will have
low-energy light (IR) absorption since its peak is in the 0-1 eV
range. The effect of pressure on both n and k is negligible.
Optical conductivity starts at 0 eV of photon energy (Fig. 11(f)
and 12(f)), which further confirms the metallic character. For
both Ru,Al;B, and RugAl;Bg, photoconductivity rises in the IR
region at first and sharply decreases until the visible range is
reached. Photoconductivity reaches its next peak at 7.7-8.7 eV
for Ru,Al;B, depending on the pressure and at 8.2-9.3 eV for
RuoAl;Bg. After that, it gradually decreases to zero. One inter-
esting fact is the effect of pressure is evident on RugAl;Bg in the
IR region. Photoconductivity decreases with increasing pressure
in this region. The conductivity of a material depends on the
number of free charge carriers available to conduct electricity.
In the IR region, the energy of the radiation is lower than the
energy required to excite electrons from the valence band to the
conduction band. Therefore, there are fewer free electrons
available for conduction, which leads to a decrease in
conductivity.

Optical loss is a property of materials that describes the
amount of electromagnetic energy, such as light or infrared
radiation, that is lost as it passes through the material. Because

© 2023 The Author(s). Published by the Royal Society of Chemistry

of the relatively high value of ¢,(w), it is evident from Fig. 11(h)
and 12(h) that neither compound experiences any energy loss
up to about 15 eV. Maximum energy loss is observed due to
plasma resonance. The peak of the loss function is found to be
at 27.0-28.8 eV for Ru,Al;B, and at 29.0-30.5 eV for RuyAl;Bs.
The reflection and absorption spectra drop dramatically at
these energies, and the compounds under study are expected to
have high transmittance. The effect of pressure is non-selective
for Ru,Al;B,, but for RugAl;Bg, there is a clear pattern. The peak
value of the loss function of RugAl;Bg shifts towards higher
photon energy while the height of the peak decreases with
pressure. In the case of Ru,Al;B,, only the position of the peak
shifts.

3.8 Thermodynamic properties

Different temperatures and pressures are frequently applied to
materials. Therefore, the study of pressure and temperature
dependent bulk modulus and thermodynamic properties has
an enormous effect on how they are used at high-temperature
and pressure in industrial applications. Gibbs2 (ref. 30)
program was used to investigate the temperature and pressure
dependent thermodynamic properties of Ru,Al;B, and
RugAl;Bg, shown in Fig. 13 (a-r). The pressure range was set to
0-100 GPa, and the temperature range was set to 0-1000 K. It
was found that no phase transition occurred for both
compounds while the specified pressure and temperature were

RSC Adv, 2023, 13, 28912-28930 | 28925
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applied. Fig. 13(a and b) shows the temperature and pressure
dependence of adiabatic bulk modulus, B of the two
compounds at P = 0 GPa and T = 300 K, respectively. From
Fig. 13(a), it is observed that the difference of B between the two
compounds is almost double, but both follow the same pattern.
Bulk modulus decreases slowly at a low (~100 K) temperature
range, which is associated with the 3rd law of thermodynamics
and after that point, the decrement is much more. The decrease
of Bwith pressure indicates that the compounds become harder
at high pressure. At a given T, the bulk modulus, B increases
with increasing P, which is a usual characteristic because
external stress makes the compound mechanically stronger.
Between the two compounds, RuyAl;Bg is stronger due to the
higher value of bulk modulus. From Fig. 13(b), it is evident that
the bulk modulus, B increases linearly with increasing pressure,
P at room temperature (300 K) for both compounds. Fig. 13(c
and d) presents the Debye temperature, @, as a function of
temperature and pressure and the value of @y decreases with
increasing temperature. These curves are similar to that of the
bulk modulus. B and O decrease with temperature since
material stiffness also decreases with temperature.” On the
other hand, pressure increases the stiffness of the compound
and as a result, B and ®p, also increase. ®p increases in a non-
linear fashion, between linear and exponential. Specific heat
capacity at constant volume, Cy, and at constant pressure, Cp of
Ru,Al;B, and RugAl;Bg, as a function of temperature and

28926 | RSC Adv, 2023, 13, 28912-28930

pressure, are also shown in Fig. 13(e-h). Heat capacities rise due
to phonon thermal softening as temperature increases. The
discrepancy between Cp and Cy is related to thermal expansion
by anharmonicity effects. Cy follows the Debye equation, which
states that in the low temperature region (T ~ 300 K), Cy is
proportional to 7°, and at high temperatures (T > 300 K), the
anharmonic influence on heat capacity is muted and Cy
approaches the traditional asymptotic Dulong-Petit limit Cy =
31Nk (224.49 J mol ' K for Ru,Al;B, and 498.87 J mol ' K™*
for RuyAl;Bg). At low T, Cp behaves likewise to Cy while Cyp is
slightly greater than Cy at higher temperatures. From Fig. 13(g
and h), it is observed that both Cy and Cp decreases with
increasing pressure and their decrement is identical.

Fig. 13(i and j) show the predicted volume thermal expansion
coefficient, ay, as a function of the temperature and pressure of
RuyAl;B, and RuoAl;Bg. Since RuyAlzB, is less dense than
RuyAl;Bg, oy is found to be higher in Ru,Al;B,. oy increases
rapidly, especially up to T'< 300 K, and then, it increases at a low
pace in higher temperature regions. For both compounds, oy
follows the same pattern albeit with a discrepancy in their
values. As pressure is increased, ay falls exponentially. The
higher value of oy for Ru,Al;B, indicates that it is more ductile.

In a solid, the internal energy is the result of the random
movement of molecules. Fig. 13(k and 1) display the internal
energy of the compounds as a function of temperature and
pressure, respectively. U grows slowly in the low-temperature

© 2023 The Author(s). Published by the Royal Society of Chemistry
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region, but after 7> 200 K, it increases more rapidly. Both the
value and increase of the internal energy are greater for
RugAl;Bg. Furthermore, from Fig. 13(l), it is observed that U
increases in a linear pattern with increasing pressure at room
temperature.

Entropy, S is a unit of measurement for how much a process
causes the energy of atoms and molecules to disperse. The
entropy variations of Ru,Al;B, and RuyAl;Bg as a function of
temperature and pressure are depicted in Fig. 13(m and n). For
low temperatures (T < 100 K), the value of entropy is almost the
same for both compounds. In high temperature region (7 > 100
K), the increase of entropy is very high for RugAl;Bg, and when
1000 K is reached, entropy in RuoAl;Bg is almost double
compared to that in Ru,Al;B,. It is also found that the entropy, S
decreases with increasing pressure. This is due to the fact that
the volume decreases with increasing pressure. The rate of
decrease of entropy, S with pressure is similar for the two
compounds.

The Griineisen parameter, v, describes how the specific heat
of a material changes in response to changes in volume or
pressure, and is related to the anharmonicity of the interatomic
potentials in the material. Fig. 13(o and p) depicts the temper-
ature and pressure dependence on the Griineisen parameter.
From Fig. 13(0), it can be seen that y increases with temperature
with Ru,Al;B, having a much higher value. On the other hand, y
decreases exponentially with pressure for both compounds as
can be seen from Fig. 13(p).

Temperature and pressure dependent Gibb's free energy of
Ru,AlzB, and RugAl;Bg are depicted in Fig. 13(q and r). Two
separate scales had to be used for the compounds because of
the vast difference between the values of Gibb's energy of the
two compounds follows the same pattern when the temperature
is increased. It increases linearly. But, when the pressure is
increased beyond 20 GPa, G decreases exponentially for both
compounds.

4. Conclusion

A detailed investigation of the structural, vibrational, electronic,
mechanical, and thermal properties of the Ru-based
compounds, RujsAl;B, and RugAl;Bg, was conducted using
DFT method. The study found that both compounds are stable
against decomposition into binary elements, as suggested by
enthalpy calculations on phase stability. The phonon disper-
sion and density of states indicate that both compounds are
dynamically stable, with no imaginary frequency observed in
the phonon dispersion curves. The metallic character is
confirmed by their electronic band structures. Both electron
and hole like sheets are present in the Fermi surface. Both ionic
and covalent bond characters are observed from Mulliken bond
analysis and charge density profile. The stiffness constants, B,
G, Y, Hmyacro, and Hpiero Of RugAl;Bg were found to be higher
than those of Ru,Al;B, implying that RuyAl;Bg is harder than
the latter one. Ru,Al;B, possesses more elastic anisotropy than
RuyAl;Bg. For both compounds, various thermal properties,
such as sound velocities, the Griineisen parameter (y), Debye
and melting temperature (@p, Thin), heat capacities (Cp, Cy),
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volume thermal expansion coefficient (VTEC), and minimum
and lattice thermal conductivity (kmin, kpn) Were also calculated
for different pressures. All the mechanical and thermodynamic
properties are strongly depend on pressure and temperature.
Therefore, the compounds are quite likely to come up with
applied under high pressure and temperature environments.
The optical absorption and photoconductivity spectra showed
that both compounds exhibit metallic characteristics, and
RuyAl;Bg was found to be better suited for potential applica-
tions as a thermal barrier coating (TBC) and solar absorber
material for UV-based optical devices. We hope this work will
inspire other research groups to investigate these exciting
compounds in the near future.
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