Downloaded via UNIV OF SAO PAULO on April 18, 2024 at 17:11:34 (UTC).
See https://pubs.acs.org/sharingguidelines for options on how to legitimately share published articles.

IEJAPPLIED
ELECTRONIC MATERIALS

pubs.acs.org/acsaelm

Tuning the Electronic and Mechanical Properties of Two-
Dimensional Diamond through N and B Doping

Bruno Ipaves,® Joao F. Justo, Biplab Sanyal, and Lucy V. C. Assali

Cite This: ACS Appl. Electron. Mater. 2024, 6, 386—-393

I: I Read Online

ACCESS |

[l Metrics & More

| Article Recommendations |

ABSTRACT: This paper examines the structural, thermodynamic,
dynamic, elastic, and electronic properties of doped 2D diamond
C4X, (X = B or N) nanosheets in both AA’A” and ABC stacking
configurations, by first-principles calculations. Those systems
consist of three diamond-like graphene sheets with an undoped
graphene layer between two 50% doped ones. Our results, based
on the analysis of ab initio molecular dynamics simulations,
phonon dispersion spectra, and Born’s criteria for mechanical
stability, revealed that all four structures are stable. Additionally,
their standard enthalpy of formation values are similar to that of
pristine 2D diamonds, recently synthesized by compressing three
graphene layers together. The C,X, (X = B or N) systems exhibit
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high elastic constant values and stiffness comparable to that of bulk diamond. The C,N, nanosheets present wide indirect band gaps
that could be advantageous for applications similar to those of the hexagonal boron nitride (h-BN), such as a substrate for high-
mobility 2D devices. On the other hand, the C,B, systems are semiconductors with direct band gaps, in the 1.6—2.0 eV range, and
small effective masses, which are favorable characteristics to high carrier mobility and optoelectronics applications.

KEYWORDS: 2D diamond, diamane, ultrathin diamond films, functionalization, DFT, first-principles calculations

B INTRODUCTION

Graphene is the most popular two-dimensional (2D) material,
being a zero-gap semimetal with a honeycomb carbon structure
and sp? hybridization. It carries a unique combination of physical
properties in nature such as high electrical conductivity, tensile
strength, and optical transparency. Additionally, it is the
elementary structure for several other nanomaterials, such as
fullerenes, nanotubes, graphite, and the single-layer diamond
(2D diamond).' ™ As a result of recent developments in the
synthesis and characterization of 2D materials, the 2D diamond
has received great attention, with promising applications in
several fields, such as batteries, quantum computing, nano-
optics, and nanoelectronics.”

The stabilization of 2D diamond often requires surface
functionalization, leading to a variety of structures, which have
received different labels, such as diamane, diamene, diamondol,
and diamondene.** 2D diamonds can also be built out of bilayer
graphene or few-layer graphene (FLG) through different
techniques. For example, the two-layer hydrogenated (HD)
and fluorinated (FD) 2D diamonds can be synthesized at
ambient pressure without a substrate, in which the HD can be
produced using hot filament chemical vapor deposition,® while
FD by combining FLG and gaseous CIF;.” However, films with
three layers or more face a nucleation barrier that increases with
the number of layers, requiring pressure assistance.®
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The pristine 2D diamond (PD) is hard to synthesize as high
pressures are required to transform sp” bonds from graphene
layers into interlayer sp® ones.” Recently, PD has been
synthesized without a substrate by compressing three layers of
graphene.9 However, it reverts to graphene when the pressure is
released, in agreement with a previous theoretical study.'’
Furthermore, theoretical investigations have demonstrated the
potential for stabilizing 2D diamond structures, composed of
two graphene layers, through nitrogen substitution.'' The
NCCN 2D structure, composed of two carbon layers function-
alized with nitrogen on both sides, has been explored by various
research groups, ”~'* sug§esting its potential application as a
selective ammonia sensor.

The physical properties of 2D diamonds may vary
considerably, depending on the synthesis methods, leading to
structures with different configurations, functional groups, and
heteroatoms.”® For example, B and N dopants can tune the
electronic properties, as well as enhance stability and reduce the
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formation energy of 2D diamonds, thereby promoting their
synthesis.”>~'” At room temperature, the thermal conductivity
of HD is high, and the heat transport arises from the acoustic
phonon modes. On the other hand, under the same conditions,
the thermal conductivity of FD is lower than that of HD and the
heat transport is controlled by the optical phonon modes."® 2D
diamonds also present remarkable mechanical properties, with
stiffness and Young’s modulus similar to the ones of graphene
and bulk diamond.'® Furthermore, unlike graphene, 2D
diamonds have band gap features that depend on the stacking
arrangement, the number of layers, and the functional groups
present in the structures.¥*° Despite several recent experimental
and theoretical investigations on 2D diamonds, the origin of all
these peculiar properties has been the subject of debate.*”

In this letter, we present a study of the physical properties of
2D diamonds doped with substitutional N or B atoms. The
reference systems consist of three graphene sheets: an undoped
graphene layer between two 50% doped ones, where the C—C
bonds between neighboring layers are strong covalent bonds.
Here, we considered four structure configurations labeled
AA'A"-C,N,, ABC-C,N,, AA’A"-C,B,, and ABC-C,B,. Their
structural, thermodynamic, dynamic, elastic, and electronic
properties and potential applications are explored and discussed

in depth.

B COMPUTATIONAL METHODS

This investigation was performed using first-principles calculations
based on the Density Functional Theory (DFT),*"** using the plane-
wave basis set and projector augmented-wave (PAW) method,” as
implemented in the Quantum ESPRESSO computational package.”***
We utilized the generalized gradient approximation of Perdew—Burke—
Ernzerhof (GGA-PBE) exchange—correlation functional®® and the
Dion et al. scheme” optimized by Klimes et al. (optB88-vdW>®) to
properly describe the effects of the dispersive van der Waals (vdW)
interactions. For an accurate description of the energy band gap values,
we employed the hybrid Heyd—Scuseria—Ernzerhof (HSE) func-
tional” at the relaxed structures obtained from the optB88-vdW
approximation. The plane-wave energy cutoff was set to 1100 eV with a
convergence threshold of 0.1 meV/atom for the total energy. We used a
16 X 16 X 1 k-point mesh to describe the irreducible Brillouin zone,*’
and the forces on atoms were converged down to 1 meV/A. To obtain
the phonon dispersion curves, we used the density functional
perturbation theory’' with an 8 X 8 X 1 g-point mesh.

The primitive hexagonal cells of the 2D structures were constructed
using six atoms. To determine the cell parameters in the xy-plane,
variable cell optimization was carried out with the BEGS quasi-newton
algorithm. In order to avoid interactions among cell images, the lattice
parameter perpendicular to the sheets (z-axis) was fixed at 25 A. This
approach has been successfully applied to similar 2D systems in
previous studies.'>*>**

In order to determine the elastic properties of the systems, we built a
rectangular cell with 12 atoms and used the strain—energy method.****
Accordingly, for isotropic structures and small deformations (¢) near
their equilibrium configurations, the elastic energy, per unit area, was
approximated as

c) — IS l (2)62
E(e) — E(0) ~ W

where E(€) is the total energy of strained configurations, while E(0) is
the total energy of the respective unstrained ones. We applied two in-
plane deformations, ranging from —1.2 to 1.2%, in order to obtain the
E®, which allowed us to obtain the elastic constants after fitting a
second-order polynomial to the data. Herein, E?) = C,, elastic constant
for the zigzag axial deformation, while E@ =2(C,, + Cy,) for the biaxial
planar deformation.***
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The thermal stability was studied by computing the standard
enthalpy of formation, per atom, of the structures at 0 GPa (AHY), by
using

Et(C4X2) B 4Et(C) B ZEt(X)
6 )

where E,(C,X,) is the total energy of the 2D nanosheet, with 4C atoms
and 2X atoms (X = B or N) in the primitive cell. E,(C) and E,(X) are the
total energies, per atom, of the respective C and X standard ground
states, i.e., of graphite and the crystalline boron in the trigonal structure
(B-boron) or the isolated N, molecule. This procedure to determine
enthalpies and/or energies of formation has been successfully used to
investigate several other systems.”*™*°

Additionally, ab initio molecular dynamics simulations (AIMD)
were carried out using the Vienna ab initio simulation package
(VASP),*" in which a 6 X 6 X 1 hexagonal 216-atom supercell was
adopted to allow for possible structural reconstructions. A Nose—
Hoover thermostat (NVT) ensemble was employed at 300, S00 and
1000 K for 5 ps, with a simulation time step of 1 fs.

AH} =

B RESULTS AND DISCUSSION

Initially, we explored the physical properties of PD in AA’A” and
ABC stacking structural configurations, composed of three
graphene layers in which the C atoms between layers are
covalently bonded with a near sp® hybridization. Starting the
simulations with the diamond-like configuration, they con-
verged, after the relaxation of atomic positions, to trilayer
graphene systems with vdW interactions between layers
(graphite-like). This behavior has also been found in a previous
theoretical investigation of 2D diamond, starting the simulations
with two graphene layers.*” These results can be understood as a
consequence of the absence of an external pressure-induced
and/or surface passivation to promote the sp” to sp® hybrid-
ization transformation.”” Those pristine structures represent the
reference systems used here to study and understand the effects
of their functionalization.

Then, we explored the properties of C,X, (X = B or N)
systems, which can be described as three graphene sheets in
which four C atoms are bonded covalently (2D diamond-like) in
each unit cell. The two external layers are 50% doped with
substitutional X atoms; hence, each X atom is bonded to three C
atoms. Figure 1 presents a schematic representation of the
optimized and relaxed C,X, (X = B or N) systems, in both
AA'A” and ABC stacking configurations, as well as the
respective labels given to the intraplanar bond angle (6),
intralayer (dc_x) and interlayer (hc_c) distances, and systems’
thickness (Ah).

The optimized structural parameters of C,X, (X = B or N)
nanosheets are shown in Table 1, where the distance labels are
consistent with the ones defined in Figure 1. It can be observed
that all of the nanosystems functionalized with N atoms keep the
lattice constants almost unchanged when compared to the PD
ones. Additionally, for both stacking configurations of the C,N,,
the intraplanar bond angle (0) values are close to the sp’
hybridization ones (109.47°), leading to a thickness of ~4.7
A. Nevertheless, the C,B, nanosheet lattice parameters are
slightly greater than those of HD and FD systems, with 6 close to
the value of 120°, i.e., the B atoms bonded to three adjacent C
atoms present a sp’-type hybridization and hence we observed a
smaller thickness of 4.2 A as compared to the N-functionalized
structures.

We now discuss the stability of the C,X, nanosheets. To study
the thermal stability of those structures, we computed the
standard enthalpy of formation AH{ using eq 2. Herein, we
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Figure 1. Schematic illustration of the C,X, (X = B or N) systems. (a)
Top and (b) side views of AA'A”-C,X,, (c) top and (d) side views of
ABC-C,X,. The black and gray spheres represent the C and X atoms,
respectively. The red lines denote the simulation unit cell limits with the
rectangle cells used to determine the elastic properties. The graphs also
indicate the labels given to the intralayer (d._x) and interlayer (hc_c)
distances, structure thickness (Ah), and the intraplanar bond angle (6).

found positive AH? values of 424, 365, 348, and 333 meV for
AA'A"-C,B,, ABC-C,B,, AA'A"-C,N,, and ABC-C,N,, respec-
tively, as displayed in Table 1, indicating possible thermody-
namic instability. However, the literature has reported 2D
materials synthesized by endothermic processes (AH > 0),
such as graphene, germanene, and silicene.*>*’ Also, the AH?
values of C,X, nanosheets are similar to the 300 meV/atom of
PD with three graphene layers at 0 GPa (Table 1), which was
recently synthesized,” and slightly higher than NCCN that was
theoretically studied to stabilize the 2D diamond without any
passivation. H

The thermodynamic stability of the systems was also
investigated by AIMD simulations. The results exhibited a
small total energy variation over S ps at 300 K, as shown in
Figure 2, indicating that the structural integrity of those systems
is maintained at those conditions. At 1000 K, the same behavior
is observed for the C,N, systems, while the C,B, nanosheets
presented some broken bonds, suggesting some structural
degradation. We also performed AIMD at 500 K for the C,B,
nanosheets, and the structures maintained their integrity.

Consequently, we project the stability of C,B, systems at
temperatures exceeding 500 K but remaining below 1000 K. The
findings suggest stability for all systems, particularly at room
temperature, with C,N, nanosheets exhibiting superior thermal
stability compared to C,B,. Nevertheless, further investigations
are warranted to explore the equilibrium behavior of the
system’s average total energy about temperature. These studies
aim to delineate the temperature threshold at which the system
can sustain its structural integrity.

Furthermore, the dynamic stability of the systems was
investigated by using the phonon theory, in which a system is
considered stable when its vibrational spectrum contains only
positive frequencies. Figure 3 presents the phonon dispersion
curves of C,B, and C,N, compounds, in both AA’A” and ABC
stacking configurations. All spectra show 18 phonon branches,
related to the six atoms present in the primitive cell. All of those
systems are dynamically stable since there are only positive
frequencies.

Next, we computed the elastic constants of the systems using
eq 1 to verify their mechanical stability, according to the Born
stability criteria (C; > 0 and C;, < Cy;).* Table 2 presents the
elastic constants Cy;, Cyy, and C4 = (Cy; — Cy,)/2, Young's
modulus Y?° = (C3, — C%,)/C,,, and the Poisson ratio v = C,,/
Cy; of C,X, trilayers (X = B or N), as well as those of several
other 2D materials for comparison.

Accordingly, the C,X, structures are mechanically stable since
they satisfy the Born criteria, agreeing with the phonon
dispersion spectra shown in Figure 3. The C,X, exhibits a
high Young’s modulus and Poisson ratio (¢) values below 0.5.
2D materials possessing Poisson’s ratios between 0 and 0.5
undergo contraction in the transverse direction when stretched
longitudinally. However, specific monolayers with low symme-
try demonstrate a negative Poisson’s ratio or auxetic
behavior.*”**

Additionally, we estimated the longitudinal and transversal
acoustic velocities for in-plane modes based on the phonon
spectra (Figure 3) and also through the following equation

c 1/2 c 1/2
VA = ($] and vy, = (ﬁ]
P Prp (3)

where p,p is the formal density, allowing comparison among
systems, independent of their thickness.” The velocity values, as
listed in Table 2, suggest that the stiffness of the C,X, systems is
comparable to that of the diamond.

Table 1. Structural Properties of C,X, (X = B or N): Lattice Parameter (a), Intralayer (d) and Interlayer (h) Distances, Thickness
(Ah), and Intraplanar Bond Angle (6), Labeled According to Figure 17

system a de_x de_c
AA'A"-C,N, 2.42 1.49 1.49
ABC-C,N, 244 1.50 1.50
AA'A"-C,B, 2.66 1.55 1.62
ABC-C B, 2.67 1.55 1.63
3-layers PD” 243 Y 1.54
2-layers HD* 2.53 1.56
2-layers FD* 2.56 1.55
2-layers NCCN 2.39" 147"

he_c Ah 0 AH?
1.60 4.74 108.9 348
1.57 4.66 109.0 333
1.66 425 118.4 424
1.65 4.18 1185 365
1.65 Y® 300
1.56

1.55

1.58" 2.59" 108.8"% 211"

“The distances are given in A and the angles in degrees. The standard enthalpies of formation (AH{") at 0 pressure are given in meV/atom. For PD,
HD, and FD, X = C. %(2110)-oriented h-diamane exhibits two dc_x and 6 values. Y = bond lengths are 1.35 and 1.54 A with the angles presenting

sp* and sp? hybridization.”

https://doi.org/10.1021/acsaelm.3c01398
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Figure 2. Systems’ total energy variation during S ps, computed with AIMD simulations. At 300 K, the results are (a) AA’A"-C,N,, (b) ABC-C,N,, (c)
AA’A”-C,B,, and (d) ABC-C,B,. At 1000 K, results of (e) AA'A”-C,N,, (f) ABC-C,N,, (g) AA’A"-C,B,, and (h) ABC-C,B,.
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Figure 3. Phonon dispersion branches of (a) AA’A”-C,B,, (b) ABC-C,B,, (c) AA’A"-C,N,, and (d) ABC-C,N, along the main high-symmetry

directions in the BZ of the hexagonal lattice.

Subsequently, we studied the electronic band structures and
the projected density of states (PDOS) of the C,X, systems, as
displayed in Figure 4a—d. The electronic band structures and
PDOS of AA’A”-C N, and ABC-C,N, nanosheets, as presented
in Figure 4a,b, exhibit some differences, despite their analogous
PDOS, showing that the N p-orbitals dominate at the valence
band maximum (VBM) while the conduction band minimum
(CBM) are mostly characterized by a mixture of s- and p-orbitals

389

of N and C atoms. Both systems present the VBM around the I'-
point with a Mexican-hat dispersion, in which the two peaks lie
on the '=K and I'=M lines. The height of the Mexican-hat-type
dispersion band at the I"-point is 0.01 and 0.001 eV for AA’A"-
C,N, and ABC-C,N, nanosheets, respectively. However, the
CBM of ABC-C,N, is well-defined at the M-valley, while in
AA’A"-C N, although the CBM is located at the M-valley, the
energy of the K-point is very close to the M-point. On the other

https://doi.org/10.1021/acsaelm.3c01398
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Table 2. Elastic Constants C;;, Cy,, and Cgs, Young’s Modulus Y?°, Poisson Ratio 6, Formal Density p,;,, Longitudinal v, and
Transverse vy, Acoustic Velocities of C,X, (X = B or N), Graphene, and Other 2D Diamonds”

system C Cp, Ces
AA'A"-C,N, 816 85 366
ABC-C,N, 777 82 348
AA'A"-C,B, 627 88 270
ABC-C,B, 609 92 259
graphene 3547 60> 147%
2-layers HD* 474 36 219%
2-layers FD 4857 50 218%*
2-layers NCCN'"' 568 66 243
3-layers HD* 718 58 330%
3-layers FD* ~700 ~70 315%
diamond 1079 124" 578"

YZD
808
769
615
595

340™
471%
480%°

560%

713%

693%

4 P20 VLA V1A
0.10 24.8 18.1 (18.1) 12.1 (12.1)
0.11 24.5 17.8 (17.6) 11.9 (11.8)
0.14 18.9 18.2 (16.4) 11.9 (10.8)
0.15 18.7 18.0 (16.1) 11.7 (10.6)
0.18% 7.55% 21.6* 13.9%

0.08 14.9 17.8 12.2

0.10* 14.0* 9.3*

0.12%

0.08 222 18.0 12.2

0.10% 15.0 10.0
18.3% 12.4%

“Elastic constants and Young’s modulus are given in N/m, Poisson ratio is dimensionless, formal density and velocities are given in 1077 kg/m?* and
km/s, respectively. The bulk diamond elastic constants are given in GPa. The acoustic velocities were estimated through two distinct methods:
utilizing eq 3 and extracting information from the phonon spectra illustrated in Figure 3 (within parentheses). The results with the * symbols were
obtained using the literature data from this table and the equations described in this paper.
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Figure 4. Electronic band structures along the main high-symmetry directions of the BZ and PDOS, obtained with the optB88-vdW approach for the
exchange—correlation energy: (a) AA’A”-C,N,, (b) ABC-C,N,, (c) AA’A”-C,B,, and (d) ABC-C,B,. The PDOS on the C and X s-orbitals are given in
purple and blue, respectively, and those on the C and X p-orbitals are given in red and green, respectively. E, represents the VBM. Energies and PDOS

are given in eV and states/eV, respectively.

Table 3. Electronic Band Gap Width of C,X, (X = B or N) Nanosheets (in V), Obtained with Two Different Approximations for
the Exchange—Correlation Functional: optB88-vdW** (E,**) and HSE*® (E/"*)”

system Eg"dw EgP BE EgHSE band gap
AA’A"-C,N, 4.40 5.56 indirect
ABC-CyN, 4.13 542 indirect
AA’A"-C,B, 0.53 1.64 direct
ABC-C,B, 0.84 1.97 direct
2-layers HD* 3.32 direct
2-layers FD° 4.04 direct
3-layers PD’ 2.70 indirect

mh* me* me*M -T me*M - K
6.23 2.94 0.30
16.77 2.61 0.47
0.34 (0.68) 1.22
0.36 (0.80) 1.30
0.21 (0.58) 111
0.37 (1.13) 0.55

“The bandwidth of (2110)-oriented h-diamane with three graphene layers is also presented for PD. The electron (m*) and hole (m,,*) effective
masses, in m, units, obtained with the optB88-vdW approach are also shown. The VBM of C B, systems is doubly degenerated at the I"-point and
has two values for hole carriers: the light hole effective mass and the heavy hole effective mass (in parentheses). The CBM of C,N, systems displays

two effective masses around the M-valley, m,** = T and m " ~ K

hand, the AA’A"-C,B, and ABC-C,B, nanosheets have very
similar band structures, as shown in Figure 4c,d. Both systems
present direct band gaps, where the doubly degenerated VBM
and the CBM are located at the I"-point in which the B p-orbitals

390

dominate at the CBM and the VBM is described by a
combination of B and C p-orbitals.

As discussed in the Introduction section, the 2D diamond
systems present nonzero band gaps with characteristics that
depend on several factors, such as doping with different

https://doi.org/10.1021/acsaelm.3c01398
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Table 4. Summary of the Qualitative Properties and Potential Applications of C,X, (X = B and N) Systems”

TS TS
system DS MS (300 K) (1000 K) Y2 stiffness band gap
CN, yes  yes yes yes high high indirect
C,B, yes  yes yes no high high direct

m* potential applications
heavier  host material for single-photon emission/quantum computing
biosensors
lighter ~ nano-optics nanoelectronics

“The columns indicate dynamic (DS), mechanic (MS), and thermodynamic (TS) stability, Young’s modulus Y*°, and effective masses (m*).

functional groups. Herein, we are working with B and N atoms as
X-doping elements, in which the B atom belongs to group-III
elements of the periodic table, with a 2522p1 valence electronic
configuration, and the N atom belongs to group-V elements,
with a 2s*2p® valence electronic configuration. As a result, we
found a wider indirect band gap for the C,N, nanosheets and a
narrower direct band gap for the C,B, systems when compared
to PD. Table 3 displays the band gap values of the C,X,
nanosheets obtained with the optB88-vdW>* (E, vIW) and the
hybrid HSE*” (E,"**) functional approaches for the exchange—
correlation energy. For comparison, we also included the HD
and FD band gap values acquired with PBE functional® and of
the three- layer graphene PD obtained with hybrid HSE
functional.” The band gap width of the latter is 2.70 eV, while
for the AA’A”-C,N,, ABC-C,N,, AA'A"-C,B,, and ABC-C,B,-

functionalized compounds, they are 5.56, 5.42, 1.64, and 1.97
eV, respectively, using the same exchange—correlation potential.
The C,N, nanosheets have band gap width values, obtained with
the optB88-vdW approach, similar to those obtained with the
PBE approximation for the HD and FD systems.

Furthermore, since effective masses (m*) can be used to
investigate electronic transport under the influence of electric
fields or carrier gradients, we estimated them by fitting parabolic
functions to the CBM and VBM via the formula as follows

0%E(k)
ok*

11

— =
m h

(4)

where E(k) and k are the energy and the wave vector of the CBM
or VBM. The values of the effective masses depend on the
curvature radius of the electronic band around the band-edge
position, i.e,, a larger curvature radius implies a heavier carrier
effective mass.

The electron (m,*) and hole (m,*) effective masses, in m,
units, calculated with the optB88-vdW approach, are presented
in Table 3. In both stacking structures of the C,B, nanosheets,
the VBM is doubly degenerate at the I'-point, exhibiting two
values for hole carriers: a light hole effective mass my,* = 0.34m,
and a heavy hole effective mass my;,* = 0.68m, for the AA’A”
configuration, and my,* = 0.36m, and my,,* = 0.80m, for the ABC
configuration. Additionally, we determined electron effective
masses of m.* = 1.22m, and m* = 1.30m,, for AA’A” and ABC
stacking, respectively. The electrons and holes effective masses
are comparable to the ones of HD and FD systems, which
present extraordinary carriers mobility.”” Furthermore, these
estimated effective masses are similar to the m * = 1.06m, and
m,* = 0.59m, of silicon at a temperature of 4 K.*’ Regarding
C,N, nanosheets, the m, * is the magnitude of the effective mass
at I'-point, i.e., we fitted a parabolic function considering the
minimum located at the [-point.”’ Accordingly, the m,*
depends on the height of the Mexican-hat-type dlspersmn
band and the radius centered at I'-point around band edges.*
On the other hand, electrons in the CBM display two distinct
effective mass values around the M-valley, depending on the
high symmetry line chosen from the M-point. The m,* = I'is a
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great electron effective mass, much greater than m M~ X
m M~ T is five times greater than m.*™ ~ X for ABC-C,N, and
nine times greater for AA’A”-C,N,.

Considering the stable structures presented previously and
their physical properties, it is interesting to explore their
potential applications. Further investigations could explore the
applicability of C,N, and C,B, structures as building blocks to
build 2D/3D systems, such as vdW heterostructures, with
different properties.lz’SI’52 Moreover, wide band gap materials,
such as hexagonal boron nitride (h-BN), serve as a substrate for
high-mobility 2D devices,”® a host material for single-photon
emitter defect-centers for quantum computing and biosensors,”*
etc. Therefore, the C,N, nanosheets seem appropriate for these
kinds of applications. Finally, the C,B, nanosheets presented
direct band gaps, in the 1.6—2.0 eV range, being more favorable
for optoelectronics applications than C,N, ones, which have
indirect band gaps in the 5.4—5.6 eV range.” In particular, the
small effective masses and high elastic modulus of C,B, systems
may contribute to high electron mobility as the mobility formula
is given by’

_ eh’C,,
# kyTE. (m™)? (5)

Here, kg is the Boltzmann constant, E, is the deformation
potential constant, and T is the temperature. These properties
make C,B, systems potentially suitable for applications in
photovoltaic cells. However, confirmation necessitates a
comprehensive analysis of the optical properties of the C,B,
nanosheets. Table 4 summarizes their properties and their
respective potential applications.

B CONCLUSIONS

In conclusion, we performed an ab initio investigation on the
structural, thermodynamic, dynamic, elastic, and electronic
properties of the C,X, (X = B or N) systems. According to
AIMD simulations, phonon calculations, and the Born stability
criteria, all the nanosheets are thermodynamically, dynamically,
and mechanically stable. Furthermore, the systems presented
standard enthalpy of formation close to the recently synthesized
PD composed of three graphene layers. Elastic properties
indicated that these nanosheets possess high Young’s modulus
values and characteristics of isotropic systems. The estimated
longitudinal and transversal acoustic velocities revealed that
their stiffness is comparable to that of bulk diamond. Finally, the
electronic properties of the nanosheets showed some differ-
ences. C,N, structures exhibited wide indirect band gaps and
heavier effective masses, while the C,B, structures had narrow
direct band gaps and lighter eftective masses. These results offer
chemical pathways to tune the electronic properties of 2D
diamonds through doping for specific applications, such as
optoelectronic devices.
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