&
4

Nanoscale

Nanoscale

Defect-enriched tunability of electronic and charge-carrier
transport characteristics of 2D Borocarbonitride (BCN)
monolayers from ab initio calculations

Journal:

Nanoscale

Manuscript ID

NR-ART-05-2019-004096.R2

Article Type:

Paper

Date Submitted by the
Author:

19-Jul-2019

Complete List of Authors:

Yadav, Vivek; Temple University, Chemistry

Chakraborty, Himanshu; Temple University, Institute of Computational
Molecular Science; Akashratna 401

Klein, Michael; Temple University

Waghmare, Umesh; Jawaharlal Nehru Centre for Advanced Scientific
Research, Theoretical Sciences Unit

Ramachandra Rao, Chintamani; Jawaharlal Nehru Centre for Advanced
Scientific Research, Chemistry and Physics of Materials Unit

SCHOLARONE™
Manuscripts




Page 1 of 22

Nanoscale

Defect-enriched tunability of electronic and charge-carrier
transport characteristics of 2D Borocarbonitride (BCN) monolayers
from ab initio calculations
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Development of inexpensive and efficient photo and electrocatalysts is vital for clean energy applications. Electronic and
structural properties can be tuned by the introduction of defects to achieve the desirable electrocatalytic activity. Using first-
principles molecular dynamics simulations, the structural, dynamical, and electronic properties of 2D borocarbonitride (h-
BCN) sheets have been investigated, highlighting how anti-site defects in B and N doped graphene significantly influence the
bandgap, and thereby open up new avenues to tune the chemical behavior of the 2D sheets. In the present work, all of the
monolayers investigated display direct bandgaps, which reduce from 0.99 eV to 0.24 eV with increasing number of anti-site
defects. The present results for the electronic structure and findings for bandgap engineering open up applications of BCN
monolayers in optoelectronic devices and solar cells. The influence of the anti-site distribution of B and N atoms on the ultra-
high hole/electron mobility and conductivity are discussed based on density functional theory coupled with the Boltzmann
transport equation. The BCN defect monolayer is predicted to have carrier mobilities three times higher than the pristine
sheet. The present results demonstrate that BN doped graphene monolayers are likely to be useful in the next-generation 2D
Field-Effect Transistor.
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Introduction

Graphene consists of a single atomic layer in which each carbon atom has sp? hybridization, resulting in a semi-metal or a
zero-gap semiconductor. This monolayer 2D graphene sheet exhibits unusual property, which includes ultra-high charge
carrier mobility (10° cm? V-151), and thermal conductivity (~5000 W/mK). This high carrier behavior adjusts when
stacking graphene into bi or multilayer arrangements 1-3. The fruitful utilization of graphene in various applications such
as nano-electronic devices requires bandgap engineering, which in turn reduces its electron mobility #-7. Phenomena
such as surface modification, or chemical doping with heteroatoms, creates a bandgap, and furthermore, this bandgap can
be tuned accordingly. Doping with boron (electron-acceptor) or nitrogen (electron-donor) into graphene makes it a p-
type or n-type material, respectively with the signature of finite bandgap 8-13. Once the graphene is doped, it can be used
as a supercapacitor 14, fuel cell 1%, battery 16, and for water splitting!” etc.

Doping of a heteroatom such as nitrogen (either pyrrolic, pyridinic or graphitic arrangement) in graphene can produce
nitrogenated graphene 18-20 The degree of doping is influenced by the concentration of the nitrogen source,
temperature, and oxygen functionalities at the graphene edge. Later, graphene oxide (GO) gets simultaneously reduced,
and nitrogen gets incorporated into the graphene lattice. For doping of boron in graphene, an approach similar to
nitrogen doping has been employed 2122, Computational studies show that single atom nitrogen or boron doping in the
graphene sheet produces a bandgap of ~0.14 eV 2324 This bandgap increases as the dopant concentration of boron or
nitrogen in the graphene sheet increases. However, due to the electron-deficient and electron rich character of boron and
nitrogen, the Fermi level shifts significantly by about 0.7 eV below and above the Dirac point, respectively. Apart from
boron and nitrogen, graphene can also be doped with other heteroatoms such as sulphur, phosphorus, etc 2526, However,
this work considers only the doping of graphene with boron and nitrogen.

The blend of both boron and nitrogen in a graphene sheet produces a new class of material having a small gap at the Dirac
point, which exhibits new electronic structure properties, and possible applications. Borocarbonitrides (Bx Cy Nz) belongs
to a family of exciting materials, which have better activity towards gas adsorption and catalytic properties. Using a
thermal catalytic CVD method, B- and N-doped graphene (BCN) films can be synthesized, which have the potential for
large-wafer growth of graphene 2730, Borocarbonitrides acquire high-surface area, and show excellent efficiency for
supercapacitor applications 31. Particularly, By C4 s N; shows a specific capacitance of 178 and 240 in units of F/g in
aqueous electrolyte and ionic liquids, respectively. This composition of BCN exhibits supercapacitor characteristics
superior to nitrogen-doped graphene, or reduced graphene oxide 32. The Oxygen reduction reaction (ORR) activity can be
tuned by varying the carbon (C) to boron-nitride (BN) ratio. For sheets having a lower carbon concentration (C < BN), the
conductivity is less than the sheet having a higher carbon concentration (C > BN)33. For example, B1,C77N1 shows an
onset potential close to that of the commercial Pt/C catalyst, indicating an excellent ORR catalytic activity induced by the
synergetic effect through co-doping with nitrogen and boron. CNR Rao and coworker demonstrated that BCN also,
exhibits a remarkably high lithium cyclability and current rate capability 34. The borocarbonitrides (B;5 C73 N12)
prepared for this purpose possess high surface areas and exceptional stability and are likely to contain BCN rings as well
as graphene and BN domains 32. BN-doped graphene also exhibit good field emission properties similar to carbon
nanotubes353¢, BN-doped carbon nanosheets are used for metal-free light-induced water splitting as it can catalyze
hydrogen or oxygen evolution from water as well as carbon dioxide reduction under visible light illumination 37-41,

In the present work, ab initio calculations have been employed to detail structural, dynamical and electronic properties of
the B15CqgN15 sheet with and without the lattice type defect as shown in Figure 1. Such defects can be engineered
experimentally by electron irradiation. For example, Su and coworkers recently demonstrated controlled dynamics of
phosphorus (P) dopants in graphene to a desired chemically ordered configuration using electron irradiation, supported
by theoretical analysis of relative probabilities of possible configurations resulting from collision of electrons with P 42,
Defect follows (-BNNBBN-) whereas non-defect follows (-BNBNBN-) type of arrangement along the vertical direction,
respectively (see Figure 1). All the nanosheets studied in this work have the same numbers of electrons. As mentioned
above, this composition of BCN demonstrates higher surface area and exceptional stability compared to other closest
analogs. This work is mainly emphasizing the defect-mediated tunability in the carrier transport and bandgap of
B15C9gN15 sheets.

The paper is organized as follows. In the next section, computational details are presented for investigation of the carrier
transport and electronic properties of different types of BN-doped graphene sheets. This is followed by a discussion of the
results and a conclusion.
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Simulation Details

Born-Oppenheimer ab initio molecular dynamic (AIMD) simulations have been carried out using the CP2K/Quickstep
package*344 at 300 K. It is important to remember that the Born- Oppenheimer approximation is only a good
approximation if the relaxation time of the electronic structure is much faster than that of the movement of the nuclei.
This approximation obviously ignores some important things, for example the momentum of electrons but that is
typically small compared to the momentum of the nuclei and thus does not matter. In our study, density functional theory
(DFT) was applied within generalized gradient approximation (GGA), using Perdew-Burke-Ernzerhof (PBE) functional®>.
The dispersion corrected scheme proposed by Grimme i.e. DFT- D3 4647 the basis set DZVP-MOLOPT-SR-GTH 48
optimized for calculating molecular properties in gas and condensed phase was applied for all atoms in the system. In
addition, Gaussian and Plane-Wave (GPW)*° method was used to reduce the computational cost. This method uses an
atom-centered Gaussian-type basis to describe the wave functions and an auxiliary plane wave basis to describe the
electron density. It is worth noting that only the valence electrons were explicitly treated. Their interaction with the
remaining ions is described using the pseudopotentials of Goedecker-Teter-Hutter (GTH)>%51, The charge density cutoff
of the finest grid level is equal to 400 Ry. Both (for defect and non- defect system) simulations were carried out in the NVE
ensemble with a timestep of 0.5 fs. The temperature was set to constant 300 K using a canonical sampling through
velocity rescaling (CSVR) thermostat. Statistics were collected after thermal equilibration. The studied system consisted
of a single boron-nitrogen-graphene sheet represented by 120 atoms out of which 90 belongs to carbon and 15 each of
boron and nitrogen. The evolution of kinetic energy and potential energy during the 60 ps trajectory is shown in Figure
SI-1 of supporting information.

We have also performed density functional theory calculations for a series of h-BCN sheets with and without defects using
the PWscf package of the Quantum Espresso>2 distribution. The ultrasoft pseudopotentials of Rappe-Rabe-Kaxiras-
Joannopoulos (rrkjus) >3 were used to describe the core electrons for all the atomic species. To consider the electron
exchange and correlation potential, the Perdew-Burke-Ernzerhof*> formulation of the generalized gradient
approximation (GGA) was chosen. A 680 eV (50 Ry) kinetic energy cutoff for the plane-wave basis set and 5440 eV (400
Ry) for the charge density was used, obtaining an accuracy of 1078 eV in the self-consistent calculation of the total energy,
using a converged Monkhorst-Pack k-point grids5# of 10 X 10 X 1. The positions of the atoms in the unit cell were relaxed
toward equilibrium until the Hellmann Feynman forces became less than 0.001 eV /A. The supercell approach with
periodicity in x and y directions was implemented. Vacuum space of 20 A was used in the z-direction to nullify the
interaction of the sheet with its periodic images and in addition to assure the elimination of the coupling between them.
The van der Waals correction proposed by Grimme (D3 correction) *647 was employed in this work. Phonon dispersion
curves for BCN (in Figure 1a) were computed by employing density functional perturbation theory (DFPT)>° to obtain
dynamical matrix on a mesh of 3 X 3 X 1. These were Fourier interpolated to obtain dynamical matrices and phonon
spectra at arbitrary wave vector g. This method avoids using a supercell approach and allows the calculation of the
dynamical matrix at arbitrary q-points. We performed this phonon calculation on a twenty-four atoms unit cell.

The semi-classical Boltzmann equation, under the constant relaxation approximation, was implemented using the
Boltztrap code 50 to compute to carrier mobility. A highly dense k-mesh of 20 X 20 X 1 (for scf) and 40 X 40 X 1 (for nscf)
were used for transport property calculation. Indeed, the constant relaxation time approximation has been widely used in
the theoretical calculations of thermoelectric materials and has successfully predicted the temperature and carrier
concentration dependence of the transport properties. Besides, we also used Deformation potential theory>%60 to
calculate the electron and hole mobility separately and the results were compared with Boltzmann theory.
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Results and Discussion
ab initio molecular dynamics

Our results in this section are based on the 60 ps ab initio trajectory generated for both BCN and BCN-defect as displayed
in Figure 1a and 1b, respectively. In Figure 2, we show the pair correlation between (a) Boron (B)-Boron (B), (b) Boron
(B)-Nitrogen (N), and (c) Nitrogen (N)-Nitrogen (N), respectively. With the inclusion of defects in the sheet, an additional
B-B peak appears at 3.8A due to the flip in the position of boron with nitrogen shown in Figure 2(a). In the same plot, the
splitting of the B-B peak occurs at 4.95A with an additional shoulder at 5.124 also results from the defect in the BCN
sheet. Similarly, Figure 2(b) and Figure 2(c), shows the splitting of peaks in the third coordination shell because of the
flip in the position of the boron and nitrogen. We also computed the pair correlation between the carbon atoms in the
sheet (results shown in SI-2). The first, second, and third coordination shell carbon-carbon peaks appears at 1.414, 2.474,
and 2.87A, respectively. The experimentally measured average C-C bond length in single-crystalline regions of single-
layered graphene by transmission electron microscopy is 1.42 * 0.05A 0263 The pair correlation between the carbon
with boron, nitrogen, and carbon is shown in Figure S2 of supporting information. The velocity autocorrelation function
(VACF) for both the monolayers are presented in Figure 3a. We found similar qualitative behavior of VACF in both the
sheets, with an envelope relaxation time of less than 1 ps. Explicitly, the location of minima and maxima of the VACF are
found to be similar for both the monolayers. The first minima of the VACF is observed at 12 fs indicating the
corresponding back scattering time duration in both the monolayers. As expected, it was found that contribution of the
VACF from in-plane (x/y) direction is distinct from the out-of-plane (z) direction (not shown here). The study on velocity
distribution also explore the influence of defect on the fluctuation in the nanosheet. We computed the velocity
distributions for the both the sheets along the simulation trajectory and plotted them in Figure 3b. The velocity
distribution peak for BCN defect is slightly on the higher side compared to the BCN sheet. The mean value of velocity
distribution for BCN is 7.06+2.99 A/ps, whereas, for BCN-defect, it is found to be 7.41 * 3.13 A/ps. The results from VACF
and velocity distribution shows that the inclusion of a defect in the sheet produces higher lattice vibrations compared to
the pristine BCN monolayer. A comparison of the phonon density of states D(w), of BCN and BCN-defect monolayer is
presented in Figure 4. The plot shows total D(w) (averaged over x, y, and z directions) for both the sheets. The most
intense peak in the total D(w) for the BCN-defect system is blue-shifted (higher frequency) with respect to that of the
pristine BCN sheet. This is due to higher fluctuations in C, B, and N atomic positions induced by the defect in the sheet. The
maximum of DM%(w) peak frequency for BCN and BCN-defect are 40.96 and 42.94, in units of THz, respectively. In
addition, we found that the D-band is sensitive to doping, and line width and frequency of this peak can be employed to
check the doping level. The green arrow in Figure 4 indicates the shift of peak from BCN to BCN- defect. We conclude
from the VACF, velocity distribution, and PDOS that, presence of a defect in the BCN monolayer displays the signature of
higher lattice vibrations, which also influences the various electronic properties discussed in the later section.

In order to calculate the linear IR spectrum from AIMD, information regarding the dipole moment of the sheets must be
computed from the simulation trajectory. An efficient approach is to localize the molecular orbitals to obtain Wannier
centers. In this fashion, we computed the IR spectra of the BCN sheets using the IR module of TRAVIS 6465 software as
shown in Figure 5. The maxima of the D"®(w) peak appears at 41.78 and 41.69 for BCN and BCN- defect, in unit of THz,
respectively. In IR spectra, the peak around 20 THz is missing, which is possibly due to less electronic contribution in the
z-direction compared to the x-y plane. IR has contributions from phonons contributed due to elastic collisions whereas
phonon density of states (PDOS) has both elastic and inelastic contributions including anharmonicity. The maximum of
D(w) peak for BCN and BCN-defect appears at equal position (with in error bar) as the total electron of the system is
constant. The IR spectra is not influenced by the presence of defect apart from the shift in the peak height of the D% (w)
as it depends on the distribution of the total number of electrons in the sheet.
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Carrier mobility

An ideal candidate for optoelectronic devices is expected to simultaneously have an appropriate bandgap (for better light
absorption) and a superior charge carrier transport ability. On the other hand, the power factor of electronic devices
depends both on carrier transport properties and also on current conversion efficiency. Graphene (in single layer),
popular electronic material, displays very high carrier mobility of (~ 105cm?2V-15s71at300K), due to the presence of
massless Dirac fermions. The presence of dopant B and N in this case, opens the bandgap, which satisfy both the criteria
mentioned above. A deformation potential approximation (DPA)>? method with the effective mass approximation has
been employed to investigate carrier mobility (), which is expressed for 2D materials®! as

32D
eh Cﬂ

H= kgTm 2 E12

(1)

here e is the charge of electron, h (= h/2m) and h is Plank’s constant, kg is Boltzmann constant, 20 p is the elastic constant
in direction (= x- or y-axis) of applied strain, and T is temperature (300K in present case). The term E is defined as
deformation potential constant and expressed as E1 = AV/(Al/l). In this expression, AV represents the energy change
under proper cell compression or dilation. The change of the conduction band minimum (CBM) is used for electrons and
the valence band maximum (VBM) for holes. The deformation of the lattice length (/y) is denoted as Al/ljand is set to be

-0.02,-0.015, 0.010, 0.05, 0.00, 0.05, 0.01, 0.015, 0.020. The effective mass (m*) in the transport direction is computed by

92E(k)

* —1
m :hz[ ak2 ]

(2)

where k stands for wave vector and E is the energy. The effective mass and deformation potential constant can be
computed from the band structures, whereas the elastic modulus is extracted from phonon dispersion relations. The
experimentally measured elastic constant CP for graphene is 350 N/m and BN (260 N/m), which shows their strain
induced stability ©6-68 , The elastic constant for the present system is found to be ~316 N/m for both cases, which is more
than h-BN and less than graphene, as expected. The computed results show that BCN-defect system have ~ 3 times more
hole/electron mobility compared with pristine BCN sheet. It is also worth to note that the value of hole/electron mobility
along the y-axis is higher than the x-axis, which is possibly due to difference in the B-N arrangement. The results of
various calculations such as deformation potential, elastic constant, hole/electron mobility along x-and y-axis of pristine
and BCN-defect is given in Table 1. Details of parameters used in deformation potential theory are explained in SI-3(a-c).

Further, the semiclassical Boltzmann theory within constant relaxation time approximation using the BoltzTrap code>®
has been employed to compute the conductivity of BCN and BCN-defect system. Herein, the conductivity is calculated
using the equation

Gup () =2 [ ST 6 ik

3)

where fis the Fermi-Dirac distribution function and v is the chemical potential that is determined by the number of free
carriers. The term o, g(i,k) = ezt,-_kva(i,k)vB(i,k) denotes the conductivity tensor, where v(i, k) =h ag""/aka represents the
group velocity of ith band for the a component. The calculated conductivity (o/t) as a function of temperature using
BoltzTrap code is shown in Figure 6. From the figure, it is clear that conductivity of BCND increase with temperature
much earlier than the pristine BCN system. The conductivity of BCND at 300 K was found to be 1.50 x 1016 whereas BCN
has conductivity 2.50 x 1019 at room temperature. The reason for higher conductivity in BCND at room temperature may
be due to small bandgap (0.24 eV) in BCND compared to BCN, which has a bandgap of 0.99 eV (~ 4 times more than
BCND). From this section, it is concluded that both Boltztrap and deformation potential theory predict the same higher
carrier transport in the BCN-defect monolayer compared to the pristine sample.
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DFT based electronic calculations

In electronic structure calculations of solids, the energy cutoff and the number of k-points in the Brillouin zone are two
crucial parameters which need attention. A convergence study of the quantity of interest was performed with respect to
these parameters prior to production runs. A cutoff of 50 Ry was employed, and for relaxation (scf) 5X5X1 (10X 10X 1)
k-points shows better convergence of the total energy with respect to the energy cut-off and the number of k-points. To
check the lattice dynamical stability of BCN monolayer, the phonon dispersion of BCN sheets (Figure 1 a,b) were
calculated and shown in Figure SI-4. It is evident that BCN monolayer displays dynamical stability as it has a positive
frequency throughout the Brillouin zone. It is also noted that the BCN has a maximum frequency value of 1574 cm™1,
which is comparable to graphene5”. The flexural modes exhibit quadratic dispersion at long wave-lengths, and have
comparatively lower frequencies than those of the transverse and longitudinal acoustic modes. Similar results have been
found for a C4,N, monolayer suggesting dynamic stability where all branches of the phonon spectrum are positive and no

imaginary phonon mode exists 8. For Figure 1, the cohesive energy is found to be 8.795 and 8.787 eV/atom for the BCN
and BCN-defect, respectively. This cohesive energy is defined as

Ecoh = (Z Eatam - Emonolayer) IN (4)

where Ej;onolaper is the total energy of the monolayer sheet, Eqtom the energy of the individual atoms, and N is the total
number of atoms in the unit cell. The total energy of the free atom has been obtained from a calculation at I' point using
the same energy cutoff as chosen for the monolayer. We also calculated the cohesive energy of the systems shown in
Figure 7 with different anti-site defects and given in Table 2. The results from E_,j, of various BCN-defect systems also
show that all the systems are fairly stable as their computed cohesive energy is almost equal to pristine BCN sheet. To
strengthen the present results, using the same level of theory, the cohesive energy for the pristine graphene and h-BN
sheet was calculated and is found to be 9.153 and 8.735, in units of eV/atom, respectively. These results for cohesive
energies of BCN sheets lie in between those for graphene and h-BN sheets.

A comparative analysis was performed of the energetic stability of structures with different defects, relative to Figure 1a
using a zero-temperature thermodynamic approach based on the prior determination of the chemical potentials 6. The

chemical potential for a CC and BN pair is obtained from a carbon and boron-nitride infinite monolayer calculation

performed at same level of theory, which results in player cc=-310.20 eV, and ulayer BN = -358.38 eV, respectively. The

first-principles calculation results for the formation energy of various BCN monolayers are shown in Table 2 using
equation 5,

E¢=[Egen — (Nec e + ngn usnl/N (5)

The pristine BCN system (Figure 1a), shows a bandgap Egqp of 0.986 eV, whereas the maximum defect system (Figure
1b), displays a bandgap of 0.244 eV. As DFT-GGA (PBE) significantly underestimates the bandgap in materials, we
performed an additional calculation using the HSE7? functional as implemented in Quantum Espresso. Our estimates of
bandgaps of pristine BCN and BCN defect monolayer (Figure 1) with HSC calculations are 1.53 and 0.83eV, respectively.
We note that the PBE band-gaps are up to ~ 50 % underestimated, as they typically are. Thus, these results predict
tunable behavior of bandgap proportional to the numbers of anti-site defects in the BCN sheet. The Figure 8 (a-c) shows
bandgap, cohesive energy value for the systems shown in Figures 1 and 7. The computed values of Cohesive Energy,
Formation Energy, HOMO and LUMO position, Bandgap for pristine BCN and various anti-site configurations of BCN sheet
are shown in Table 2. The computed bandgap for pristine graphene and h-BN sheet are 0.012 and 4.295, in units of eV,
respectively. However, the bandgap is underestimated in GGA, the actual value of the bandgap is expected to be larger and
close to the value for silicon in some cases. Therefore, lattice type defects in BCN offers an interesting possibility for
nanoelectronics with direct bandgap that has nearly the same value as in bulk silicon”1.

We have seen that all BCN systems are direct bandgap semi-conductors with the highest occupied crystalline orbitals
(HOCOs or HOMO) and lowest unoccupied crystalline orbitals (LUCOs or LUMO) located between M and K point of the
reciprocal space (see SI-5). However, the Fermi level is placed exactly in between the valence and conduction bands as
there are no predominating charge carriers (either electrons or holes) in these hybrid systems. These systems can be
considered as nanohybrids where the CC pairs are replaced by their isoelectronic analogue BN pairs, thereby inducing no
extra charge carriers. Because C-C bonding is stronger than C-B and C-N bond, while the hexagonal configuration has
more C-C bonds thus energetically more stable. Interestingly, the valence and conduction bands are symmetric with
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respect to the Fermi energy due to the electron hole symmetry. From these calculations, we strongly propose a series of
metal free materials with direct bandgap useful for optoelectronic devices.

Work function and hydrogen evolution reaction

In materials, the work function () can be defined as the energy required to eliminate an electron from the highest filled
level in the Fermi distribution of a solid to vacuum at absolute zero temperature.

@ = Evac —Efermi (6)

where Evqcis the vacuum level and Ef,,; is Fermi level. In the numerical calculations, Ef,y,; is obtained by integrating the
density of states from the lowest energy level to an energy level that gives the total number of electrons in the unit cell.
Evacis determined using the planar-average electrostatic potential energy along the z-axis i.e. direction of box vacuum.
Plots of the work function are shown in Figure SI-6 of supporting information. Due to the isoelectronic nature of the BCN
sheets used in present study, the computed value of ® is ~4.13 eV for all the sheets irrespective of the BN pair
arrangement or defect. The experimentally measured work function (®) for graphene falls between 4.45-4.50 eV72, The ~
9-10% decrease in the ® for BCN sheets compared to pristine graphene is due to presence of BN pairs.

Hydrogen production through water splitting is a clean and environmentally benign energy source. The criteria for HER is
that the band structure of the semiconductor must straddle the redox potential of water 73. In order to support this claim,
the band edge positions of pristine and defected BCN sheets are compared with the reduction potential of water (H*/H,).
The band edge positions of valence and conduction bands were determined by aligning them relative to the vacuum
potential obtained from calculation of the respective sheets using the equations, Eygg/cpr = Evam/cpy ~Evac. For all the
configurations of BCN in present study, Fermi energy (Ef.rm;) is around ~ -2.25 eV, which gives an overpotential of about
2.2 eV relative to the redox potential of HER. It is clear from Figure 9 that the HER potential of water lies within the
bandgap for first 3 configurations, which shows that BCN sheets have the ability to reduce H*to H, and provide new
opportunities in the field of photocatalysis. The valence and conduction band edges of these three systems straddle the
HER redox potential whereas others do not. Thus, it is concluded that the first three systems in Figure 9 can be proposed
as metal free electrocatalysts. Conduction and valence bands of BCN with maximal defects (Figure 1b) obtained from
calculations based on the HSE functional, also straddle the redox potential of HER while the bandgap increases from 0.24
to 0.83 eV. We thus conclude that results of HSE functional based calculations suggest that electronic structure of all the
BCN systems considered here is favorable to their HER activity. As BCN already shows potential to replace the Pt based
electrocatalysts, so fine tuning in its bandgap by creating defect (by flipping the BN arrangement) will be helpful in
preparation of efficient non-metal photo- and electro-catalysts for HER.

Conclusions

In summary, a variable bandgap has been demonstrated in graphene by tuning the level of BN doping. In all cases studied,
the bandgap is direct, which could lead to applications of hybrid graphene layers in optoelectronics and solar cells. A
significant finding is that the bandgap depends upon the B-N pair arrangement in graphene in addition to the
concentration and shape of BN patches. The present work regarding bandgap engineering should help to tailor the
properties of such hybrid layers. Carrier mobility was found to be an order of 10*cm?V-1s! which is significantly larger
than MoS, and Silicon”174-76, The present findings on carrier transport also show the tunability of the ultra-high mobility
by introduction of anti-site defects in the monolayer. The computed carrier mobility of the BCN sheets is consistent with
the calculated bandgaps. The present findings pave the way for the potential functionality of h-BCN to be utilized as
efficient photovoltaic devices. In the future, we propose to perform ab initio calculations using more reliable hybrid
functionals’%77, as GGA functionals such as PBE and BLYP underestimate the bandgap”87°.
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1ST ROW NO CHANGE IN BN ARRANGEMENT

2ND ROW CHANGE IN BN ARRANGEMENT
3RD ROW NO CHANGE IN BN ARRANGEMENT

Fig. 1 BCN sheet with (a) no defect and (b) defects. A defect is defined as a flip in the position of a pair of B and N. and represented by

down arrow.
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Fig. 2 Pair correlation between (a) Boron (B)-Boron (B), (b) Boron (B)-Nitrogen (N), and (c) Nitrogen (N)-Nitrogen (N) pairs of atoms for
BCN and BCN-defect configurations (Fig.1).
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Fig. 3 (a) Velocity autocorrelation function (VACF), and (b) Velocity distribution (VDF) function for BCN and BCN-defect configurations

(Fig. 1).
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Fig. 4 Phonon density of states (PDOS) of BCN and BCN-defect configurations (Fig. 1).
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Fig. 5 Infrared (IR) spectrum of BCN and BCN-defect configuration (Fig. 1).
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Fig. 7 BCN sheet with defects involving (a) 1 pair of BN, (b) 2 pairs of BN, (c) 3 pairs of BN, and (d) 4 pairs of BN flip in the middle row as

marked by down arrows.
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Fig.7d Fig.1b
Increasing BCN-Defect
>

Fig. 8 (a) Energy bandgap (Egap), (b) Cohesive Energy (Econ), and (c¢) HOMO-LUMO position (in eV) for BCN configurations given in Figure
1 and Figure 7. The black dashed line in (c) displays the band gap using the HSE functional. The points have been connected by lines to

aid the eye and show the trend.
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Fig. 9 Band-edge energies of valence (blue) and conduction (red) band edges and Fermi energy (cyan circle) of the different
configurations. The energy level for hydrogen evolution reaction (HER) is denoted by a dashed line. The orange (valence) and green
(conduction) line denotes the band-edge positions using the HSE functional.
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Table 1 Deformation potential E1(eV), elastic constant €2 g (N/m), carrier mobility p (10*cm?V-1s1) at 300 K for BCN and BCN-defect,
respectively.

Sheet

BCN

BCN

BCND

BCND

Carrier type

hX
ex
hYy
eY

hx
ex
hY
EY

Ey

3.999
4.540
5.140
3.086

3.999
4.540
3.999
4.540

CZD/; u

319.257 0.114
319.257 0.117
314.929 11.121
314.929 3.188

319.257 0.466
319.257 0.309
319.257 14.170
319.257 9.383

Table 2 Cohesive Energy, Formation Energy, HOMO and LUMO position, Bandgap for BCN and various configurations of BCN sheet.

System

Fig.1a
Fig.7a
Fig.7b
Fig.7c
Fig.7d
Fig.1b

Ecoh (eV)

8.795
8.792
8.790
8.788
8.787
8.787

Efar (eV)

0.259
0.263
0.264
0.266
0.267
0.267

HOMO LUMO £,y (eV)

-2.746 -1.760 0.986
-2.668 -1.840 0.828
-2.580 -1.925 0.654
-2.500 -1.996 0.504
-2.433 -2.059 0.375
-2.363 -2.120 0.244
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