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It is high time to placate the peak demand for an efficient, economic and green fuel in the form of H,
through photocatalytic water splitting. Several low dimensional materials have been explored for their
photocatalytic properties on account of their surface to volume ratio. The present study illustrates the
excellent photocatalytic potential of a two-dimensional material, viz. a chemically tempered blue-
phosphorene sheet, with single atom thickness and high carrier mobility. Metal-free element, sulphur, is
explored as a dopant in a 32-atom blue-phosphorene sheet. The dopant is inserted at three locations
viz. central, edge and central edge positions with varying concentrations from 3.125% to 18.75%
(corresponding to n = 1 to 6 sulphur atoms within a 32-atom blue-phosphorene sheet, Pz, ,S,). The
cohesive energy studies predict the higher stability of even number S doped sheets as compared to their
odd counterparts. Photocatalytic activity is studied in terms of band gap and band alignment for different
concentrations of the former. Studies reveal that edge doping demonstrates better water molecule
activation independent of S atom concentration. The edge doped systems not only provide the chemical
activity to activate water, but also show feasible HER overpotentials of 1.24-1.29 eV at neutral medium.

rsc.li/rsc-advances

Introduction

Low dimensional materials have been a buzzing topic of
research in the last two decades due to their characteristic
physico-chemical properties. Various quantum phenomena
such as phonon-electron interactions, spin interaction,
quantum tunnelling effect and quantum confinement within
these materials are responsible for their enhanced and yet
tuneable electronic, thermal, magnetic and optical properties
with far reaching applications in novel devices such as spin-
tronics, photonics, quantum computing and catalytic materials.
However, the most widely applied area of these materials is
catalysis on account of their higher surface to volume ratio and
higher electron transferability making it cost effective."® Among
the various low dimensional nano-structures such as quantum
dots/nanoparticles (zero dimensional), 1D nanotubes/nanorods
and 2D nanofilms/nanosheets, 2D based materials have the
upper hand with respect to other dimensional substances as
catalysts due to the aforesaid reasons. (a) Firstly, each site on
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Finally, this work opens up a driving lead of non-corrosive catalysts for water molecule splitting.

their surface is equally accessible for catalytic process.” (b)
Secondly, these materials offer higher thermal and mechanical
stability and thus, operational ability at various temperatures.®
(c) Due to their promising thermal conductivity and large
surface space, they also act as efficient heat sinks during
exothermic reaction.” (d) 2D sheet being atomic thick, reduces
charge carrier distance from the core to top, thereby reducing
electron-hole recombination and enhancing the redox process
marginally.”® (e) They offer wide range of options for feasible
chemical engagement, thereby enabling charge storage.' (f)
Lastly, quantum confinement and unsaturated surfaces leads to
facile movement of electrons along in-plane direction, thus
increasing the lifetime of charge carrier."*

The journey of 2D materials based catalysts started with
graphene, a single atom thick carbon sheet held by sp® hybrid
bonds arranged in hexagonal manner."* Employment of
graphene-based materials, to catalysis quickly has captured the
interests of researchers in the last few decades.'**> However,
due to its intrinsic zero band gap and consequently its instan-
taneous electron-hole recombination, its application in pho-
tocatalysis remains challenging.'®” Although, its oxygenated
counterpart is seen to have finite band gap of 2.4 eV to
4.3 eV,"®?° it fails to be within the acceptable slot of 1.6-2.2 eV
so as to be activated efficaciously under natural solar light
irradiation.* Several other 2D materials such as silicene,* ger-
manene,* borophene,*** stanene?*?’ and mono-
chalcogenides*® have been explored for their potential

© 2021 The Author(s). Published by the Royal Society of Chemistry
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application as photocatalysts.*® However, absence of a tunable
band gap within the acceptable slot has limited their practical
applications.**°

In this context, phosphorene, a mono-layer/multi-layer sheet
of black phosphorous,* with its tunable band gap ranging
between 0.3-2.5 eV has been found to be more attractive as
a photocatalyst as compared to other 2D materials.®**
Following the fact finding journey, many other allotropes/
polytypes of phosphorene viz., red, black, violet, green phos-
phorene have been realized** and some of them have been
explored for water splitting application.**** More recently,
a new member of phosphorene polytype was realized through
the synthesis of mono-layered honeycomb buckled blue-
phosphorene (B-phosphorene) on an Au (111) sheet using
a molecular beam epitaxial method with black-phosphorous as
precursor.* It has been reported that a specific dislocation in
black phosphorene induces a new structure with zigzag puck-
ering, called B-phosphorene with a characteristic tunable
bandgap upto 2 eV.* This B-phosphorene is found to be more
stable thermodynamically as compared to black-phosphor-
ene,*>*® which is of great importance for an efficient photo-
catalyst.””* These properties inspired the researchers to further
examine the photocatalytic properties of nanotube B-phos-
phorene,* doped® and several hetero-structures of B-phos-
phorene.>** Research works also focused on engineering the
band gap of B-phosphorene by application of external electric
field, using stacking effect,>®®” functionalization®**’ and
doping.®*** Doping is the most attractive mode among all the
methods for modulating physico-chemical properties®”* of
phosphorenes (or for any given material).”*”” From the experi-
mental point of view, single atomic layered 2D structures can be
doped by traditional substitutional doping methods such as
implantation,” diffusion processes”*' or new techniques such
as surface charge transfer method,* intercalation,**** and field
effect modulation® methods.

Non-metal doped B-phosphorene are synthesized and re-
ported in several experimental studies.®**®” Their physicochem-
ical as well as electronic properties are also explored
theoretically.*®*** Further, their corresponding application as
catalytic materials is also studied by some groups.®*® In the
context of application as photocatalytic material, ample exper-
imental studies of doped B-phosphorene has been reported
where N is employed as dopant.”*®® The photocatalytic prop-
erties of N, Si, S, doped B-phosphorene have also been studied
theoretically.”>'*® Moreover, sulphur has also been earlier re-
ported to be a successful catalyst in the context of sensors and
opto-elecronics.*** Further, S having the same atomic size to
that of P atom, plays a vital role in improving its stability.'** The
anionic substitutional doping of S results in puckered structure
of phosphorene that facilitates anion atoms to get exposed to
the outer surface as compared to planar 2D materials like gra-
phene.'”> From above studies and available literature reports it
is clear that there are very few studies on the photocatalytic
activity of sulphur doped B-phosphorene. More importantly, the
influence of varying concentration of S on the stability and
catalytic activity of B-phosphorene is not known in terms of
water molecule activation.'**'** In the present work, using
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(a) Structure,
phosphorene

stability and electronic properties of nS-B-
(n= 0 to 6)

sheets.

Fig. 1 (a) Central (C) and edge (E) atoms in B-phosphorene sheet. (b)
Relaxed structure of B-phosphorene from top and side views (a and
b are lattice parameters) Wigner—Seitz cells are shown by the shaded
area.

density functional theory, we evaluate the role of S doping, its
concentration and its position in modulating the catalytic
activity of B-phosphorene in water molecule activation.

With reference to the above we vary the concentration of S
from 3.125% to 18.75% in 32 B-phosphorene-sheet. The S atoms
are doped at three different ways; (a) all S atoms are placed in
the central position (see Fig. 1(a) for elucidation) (b) all S atoms
are spread across both edge and central & edge position as
shown in Fig. 1(a). Stability of thus doped systems is evaluated
in terms of cohesive energies, band gap and band edges. pH is
taken into account to ensure that the doped structures qualify to
be photocatalyst practically. Finally, the models that qualify the
photocatalytic properties are adsorbed with water molecule.
Activation of water molecule is evaluated in terms of adsorption
energy of water molecule, extent of O-H bond elongation from
the optimal O-H bond length in water and the red shift in O-H
stretching frequency. The thermostability of the sulphur-doped
blue phosphorene systems has also been evaluated through ab
initio molecular dynamics (AIMD) simulations at 500 K.

Computational details

The phosphorene sheets, pristine and doped, considered in this
study are modelled using GaussView06 Software.'® Density
Functional Theory (DFT) calculations are carried out on these
sheets using SIESTA' (Spanish Initiative for Electronics
Simulations with Thousands of Atoms) which uses flexible
linear combination of atomic orbital (LCAO) as a basis set.
Norm-conserving pseudopotentials are taken up to describe the
electron-ion interaction, which was yielded by implementing
the Troullier-Martins scheme.'” A Generalized Gradient
Approximation-Perdew, Burke, Ernzerhof (GGA-PBE) functional
is used for the calculation of correlation and exchange ener-
gies'® along with a double-zeta plus (DZP) polarization basis set
for all elements. Spin polarized optimization of all the struc-
tures are carried out using first-order minimization method,
which is known as Conjugated Gradient (CG). All structures are
relaxed until the force on each atom is less than 0.01 eV A~". In
the Self-Consistent Field (SCF) process, the Brillouin Zone (BZ)
of the reciprocal lattice is sampled through a 6 x 6 x 1 grid
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mesh, generating 3 special k-points in the Monkhorst-Pack
scheme. For the computation of integrals and the representa-
tion of charge densities and potentials, mesh cut-off energy is
kept at 300 Ry so as to depict the periodic plane waves in the
grid without aliasing. To guarantee better contribution from
dopant atoms and save computational time, we have considered
a square-size supercell with 32 atoms. In order to prevent
interaction between the neighbouring layers, a vacuum space of
20 A thickness is maintained in the perpendicular direction of
the monolayer. Upon optimization, water molecule is intro-
duced and the adsorption energy of water molecule on these
structures are computed. To measure the extent of water acti-
vation on the phosphorene sheets, the O-H stretching
frequency of the adsorbed water molecule is measured using
‘vibra’, a post-processing tool of SIESTA. The AIMD simulations
at 500 K, a Nosé-Hoover thermostat has been implemented and
the nS-B-phosphorene systems are described with NVT
(number, volume, temperature) ensemble.

Results and discussion

Structure, stability and electronic properties of nS-B-
phosphorene sheets (n = 0 to 6)

B-phosphorene has a hexagonal primitive unit cell with two
atoms per cell'® as shown Fig. 1(b). We obtain an optimized
lattice constant (a = b) of 3.27 A and P-P bond length of 2.28 A
and P-P-P bond angle of 91.6°, which are in satisfactory
agreement with previously reported calculations.'* The buck-
ling length (4) of monolayer is found to be 1.24 A, which is in
good accordance with previous report.** The atoms in the sheet
have been further classified as the central (C) and edge (E)
atoms as discussed earlier are shown in Fig. 1(a). Accordingly,
there are 10 central atoms and 22 edge atoms. In order to
initially screen the influence of sulphur concentration on the
stability and electronic effects of B-phosphorene, we have
replaced phosphorous atoms with sulphur atoms only at the
central (C) positions. Concentration of sulphur was varied in
this sheet from 3.125% which translates to 1S atom in the sheet.
As the concentration of S atom was increased beyond 18.75%
the structure was seen to collapse. So, further structural studies
are restricted to 18.75% which translates to doping of 1-6 P
atoms with S in above sheet. Thus, there are 10 distinct
conformations generated for single S atom doped B-
phosphorene and are referred to as 1S-B-phosphorene confor-
mations. Each of this conformation was optimized. The six
lowest energy 1S-B-phosphorene conformations with their
relative energies are shown in ESI Fig. S.F.1.1 Next, the number
of dopant atoms (S atoms) is increased to 2. The first S atom was
placed at the 10 distinct C positions, followed by 9 distinct C
positions for the second atom. Thus, totally 10 x 9 distinct
conformations were generated. The six lowest energy 2S-B-
phosphorene conformations are given in ESI Fig. S.F.2.1 Simi-
larly, the number of conformations generated for 3S doped B-
phosphorene sheet are 10 x 9 x 8 and so on. The six lowest
energy conformation for 3S, 4S, 5S and 6S doped B-
phosphorene are shown in ESI Fig. S.F.3-S.F.6,T respectively.
In case of doped structures with more than 1S atom, it was
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Fig. 2 Band structures of (a) B-phosphorene; (b) 1S-B-phosphorene
(c) 2S-B-phosphorene (d) 3S-B-phosphorene (e) 4S-B-phosphorene
(f) 5S-B-phosphorene (g) 6S-B-phosphorene with their respective
band gaps indicated with vertical lines. The position of the band edges
is indicated by the sharp band lines as shown for pristine B-phos-
phorene, 1S-B-phosphorene and 6S-B-phosphorene.

© 2021 The Author(s). Published by the Royal Society of Chemistry
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noted that defects are formed around the S atoms in the sheet,
on account of its lower valency, higher electronegativity and
smaller atomic radius as compared to that of P (see ESI
Fig. S.F.1-S.F.6,} respectively). This defect formation was also
noted in the previous work where blue phosphorene nano-
ribbons were doped with S atoms.™ These defects are antici-
pated to play a vital role in enhancing photocatalysis by averting
the recombination of photogenerated charges.™*

In order to evaluate the potential of a material as a photo-
catalyst, it is instructive to probe its band structure. Therefore,
we analyse the electronic properties of the lowest energy
conformation for each nS-B-phosphorene (n = 0-6). Fig. 2 shows
the spin resolved band structure for B-phosphorene and nS-B-
phosphorene sheets (n = 0, 1, 2, 3, 4, 5, 6). Spin-up (black-
lines) and spin-down (red-lines) energy levels are highlighted
and follow the representation adopted by Zhu et al."** It is noted
that the first Brillouin zone of hexagonal B-phosphorene is
projected between the conduction band minimum and valence
band maximum through the high symmetric path I'-M-K-T’
(see Fig. 2(a)). Our calculations further reveal an indirect band
gap of 2 eV for the B-phosphorene monolayer, which is also
substantiated by other reported data.'**'® Coming to the
discussion on the type of band gap pertinent in the context of
visible light driven catalysis, the effective participation of the
photogenerated electrons and holes is determined by recom-
bination rate of these pairs. On recombination there is libera-
tion of energy in the form of photon with the excited electrons
needing to fulfil the following transition selection rules of
momentum conservation*’

Eg = 1’lwphoton (1)
hkev - 1:lke(: = ihqphonon (2)

where 7 is the reduced Planck constant, k., and k.. are the
electron wave vectors at the VBM and CBM, respectively, gphonon
is the wave vector of the assisted phonon, E is the band gap of
semiconductor, and w photon is angular frequency of the
emitted photon. It is seen in case of pristine B-phosphorene,
that k., # ke with an indirect band gap characteristic of
semiconductors. Thus, the excited electrons cannot recombine
directly and easily with holes, resulting in an increase of the
photoexcited electron-hole lifetime, increase in diffusion
length and time. Thus, B-phosphorene has better photocatalytic
activity than direct band gap semiconductors as reported in
a previous study.™® Analysis of the band structures of the lowest
energy nS-B-phosphorene (n = 1-6) reveals a dissimilarity in
valence orbital occupancy of dopant S with respect to phos-
phorous (3s?3p* as compared 3s3p?), bringing in distinct
changes in the electronic structure of doped sheets with respect
to their pristine counterpart. nS-B-phosphorene (n =1, 2, 3, 4, 5)
sheets demonstrate n-type semiconducting characteristics with
Conduction Band Minimum (CBM) lying nearer to Fermi level
as compared to Valence Band Maximum (VBM). On the other
hand, 6S-B-phosphorene is found to have a direct band gap as
seen from Fig. 2(g). The band gap results for pristine and doped
B-phosphorene are quantified in Table 1, from which clearly, we

© 2021 The Author(s). Published by the Royal Society of Chemistry
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Table 1 Band gap energy of pristine and various nS-B-phosphorene

Band gap energy

System (ev)
Pristine phosphorene 2.00
1S-B-phosphorene 0.51
2S-B-phosphorene 1.91
3S-B-phosphorene 0.63
4S-B-phosphorene 1.85
5S-B-phosphorene 0.18
6S-B-phosphorene 1.25

can note that while the pristine and even number S doped (n =
2, 4, 6) systems have a gap which is higher than the electrolytic
potential of water viz., 1.23 eV, the odd number S doped systems
(n =1, 3, 5) fails to meet this essential criterion. The even nS-
doped systems with band gaps above 1.23 eV are potential
photocatalyst for water splitting and will be explored further.
The odd nS-doped B-phosphorene systems possess a smaller
band gap and would inherently show higher carrier mobility
and electrical conductivity. However, the adsorption efficiency
of H' (dissociated from water) decreases eventually leading to
lower solar energy to hydrogen evolution efficiency, thereby
reducing the photocatalytic efficiency for HER.

Stability of the generated catalytic systems are studied in
terms of their cohesive energies and it is calculated from the
total electronic energies."**** The cohesive energies of different
systems are shown in Fig. 3. Evaluation of cohesive energies
suggest that even doped nS-B-phosphorene systems have higher
cohesive energies with nearly difference of 0.02 eV than their
odd counterparts. This results in better thermal stability of nS-
B-phosphorene (n = 2, 4, 6) sheets indicating that a particular
concentration of dopants is more favourable (or number of
dopant) viz. 6.25%, 12.5% and 18.75%. Based on the cohesive
energy results and band gap energy results, we have further
restricted our studies to the even doped nS-B-phosphorene (n =
2, 4, 6) sheets. In these dopant concentrations, the most
favourable dopant substitution sites are more rigorously
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Fig. 3 Cohesive energies of various studied nS-B-phosphorene
systems.
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Fig. 4 Lowest energy conformations of S atom occupation in 25-B-
phosphorene, 4S-B-phosphorene, 6S-B-phosphorene, respectively.

explored taking central (C), edge (E) and central & edge (C + E)
sites into account. The three sites of S-atom occupation are
described as follows; (i) all S atoms occupy central sites of
Fig. 1(a) as elaborated in Fig. 4 and this is referred to as nS-B-
phosphorene (C). (ii) The S atoms are distributed among
various edge and central sites of Fig. 1(a), these conformations
are referred to as nS-B-phosphorene (C + E) and representative
structure of this is shown in Fig. 4. (iii) All S atoms occupy edge
sites of Fig. 1(a) as shown in Fig. 4, and is referred to as nS-B-
phosphorene (E).
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As already discussed, for a material to be an efficient pho-
tocatalyst for water molecule activation, band gap must be at
least 1.23 eV. Besides, the Conduction Band Minimum (CBM)
should be more negative than the redox potential of H'/H, (0 V
vs. NHE) and the Valence Band Maximum (VBM) should be
more positive than the redox potential of O,/H,0."*® A material
will act as a catalyst for OER when its VBM is more positive than
the redox potential of O,/H,O whereas, it will act as a catalyst for
HER when its CBM is more negative than the redox potential of
H'/H,. The water redox potential energies are also reported to
be dependent on the pH of the medium.' To analyse the
potential of the studied materials we first look at the redox
potential of water molecule at 0 and 7 pH values using the below
standard equation.'*****

EO,/H,0 = —5.67 ¢V + pH x 0.059 eV (3)
EH+/H, = —4.44 ¢V + pH x 0.059 eV (4)

It is known that the reduction potential of H'/H, is 0.00 V at
pH 0 vs. NHE, however —0.41 V over-potential is required for the
evolution of hydrogen in aqueous solutions at pH 7 vs. NHE.
Similarly, potential for water oxidation O,/H,0 is at +1.23 V vs.
NHE at pH 0 (or +0.82 V vs. NHE at pH 7).*** This, reflects as to
why a band gap of 1.23 eV is required for a material to drive
overall water splitting reaction. To calculate the band edge
position at pH = 7 of the medium, the values of CBM and VBM
are computed from the data obtained. The Conduction Band
(CB) potential of a semiconducting material in aqueous solu-
tion usually exhibits a pH dependence explained by Ecp =
E2s (PH 0) — 0.059 x pH; where EQg is the standard reduction
potential."*®'*” Further, the location of the VBM should be more

. 2S-B-phosphorene Energy
Energy (eV) . 4S-B-phosphorene vs NHE (eV)
=25
-2 6S-B-phosphorene
-2.5 -2
" -15
-35 1
H=7 _ _
4 —— 3 =B B =B N @ RS Fym= 0416V
pH=0
P J— _ —_ — ——— 0 Emm=oev
& 0.5
H=7
- _ A S S . . = Eo.m:0 = 0.81 ev
1
-5.5
Lt Eosmo- 1.23ev
» L5
2C 2E 2C+E 4C 4E 4C+E 6C 6E 6C+E

Fig. 5 Band edge positions of nS-B-phosphorene (n = 2, 4, 6), at (C), (E), (C + E) locations in vacuum energy and NHE energy scale. The
horizontal black dashed line is the redox potential of water splitting at pH = 0 and the blue dashed line is the redox potential of water splitting at

pH=7.
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Fig. 6

Interaction of water molecule at various dopant sites (a) nS-B-phosphorene (C) (b) nS-B-phosphorene (E) (c) nS-B-phosphorene (c+g) (d)

nS-B-phosphorene (c+E). The highlighted and red coloured letter in C + E corresponds to the site on which water molecule is adsorbed.

positive than +0.82 V while the position of the CBM should be
more negative than —0.41 V vs. NHE at pH 7, respectively.
Coming to the present work, we plot the band edge locations
for the lowest energy nS-B-phosphorene (n = 2, 4, 6) where
dopants positions are #S-B-phosphorene (C), nS-B-phosphorene
(E) and nS-B-phosphorene (C + E), as shown in Fig. 5 with the
redox potentials of hydrogen evolution (H'/H,) and oxygen
evolution (O,/H,0) at pH 0 and 7. The band width of all the
systems surpasses the required band gap of 1.23 eV and are
favourable for photocatalytic water splitting at acidic (pH = 0)
as well as neutral medium (pH = 7) without any application of
an external potential. The redox potential of oxygen evolution
(0,/H,0) is found to be more positive than the VBM of all nS-B-
phosphorene systems, see Fig. 5. Thus, these systems will fail to

catalyse the oxygen evolution reaction (OER). However, the CBM
is seen to be more negative than the redox potential of hydrogen
evolution (H'/H,) at both pH values; thereby all nS-B-
phosphorene systems can behave as efficient catalysts for
HER. An acidic medium can lead to etching or degradation of
the material; therefore, a neutral medium is always preferred
for carrying out experiments. At neutral medium, i.e., pH = 7,
all 2S-B-phosphorene structures show an overpotential of
1.24 eV for HER in all three sites (i.e. C, E and C + E). 4S-B-
phosphorene shows varying overpotentials ranging from
1.2 eV in C-site, 1.26 eV in E-site and 1.3 eV in C + E site; while
the overpotentials in 6S-B-phosphorene sites range from 1.24 eV
in C-site, 1.29 €V in E-site to 1.32 eV in C + E site. The nS-B-
phosphorene (C) systems overpotential

show a lower

. 1000 (a) . T T . 1000
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Fig. 7 AIMD simulations of (a) 25-B-phosphorene (E) (b) 45-B-phosphorene (E) and (c) 6S-B-phosphorene systems for 10 ps at 500 K. Relaxed

geometries of nS-B-phosphorene (E) systems are as shown inset.
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compared to systems with dopants at other sites. Also, these 7nS-
B-phosphorene (C) systems with lower overpotentials also
possess a lower band gap compared to nS-B-phosphorene (E) or
nS-B-phosphorene (C + E) systems. Therefore, all nS-B-
phosphorene (C) systems will show higher photocatalytic
activity towards HER; in particular, the 4S-B-phosphorene (C)
with overpotential of 1.2 eV will show highest activity at pH = 7.
Interestingly, the even nS-B-phosphorene systems are also
found to show high thermostability without any distortion in
their geometry at temperature as high as 500 K. AIMD simula-
tions of the nS-B-phosphorene (E) systems carried out for 10 ps
and the geometries generated for every 1 fs is as shown in Fig. 7.
Considering the band edge alignment at ambient pH condition
and the thermostability at 500 K, the nS-B-phosphorene (E)
systems potential photocatalysts that can be pragmatically
implemented at room temperature and neutral pH.

Activation of water molecule on 7nS-B-phosphorene sheet (n =
2, 4, 6)

The electronic properties of nS-B-phosphorene (m), n = 2, 4, 6
and m = C, E, C + E is further corroborated by explicit adsorp-
tion and activation of water molecule on the sheet. The water

View Article Online
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molecule in all cases is adsorbed on the dopant site, viz.; S atom.
The activation is analysed in terms of adsorption energy of
water molecule and activation of O-H bond through analysis of
its red shift and O-H bond elongation. Adsorption energy is
indicative of chemical interaction the nS-B-phosphorene and
the water molecules and is calculated by using the following
equation™®
Eags = Ewuter+system - (Ewater + Esyslem) (5)
In the above equation, E,qs is the adsorption energy,
Eyater+system 18 the electronic energy of water molecule adsorbed
B-phosphorene, E, .. is the electronic energy of a water mole-
cule and Egygen 1S the electronic energy of B-phosphorene sheet.
As mentioned earlier, water molecule is adsorbed on the
dopant sites (S atom) of lowest energy conformation of nS-B-
phosphorene (C), nS-B-phosphorene (E) and #S-B-
phosphorene (C + E), n = 2, 4, 6. In case of nS-B-phosphorene
(C + E), water molecule can be adsorbed on centrally placed S
atom or edge S atom giving rise to nS-B-phosphorene (C+E) and
nS-B-phosphorene (C+E), respectively (see Fig. 6(c) and (d)). The
adsorption energies, OH stretching frequencies of the activated
OH bond and activated OH bond length is given in Fig. 8. The
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(a) Water molecule adsorption energies, magnitude of the E,q4 values are plotted (b) O—H stretching frequency of the activated bond in the

water molecule, (c) activated O—H bond length of water molecule on various nS-B-phosphorene (n =2, 4, 6). C, E, C + E on the x axis represents
the doping sites of S atom viz; namely, centre, edge, centre + edge. The highlighted and red coloured letter in C + E corresponds to the site on

which water molecule is adsorbed.
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absolute values for the same are given in ESI Table S.T 2.1 The
adsorption energy of water over B-phosphorene is noted to be
0.43 eV. All doped structures have higher interaction energies
with the water. In particular, 6S-B-phosphorene (C+E) shows
a higher adsorption energy (0.65 eV) in comparison to other nS-
B-phosphorene structures. As we know experimentally, water
splitting results in formation of adsorbed hydroxyl ions and
hydrogen, respectively, on the catalyst interface. The obtained
adsorption energy trends are further evaluated in terms of O-H
bond elongation and red shift in O-H stretching frequencies.
Red shifts in O-H stretching frequencies are obtained by taking
the difference between O-H stretching frequency of free water
molecule and that of water adsorbed on nS-B-phosphorene
sheets; the values are as shown in Fig. 8(b). This shift in O-H
stretching frequency is taken as a measure of O-H bond acti-
vation and the highest O-H bond activation is seen in the case
of 6S-B-phosphorene (C+E) system with a red shift of
296.82 cm ™. This is followed by nS-B-phosphorene (E) systems
with their red shifts approximately at 270 cm™". The observed
red shifts in O-H stretching frequencies are also corroborated
through the analysis of the activated O-H bond lengths as
shown in Fig. 8(c). O-H bond length in free water moiety is 0.96
A however, the O-H bond length for 6S-B-phosphorene corre-
sponds to 0.985 A indicating that it gets activated upon
adsorption on nS-B-phosphorene sheets resulting in higher
interaction energy and maximum red shift in O-H stretching
frequency.

While the 6S-B-phosphorene system shows a higher activa-
tion of water molecule when compared to rest of the systems;
interestingly, all nS-B-phosphorene (E) systems show a relatively
efficient activation of water molecule with the red shift in O-H
red stretching frequency approximately at 270 cm™ . Also, in
several other 2D materials the edge sites have been reported to
show higher catalytic activity when compared to the basal plane
and our results are in correspondence to several such results.
The overpotentials required for photocatalytic HER in these nS-
B-phosphorene (E) systems range from 1.24 eV to 1.29 eV from
our previous discussion on band edge alignment. When
compared to the HER overpotential of 1.2 eV in 4S-B-
phosphorene, the HER overpotentials in nS-B-phosphorene (E)
systems are slightly higher but the chemically active edge sites
available on these systems are an advantage when it comes to
photocatalytic water splitting. These active sites bridge the
energy required to activate the water molecule which the inci-
dent photons from solar light photons cannot provide suffi-
ciently. Therefore, the nS-B-phosphorene (E) systems with
catalytically active edge sites and HER overpotentials of 1.24-
1.29 eV are efficient photocatalysts that can be experimentally
explored.

Conclusions

In this work, the photocatalytic reactivity of B-phosphorene and
chemically modified B-phosphorene monolayer is analysed and
explored in terms of band structure, S-dopant concentration at
best probable atomistic positions, band alignment with respect
to pH. Cohesive energy demonstrates a higher stability of even

© 2021 The Author(s). Published by the Royal Society of Chemistry
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nS-doped B-phosphorene monolayer at specific S-dopant
concentration, ie.; 6.25%, 12.5% and 18.75%. Further, band
alignment studies suggest that even doped nS-B-phosphorene (n
=2, 4, 6) fulfils the band gap criteria and indirect band gap with
an exception of 6S-B-phosphorene. Moreover, all nS-B-
phosphorene (at all doping sites), respectively meet the redox
potential level of H, evolution only at pH = 0 and 7, therefore
they will behave as efficient photocatalysts for HER. Aside from
an overpotential of ~1.24-1.29 eV for hydrogen evolution; these
even nS-B-phosphorene systems show high feasibility to adsorb
water molecule and activate the O-H bond and show high
thermal stability at 500 K. The chemical activity of these systems
are higher on the 6S-B-phosphorene (C + E) system followed by
the nS-B-phosphorene (E) systems. Taking the photochemical
activity i.e.; overpotentials required for HER at neutral medium,
thermostability at 500 K as well as chemical activity towards
water activation, the nS-B-phosphorene (E) systems are found to
be effective photocatalysts. This computational investigation
can be used to design and improvise phosphorene photo-
catalyst experimentally for water splitting.
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