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The interplay between topological defects and
CO2 and NH3 adsorption in graphene

Daniel Moreno-Rodrı́guez, *a Eva Scholtzová b and Hirotomo Nishihara *cd

Topological defects in graphene, such as Stone–Wales rearrangements and non-hexagonal ring

formations, significantly reshaped its electronic landscape and unlocked new adsorption pathways. Using

density functional theory (DFT), this study revealed how these defects influenced the interaction with

CO2 and NH3 molecules. The findings demonstrated that defect-induced distortions and localized

electron density variations created active sites that enhanced molecular interactions. The interplay

between defect geometry and molecular orientation governed adsorption strength, with defective

graphene models containing 5-, 7- and 8-membered rings, showing enhanced adsorption energies

compared to pristine graphene, particularly for NH3 molecules. Particularly, the model with 5- and 8-

membered ring defects (MG8) exhibited the strongest interactions for both CO2 and NH3. These results

underscore the potential of tailoring graphene’s defects for advanced gas storage, sensing, and catalysis

applications, opening new avenues for designing more efficient graphene-based materials with tunable

adsorption properties.

Introduction

Graphene is a two-dimensional (2D) material formed by a one-
atom-thick planar sheet of arranged sp2 hybridised carbon
atoms packed in a honeycomb-like lattice.1 The properties
derived from the structure and composition of graphene2–6

make it a material with a wide range of possible
applications,7 e.g., energy storage,8,9 supercapacitors,10–12

sensors,13–15 photodetectors,16–18 composite materials,19–21

membranes,22 drug delivery and biomedical engineering.23–26

The synthesis of 2D materials like graphene inevitably gener-
ates defects, e.g., grain boundaries between neighbouring
grains with a misorientation27 and point defects, such as
vacancies, dislocations and functionalised groups.28 These
defects impact the topology and destroy the geometric symme-
try in the structure (distort the pristine lattice), affecting the
physicochemical, thermal, mechanical, magnetic, and electri-
cal properties of 2D materials.29–32 Different types of defects
induce distinct changes in electronic and mechanical

properties, while the density of defects determines the overall
impact. Additionally, the specific configuration and clustering
of defect sites affect local strain distribution and structural
integrity. For instance, the density and distribution of vacancy
defects can affect the elastic and Young’s moduli of
graphene,33,34 and defects can increase the active sites on the
graphene surface.35

Some intrinsic defects, like adjacent pairs of heptagonal and
pentagonal rings, may appear by rotating a single pair of
carbon atoms 901. This point defect is known as the
Stone–Wales (SW) defect, with a formation energy of approxi-
mately 5 eV.30,36,37 Besides, the C atom vacancies in graphene
can favour the migration of the adjacent atoms, forming five-
membered, eight-membered or/and nine-membered rings,38–41

e.g., single vacancies can lead to the formation of five- and nine-
membered rings,42 whereas the divacancy can further trans-
form into five- and eight-membered rings or five- and seven-
membered rings.39,43 Furthermore, the double vacancy in gra-
phene is more stable and less movable, with a migration barrier
of approximately 7 eV, than the single one, with a migration
barrier of 1.3 eV.44 In addition, five- and seven-membered
rings can be generated through dislocations and grain
boundaries.45,46 Moreover, bonds can be affected by the
defects compared to pristine graphene, e.g., with a single
vacancy defect exhibiting sp2 bonding, whereas the SW
defects show nearly sp bonding. The current–voltage decrease
and the transmission probability are affected by the presence of
defects, particularly with the vacancy defects causing a
larger voltage reduction. Additionally, the SW defects could
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potentially open an electronic energy band gap in graphene,
enhancing its suitability for transistor applications.37

Various 2D carbon materials, such as penta-graphene (con-
sisting of pentagonal rings), pha-graphene (with hexagonal and
pentagonal rings), C-graphene (composed of heptagonal and
hexagonal rings), and popgraphene (PopG) featuring intercon-
nected pentagonal and octagonal rings, exhibit unique struc-
tures and properties, with potential applications spanning
electronics, spintronics, catalysis, and energy storage, e.g.,
PopG presented physisorption in pristine and vacancy struc-
tures and chemisorption in doped variants for O2 molecules.47

The defect sites may enhance or diminish graphene’s ability
to adsorb or catalyse chemical reactions, impacting its potential
applications in sensors, catalysis, and surface modification. For
instance, oxygen molecules dissociate into active oxygen atoms
on both the edge and basal plane of graphite, with single active
oxygen atoms exhibiting higher reactivity and readily adsorbing
onto defect sites, such as SW defects and single vacancy sites, on
the graphene surface, leading to exothermic chemisorption
reactions and enhanced oxidized reactivity, suggesting catalytic
effects in graphene oxidation.48 Besides, some strategies were
explored to induce band gaps in graphene, e.g., by surface
functionalization and doping to modify its electronic properties,
bringing some potential applications in sensors and pollutant
detection due to its high sensitivity and conductivity. For exam-
ple, vacancy-defected graphene doped with B, N, and S atoms
exhibited distinct electronic properties (e.g., band gap), influen-
cing the adsorption of formaldehyde (H2CO) molecules, suggest-
ing potential for sensitivity in graphene-based gas sensors.49

Furthermore, strain-induced variations in graphene layers affect
reactivity and adsorption behavior. Under tensile strain, graphe-
ne’s electronic structure is altered as sp2 hybridized bonds
weaken, forming localized dangling bond states that enhance
chemical reactivity, while compressive strain reduces reactive
sites by delocalizing electron wavefunctions, rendering the gra-
phene surface less chemically active.50

However, the most common synthetic strategies present
significant limitations. For instance, nitrogen doping only
moderately enhances CO2 physisorption (�0.2 to �0.4 eV)
compared to pristine graphene, primarily through increased
basicity,51 while its effect on NH3 adsorption remains weak and
highly dependent on dopant concentration.52 Conversely,
vacancy defects provide unsaturated carbon sites that enable
much stronger, often chemisorptive, binding with energies for
CO2 approaching �1.0 eV,53 but these sites are inherently
unstable due to dangling bonds, which can lead to structural
degradation or passivation. In this context, topological defects
offer a distinct and potentially superior pathway. Unlike doping
or vacancies, their enhanced reactivity arises from stable
topological rearrangements of the carbon network, such as
non-hexagonal rings, which generate intrinsic, highly localized
electronic states without the need for foreign atoms or
unstable, unsaturated sites.

Non-hexagonal defects, including SW defects, are often referred
to as topological defects and are particularly prominent in three-
dimensional (3D) structures with curved graphene architectures.

In particular, a 3D graphene material known as graphene mesos-
ponge (GMS),54 which contains a large number of topological
defects without graphene edge sites, has been experimentally
confirmed to exhibit topological defects, including SW defects,
through direct observation and Raman spectroscopy.55 It has been
demonstrated that these topological defects serve as anchoring
sites for catalysts56,57 and exhibit favorable catalytic activity as
cathode materials in Li–O2 batteries55 without compromising
oxidation resistance,58 unlike graphene edge sites. Therefore, a
deeper understanding of the properties and functionalities of
topological defects is crucial for further developing 3D graphene
materials.

The primary objective of this work is to investigate how
various defects in graphene, such as SW defects (5- and 7-
membered rings), found in GMS,54,55 as well as defects with 5-
and 8-membered ring moieties affect the electronic structure
and properties of materials like GMS. Specifically, the present
study focused on the interactions and adsorption behavior of
small molecular species like CO2 and NH3 molecules.

Methodology
Computational details

The optimization of the models was performed using density
functional theory (DFT) as implemented in the Vienna ab initio
Simulation Package (VASP).59,60 The exchange–correlation energy
was described using generalized gradient approximation (GGA)
with the Perdew–Burke–Ernzerhof (PBE) functional.61 The van der
Waals interactions present in the studied systems were accounted
for using the DFT-D3 scheme for dispersion corrections.62

For geometry optimizations and electronic structure calcula-
tions, a Monkhorst–Pack grid with a density of 11 � 11 � 1 k-
points per reciprocal unit cell was used. Convergence criteria
were set to 10�6 eV for energy and 0.01 eV Å�1 for force.

For band structure calculations, a denser k-point path along
the high-symmetry points G–M–K–G was employed. Density of
states (DOS) calculations utilized a Monkhorst–Pack grid with a
density of 21 � 21 � 1 k-points, and the tetrahedron method
with Blöchl corrections was used to obtain appropriate DOS
values.

Model preparation

Three models were prepared: the pristine graphene (G) struc-
ture, the modified graphene structures with the SW defect
(MG7) and the defect forming pentagonal and octagonal rings
(MG8). The proposed final G and MG7 models contained
64 carbon atoms each, while the MG8 model consisted of
52 carbon atoms. In the defective models, a substantial propor-
tion of carbon atoms formed defects (B56% for MG7 and
B54% for MG8). For adsorption studies, three different initial
positions of the CO2 and NH3 molecules were chosen for each
model to explore possible interacting arrangements, e.g., for
NH3, the configurations tested were: (1) the N-lone pair
oriented toward the surface, (2) H atoms oriented toward the
surface, and (3) a tilted configuration. These configurations,
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selected from a broader exploration (Fig. S1 and S2), were
sufficient to identify the key adsorption interactions and low-
energy states, with optimized positions consistently converging
to similar arrangements.

Electronic structure analysis

The density-derived electrostatic and chemical (DDEC6)
method63,64 was employed to calculate partial charges (d) and
bond orders (BO). The topology of the electron density (r),
particularly bonding characteristics, was studied using the
electron localization function (ELF)65 and Laplacian electron
density (r2r(rb)).66

Adsorption analysis

The electron density difference (EDD) was calculated for the
optimized graphene structures with adsorbed CO2 and NH3

molecules to investigate electron density distribution among
atoms and the formed interaction types. The adsorption energy
(AE) of CO2 and NH3 molecules was calculated using the
equation AE = Eproduct � (Ecarbon sheet + Emolecule), where Eproduct

is the total energy of the adsorbed system, Ecarbon sheet is the
energy of the isolated graphene sheet, and Emolecule is the
energy of the isolated adsorbed molecule. During calculations,
the adsorbed molecule could relax and explore stable positions
on the graphene surface through geometry optimization, ensur-
ing the system reached the lowest-energy configuration and
provided reliable adsorption energies and stable molecular
arrangements.

Results and discussion
Structure and electron density topology of graphene and
defects

After the energy minimisation, the C atoms presented different
bond lengths, BO and d, according to their neighbours’ posi-
tions, i.e. 5-, 6-, 7- or 8-membered rings (Fig. S3). The defect
formation energies for MG7 and MG8 are shown in Table S1.

The optimised structure of the G model (Fig. 1a) showed the
expected and homogeneous bond length of about 1.42 and
1.43 Å, which was in agreement with the calculated BO (Fig. S3).
In the optimised MG7 model (Fig. 1b), with 5–7 membered
rings, the bond lengths exhibited a wider range (from 1.55 to

1.40 Å, with an average � standard deviation value of 1.43 �
0.03 Å), following a similar trend to their BO, i.e. the shorter the
bond length, the stronger the bond (Fig. S3), showing
the longest (weakest) C–C bonds among the three models.
Furthermore, MG8 (Fig. 1c), with 5–8 membered rings, exhib-
ited weaker bonds than G but stronger bonds than the MG7
model, having bond lengths ranging from 1.47 to 1.39 Å, with
an average � standard deviation value of 1.43 � 0.02 Å (Fig. S3).
However, in the MG8 model, there was no complete correlation
between the bond length and the BO as observed in the other
models: some bonds presented a higher r with a longer bond
length than expected.

According to the topology of r, d has shown a homogeneous
distribution of r in the G structure (Fig. S4a). Otherwise, the
MG7 model presented a higher accumulation of r (lower d�) in
the frontier between the SW defect, 5-,7-membered rings, and
the regular 6-membered rings. In contrast, there was a deple-
tion of r (higher d+) on the 5- and 7-membered rings (Fig. S4b).
In the 8- and 5-membered rings in the MG8 model, there was a
spot with the highest r concentration (lowest d� = �0.55 e),
with a depletion of r in the rest of the defects compared to the
neighbouring 6-membered rings (Fig. S4c). This agrees with the
BO, where the bond strength is related to the r shared by the C
atoms (Fig. 1), as shown by the ELF topology of the different
models (Fig. S5).

The r2r(rb) analysis has shown that, as expected, the more
the localisation of r among the C atoms, the stronger the bond.
For instance, r was evenly localised between the bonded C
atoms (Fig. S5a and d). Otherwise, comparing the delocalised
electron density, the 5- and 6-membered rings presented a
more significant r delocalisation than the 7- and 8-membered
rings (Fig. S5b, c and e, f), as reflected in the difference in
bonding strength.

In more detail, the C–C bonds displayed similar r topologies
in the G model, where the strongest bond had a BO of 1.22 e

Fig. 1 Optimised structures of G (a), MG7 (b) and MG8 (c) models, shown
in the c-view.

Fig. 2 Different bonds in the G (a) and (b) and MG7 (c) and (d) models
according to their BO, coded by colors (red, blue, green and yellow). The
ELF (up) and r2r(rb) (down), along (left) and across (right) sections.
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and the weaker 1.18 e, corresponding to 1.42 (Fig. 2a) and
1.43 Å bond lengths (Fig. 2b), respectively.

The strongest bond found in the MG7 model had a bond
length of 1.40 Å with a BO of 1.39 e (Fig. 2c), presenting a highly
localised r in the bonding area besides the delocalised r towards
the 5- and 7-membered rings. However, the weakest and longest
bond (1.55 Å) in the structure had a thinner localised r area, with
a BO of 0.94 e (Fig. 2d), and the delocalised r appeared in the
inner part of the 5-membered ring next to the bond.

The strongest C–C bond found in the MG8 model had a BO
value of 2.50 e and a bond length of 1.39 Å (Fig. 3a), which
presented delocalised r towards one of the 5-membered rings
next to it. The weakest bond with a BO value of 2.04 e and a
bond length of 1.47 Å (Fig. 3b) was located in a 6-membered
ring next to an 8-membered ring, showing that the delocalised
r was less pronounced in this ring than in the 5-, 6- and 7-
membered rings. This is also observed in a stronger bond, with
a BO value of 2.48 e and a bond length of 1.43 Å in a 5-
membered ring and between two 8-membered rings, where the
bond did not show delocalised r along the 8-membered ring
(Fig. 3c).

However, next to the C atom with the highest r, there was a
bond with the highest BO in the MG8 structure, although the
length did not correspond: BO of 2.54 e and bond length 1.45 Å
(Fig. 3d). This asymmetry of the bond’s r could be caused by
the C atom with the highest charge that ‘‘pushes away’’ the C
atom bonded to it, generating this longer bond but still with a
larger r on average between both atoms.

Besides, the ELF and Laplacian methods showed that the r
was delocalised to the 5-membered rings (Fig. 3d), while also
showing an asymmetry towards the C atom with the highest d�

(�0.55 e) in the defect. This difference between a higher d� and
the surroundings with a lower r can facilitate interactions, e.g.,
with other molecules.

As shown above, the presence of 5-, 7-, and 8-membered
rings introduced localized distortions in graphene and, conse-
quently, its topology. These defects can significantly affect the
bonding environment of neighboring carbon atoms.

Analyzing the sum bond order (SBO) values can provide
insights into the local bonding properties and the structure of
graphene sheets. For the G model, the SBO values for all C
atoms were very homogeneous (SBO = 3.99 e) due to the
delocalised p-electrons contributing to the uniformity of bond-
ing interactions and bond orders across the lattice. On the
other hand, in the MG7 and MG8 models, the presence of
defects disrupts the regular hexagonal lattice structure, leading
to alterations in bond lengths and bond angles and, conse-
quently, in their r topology. For instance, in the MG7 model,
the 6-membered rings presented an average SBO of 4.00 e,
where the variations in SBO corresponded to those C atoms in
the vicinity of the defect, which were also a part of the defect. In
the same way, for the C atoms that formed the 5- and 7-
membered rings, the average SBOs were 3.95 e and 3.89 e,
respectively. In the MG7 model, the delocalized r was predo-
minantly observed within the 6-membered rings, followed by
the 5-membered rings, with a lower presence in the 7-
membered rings. These observations were consistent with the
findings of the ELF and Laplacian electron density analysis
(Fig. S5b and e).

In the case of the MG8 model, the delocalised r found in the
6-membered rings displayed an average SBO value of 3.80 e,
whereas for 5- and 8-membered rings the values were 4.01 e and
3.91 e, respectively. The relative difference in the r value of the
6-membered ring with respect to the MG7 model was caused by
the participation of those 6-membered rings (2/3 of the total
rings) in the 5- and 8-membered rings as well.

Moreover, the higher r in the defects was primarily due to
specific carbon atoms with high d rather than delocalized r on
the rings, although 5-membered rings seemed to exhibit more
delocalized r than 8-membered rings (Fig. S5c and f).

The disruption of conjugation in the graphene structure, i.e.
the highly delocalized p-electron systems, was due to the 5-, 7-
and 8-membered ring defects. It was shown that if part of the
six-membered rings shared atoms with these defects, it further
disrupts the conjugation pathway, leading to more localised r,
e.g., the higher d� found at the proximity of the defects in MG7
(Fig. S4b).

Adsorption of CO2 and NH3

Defects in the graphene lattice can create active sites for
adsorption, potentially enhancing its adsorption capacity. To
investigate this, the interactions of CO2 and NH3 with G, MG7,
and MG8 structures were studied, emphasizing the role of 5-, 7-,
and 8-membered ring defects in determining graphene’s
behaviour.

The orientation of defects critically governed adsorption
configurations. In MG7, CO2 aligned parallel to the surface
(Fig. 4c), maximizing van der Waals interactions, while NH3

tilted to optimize lone-pair donation to electron-rich defect
sites (Fig. 4d). For MG8, asymmetric charge distribution further
localized NH3 near the defect periphery (Fig. 4d), enhancing
adsorption. For CO2 adsorption, the optimized models revealed
that the molecules preferentially adopted a parallel arrange-
ment relative to the graphene surface in most configurations,

Fig. 3 Different bonds in the MG8 model according to their BO, coded by
colours (blue, green, light green and orange). The ELF (up) and r2r(rb)
(down), along (left) and across (right) sections.
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resulting in the lowest adsorption energies (AE; Fig. 4a and b)
and thus more stable configurations (Fig. S6).

MG8 obtained the lowest AE (�15.85 kJ mol�1), followed by
pristine graphene (�14.60 kJ mol�1) and MG7 (�14.19 kJ mol�1).
In pristine graphene, CO2 molecules exhibited a preferred
parallel orientation, maximizing van der Waals interactions
with the surface. The molecules tended to centre over regions
of favourable charge distribution, typically the centres of
6-membered rings (Fig. S6). However, in the presence of defects
(MG7 and MG8), the CO2 molecules displayed a slight tilt and
displacement towards higher electron density (Fig. 4c), likely
facilitating stronger, albeit still predominantly van der Waals,
interactions.

In contrast to CO2, NH3 molecules exhibited a preferential tilting
towards the graphene surface, optimizing interactions between their
lone electron pairs and the surface. This orientation was particularly
evident at defect sites (Fig. S7 and S8). The adsorption energies for
NH3 reflected this trend, showing a clear increase in interaction
strength with increasing defect complexity: MG8 exhibited the
strongest interaction (�14.78 kJ mol�1), followed by MG
(�12.05 kJ mol�1) and pristine graphene (�11.99 kJ mol�1).

This difference in adsorption energies suggests that topolo-
gical defects create more favourable binding sites for NH3

molecules, likely due to a combination of factors including:
(1) the accumulation of electron density (as evidenced by the
EDD maps in Fig. 4d) around the defect sites, leading to
stronger electrostatic interactions; and (2) enhanced dipole
moments induced by the defects interacting with NH3 (Fig. 4d).

A comprehensive DDEC6 charge analysis (Table S2) was
performed to elucidate the adsorption mechanisms. For CO2,
the negligible charge transfer (o0.01 e) across all models
confirms a physisorption process dominated by van der Waals
forces. This was visually supported by the EDD maps (Fig. 4c),
which show only minimal and diffuse regions of electron
redistribution.

For NH3, while the net charge transfer was also small
(B0.007 e), the local charge environment was crucial. The
MG8 defect generated highly electron-rich carbon sites (d� up

to �0.07 e), which engaged in strong electrostatic interactions
with the positively charged NH3 hydrogens (d+ = 0.29 e), as
evidenced by an attractive charge product of �0.018 e2. The
EDD maps provided a clear visual confirmation of this charge
polarization: pronounced electron accumulation (green) is
localized on these specific carbon atoms at the defect site,
while distinct electron depletion (blue) is observed around the
hydrogen atoms of the NH3 molecule (Fig. 4d).

This combination of quantitative charge analysis and visual
EDD evidence robustly confirmed that the greater adsorption of
NH3 on MG8 is primarily driven by localized electrostatics, a
direct consequence of the topological defect’s electronic
structure.

Thus, disrupting the p–p interactions on defect sites allowed
for localized charge accumulation/depletion, facilitating and
enhancing the interaction with NH3, as shown in Fig. S8 and
Fig. 4c and d.

Analysis of molecular distances revealed distinct interaction
patterns for both CO2 and NH3 with the graphene surfaces.
For CO2 adsorption, distances between the molecule and the
nearest C atom of the graphene surface ranged from 3.29 Å to
3.56 Å. In parallel configurations, distances typically ranged
from 3.39 to 3.47 Å, suggesting a more distributed van der
Waals interaction. For perpendicular configurations, CO2 mole-
cules were centered over 6-, 7-, and 8-membered rings (Fig. S6),
exhibiting distances ranging from 3.40 to 3.42 Å. This orienta-
tion likely resulted from interactions between one of the oxygen
atoms of CO2 and regions of electron depletion on the gra-
phene surface, particularly around the centres of these rings
(Fig. S8). For NH3 adsorption, the H� � �p distances were gen-
erally shorter (2.73 to 3.15 Å), indicating stronger localized
interactions. The shortest distance (2.74 Å) was observed in
configuration G-a and MG7-a, where one H atom of NH3 was
tilted towards the graphene surface, forming weak interactions
with the p-electron systems (Fig. 4d). Similarly, the NH3 inter-
action in MG8-a was stronger than those in G and MG7
(Fig. 4b), with the graphene surface at distances of 2.76 and
2.96 Å. The generally shorter distances observed for NH3

compared to CO2 suggest stronger localized interactions, parti-
cularly when the molecule adopted tilted configurations that
allow for stronger interactions with the surface.

Systematic analysis of NH3 adsorption across graphene
variants revealed a progressive enhancement from pristine to
defective structures. Pristine graphene (G) exhibited two weak
interactions (NH� � �p: 2.74 Å, BO = 0.02; 2.85 Å, BO = 0.01).
Similarly, the MG7 structure manifested two weak interactions
(NH� � �p: 2.74 Å, BO = 0.02; 2.84 Å, BO = 0.02) with a slight
increase in its interactions. A defective MG8 configuration
developed multiple interacting sites, presenting four weak
interactions (NH� � �C: 2.77 Å, BO = 0.02; 2.80 Å, BO = 0.02;
2.97 Å, BO = 0.01; 2.97 Å, BO = 0.01). Despite nearly identical
net charge transfer per NH3 molecule (B0.007 e) in all
models, the MG8 system exhibited 23% stronger adsorp-
tion (�14.78 kJ mol�1 vs. �11.99 kJ mol�1 in pristine
graphene) through electrostatic enhancement at defect sites
(Fig. S4). Thus, the localized charge polarization at defect sites

Fig. 4 Adsorption energies (AE) for CO2 (a) and NH3 (b) on pristine
graphene (G) and defected graphene surfaces (MG7 and MG8). Different
adsorption configurations are denoted by -a, -b, and -c. The electron
density difference (EDD) isosurfaces for CO2 (c) and NH3 (d) adsorbed on
G, MG7 and MG8 (from top to bottom). Green and blue isosurfaces
represent electron accumulation and depletion, respectively. The isosur-
face value was set to �0.002 e Å�3.
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(e.g., C d� = �0.07 e in MG8 vs. C d� = �0.005 in G) enabled the
formation of NH3 interactions with stronger electrostatic char-
acter compared to pristine graphene, which had a major
dispersion interaction component (Table S2).

CO2 adsorption was enhanced in defective graphene
through geometric optimization rather than electronic effects.
The 5–8-membered rings in MG8 reduced the closest CO2–
graphene contact distance from 3.44 Å (pristine graphene) to
3.29 Å while enabling interaction sites (e.g., 3.29 Å, BO = 0.02 or
3.46 Å, BO = 0.01). These structural adjustments strengthened
van der Waals forces through closer proximity (enhancing the
1/r6 dependence of dispersion interactions) and cooperative
multi-site engagement, yielding an 8.6% adsorption energy
increase (�14.60 to �15.85 kJ mol�1). Unlike NH3’s charge-
assisted binding, CO2’s physisorption relied entirely on defect-
enabled geometric advantages, optimal topology for molecular
accommodation and simultaneous contact points, without
significant charge transfer (o0.01 e).

Furthermore, MG7 and MG8 defects remained stable with
only minor distortions, showing that adsorption preserves the
non-hexagonal rings (Fig. S6 and S7). Evaluating cycling stabi-
lity through desorption barriers and finite-temperature effects
is left for future work, as it is beyond the scope of the
present study.

Electronic structures of pristine and defective graphene

The band structure analysis demonstrated significant changes
in graphene’s electronic properties caused by topological
defects (Fig. 5). Pristine graphene (G) exhibits a small direct
bandgap of 0.057 eV, with the valence band maximum (VBM)
and conduction band minimum (CBM) positioned at the same
k-point in the Brillouin zone. This small but non-zero bandgap
arises due to finite-size effects in the computational model,
deviating slightly from graphene’s ideal zero-gap semimetallic
nature.

Topological defects significantly alter graphene’s electronic
properties. Both MG7 and MG8 models exhibit negative band-
gaps (�0.252 eV and �0.074 eV, respectively), indicating a
transition to metallic behaviour. The Fermi energy drops from
�2.861 eV in G to �3.084 eV in MG7 and �3.174 eV in MG8,
reflecting the formation of defect-induced states that disrupt
the p-electron network. This behaviour mimics a p-type doping
effect, where defects act as acceptor states, enhancing electro-
nic conductivity.

Impact of molecular adsorption

Molecular adsorption induces noticeable changes in the elec-
tronic structure of graphene models. For G, molecular adsorp-
tion only slightly affected the bandgap and Fermi energy. G-CO2

retained a direct bandgap of 0.056 eV, similar to pristine G,
with a slight upward shift in Fermi energy to �2.838 eV. In
contrast, G-NH3 displayed a comparable bandgap (0.056 eV) but
showed a more pronounced downward shift in Fermi energy to
�2.953 eV, indicating charge transfer between NH3 and the
graphene surface.

Defective graphene exhibited a more significant response to
adsorption. MG7-CO2 showed a marginal increase in the nega-
tive bandgap (�0.253 eV from �0.252 eV), while MG7-NH3

exhibited a further increase to �0.261 eV. These changes were
accompanied by Fermi energy shifts to �3.026 eV for MG7-CO2

and �3.146 eV for MG7-NH3. Similarly, MG8-CO2 displayed
a slight increase in negative bandgap (�0.073 eV from
�0.074 eV), while MG8-NH3 showed a reduction to �0.063 eV.
The corresponding Fermi energy shifts to �3.251 eV for MG8-
CO2 and �3.370 eV for MG8-NH3 were consistent with electro-
nic changes caused by the defect. Additionally, a more detailed
band structure analysis revealed significant changes across the
different graphene systems, with subtle modifications upon
molecular adsorption. Pristine graphene (Fig. 5a) exhibited
characteristic linear Dirac bands meeting at the K point near
the Fermi level (E = 0 eV), indicating enhanced charge transfer,
particularly during NH3 adsorption (Fig. S9). The defective
structures MG7 (Fig. 5d) and MG8 (Fig. 5g) showed notable
modifications compared to pristine graphene.

MG7 displayed increased band crossings at the Fermi level,
particularly along the M–K path, indicating a transition towards
more metallic behaviour. MG8 exhibited the most pronounced
changes among the structures, showing multiple bands crossing
the Fermi level along the entire G–M–K–G path and a more
complex band structure, especially in the range of �2 eV to 2 eV.

The adsorption of CO2 on G (Fig. 5b), MG7 (Fig. 5e), and
MG8 (Fig. 5h) surfaces induced minor perturbations in the
electronic structure of each respective model, largely maintain-
ing their overall band features. The changes were subtle and
primarily manifested as slight modifications in band curvature

Fig. 5 Band structure and DOS for pristine and defected graphene with
molecular adsorption: G (a), CO2-G (b), NH3-G (c), MG7 (d), CO2-MG7 (e),
NH3-MG7 (f), MG8 (g), CO2-MG8 (h), and NH3-MG8 (i). The band struc-
tures were plotted along the high-symmetry path G–M–K–G. The DOS
plots showed the total DOS (black) and orbital-projected contributions
(PDOS) from C(p) (blue), O(p) (green), N(s) (cyan), N(p) (red), and H(s)
(brown). The Fermi level was set to 0 eV.
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and dispersion. However, the most notable change across all
models was observed with NH3 adsorption (Fig. 5c, f and i),
where a distinctive feature appeared in the form of a relatively
flat band just below the Fermi level, around �0.5 eV. This band
corresponds to the sharp peak in the N(p) DOS, indicating the
introduction of localized N-derived states.

The progression from pristine to defective structures
demonstrated a systematic increase in the density of states
near the Fermi level. This trend, combined with the consistent
appearance of the N(p) derived band upon NH3 adsorption,
suggests a potential increase in the chemical reactivity of the
structures, particularly towards NH3 molecules.

Defect-enhanced interactions

Defects significantly amplified graphene’s molecular adsorp-
tion capabilities, especially for NH3. Across all models, NH3

adsorption caused a consistent downward shift in Fermi energy
(e.g., G: �2.953 eV, MG7: �3.146 eV, and MG8: �3.370 eV),
attributed to an increase in r between NH3 and the graphene
surface.

This interaction was predominantly driven by hydrogen
bonding, with NH3 molecules acting as hydrogen bond donors
to the p-electron network.

It is important to note the distinction between classical
hydrogen bonding and interactions with graphene: while clas-
sical hydrogen bonds involve X–H donors and lone pairs on
electronegative atoms, and X–H� � �p interactions with pristine
graphene are typically weak due to delocalized electrons, topo-
logical defects such as non-hexagonal rings localize charge and
enable stronger, more directional interactions resembling par-
tial charge-assisted hydrogen bonds.

The defective models MG7 and MG8 exhibited more pro-
nounced Fermi energy shifts, suggesting that defects created
favourable localized sites for interacting through alterations in
the electronic density. This agreed with the finding in the r
topology (Fig. S4) and EDD maps for MG7 and MG8 models
(Fig. 4c and d). CO2 interactions, by contrast, were weaker and
primarily mediated by van der Waals forces. In pristine gra-
phene, CO2 adsorption resulted in a slight upward shift in
Fermi energy (�2.838 eV), indicative of weak physisorption. In
defective models, minor downward shifts in Fermi energy (e.g.,
MG7-CO2: �3.026 eV and MG8-CO2: �3.251 eV) suggested
enhanced van der Waals interactions at defect sites, likely
due to localized changes in the electronic structure.

Electronic structure analysis via density of states

The DOS provided crucial insights into the electronic structure
of the graphene models. Pristine graphene exhibited a char-
acteristic V-shaped DOS profile (symmetrically at approximately
�2.34 eV and 1.70 eV) near the Fermi level (set at 0 eV), a
signature of its semimetallic nature (Fig. 5a and Fig. S8). This
sharp peak arose from the linear dispersion of p and p* bands
at the K point, resulting in a low density of states at the Fermi
level. The projected DOS revealed that carbon p-orbitals dom-
inate the electronic states near the Fermi level, consistent with

the sp2 hybridization in graphene. Other peaks appeared at
higher energies (�4–6 eV) due to s bonds (Fig. S10).

The introduction of defects significantly altered the electro-
nic surface. Unlike pristine graphene’s characteristic V-shaped
profile, MG7 exhibits multiple peaks near the Fermi level and a
more irregular DOS distribution (Fig. 5d and Fig. S10). Besides, a
noticeable increase in the DOS was observed at the Fermi level,
indicating the emergence of localized states. This increase in
states at the Fermi level suggested enhanced metallic character,
which agrees with the band structure analysis. Moreover, several
peaks appeared below 0 eV (i.e. valence band), around �5.5 eV,
�4.5 eV, and a broader feature between �3 and �2 eV (Fig. 5d).
Some peaks were also observed above 0 eV (i.e. conduction
band), approximately at 2 eV, 3 eV, and a sharp peak at 6 eV
(Fig. S10). There was also a small but noticeable peak near 0 eV
(Fig. 5d and Fig. S10). The overall DOS showed less intense
features compared to MG8 but still deviates from pristine
graphene’s V-shaped profile over the energy range from �4 eV
to 4 eV (Fig. 5d and Fig. S10). The C(p) orbital contribution
remained dominant, together with the asymmetric distribution
of states and the presence of additional peaks around the Fermi
level, suggesting that the defect-induced states primarily arise
from localized p-orbital perturbations.

The MG8 model exhibited the most dramatic modification
of the electronic structure. A sharp and intense peak emerged
at the Fermi level (Fig. 5g and Fig. S10), signifying a high DOS
and metallic character. This distinct feature, absent in pristine
graphene and less prominent in MG7, highlighted the signifi-
cant impact of the eight- and five-membered ring defects in the
graphene electronic structure. The overall DOS profile of MG8
was characterized by increased irregularity, reflecting the sub-
stantial structural distortion introduced by the defects. The
C(p) projected DOS closely followed the total DOS pattern,
confirming that these defect-induced states primarily originate
from carbon p-orbitals.

To assess the impact of defects and adsorbates on the
electronic transport properties, the Fermi integral was calcu-
lated to quantify the number of available electronic states near
the Fermi level (Table S3), e.g., the DOS available for charge
transfer. Thus, the Fermi integral increased substantially from
pristine graphene (0.436) to defective models (MG7: 1.629,
MG8: 2.847), with further increases upon NH3 adsorption
(NH3-MG8: 3.755). This trend correlated with the transition
towards metallic behaviour observed in band structure analy-
sis. The centre of mass of the DOS shifted to lower energies in
defective models, particularly for MG8 (�0.777 eV), suggesting
the introduction of new electronic states below the original
Fermi level. Notably, the percentage of DOS within 1 eV of the
Fermi level increased in defective models, with NH3-MG8
exhibiting the highest value (3%), indicating enhanced reactiv-
ity. The p-orbital contributions remained consistently high
(around 70–71%) across all models, reflecting the preservation
of graphene’s sp2 hybridization despite defects and adsorption.

To gain further insights into the electronic structure mod-
ifications induced by defects and adsorbates, the projected
density of states (PDOS) of the systems were analysed (Fig. 6).
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For CO2 adsorption, C(p) states dominated the overall DOS
profile, particularly near the Fermi level, while O(p) states
showed sharp, localized peaks around �5 eV and 4 eV, suggest-
ing minimal hybridization with graphene. Similarly, for NH3

adsorption, N(p) states exhibited a characteristic sharp peak
around �2 eV, while H(s) contributions were minimal. Both
CO2 and NH3 adsorption showed similar trends across the
graphene models: defective structures (MG7 and MG8) dis-
played increased DOS near the Fermi level compared to pristine
graphene (G), indicating enhanced reactivity. This was particu-
larly evident in MG8, which exhibited the highest density of
states at the Fermi level, consistent with its more pronounced
metallic character compared to the other models.

Defective structures also exhibited broader DOS distribu-
tions, suggesting increased electronic state availability. The
total DOS near the Fermi level increased in the order G o
MG7 o MG8 for both adsorbates, implying enhanced chemical
activity in defective structures. Notably, the molecular states
(O(p), N(p)) maintained distinct features across all models,
indicating partial preservation of molecular character upon
adsorption (i.e. weakly interacting with graphene).

Finally, the PDOS of the defect-forming C atoms in MG7 and
MG8 was examined (Fig. S11). The analysis showed that localized
p-orbitals from the atoms forming the non-hexagonal rings
dominated the states around the Fermi level. This effect was
particularly strong in MG8, where the 5- and 8-membered rings
create sharp defect states directly at 0 eV. This localization

explains the enhanced electronic activity and adsorption reactivity
observed in the defective models compared to pristine graphene.

Conclusions

This study has shown that introducing defects significantly alters
the electronic properties of graphene, transitioning it towards the
metallic character. This is evidenced by increased band crossings at
the Fermi level and a higher density of states near the Fermi level.
These effects were most pronounced in the MG8 model, which
exhibited asymmetrical bonding patterns, localized electron den-
sity, and a shift in the centre of mass of the density of states (DOS)
to lower energies. Defects such as 5–7-membered rings in MG7 and
5–8-membered rings in MG8 disrupted the p-electron system,
causing variations in bond lengths and bond orders that profoundly
influenced graphene’s electronic behaviour.

The presence of defects also strongly affected the interaction
with adsorbates. CO2 molecules adopted a parallel orientation,
while NH3 molecules tilted towards the graphene surface,
optimizing interactions with defect sites. Enhanced adsorption
energies were observed, particularly for MG8, with values of
�15.85 kJ mol�1 for CO2 and �14.78 kJ mol�1 for NH3. The
stronger interactions for NH3 were attributed to accumulated
electron density around defect sites and enhanced electrostatic
interactions.

These findings underscore the potential of defect engineer-
ing to tailor graphene’s electronic and adsorption properties for
advanced gas sensing and storage applications. The observed
shifts in Fermi energy and bandgap upon molecular adsorption
and the enhanced density of states near the Fermi level high-
light defective graphene as a promising material for selective
gas sensing with improved sensitivity and specificity. This
comparative study was conducted at 0 K, and further comple-
mentary finite-temperature simulations represent an important
avenue for future work.
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zation, validation, resources, writing – review & editing,
supervision, project administration, funding acquisition. Hir-
otomo Nishihara: validation, writing – review & editing, super-
vision, project administration, funding acquisition.

Conflicts of interest

There are no conflicts to declare.

Data availability

The data supporting this article have been included as part of
the supplementary information (SI). Supplementary informa-
tion is available. See DOI: https://doi.org/10.1039/d5qm00443h.

Fig. 6 Orbital-projected density of states (PDOS) for CO2 and NH3

adsorption. PDOS for CO2 adsorption on G (a), MG7 (c), and MG8 (e),
showing total DOS (black), C(p) (blue), and O(p) (green) contributions.
PDOS for NH3 adsorption on G (b), MG7 (d), and MG8 (f), showing total
DOS (black), C(p) (blue), H(s) (brown), N(s) (cyan), and N(p) (red) contribu-
tions. The energy is referenced to the Fermi level (0 eV).
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