
Selective NO2 Gas Sensors Employing Nitrogen- and Boron-Doped
and Codoped Reduced Graphene Oxide
Chiheb Walleni, Shuja Bashir Malik, Ghada Missaoui, Mohamed Ayoub Alouani, Mohamed Faouzi Nsib,
and Eduard Llobet*

Cite This: ACS Omega 2024, 9, 13028−13040 Read Online

ACCESS Metrics & More Article Recommendations *sı Supporting Information

ABSTRACT: In this paper, we develop high-performance gas sensors based on heteroatom-doped and -codoped graphene oxide as
a sensing material for the detection of NO2 at trace levels. Graphene oxide (GO) was doped with nitrogen and boron by a chemical
method using urea and boric acid as precursors. The prepared samples were characterized by scanning electron microscopy (SEM),
transmission electron microscopy (TEM), Raman spectroscopy, X-ray diffraction (XRD), and X-ray photoelectron spectroscopy
(XPS). The obtained results proved the successful reduction of graphene oxide by doping effects, leading to the removal of some
oxygen functional groups and restoration of an sp2 carbon structure. New bonds in honeycombs, such as pyridinic, pyrrolic,
graphitic, B−C3, B−C2−O, and B−O, were created. Compared to the nondoped GO, the N/B-rGO materials exhibited enhanced
responses toward low concentrations of NO2 (<1 ppm) at 100 °C. Particularly, the N-rGO-based device showed the highest
sensitivity and lowest limit of detection.

1. INTRODUCTION
In recent decades, chronic lung diseases have increased their
prevalence and become responsible for a high number of
premature deaths worldwide. Their impacts are caused by the
respiration of toxic gases, especially NO2, NO, CO, and SO2.

1

To protect human health and monitor our environment, it is
therefore important to detect trace amounts of these gases.2

Specifically, the development of NO2 gas sensors has been the
subject of numerous research studies, aiming to find a typical
sensing material that accomplishes a good response time,
enhanced selectivity, high sensitivity, and low limit of
detection.
A complementary metal oxide semiconductor (CMOS) is a

technology for developing low-power integrated circuits. It
finds application in various domains, including analog circuits
like image sensors, data converters, RF circuits, and highly
integrated transceivers designed for diverse communication
methods.3 In this context, integrating 2D materials (e.g.,
graphene) with CMOS technology offers tremendous potential
for significantly enhancing chip functionality and enabling the
emergence of 2D applications that match the complexity of the

devices. Moreover, the unique advantages of these materials,
including large surface area and versatile modulation methods,
offer remarkable performance advantages compared to existing
technologies at the device level.4

Metal oxides, including ZnO, NiO, and SnO2, have often
been the preferred choice for developing gas sensors due to
their favorable characteristics, such as wide band gap, high
stability and sensitivity, and inexpensiveness.5−7 However,
some challenges affect their gas detection performance, such as
poor selectivity, high operating temperature (and associated
high energy consumption), and also complex preparation
methods.8−10 These challenges limit the application of metal
oxides for NO2 sensing. Otherwise, conducting polymers have
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also been the subject to many studies11,12 as gas-sensitive
materials, but their performance and marketability have been
somewhat limited because they suffer from important moisture
cross-sensitivity and undergo degradation processes when
operated under ambient conditions.
Alternatively, graphene-based materials were suggested in

the past decade to substitute metal oxides and conducting
polymers in gas sensing applications. Graphene materials show
advantages, such as being produced using cost-effective
methods, transparency, and superior corrosion resistance, and
possess unique properties, such as high conductivity and high
surface area.
Graphene was first produced and identified by Geim and

Novoselov in 2004 at the University of Manchester.13,14 It is a
single layer of graphite with a thick sheet of sp2-bonded carbon
atoms arranged in a honeycomb lattice.15 This carbon-based
nanomaterial has attracted the interest of many researchers due
to its outstanding and unique properties in various fields, such
as energy storage, electronics, and organic solar cells.16−20

Moreover, graphene-based gas sensors have emerged as
promising candidates for reaching the market due to their
excellent features, such as 2D-like structure (high surface area
2629 m2·g−1) and high carrier mobility.20,21 Nevertheless,
despite all of these good properties, pristine graphene is not

well suited as a gas-sensitive nanomaterial because of its
chemical inertness and lack of active sites for the physisorption
or chemisorption of gas molecules.20,22

On the other hand, graphene oxide (GO) is a nanomaterial
derived from graphene, which contains a large number of
active sites owing to the presence on its surface of oxygen-
containing functions, such as hydroxyl, epoxy, and carbonyl
groups. These oxygenated functionalities are responsible for
the higher reactivity of GO.23,24 Several research studies have
been dedicated to the application of GO and heteroatom-
doped GO in the field of gas sensors. Prezioso and co-
workers23 developed a NO2 sensor based on the GO film and
showed that the sensor became inactive when operating
temperatures exceeded 200 °C due to the poor thermal
stability of GO. Besides, the sensitivity was weak at a low
concentration of NO2. On the other hand, GO-based sensors
showed a high adsorption of H2O molecules due to their
strong hydrophilic behavior attributed to the presence of
oxygen functional groups.25 However, the introduction of
oxygen-containing active sites on graphene results in significant
damage to its conjugated π-structure and leads to a sharp
decrease in electrical conductivity. Accordingly, as the NO2
sensing mechanism is based on its adsorption on active sites
and associated charge transfer processes, it is therefore needed

Figure 1. Synthesis process of (a) graphite oxide and (b) N-rGO, B-rGO, and NB-rGO. Adapted with permission from Small 2017, 13, 1701835.
Copyright 2017, Wiley.
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to balance the electrical conductivity and the surface reactivity
when developing a new material for NO2 sensing.
One of the most promising approaches for improving the

surface reactivity without decreasing the electrical conductivity
is chemical doping of graphene networks with heteroatoms like
B, N, P, and S.26−28 Therefore, chemically doped GO can be
regarded as a promising candidate for an efficient NO2 sensor.
Either by surface transfer or substitution of carbon atoms in
the graphene lattice, doping with heteroatoms affects
graphene’s surface, chemical, and electronic characteristics, as
well as its free charge carrier densities and electrical
conductivity.29

Lv et al.30 investigated boron-doped graphene to examine its
ability to detect NO2 and NH3 at low concentrations. Also,
Shaik et al.31 studied nitrogen-doped graphene sheets for the
detection of NO2 at low concentrations and found a limit of
detection of about 2.5 ppm. Dai and co-workers32 presented a
theoretical study using density functional theory (DFT) on gas
adsorption by graphene doped with boron, nitrogen,
aluminum, and sulfur. They found that graphene doped with
B and S was more sensitive to polluting gases, such as NO and
NO2. Esrafili

33 also performed a theoretical study on boron-
and nitrogen-codoped graphene for NO, NO2, and CO gas
detection and showed that doping graphene changes its
electronic behavior and increases the interaction between gas
molecules and the graphene surface.
Accordingly, the aim of this research is to explore a

straightforward and inexpensive route for the N and/or B
doping of GO as a way to achieve doped reduced graphene
oxide (rGO). The use of doped rGO for developing highly
sensitive and selective chemoresistive NO2 sensors is then
investigated and performance is compared against that of
pristine GO sensors.
The main structure and properties of the prepared samples

were studied using different techniques, such as scanning
electron microscopy (SEM), transmission electron microscopy
(TEM), X-ray diffraction (XRD), Raman spectroscopy, and X-
ray photoelectron spectroscopy (XPS). The sensing films were
deposited on alumina transducing substrates by airbrushing as
an easy preparation method, and then, sensors were exposed to
different gas concentrations while operated at room temper-
ature and at 100 °C. Gas sensing results are discussed together
with sensing mechanisms.

2. EXPERIMENTAL SECTION
2.1. Synthesis of Graphite Oxide. Following the

modified Hummers method34,35 (Figure 1a), 1.5 g of natural
graphite powder and 1.25 g of NaNO3 were mixed in 45 mL of
a concentrated H2SO4 (95−98%) solution and kept under
vigorous stirring for 20 min in a beaker immersed in an ice
bath. Then, 4.5 g of KMnO4 was added carefully to the mixture
and the stirring was maintained for 2 h. In the process of
oxidizing graphene, the reaction involves permanganate anions.
These anions play a role in the oxidation of graphite by
introducing oxygen-based groups like epoxides, hydroxyls, and
carboxyls. After that, the ice bath was removed, and the
solution was stirred at 35 °C for 30 min. Afterward, 5 mL of
distilled water was added slowly, the reaction temperature rose
abruptly to 95 °C, and the color of the mixture turned brown.
After 20 min of stirring at 95 °C, 182.5 mL of distilled water
was added to the mixture, and the heating was turned off. The
suspension was further treated by adding 1.5 mL of hydrogen
peroxide (30%), giving the mixture a green color. After that,

the mixture was filtered, washed several times with distilled
water, and then dried at 80 °C overnight to obtain the graphite
oxide powder free from unreacted chemicals and manganese
side products.

2.2. Synthesis of Graphene Oxide and B/N-Doped
and -Codoped Reduced Graphene Oxide (rGO). Initially,
0.250 g of graphite oxide powder was stirred in 40 mL of
distilled water for 30 min and ultrasonicated for 1 h to obtain a
graphene oxide (GO) suspension. To prepare each of the
doped rGO (B-rGO and N-rGO), we proceeded as follows
(Figure 1b): 0.250 g of graphite oxide powder was stirred in 40
mL of distilled water for 30 min and ultrasonicated for 1 h to
obtain graphene oxide (GO) suspension. Subsequently, 10 mL
of ethanol solution of urea/boric acid (3 mg·mL−1) was added
to the previously prepared GO solution. Urea and boric acid
were utilized as the nitrogen (N) and boron (B) sources,
respectively. Additionally, the incorporation of N and B
dopants was intended to facilitate the reduction of graphene
oxide. The mixture was subjected to magnetic stirring for 30
min at a temperature of 60 °C and then to ultrasonication for
10 h at a temperature of 80 °C. Finally, the product was filtered
and washed with distilled water several times and dried in the
oven overnight at 80 °C. The same procedure was carried out
to prepare the codoped reduced graphene oxide (NB-rGO),
using a solution containing 1.5 mg·mL−1 urea and 1.5 mg·mL−1

boric acid as the precursor source.
2.3. Material Characterization. The morphology of

samples was investigated through scanning electron micros-
copy (SEM) using a Quanta 450 from FEI. Additionally,
transmission electron microscopy (TEM) images were
acquired using an ultrahigh-resolution transmission electron
microscope (UHR-TEM)�Libra 200MC. Structural charac-
terization involved X-ray diffraction (XRD) patterns obtained
through a Shimadzu Corporation-LabX XRD-600 instrument
with Cu Kα copper anticathode radiation (λ = 1.54056 Å).
The recording was conducted at room temperature within the
2θ range 10−80°, with steps of 0.05° and an accumulation
time of 20 s/step. Raman spectra spanning a wavelength range
of 100−3000 cm−1 were obtained using a Raman spectrometer
(Renishaw inVia Raman Microscope). The laser used had a
wavelength of 532 nm. Furthermore, X-ray photoelectron
spectroscopy (XPS) was performed using a PHI 5000
VersaProbe photoelectron spectrometer (Ulvac-PHI, Inc.,
Chikasaki, Japan). Surface analysis by XPS involved irradiating
the material with monoenergetic soft X-rays of Mg Kα (1253.6
eV). The energy resolution was 0.6 eV. A dual-beam charge
neutralization system consisting of an electron gun (∼1 eV)
and an argon ion gun (<10 eV) was used to compensate for
built-up charge during the measurements. All XPS binding
energies were calibrated to the Au 4f7/2 peak at 84.0 eV.

2.4. Sensing Layer Preparation and Measurements.
The preparation of sensing devices was performed by
dispersing 10 mg of each material (GO, N-rGO, B-rGO, or
NB-rGO) in 10 mL of ethanol under agitation for 30 min. The
suspension was further ultrasonicated for 1 h and then
deposited on platinum screen-printed electrodes (alumina
substrates from CeramTech GmbH) by the airbrushing
technique at a temperature range of 55−60 °C.36 During
electrode coating, the film resistance was monitored using a
multimeter. This approach enabled enhancement of the
device-to-device reproducibility. The thickness of the depos-
ited sensing layers was 50 ± 5 μm. N2 was used as the carrier
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gas for the airbrushing process. The sensor preparation process
is illustrated in Figure 2a.
The fabricated sensors were placed inside an airtight Teflon

test chamber with a volume of 35 cm3 and tested both at room
temperature and at 100 °C (Figure 2b). To optimize the
system power consumption and enable operation under more
realistic test conditions, the total flow rate was adjusted to a
low rate of 100 mL/min. The gas sensing measurements were
carried out after stabilization of the fabricated sensors under
synthetic dry air for 30 min. Subsequently, sensors were
exposed for 10 min to the target gas diluted with synthetic dry
air. Throughout the whole measurement phase, the temper-
ature inside the test chamber was 25 °C and there was a
remnant ambient humidity (4% R.H.), which corresponds to
about 1250 ppm water vapor. An Agilent HP 34972A
multimeter was used to measure the resistance values of the
sensors. Sensor response, R (%), was defined as follows:

R R R R(%) ( )/ 1000 0= [ ] ×

where R0 is the resistance under dry air and R is the resistance
value obtained under each exposure to the target gas.

3. RESULTS AND DISCUSSION
3.1. Morphological Analysis. The morphology of the

prepared samples was observed by using a scanning electron
microscope (SEM). Figure 3a shows the SEM image of GO.
The surface morphology of GO consists of many agglomerated
and wrinkled sheets, often found in fully oxidized to GO,37−39

allowing the presence of oxygenated functional groups. After

doping and codoping with boron and nitrogen, as depicted in
Figure 3b−d, the appearance of the materials at the scale
shown was almost identical to that of GO and was not affected
by the ultrasonication step. The observed wrinkles and
corrugations might also be ascribed to the intercalation of
boron and nitrogen within the graphene.40,41

The surface morphology of the prepared samples was further
examined by using TEM. The results, shown in Figure 4,
confirmed the flake-type nanostructure of the prepared doped
and undoped GO samples. The dark spots indicate a thick
stacking nanostructure of several layers of graphene oxide,
while the transparent areas suggest much thinner films of few
layers.34,42−44 Selected area electron diffraction (SAED)
patterns, shown in Figure 4a−d, present well-defined spot
patterns composed of extended bright spots in a hexagonal
configuration. This corresponds to rGO in the [001] axis
area.45 Nevertheless, electron diffraction of N-rGO and NB-
rGO films forms a ring-shaped diffraction pattern with
scattered bright spots. This is an indication that the crystalline
graphene sheets are partially disoriented in the N-doped
graphene caused by the structural distortions induced by the
intercalation of N atoms.45 Moreover, the TEM image of the
NB-rGO material shows a porous sheet-like structure
confirmed by the observed corrugations (Figure 4d). This
structure favors electrocatalysis applications because the active
sites can be exposed to reactant molecules, particularly NO2
and other gas molecules.46 Thus, the NB-codoped reduced
graphene oxide can facilitate electron transport during the
redox process and improve the electrocatalytic activity.26

Figure 2. (a) Sensor preparation and (b) systematic experimental setup for performing measurements. Adapted with permission from J. Alloys
Compd., 2023, 941, 169011. Copyright 2023, Elsevier.
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Figure 3. SEM images of (a) GO, (b) N-rGO, (c) B-rGO, and (d) NB-rGO.

Figure 4. TEM image and SAED pattern of (a) GO, (b) N-rGO, (c) B-rGO, and (d) NB-rGO.
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3.2. XRD Analysis. The crystal structure of the prepared
samples (GO, N-rGO, B-rGO, and NB-rGO) was examined by
XRD analysis (Figure 5). The diffractogram of GO displays a
broad peak at about 2θ = 11° (001). This peak is indicative of
the presence of oxygen functional groups in the GO structure
subsequent to the oxidation of graphite.47 Nevertheless, this
distinctive peak of GO vanishes completely in the XRD pattern
of N-rGO, B-rGO, and NB-rGO samples; and a new
characteristic peak appears at 23.13° (002) for the last three
samples. This means that most of the oxygen-containing
groups in GO were efficiently eliminated after the reduction
and doping with heteroatoms.41 This also indicates that the π-
conjugated structure of graphene has been restored consid-
erably at the produced rGO. Similar XRD profiles have been
reported by Abid et al.48

The small intensity peak observed at 2θ = 43° (100) in the
XRD diffractogram for GO corresponds to the honeycomb
structure formed by sp2-hybridized carbons. Additionally, a
similar intensity peak appears in N-rGO, B-rGO, and NB-rGO
at 2θ = 48°, which is also attributed to the same structure. It
should be taken into account that the 2θ value can shift due to
the introduction of dopants, such as N and B. The presence of
these dopants may induce defects in graphene, leading to the

creation of defect sites and structural disruptions in the carbon
lattice, ultimately resulting in lower crystallinity.49

The distance between two layers is a crucial characteristic for
determining the structural information on the material.50 The
interlayer spacing (d-spacing) can be calculated using Bragg’s
Law:

d n2 sin· =
where n is an integer, λ is the wavelength of Cu Kα as 1.541 Å,
d is the interlayer spacing of the crystal planes (Å), and θ is the
Bragg angle.
The decrease in the d-spacing value reveals that the GO has

been significantly reduced by the removal of oxygen functional
groups in its structure.51 Moreover, doping with heteroatoms is
expected to create defects in the rGO structure making d-
spacing changes.48 Indeed, the d-spacing in the GO sample is
found to be d = 0.803 nm, but it decreased to an average of d =
0.384 nm in B-rGO, N-rGO, and NB-rGO samples, indicating
both the successful incorporation of boron and nitrogen atoms
into the GO layer and also the removal of most oxygen
functional groups on the GO surface.41

3.3. Raman Spectroscopy. Figure 6 represents the Raman
shifts of GO, N-rGO, B-rGO, and NB-rGO. The as-made
electrocatalysts present a common D band at 1339 cm−1, G

Figure 5. XRD diagrams of GO, N-rGO, B-rGO, and NB-rGO.

Figure 6. Raman spectra of GO, N-rGO, B-rGO, and NB-rGO.
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band at 1570 cm−1, and a 2D band at 2690 cm−1. The D line is
associated with the vibrations of carbon atoms with dangling
bonds in disordered graphite planes and the defects
incorporated into pentagon and heptagon graphite-like
structures. The G band is caused by the first-order scattering
of the E2g phonon of sp2 C atoms at the Brillouin Zone center
and is present in all sp2 bonds in a graphitic network. It
represents the structural intensity of the sp2-hybridized carbon
atom.52 The intensity of the G line is much greater and the
width is thinner compared with that of the D line. The position
of the G band was not changed upon the B/N doping, as
expected and reported by Beams et al.53 This behavior can be
explained by the low concentration of dopants. Moreover, the
position of the 2D band at 2690 cm−1 shows a multilayer
structure of all of the samples since the monolayer
nanostructure is usually observed at 2679 cm−1.54 More
precisely, referring to the works of Ferrari et al.,55,56 the
position of the observed 2D band indicates that the number of

graphene layers can be estimated to be lower than 10,
confirming the nanostructure of all of the samples.
The intensity ratio (ID/IG) indicates the quality of the

material and the related concentration of sp3 defects in the sp2-
hybridized graphene structure.57 The intensity ratios of D
(disorder) and G (graphitic) bands (ID/IG) of GO, N-rGO, B-
rGO, and NB-rGO are 0.44, 0.35, 0.22, and 0.34, respectively.
These results indicate that the GO sample has more dominant
defect contents, likely due to abundant carboxylic, hydroxylic,
and epoxy groups, expected to be distributed both in the bulk
and at the edges in the graphene oxide sheets. However, the
defects in GO are reduced as the sp2 domains can be partially
recovered by reduction and B/N doping. Such a self-healing
phenomenon could be attributed to the insertion of N and B
atoms in the crystal structure of rGO, which substituted the sp3
C defect sites in the form of pyridinic N, quaternary N, pyrrolic
N, and BC3 and subsequently converted them to the sp2 C
form.58 This behavior was more noticed when B was used as
the dopant.

Figure 7. High-resolution deconvoluted C 1s (a), N 1s (b), B 1s (c), and O 1s (d) XPS spectra for GO and B/N-doped and -codoped rGO
samples.
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Nevertheless, the values of ID/IG also show that some defects
persist in the B/N-rGO samples. These defects are suggested
to be localized mainly along the edges and not in the basal
plane of the graphene sheets.

3.4. XPS Analysis. To evaluate the elemental composition
and chemical environment, X-ray photoelectron spectroscopy
(XPS) measurements were performed.
Figure S2 shows the XPS survey spectra, which revealed the

presence of C and O elements in all samples, N in N-rGO, B in
B-rGO, and both N and B elements in NB-rGO. Table S1 lists
the elemental compositions (in %) derived from the XPS
component intensities.
High-resolution core-level XPS spectra of B1, C1, N1, and O

1s were acquired for inspecting the chemical environment of B,
C, N, and O atoms of the prepared samples. Since the B 1s and
N 1s peaks are of low intensities, they were amplified to be
deconvoluted. The parameters used for the fitting of the XPS
spectra are summarized in the Supporting Information (Table
S2).
By curve fitting, the C 1s XPS spectrum (Figure 7a) reveals

five components in all samples. The dominant component at
284.5 eV is attributed to the sp2 carbon atoms (C�C),
indicating that the majority of C atoms are structured in a
honeycomb lattice.58 The sp3 C−C, C−O, C�O, and O�C−
O chemical groups are represented by the other four low-
intensity components centered at 285.3, 285.9, 287.6, and
288.8 eV, respectively. However, the C 1s spectrum of
graphene oxide reveals prominent peaks corresponding to
both C�C and C−O bonds.59 Particularly, in the C 1s
spectrum of B/N-doped rGO, both peaks attributed to C−C
and C−O can also be assigned to C−B and C−N bonds,
respectively.60

The high-resolution N 1s spectrum was used to identify the
chemical states of various kinds of N dopants. As shown in
Figure 7b, the N 1s spectrum for the N-rGO sample can be
deconvoluted by three components. The component centered
at 397.7 eV refers to nitrogen in the pyridine ring, the
component at 399.9 eV indicates the presence of nitrogen
atoms in the pyrrole ring, and the component at 401.6 eV
corresponds to quaternary nitrogen atoms. In the N 1s
spectrum of boron- and nitrogen-codoped graphene, an
additional component attributed to oxidized O−N species
appeared at 401.7 eV. Within graphene layers, graphitic N
refers to N atoms replacing C atoms.59 These findings show
that nitrogen atoms were efficiently doped into the graphitic
layer of reduced graphene oxide.
The deconvoluted B 1s spectrum corresponding to the B-

rGO sample is shown in Figure 7c. The chemical bond for
BC3, which refers to the substitution of C atoms by B atoms in
the graphene lattice, was found at 191.2 eV. The component at
193.1 eV could be tentatively attributed to the BC2O structure,
which contains a boron atom connected to one oxygen atom
and two carbon atoms. The possible formation of B−O bonds
is shown by the peak at 192.9 eV. The B 1s peak for the boron-
and nitrogen-codoped reduced graphene oxide (NB-rGO)
sample is deconvoluted into four components, namely, BC3
(B-substituted C), B−N, BC2O, and B−O centered at 191.2,
191.8, 192.0, and 192.8 eV, respectively.40

The O 1s peak for the GO sample, as shown in Figure 7d,
consists of four different chemically shifted components and
can be deconvoluted into the following: �C−OH (530.8 eV),
C�O (532.0 eV), C−O (533.1 eV), and C−OH (534.0 eV).
For N-rGO, the presence of oxygenated functions is observed

as O�C−OH (530.7 eV), C�O (532.1 eV), C−O (533.1
eV), and C−OH (534.0 eV) groups.61 The XPS O 1s spectrum
of B-rGO can be curve-fitted into four components centered at
about 530.1, 532.1, 533.2, and 534.0 eV attributable to the
O�C−OH, C�O, C−O, and C−OH species, respectively.62

In the O 1s spectrum of NB-rGO, the four peaks are observed.
These peaks at 530.7, 532.1, 533.2, and 534.0 eV are assigned
to O�C−OH, C�O, C−O, and C−OH.63

Considering the B 1s and O 1s XPS spectra, the presence of
B2O3 (as it shares the same binding energy as BC2O) cannot
be ruled out.60

The XPS analyses suggest that GO, upon thermal annealing
with boric acid and urea, contains boron and nitrogen
functional groups as well as oxygen functional groups that
remained after the oxidation of graphite.

3.5. Doping Effect in Graphene Oxide Electronic
Properties. The introduction of boron (B) and nitrogen (N)
atoms into graphene oxide is a logical choice owing to their
similar atomic sizes compared to carbon (C) and their
respective roles as hole acceptors and electron donors in
substitutional B and N doping. From a theoretical standpoint,
the electronic properties of graphene oxide are altered after the
doping process. Following oxidation, graphene oxide develops
a band gap, rendering it effectively insulating with a position of
Fermi level in the valence band (Figure 8a).64 Upon

substitutional doping with B and N atoms and subsequent
reduction of certain oxygen functional groups, the band gap
diminishes, leading to a significant enhancement in electrical
conductivity. Consequently, the Fermi level is positioned in the
valence and conduction bands, illustrating desirable p-type and
n-type conducting electronic properties, as depicted in Figure
8b,c.65

3.6. Gas Sensing Measurements. The gas sensing
characteristics of the prepared devices were evaluated by
monitoring their relative resistance changes upon exposure to a
specific concentration of NO2. The gas detection measure-
ments were carried out at room temperature, 100 °C, and 200
°C after applying different concentrations of NO2: 100, 300,
500, 700, and 1000 ppb. When operated at room temperature,
the different sensors showed a slight resistance change (not
presented here), which could not be clearly distinguished from
the noise signal. In addition, the NO2 detection test at 200 °C
showed either no response from GO, N-rGO, and B-rGO or a
faint response from the NB-rGO-based sensors (see Figure
S1). These NO2 concentrations are at least 3 orders of
magnitude lower than the one of background humidity (i.e.,
∼1250 ppm). However, when operated at 100 °C, responses
were observed, indicating that a significant increase in

Figure 8. Electronic structure bands of (a) graphene oxide, (b) B-
rGO, and (c) N-rGO.
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temperature could activate more active sites on the material
surface for the adsorption of gas species.66

The repeatability of four sensors was evaluated by exposing
the sensors to different concentrations of NO2 for three
consecutive sensing cycles at 100 °C. The four sensors have
shown different baselines at the first cycle. The baseline
resistance of the four sensors is not fixed and can change
sinusoidally before being exposed to target gas, and it suggests
that the baseline resistance is influenced by factors, such as
environmental conditions and the sensor’s internal dynamics.
However, the second and third cycle displayed good
repeatability and stability of 4 sensors.
Accordingly, it is clearly observed that GO-, B-rGO-, N-

rGO-, and NB-rGO-based sensors displayed resistance changes
toward consecutive pulses of NO2 concentrations when
operated at 100 °C (Figure 9).

Thus, a progressive increase in the responses of the four
prepared sensors was observed according to the increase in the
NO2 concentration (Figure 10a). The four sensors displayed a
good response to recovery time about Tresp/Trec = 10/30 min.
Likewise, the response of the GO-based sensor increased from
0.25 to 4.28% when the NO2 concentration increased from 100
ppb to 1 ppm, while the B-rGO (NB-rGO, respectively) sensor
showed a response increase from 0.33% (0.83%) to 4.73%
(8.44%, respectively). Particularly, the N-rGO-based device
displayed the highest response and the highest change in its
response with the NO2 concentration, which has boosted from
1.33% (at 100 ppb) to 11.8% (at 1 ppm). Moreover, the
obtained results showed that the B-rGO, N-rGO, and NB-
rGO-based sensors revealed a better response than the pristine
GO, which proves the effect of doping in the improvement of
the detection process.67,68 This improvement may be related to
the higher interaction existing between the doped GO surface
(as showed by the XPS analysis) and NO2 molecules, which

leads to a modification of the charge carrier concentration and
hence to a change in the resistance of the films.69 This occurs
despite the surface of the doped GO encloses only few sites of
oxygenated groups and sp3 bonds,23 usually expected to
enhance the GO/NO2 interaction. The reason for such a
behavior is 2-fold: (i) the first is the morphological differences
existing between doped and nondoped GO samples, as
explained by Kacem et al.70 The SEM images showed that
doped GO samples are more exfoliated, thus presenting a more
active surface to interact with NO2 molecules than GO
samples; (ii) the second is the conduction type, where it
should be noted that the B/N-reduced graphene oxide samples
display enhanced n-type conduction, which leads to the
increased response in the presence of NO2 molecules. Indeed,
the rGO usually shows a p-type semiconductor material
behavior. As an element of the fifth group, nitrogen further
enhances the n-type conduction in rGO, which is located in
graphene basal as pyrrolic, pyridinic, and graphitic bonds.
Consequently, the nitrogen provides excess electrons that favor
more interactions with NO2. This process is consistent with
findings by Chang et al. in the context of NO gas.71 On the
other hand, boron usually enhances the p-type conduction
within the distribution of BC3 and BC2−OH bonds. This
enhancement effectively boosts the p-type conduction of
reduced graphene oxide (rGO) and may consequently
facilitate the adsorption of NO2 gas.72 For the NB-rGO
material, it enhances the n-type conduction mainly due to the
presence of nitrogen.33

Figure 10b displays the calibration curves corresponding to
NO2 sensing by the prepared GO and doped rGO-based
sensors. Table 1 shows the sensitivity and the limit of detection
of each sensor, where the sensitivity is given by the slope of the
calibration curve. The limit of detection can be calculated
according to the formula:

b
LOD 3

RMSnoise= ×

where b is the slope of the calibration curve (sensitivity) and
RMSnoise is the root-mean-square deviation at the baseline.73

It is clearly noticeable that the N-rGO-based sensor
displayed the low LOD of 12 ppb and the highest sensitivity
(1171 × 10−2 ppm−1).
Additionally, a new evaluation of the four sensors was

conducted for their response to alternative chemical gases with
consistent concentrations, including NO2 (1 ppm), ethanol
(10 ppm), CO (100 ppm), and benzene (10 ppm; refer to
Figure 11) at 100 °C. Notably, the 4 sensors exhibited an
extreme selectivity specifically toward NO2, relative to the
other tested gases. This significant selectivity is particularly
observed in the N-rGO sensor, which is attributed to the
distinctive adsorption characteristics of NO2.
These performances of the B/N-doped rGO are found to be

better than those reported for graphene-based sensors (see
Table S3) even though our measurements were carried out at
lower NO2 concentrations (i.e., ≤1 ppm). Accordingly, the
synthesized B/N-doped rGO, and specifically, the N-rGO, is
presented as a potential candidate with good NO2 sensing
properties.
A possible mechanism for the detection of NO2 using B/N-

rGO is proposed and illustrated in Figure 12.
The atmospheric oxygen molecules are adsorbed at the

surface of graphene, where they are reduced to O2
− and O2−

ions.20 As illustrated in Figure 12, the capture of electrons by

Figure 9. Repeatable cycles of 4 sensors. A linear baseline correction
was applied to the response curves in view of minimizing drift.
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oxygen molecules leads to the shift of the Fermi level of
graphene toward the valence band side. As oxidizing entities,
NO2 molecules also withdraw electrons from the graphene
surface and oxygenated groups derived from GO and B/N-
doped rGO. Similarly, the N atom can bind with one oxygen
atom of the NO2 molecule as confirmed by Adjizian et al.74

Consequently, the Fermi level of the prepared graphene
materials shifts further to the valence band, which results in
more holes becoming available in the valence band, thus
leading to a drastic decrease in sensor resistance upon exposure
to nitrogen dioxide.5,75 When NO2 is removed from the sensor
environment, the original equilibrium of surface species is
regained, the Fermi level is shifted toward the conduction
band, and the electrical resistance of the sensor increases to the
baseline value in air (see Figure 9).

4. CONCLUSIONS
In summary, we have successfully synthesized boron- and
nitrogen-doped and -codoped reduced graphene oxide using a
simple chemical doping method. The prepared samples were
widely investigated for their main structure and analyzed using
SEM, TEM, XRD, Raman, and XPS techniques. Interestingly,
boron and nitrogen dopants have been extremely involved in
the reduction of graphene oxide by the removal of significant
oxygen functional groups, as confirmed by the characterization
results. In addition, NO2 sensing devices based on the prepared
samples were developed using a simple and inexpensive
technique. Accordingly, B/N-rGO samples have proved higher
performances for NO2 sensing than the nondoped graphene
oxide. This is suggested to be attributed to the distribution of
active sites and created bonds, which effectively favors the
transfer of electrons between NO2 molecules and the graphene
surface. Specifically, the N-rGO sensor has shown a higher
response, sensitivity, and lower limit of detection than the
other doped B-rGO and NB-rGO sensors toward NO2 when
operated at 100 °C. The created pyrrolic, pyridinic, and
graphitic bonds are responsible for the enhanced n-type
conduction, which is strongly related to the improved response

Figure 10. NO2 response of GO, B-rGO, N-rGO, and NB-rGO at 100 °C (a) and associated calibration curves (b).

Table 1. Sensor Sensitivity and LOD Values

sensors GO B-rGO N-rGO NB-rGO

sensitivity (10−2 ppm−1) 475 490 1171 909
LOD (ppb) 39 27 12 24

Figure 11. Responses of the 4 sensors to NO2 (1 ppm), ethanol (10 ppm), CO (100 ppm), and benzene (10 ppm) at 100 °C.
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of the N-rGO sensor. Sensor performance could be optimized
further by carefully tuning the N doping level of rGO,
something easily achievable employing the synthesis method
described here. This would be the subject of future research.
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