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Laser-induced fibers and copper phthalocyanine
modified laser-induced graphene electrodes for

sensitive and selective electrochemical detection
of nitritey

Anurag Adiraju, © *2 Aditya Jalasutram,? Ammar Al-Hamry, ©2 Malak Talbi,?
Junfei Wang,? Christoph Tegenkamp € ® and Olfa Kanoun?

We have recently reported laser-induced fibers (LIF) as a promising nanomaterial that possesses good
electrochemical activity and are easily manufacturable. In this paper, for the first time, the application of
LIF as functionalization materials on laser-induced graphene (LIG) electrodes for the detection of nitrate
is demonstrated. The as-fabricated LIF surfaces on Kapton were extracted by ultrasonication as
a dispersion and were used to modify the surface of the LIG electrode. An enhancement in active
surface area from 0.669 cm? for bare LIG to 0.83 cm? for LIF-modified LIG was observed. Similarly, the
heterogeneous electron transfer rate increased from 0.190 to 0.346 cm s* for LIF/LIG electrodes. The
electrochemical detection of nitrite was achieved by modifying the LIG with a nanocomposite of LIF and
copper phthalocyanine (CuPc). The presence of CuPc provided the desired catalytic activity towards the
oxidation of nitrite, and the LIF enhanced the electron transfer to the electrode. Such a synergetic
combination of the LIF embedded with CuPc enabled reaching a low limit of detection (LoD) of 0.12 uM,
a large linear range from 10 to 10 000 uM and good selectivity in the presence of potential interferants.
The sensor had a long shelf life of 30 days and good analytical capability to detect nitrite in mineral, tap,
and groundwater. The potential of LIF is largely unexplored and the findings reported here on the fibers
would open manifold opportunities for realizing novel applications.

Introduction

Carbon fibers, with typical dimensions in micrometers, are
made of sp>-bonded carbon atoms possessing good electrical
conductivity, high mechanical strength, high surface area, and
superior thermal properties.”” Owing to their valuable proper-
ties, their applications in the field of sensors include structural
health monitoring as strain sensors, temperature and humidity
sensors,” and modification materials for electrochemical
sensors.* Their use in electrochemistry could be related to the
fact that they possess good intrinsic carrier mobility, stability,
and enhanced electrical conductivity.® In addition, they are also
widely used as materials for microelectrodes.® The current
production methods of the fibers include thermal, chemical
vapor deposition and electrospinning, followed by heat treat-
ment* with different polymer precursors that include
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polyacrylonitrile, polyvinyl alcohol, and polyimides, to name
a few.” This is followed by stabilization in air, carbonization,
and a final heat treatment in an inert environment.? However,
these methods necessitate long durations, requiring expensive
precursor materials and specialized equipment, with a low
production rate of fibers.

CO, laser interaction with polyimide sheet such as kapton
produces LIG electrodes with high surface area and at certain
combinations of laser powers also produces LIF surfaces
consisting of protruding fibers from the surface. These fibers
have dimensions in the order of nanometers on the surface.>*®
Recently, we have reported on the conductive nature of these
fibers formed on LIG in a single, cost-effective step by irradia-
tion of CO, laser beam on the polyimide substrate.”” As the
fibers are loosely bound, extracting these fibers in the form of
a dispersion (LIF dispersions) and modifying electrochemical
electrodes with them showed an enhancement in electro-
chemical activity in the presence of standard redox probes.
Building on the previous work, this research aims to investigate
and demonstrate the usefulness of LIF as a modification
material for the electrochemical detection of nitrite, thus
proposing an alternative way to produce carbon fibers and
exploring the potential prospects of LIF.

© 2024 The Author(s). Published by the Royal Society of Chemistry
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Nitrite, an important constituent in the nitrogen cycle, is
used as a food preservative,'* rust inhibitor," and fertilizer*® for
crops. However, nitrite has several detrimental effects on
human health as its intake can cause cancer," blue baby
syndrome," and damage to the central nervous system.'® In this
regard, the U.S. Environmental Protection Agency has set 21.7
uM as the maximum allowable level for nitrite in the environ-
ment'” and electrochemical sensors are a promising alternative
to detect nitrite due to their simplicity to use, low cost, porta-
bility, sensitivity, and fast measurement times without
requiring experienced personnel.'®*

Among the electrodes, glassy carbon electrodes are the most
widely used due to their high chemical stability and large
polarization window.>*** On the other hand, screen-printed
electrodes (SPEs) based on carbon offer advantages such as
potential for miniaturization, and low sample requirements
compared to bulky electrodes.”® Nevertheless, the fabrication
procedures for SPEs are time-consuming, with multiple steps,**
and require complex procedures for ink formulations.* In this
regard, LIG offers straightforward patterning of graphene-based
surfaces in ambient air without any inks and at the same time
overcomes the disadvantages associated with the conventional
methods for the synthesis of graphene.***” LIG consists of
a porous multilayer graphene bonded with sp>-bonded carbon
atoms and provides high conductivity and surface area for
electrochemical sensors®® and there have been several LIG-
based electrochemical sensors to detect targets with good
sensing properties, reproducibility, and stability.>**°

Concerning the detection of nitrite, gold (Au),* silver (Ag),*
copper (Cu),* and cobalt (Co) nanoparticles (NPs) have been
investigated by combining with different carbon nano-
materials.">** The reason is that only carbon materials suffer
from poor electrocatalytic activity.** For example, Chu et al.*®
modified the glassy carbon electrode by successive deposition of
reduced graphene oxide and electrodeposition of copper nano
dendrites to detect nitrite with a LoD of 0.06 uM. Further, a GCE
modified with silver-reduced graphene oxide was used to
quantify nitrite.’” LIG-based electrodes modified with CNT and
Au NPs,*® polyvinyl chloride-based ion selective electrode,*
nanocarbon and AuNPs,* and nitrogen and oxygen-doped LIG
films** were developed for the electrochemical detection of
nitrite. On the other hand, Zhang et al*® highlighted the
potential of carbon fiber paper for detection, which was fabri-
cated by implementing multiple steps that involved heating at
high temperatures and drying.

In this research investigation, we report on the use of novel
carbon fibers, termed LIF, in combination with CuPc (CuPc-LIF/
LIG) as a novel modification material for LIG electrodes. The
enhancement in the electrochemical performance after modi-
fication by LIF and the electrocatalytic activity achieved through
CuPc towards the oxidation of nitrite was investigated by cyclic
voltammetry and electrochemical impedance spectroscopy
(EIS). The detection properties of the CuPc-LIF/LIG electrode
that include LoD, linear range, repeatability, reproducibility,
and shelf life of the developed electrode were evaluated. The
analytical capability of the sensor was tested by the detection of
nitrite in ground, tap, and mineral water. The performed
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investigations and obtained results in this work show the
potential application of LIF as a modifier material for electro-
chemical sensors, and also demonstrate the good nitrite
detection capability of the CuPc-LIF/LIG electrode.

Fig. 1 shows the graphical illustration of (a) the preparation
of LIF dispersion by ultrasonication, (b) the schematic of the
fabricated LIG electrode and its modification with the CuPc-LIF
composite, and (c) the electrochemical detection of nitrite in
ground, drinking, and tap water. Further details on materials
and preparation of dispersion and electrodes, including the
measurement parameters, are elaborated in the Materials and
methods section and the dimensions for the electrodes are
shown in Fig. S1.}

Materials and methods
Materials used

All the reagents used in this work were of analytical grade and
used without any further purification. Sodium nitrite (NaNO,),
sodium phosphate dibasic heptahydrate and monobasic mon-
ohydrate (Na,HPO,-7H,0 and NaH,PO,-H,0), sodium bicar-
bonate (NaHCOj;), potassium carbonate (K,COs), potassium
nitrate (KNO;), magnesium chloride (MgCl,), copper sulfate
(CuS0,), potassium acetate (CH;CO,K), sulfuric acid (H,SO,),
sodium hydroxide (NaOH) and potassium ferri-ferrocyanide
were purchased from Merck, Germany. A Kapton sheet of
thickness 110 pm was purchased from Dupont, Germany.

Fabrication of LIG electrodes

The LIG electrodes were fabricated by a computer-controlled
CO, laser system (Epilog Mini 24) with a wavelength of 10.6
um from Epilog. The three-electrode pattern was generated in
the computer with control over the laser parameters to produce
LIG surfaces. Specifically, to realize the three-electrode LIG void
of fibers, a laser power of 4 W, scan rate of 50 mm s~ ', and 1200
DPI were selected. The detailed procedure for fabricating the
electrochemical LIG-based electrodes is as follows. Initially, the
Kapton film was covered with a mask and left overnight to
ensure good adhesion. The next step involved laser-cutting the
mask at prescribed locations to apply silver for the contacts and
reference electrodes and leave it to dry before engraving LIG.
Finally, the LIG-based working and counter electrodes were
engraved to ensure the alignment with the realized contacts. An
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Fig. 1 Graphical illustration of (a) the sonication of LIF electrodes for
the dispersion and preparation of the composite of LIF and CuPc, (b)
fabrication of LIG electrodes by CO, laser and modification with the
composite by drop-casting on the surface, and (c) electrochemical
detection of nitrite in ground, drinking, and tap water.
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insulation tape was used as a passivation layer for the three-
electrode system. For direct laser writing of LIF surfaces, the
parameters used were 12 W, 125 mm s~ ', and 1200 DPI.

Preparation of LIF and CuPc composites

For the preparation of LIF dispersion, six LIF squares of 5 mm?®
dimensions were immersed in the isopropanol solution. The
solution was then ultrasonicated for 24 hours, at which point,
through visual inspection, it was confirmed that the surface was
completely free of superficially bound materials. 5 mg of CuPc
was dispersed in an isopropanol solution and was bath soni-
cated for 20 minutes to homogenize the solution. To prepare the
nanocomposite dispersion, LIF and CuPc solution were mixed
in a 1:1 ratio and the solution was bath sonicated before
subsequent use.

Instrumentation and measurement methods

All the electrochemical measurements were performed by using
a commercial potentiostat, PalmSens4 from EKTechnologies,
Germany. The EIS measurements of the electrodes in 5 mM
[Fe(CN)e]' ™~ in 0.1 M KCI solution were performed from 50
000 Hz to 1 Hz at a dc potential of 0.2 V. The spectra were fit by
using PS Trace software provided by PalmSens. The analysis of
electrode behavior towards nitrite was performed by adjusting
the pH of the solution by H,SO, and NaOH. The detection by
square wave voltammetry was performed from 0.2 to 1 V at
a frequency of 10 Hz. FTIR analysis of the surfaces was per-
formed by using an INVENIO S spectrometer from Bruker,
Germany, in attenuated total reflectance mode, and the soft-
ware compensated for the influence of the environment. Raman
measurements were obtained by using a Raman plus 532H laser
from Metrohm, Germany, with an integration time of 60
seconds and a maximum power of 30 mW for spectra acquisi-
tion. The measurements were obtained at three different posi-
tions on the surface for all the electrodes. SEM imaging was
performed by using a Nova NanoSEM 200 microscope.

Results and discussion
Characterization of LIF

Fig. 2 shows the scanning electron microscopy (SEM) images
and Raman spectra of the dispersions of LIG fibers drop-coated
on an indium tin oxide substrate and Fig. S27 shows the image
of the LIF surface before immersion and sonication. The
nanostructures in Fig. 2 are identified by sheet and fiber-like
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Fig. 2 (a) SEM images of LIG nanostructures drop coated on an ITO
substrate, (b) magnified image highlighting the fibers, and (c) average
of the Raman spectra obtained at three different positions.

28650 | RSC Adv, 2024, 14, 28648-28658

View Article Online

Paper

structures similar to the morphology of the LIF surface in
Fig. S2.1 The magnified images in Fig. 2b show that the fibers
are intertwined as bundles and wrapped around the sheet
structures. The identified sheet morphology has been hypoth-
esized to fragment into fibrous morphologies® with the rise in
power. Notably, the coexistence of the sheets, fibers, and
subsequent fragmentation into droplets in the dispersion was
also observed in this work. However, as the fibers were evident
all around the sheet structures, the terminology for describing
the solution and the modified electrode was LIF.

Fig. 2c shows the Raman spectra comprising bands at
1338 cm ™, 1572 cm™}, 2684 cm ™, and 2916 cm ! that are
assigned to D, G, 2D, and D + D' bands, respectively. The presence
of D band indicates the surface is induced with disorders and is
typically active when defects are present in the sample. The G
band indicates sp>-bonded carbon originating from first order
scattering processes. The 2D band is an overtone of the D band
and is the prominent band in graphene surfaces and the D + D'
band is related to two phonon defect-induced activity.”~** The
ratio of the D to G bands, a representative of the defect density,
was quantified from the average of three spectra obtained at
distinct positions, and its value was 0.82 £ 0.01, indicating the
defect-induced nature of the LIG nanostructures.

Characterization of LIF-modified LIG surfaces

The as-prepared dispersion of LIF was used to modify the
working electrode of the LIG. SEM images shown in Fig. 3a depict
a highly porous network of LIG with sizes of the pores in the
micrometer range that are formed due to the release of gaseous
products.** The magnified image depicts the interconnected
texture of the porous LIG that provides the high surface area
needed for electrochemical applications. The SEM image of the
LIF/LIG shown in Fig. 3a is characterized by the random distri-
bution of fibrous bundles of varied sizes on LIG and the
magnified image reveals one such fiber bundle. Notably, the drop
cast fibers are adsorbed and intertwined within the porous
interconnected network, which enables the achievement of the
desired sensor properties, including good stability and repro-
ducibility, as discussed below. Fig. 3b shows the average Raman
spectra of the LIG and LIF/LIG electrodes obtained from three
different positions on the surface. Both the electrodes have
similar Raman spectra with characteristic D, G, and 2D bands. As
LIG is a highly defect-induced surface,* a notable difference in
the Ip/I ratio was not observed after modification with LIF and
the quantified values were 0.80 £ 0.02 for LIG and 0.815 + 0.05
for LIF/LIG electrodes. In addition, the I,/I; ratio is sensitive to
the layers and its value rises with a decrease in the number of
layers. The quantified ratio is 0.51 + 0.01 for the LIG surface,
indicating the multilayer nature of graphene.*® The functional
groups of the surfaces were confirmed by FTIR spectroscopy and
are shown in Fig. 3c. LIG and LIF/LIG surfaces consist of bands at
2987 cm™ ' and 2880 cm ™, 1725 em ™}, 1610 cm™?, 1376 cm ™,
and 1242 cm™" that are associated with vibrations from stretch-
ing of C-H bonds, C=0 in the carbonyl group, C=C in the
graphene structures, C-O-C from the epoxide group and C-O
stretching, respectively.*’~*

© 2024 The Author(s). Published by the Royal Society of Chemistry
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Fig.3 (a) SEM images of bare LIG and LIF/LIG and to the right are corresponding magnified images, (b) and (c) Raman and FTIR spectra of LIG and

LIF/LIG, respectively, (d) and (e) the CV curves obtained in 5 mM [Fe(CN)g]*~>~ at different scan rates for LIG and LIF/LIG, respectively, (f) the plot
of peak currents versus square root of scan rate and (g) the EIS spectra of the electrodes with the inset showing the equivalent circuit used for

fitting.

The electrochemical behavior of both the electrodes was
investigated by recording cyclic voltammetry (CV) curves at
different scan rates in a 5 mM of ferri-ferrocyanide
([Fe(CN)g]*37) in 0.1 M potassium chloride solution as shown
in Fig. 3d for LIG and Fig. 3e for LIF/LIG electrodes. As can be
seen from the figures, after the functionalization with LIF, an
increase in peak current and a reduction in peak potential
difference were observed as compared to the bare LIG. This
confirms that the modification by LIF enhances the electro-
chemical activity and conductivity of the electrode. Fig. 3f
depicts the plot of peak current as a function of the square root
of the scan rate. A linear increase in the values of peak currents
was observed in good R* values for both electrodes, suggesting
diffusion as the dominant mechanism. The evaluation of the
active surface area and heterogeneous electron transfer rate
provides a quantitative estimate of the enhancement resulting
from the modification with LIF. The active surface area of both
the electrodes was evaluated using the Randles-Sevcik equation
for a quasi-reversible reaction® as shown in the below equation:

3
I, = (2.65 x 10°)n2CAvDv 1)

I, is the peak current, n denotes the electrons transferred, D
is the diffusion coefficient of potassium ferricyanide and the
value is given as 7.6 x 10 ®cm?®s ™', A is the surface area and v is
the scan rate (V s~'). By evaluating the peak currents for both
electrodes at a scan rate of 0.1 Vs, the active surface area was
calculated to be 0.669 and 0.837 cm” for LIG and LIF/LIG elec-
trodes, respectively, indicating the high surface area of the LIF
on the surface. The heterogeneous transfer rate constant was
calculated according to eqn (2)** by the Nicholson method
where the value of ¥, a kinetic parameter, is based on the peak
potential difference of the oxidative and reductive currents
evaluated from CV. Dy and Dy denote the diffusion coefficients
for ferricyanide (7.6 x 10°° cm” s ") and ferrocyanide (6.3 x
10°% em?® s 1), F is the Faraday constant (96 485 C), R is the
universal gas constant (8.314 J] K mol '), T is the absolute
temperature in K and « is the charge transfer coefficient and its
value is 0.5.

© 2024 The Author(s). Published by the Royal Society of Chemistry
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The k° values were obtained from the procedure mentioned
in ref. 52 and were found to be 0.025 and 0.0343 cm s~ for LIG
and LIF/LIG, respectively, which indicates the enhanced elec-
trochemical activity of the electrode after modification with LIF.
The charge transfer characteristics were further investigated by
performing EIS in [Fe(CN)¢]* >~ solution, which has a semi-
circle part at high frequencies and a diffusion part at low
frequencies as seen in Fig. 3g. The data was fit using the Ran-
dles equivalent circuit shown in the inset of Fig. 3g, where Ry,
and R are the solution resistance and charge transfer resis-
tance, respectively, CPE is the constant phase element and W is
the Warburg impedance. The obtained R.; values are 17.28 W
and 8.88 W for LIG and LIF/LIG electrodes, respectively, which
complement the results from CV and confirm the conductive
nature and high electrochemical activity achieved by the
modification with LIF on LIG.

Optical and electrochemical characterization of CuPc-LIF/LIG

For the electrochemical detection of nitrite, the surface was
modified with the composite of CuPc-LIF solution. CuPc was
used as it is known to have good catalytic behavior towards the
oxidation of nitrite. Fig. 4a shows the SEM images of CuPc-LIF-
modified LIG (CuPc-LIF/LIG) wherein rod-like structures of
various dimensions typical of CuPc molecules®** were identi-
fied. The magnified image shows the fiber structures
surrounding the CuPc molecules of smaller sizes. Raman
spectra with CuPc on the surface were distinctive with new
peaks originating in the molecule’'s spectra as seen in Fig. 4b.
The band at 591 cm ™ is attributed to the benzene ring defor-
mation of CuPc and those at 678 cm ™" and 830 cm ™ are related
to C-N-C stretching vibrations.** The C-H bending vibrations
were noticeable at 1035 cm™' and 1136 cm™'.** The spectral
range from 1350 to 1550 cm ' is the fingerprint for different
phthalocyanine molecules. For CuPc, the bands identified at

RSC Adv, 2024, 14, 28648-28658 | 28651


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d4ra03341h

Open Access Article. Published on 09 September 2024. Downloaded on 5/1/2026 12:42:13 PM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

RSC Advances

View Article Online

Paper

b) CuPC-LIF/LIG d) 80 z LkLg f) 20 0050Vs"
Z 4 iU‘MS v :»‘
3 ,.r"' 15{—om00vs
2 < < 0150V
z = LIG| = 10 3200v3
E = <
£ = =
= B s
E E

X 3 3
E o o] N\
E - i Blank solution
z

0 CuPc-LIF/LIG|  -10

- 0.2 0.4 0.6 08 00 02 04 06 08 10
0 750 1500 2250 .
Waveumber / cm™! Potential / V Potential / V
c) CuPC-LIF/LIG e) 0 - g)
s : 16 y=33.26*x-1-57, R? = 0.996
< < <
s =5 =
8 ~ & LS
=1 <09 % =]
£ § g 12
E 1323 1085 3 5
g 3 3
g 1162 and 1123 206 %
2 g 0 S 8
&= [ [
723 ° <
0.3 4
3500 3000 2500 2000 1500 1000 500 3 4 5 6 7 0.2 03 0.4 0.5
Wavenumber / cm’! pH values VScanrate /V Vs’

Fig. 4

(a) SEM image of the CuPc-LIF/LIG electrode with the magnified image at the bottom, (b) and (c) Raman and FTIR spectra of CuPc-LIF/LIG

electrodes, respectively, (d) the SWV response of LIG, LIF/LIG, CuPc/LIG, and CuPc-LIF/LIG modified electrodes towards 100 pM concentration
of nitrite at pH5 with the inset showing the bar graph of evaluated peak currents, (e) the peak currents recorded from SWV curves at different
values of pH for 0.1 M PBS with nitrite, (f) the CV curves of the CuPc-LIF/LIG electrode at different scan rates in 500 uM solution of nitrite at pH 5
and (g) the corresponding plot of peak current versus square root of scan rate.

1333 cm™ ', 1447 em ™', and 1514 cm ™' correspond to pyrrole

stretching, isoindole stretching, and the C-N-C bridge bond
linked to the copper ion of the molecule.*® The FTIR spectra
shown in Fig. 4c also consist of new bands originating from the
CuPc molecules on the surface. The bands at 2923 em ™" and
1085 cm ' are assigned to C-H stretching and bending vibra-
tions, respectively, and the band at 1500 cm ' is related to
pyrrole deformations. The vibrational mode of C=N-C is visible
at 1323 and 1278 cm ' and is related to Cu-N bonding.*®
Finally, the highly intense and sharp band at 723 em ™" indicates
the alpha crystalline phase of CuPc.””*® The electrocatalytic
activity of the CuPc-LIF/LIG electrode towards nitrite was
investigated by recording SWV curves in a nitrite solution of 100
uM concentration as shown in Fig. 4d and the inset shows the
bar graphs of evaluated peak currents for different electrodes.
The high electrocatalytic activity of CuPc molecules was indi-
cated by higher currents recorded on CuPc/LIG as compared to
the LIF/LIG electrode. Further, LIF/LIG had better currents
compared to bare LIG towards nitrite oxidation following the
results from the redox couple. The LIF and CuPc composite
modified LIG demonstrated the best response for the oxidation
of nitrite, as seen from the bar graph of peak currents in the
inset of Fig. 4d, confirming the synergetic effect of LIF and CuPc
towards the oxidation of nitrite. Fig. 4e shows the peak currents
from SWV at different pH values (3 to 7) in phosphate buffer
solution (PBS) containing 50 uM nitrite concentration. pH 5
shows the maximum currents for the oxidation of nitrite. It is
well known that nitrite is unstable in acidic media and gets
converted to nitrate; thus, lower currents were recorded at pH 3
and 4. On the other hand, protonation is an important aspect in
the oxidation of nitrite, and the shortage of protons at a pH
greater than five leads to low currents.”® Before further
investigations, the response towards oxidation of nitrite with
different amounts of CuPc-LIF on LIG electrodes was

28652 | RSC Adv, 2024, 14, 28648-28658

investigated. 3 ul was found to be optimal as high currents were
recorded and the relevant data is presented in Fig. S3 of ESL

Fig. 4f shows the CV curves recorded at different scan rates in
500 pM nitrite concentration at pH 5. The CV of the blank
solution does not have any peaks in the selected potential
window. Upon the addition of nitrite, oxidation peaks, and their
peak values increasing with scan rate were observed. The plot of
peak current versus square root of scan rate shown in Fig. 4g had
a linear correlation with an R* value of 0.996, concluding the
fact that the dynamics of the reaction is based on diffusion. The
widely accepted reaction mechanism® is the electrooxidation of
nitrite to nitrate involving two electrons, as shown in the below
equation.

NO, + H,O - NO;~ + 2H" + 2¢” (3)

Electrochemical detection of nitrite by the CuPc-LIF/LIG
electrode

The analytical performance of the sensor was evaluated by
recording SWV curves in different concentrations of nitrite
prepared in 0.1 M PBS solution at pH 5 as seen in Fig. 5a. The
inset shows the magnified image of the recorded SWV curves at
low concentrations from 10 to 1000 puM. It can be observed that
the oxidation currents increase with the concentrations. The
calibration curve in Fig. 5b was plotted by obtaining the average
of three measurements for a particular concentration with its
standard deviation. The plot shows a linear relationship across
the entire concentration range from 10 to 10000 pM with
99.06% as the coefficient of determination, indicating an
excellent linear fit of the data. LoD was calculated from the
equation below.

LoD

_ 3SD(Iblauk) (4)
m

© 2024 The Author(s). Published by the Royal Society of Chemistry
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Fig.5 (a) Electrochemical detection of nitrite from 10 to 10 000 uM and the inset shows the curves from 10 to 1000 uM, (b) the calibration curve,

(c) selectivity studies by plotting the peak currents of 100 uM of nitrite with 1000 uM concentration of interfering substances, detection of 50,
100, 150, 250, and 500 pM spiked concentrations of nitrite in (d) drinking water, (e) tap water, and (f) groundwater, and (g), (h), and (i) the

calibration curves for drinking, tap and ground water respectively.

SD is the standard deviation of current recorded in the blank
solution and m signifies the slope of the regression line. The
quantified LoD was 0.162 pM with a linear range from 10 to 10
000 pM. The good sensitivity achieved by the electrode can be
related to the high catalytic activity of CuPc® towards nitrite and
also the high electrochemical activity offered by LIF on LIG. The
lack of redox activity of metal centers in CuPc molecules implies
that ring based processes are dominant® and the nitrite ions
bind to the ligand of the molecule.** After the binding, the high
electron transfer rate offered by LIF on LIG creates an appro-
priate medium for the electron transfer to occur with the elec-
trode for the oxidation of nitrite.

The selectivity of the CuPc-LIF/LIG electrode towards nitrite
was evaluated by recording the oxidation currents in the pres-
ence of 10-fold concentrations of common cationic and anionic
interferants in the buffer solution. Fig. 5c shows the peak
current data for nitrite oxidation in the presence of NaHCO3,
K,CO;, KNO3, MgCl,, CaSO,, and CH3;CO,K. The electrode
showed almost negligible interference from other ions with
a maximum relative error percentage of 12.11% for nitrate. The
results indicate the sensor's good selectivity with a potential for
detecting nitrite in real samples. The reason for the good
selectivity of the electrode towards nitrite could be attributed to
the potential window of SWV, which is specific to the oxidation
of nitrite. In addition, the high binding efficiency of nitrite to
CuPc as explained in other works® led to the high selectivity.

© 2024 The Author(s). Published by the Royal Society of Chemistry

Testing in aqueous environments is crucial to evaluate the
practical applicability of the electrochemical sensor. In this
regard, the credibility of the developed sensor was tested in tap,
mineral, and groundwater by the standard addition method
directly without any further purification or filtration of the
matrix. The sensors were tested at different spiked concentra-
tions of nitrite ranging from 50 to 500 uM. Fig. 5d-f show the
SWV curves recorded at 50, 100, 150, 250 and 500 uM nitrite
concentrations for the three real samples. Triplicate measure-
ments were obtained for a single concentration and their SD
was included in the calibration curves. The electrode showed
a linear response for all three real samples with R values of
0.994, 0.997, and 0.983 for mineral, tap, and groundwater,
respectively, as seen in Fig. 5g-i. Based on the peak currents
recorded for these concentrations, the sensor showed a good
recovery, with values not exceeding 11% for all the concentra-
tions, which can be seen in Table S1 in ESL.{ Further investi-
gation on the applicability of the electrochemical sensor is
performed by the matrix effect percentage from the below
equation:*®

MLE.% = Sralsmples 100 100

buffer samples

(5)

where M. E% stands for the matrix effect, Seal samplies i the slope
of the calibration curves of real samples, and Spygfer samples iS the
slope of the calibration curve in the buffer solution. The slope of
the calibration curve from the buffer solution was extracted by
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Table 1 Comparison of sensing performance of different laser-based electrochemical sensors for the detection of nitrite

Electrode material Method Linear range (uM) LoD (uM) Shelf life Ref.
CuPc-LIF/LIG Voltammetry 10 to 10 000 0.162 30 days This work
Nitrite ionophore/LIG Potentiometry 10 to 100 000 4.83 — 30

Ag NPS/graphitic carbon Voltammetry 1 to 600, 600 to 4000 0.117 30 days 67
Au/NIO/Rh/LIG Voltammetry 1 to 1000 0.3 15 days 68
CuPc/GCE Voltammetry 100 to 1000 0.67 — 69

N, O doped LIG Voltammetry 5 to 450 0.8 — 40
LRGO/ION-RGO Voltammetry 10 to 400 7.2 — 70

Laser pyrolyzed sensors Voltammetry 40 to 250 4.3 15 days 71
F-MWCNT-AUNPS/LIG Voltammetry 10 to 140 0.9 — 38
CS/NP-LIG Voltammetry 0.15 to 15 0.018 15 days 72
CuTSPc/PLL/GCE Amperometry 0.12-12 0.036 30 days 73
Chit-TsCuPc¢/GCE Amperometry 0.005-0.065 nM 0.022 30 days 74

considering only the concentrations used for real sample
analysis as shown in Fig. S4.1 The obtained values are 10.63%
for mineral water, 12.76% for tap water, and 2.12% for
groundwater. The low values of M.E.% combined with good
recoveries in the real matrices indicate an excellent analytical
capability of the sensor in real samples. Table 1 shows the
comparison of the sensor's performance with previous studies
that have elaborated laser-based electrode fabrication or copper
phthalocyanines as the functionalization material for nitrite
detection. The proposed sensor in this work displayed compa-
rable or significantly better properties in either obtained linear
range or LoD for the detection of nitrite. The obtained sensor
properties also indicate the potential advantages of using LIF as
a functionalization material for electrochemical sensors.

Repeatability, reproducibility, and stability studies

The other important parameters to ascertain the sensor's
applicability in practical scenarios are its reproducibility,

a) b)28
601 26
<
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Fig. 6 (a) 30 measurements on a single sensor for repeatability anal-

ysis with the inset showing the recorded peak currents, (b) the peak
current for seven fabricated sensors and (c) the long-term stability
analysis by recording peak current as a function of days and the inset
shows the SWV curves.
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repeatability, and stability and they were evaluated in 0.1 M PBS
solution containing a nitrite concentration of 500 pM. The
repeatability of the sensor was evaluated by recording 30
consecutive measurements on the same electrode. As observed
in Fig. 6a, the sensor had excellent repeatability as the peak
currents were almost similar with a very low RSD value of 1.64%.
The reproducibility of the sensor was investigated by measuring
the peak currents obtained from three measurements each on
seven different electrodes prepared under the same conditions.
An RSD of 3.39% was calculated, as seen in Fig. 6b, which
confirms the good quality in the fabrication procedure of elec-
trodes leading to good reproducibility. The long-term stability
of the electrodes was analysed by recording the peak currents
over 30 days as seen in Fig. 6c. The tests were performed once
every five days, and three measurements were obtained for every
test in the same concentration. At the end of the 30th day,
around 86.2% of the current signal was still retained, demon-
strating good stability for the sensors. Overall, the developed
sensor has excellent repeatability in measurements with good
batch reproducibility and long-term stability as well.

Conclusions

This work reports on the potential of LIF as a novel function-
alization material for electrochemical sensors. Owing to the
loosely bound nature of fibers on the surface of the substrate
after engraving by laser, we proposed to use ultrasonication for
the extraction of LIF in the form of a dispersion. The modifi-
cation of the LIG electrode with LIF dispersion enhanced the
active surface area and electron transfer rate, thus indicating its
potential as a functionalization material.

For the detection of nitrite, the surface of LIG was modified
with the CuPc-LIF composite, which demonstrated a good
catalytic effect towards the oxidation of nitrite. A good LoD of
0.162 pM and a large linear range from 10 to 10 000 uM were
achieved, surpassing the previous works that have used laser for
fabrication of electrodes or CuPc as the functionalization
material. In addition, the developed sensor demonstrated
excellent reproducibility and repeatability with good recoveries
and minimal matrix effect for the detection in mineral, tap, and
groundwater.

© 2024 The Author(s). Published by the Royal Society of Chemistry
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With this study, we could prove a very good potential of LIF
as a modification material to realize electrochemical sensors for
the detection of nitrite. The next step in this direction would be
to investigate the type of structures, role of aspect ratio of the
fibers and the quality of the obtained dispersion by optimizing
the choice of laser parameters for engraving the LIF surfaces.
This would potentially imply that fibers with tunable dimen-
sions, and physical, electrical, and chemical properties can be
realized. This work builds therefore a solid basis for new
research directions for cost-effective and simple fabrication of
customizable LIF and their exploitation in different applica-
tions. Further, the developed sensor in this work based on
CuPc-LIF/LIG has the desired properties and potential to be
implemented in practical scenarios to monitor the concentra-
tions of nitrite.

Data availability

The data can be obtained from the corresponding author upon
request.

Author contributions

Conceptualization: Anurag Adiraju, Olfa Kanoun; data curation:
Anurag Adiraju, Aditya Jalasutram; formal analysis: Anurag
Adiraju, Aditya Jalasutram, Ammar Al-Hamry, Malak Talbi,
Junfei Wang; supervision: Anurag Adiraju, Olfa Kanoun; fund-
ing acquisition: Olfa Kanoun, Ammar Al-Hamry; methodology:
Anurag Adiraju, Aditya Jalasutram, Ammar Al-Hamry; investi-
gation: Anurag Adiraju, Aditya Jalasutram, Malak Talbi, Junfei
Wang; resources: Olfa Kanoun, Christoph Tegenkamp; visuali-
zation: Anurag Adiraju, Aditya Jalasutram; writing - original
draft: Anurag Adiraju, Malak Talbi; writing - review and editing:
Olfa Kanoun, Christoph Tegenkamp.

Conflicts of interest

There are no conflicts to declare.

Acknowledgements

The authors would like to acknowledge the funding agency
“Deutsche Forschungsgemeinschaft” for providing the funding
through the projects ‘Dualsens’ (KA 1663/13-1) and “Photosens”
(KA 1663/12). The authors would also like to acknowledge
Landesamt fiir Umwelt, Landwirtschaft und Geologie (LfULG),
Saxony, Germany, for providing the groundwater samples for
the analysis and measurements within this work.

References

1 T. K. Das, P. Ghosh and N. C. Das, Preparation, development,
outcomes, and application versatility of carbon fiber-based
polymer composites: a review, Adv. Compos. Hybrid Mater.,
2019, 2, 214-233.

2 C. Daulbayev, B. Kaidar, F. Sultanov, B. Bakbolat,
G. Smagulova and Z. Mansurov, The recent progress in

© 2024 The Author(s). Published by the Royal Society of Chemistry

View Article Online

RSC Advances

pitch derived carbon fibers applications. A Review, S. Afr. J.
Chem. Eng., 2021, 38, 9-20

3 N. Forintos and T. Czigany, Reinforcing carbon fibers as
sensors: The effect of temperature and humidity,
Composites, Part A, 2020, 131, 105819.

4 X. Mao, W. Tian, T. A. Hatton and G. C. Rutledge, Advances
in electrospun carbon fiber-based electrochemical sensing
platforms for bioanalytical applications, Anal. Bioanal
Chem., 2016, 408, 1307-1326.

5 M. Sekar, M. Pandiaraj, S. Bhansali, N. Ponpandian and
C. Viswanathan, Carbon fiber based electrochemical sensor
for sweat cortisol measurement, Sci. Rep., 2019, 9, 403.

6 J. Bai, P. Qi, X. Ding and H. Zhang, Graphene composite
coated carbon fiber: electrochemical synthesis and
application in electrochemical sensing, RSC Adv., 2016, 6,
11250-11255.

7 C. M. Das, L. Kang, G. Yang, D. Tian and K. T. Yong,
Multifaceted Hybrid Carbon Fibers: Applications in
Renewables, Sensing and Tissue Engineering, J. Compos.
Sci., 2020, 4, 117.

8 B. A. Newcomb, Processing, structure, and properties of
carbon fibers, Composites, Part A, 2016, 91, 262-282.

9 L. X. Duy, Z. Peng, Y. Li, J. Zhang, Y. Ji and J. M. Tour, Laser-
induced graphene fibers, Carbon, 2018, 126, 472-479.

10 A. Adiraju, A. Al-Hamry, A. Jalasutram, J. Wang and
O. Kanoun, Multifaceted experiments and photothermal
simulations based analysis of laser induced graphene and
its fibers, Discover Nano, 2024, 19, 59.

11 G. Li, Y. Xia, Y. Tian, Y. Wu, J. Liu, Q. He and D. Chen,
Review—Recent  Developments on  Graphene-Based
Electrochemical Sensors toward Nitrite, J. Electrochem. Soc.,
2019, 166, B§81-B895.

12 X. Li, J. Ping and Y. Ying, Recent developments in carbon
nanomaterial-enabled electrochemical sensors for nitrite
detection, TrAC, Trends Anal. Chem., 2019, 113, 1-12.

13 Y. Mao, Y. Bao, D. X. Han and B. Zhao, Research Progress on
Nitrite Electrochemical Sensor, Chin. J. Anal. Chem., 2018,
46, 147-155.

14 B. A. Kilfoy, Y. Zhang, Y. Park, T. R. Holford, A. Schatzkin,
A. Hollenbeck and M. H. Ward, Dietary nitrate and nitrite
and the risk of thyroid cancer in the NIH-AARP Diet and
Health Study, Int. J. Cancer, 2011, 129, 160-172.

15 V. Y. Titov and Y. M. Petrenko, Proposed mechanism of
nitrite-induced methemoglobinemia, Biochemistry, 2005,
70, 473-483.

16 J. D. Brender, M. M. Werler, K. E. Kelley, A. M. Vuong,
M. U. Shinde, Q. Zheng, J. C. Huber, J. R. Sharkey,
J. S. Griesenbeck, P. A. Romitti, P. H. Langlois, L. Suarez
and M. A. Canfield, Nitrosatable drug exposure during
early pregnancy and neural tube defects in offspring:
National Birth Defects Prevention Study, Am. J. Epidemiol.,
2011, 174, 1286-1295.

17 N. Adarsh, M. Shanmugasundaram and D. Ramaiah,
Efficient reaction based colorimetric probe for sensitive
detection, quantification, and on-site analysis of nitrite
ions in natural water resources, Anal. Chem., 2013, 85,
10008-10012.

RSC Adv, 2024, 14, 28648-28658 | 28655


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d4ra03341h

Open Access Article. Published on 09 September 2024. Downloaded on 5/1/2026 12:42:13 PM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

RSC Advances

18 X. H. Pham, C. A. Li, K. N. Han, B. C. Huynh-Nguyen,
T.-H. Le, E. Ko, J. H. Kim and G. H. Seong, Electrochemical
detection of nitrite using urchin-like palladium
nanostructures on carbon nanotube thin film electrodes,
Sens. Actuators, B, 2014, 193, 815-822.

19 B. R. Kozub, N. V. Rees and R. G. Compton, Electrochemical
determination of nitrite at a bare glassy carbon electrode;
why chemically modify electrodes?, Sens. Actuators, B,
2010, 143, 539-546.

20 M. R. Hasan, T. Islam, M. M. Hasan, A. N. Chowdhury,
A. J. S. Ahammad, A. H. Reaz, C. K. Roy, S. S. Shah,
A. Imran and M. A. Aziz, Evaluating the electrochemical
detection of nitrite using a platinum nanoparticle coated
jute carbon modified glassy carbon electrode and
voltametric analysis, J. Phys. Chem. Solids, 2022, 165, 110659.

21 Y. Zhang, J. Nie, H. Wei, H. Xu, Q. Wang, Y. Cong, J. Tao,
L. Chu, Y. Zhou and X. Wu, Electrochemical detection of
nitrite ions using  Ag/Cu/MWNT nanoclusters
electrodeposited on a glassy carbon electrode, Sens.
Actuators, B, 2018, 258, 1107-1116.

22 Y. Zhang, Y. Zhao, S. Yuan, H. Wang and C. He,
Electrocatalysis and detection of nitrite on a reduced
graphene/Pd nanocomposite modified glassy carbon
electrode, Sens. Actuators, B, 2013, 185, 602-607.

23 A. D. Ambaye, M. Muchindu, A. Jijana, S. Mishra and
E. Nxumalo, Screen-printed electrode system based on
carbon black/copper-organic framework hybrid
nanocomposites for the electrochemical detection of
nitrite, Mater. Today Commun., 2023, 35, 105567.

24 T. Pinheiro, S. Silvestre, J. Coelho, A. C. Marques, R. Martins,
M. G. F. Sales and E. Fortunato, Laser-Induced Graphene on
Paper toward Efficient Fabrication of Flexible, Planar
Electrodes for Electrochemical Sensing, Adv. Mater.
Interfaces, 2021, 8, 21021502.

25 F. Tehrani, M. Beltran-Gastélum, K. Sheth, A. Karajic, L. Yin,
R. Kumar, F. Soto, J. Kim, J. Wang, S. Barton, M. Mueller and
J. Wang, Laser-Induced Graphene Composites for Printed,
Stretchable, and Wearable Electronics, Sens. Actuators, B,
2019, 4, 1900162.

26 J. Lin, Z. Peng, Y. Liu, F. Ruiz-Zepeda, R. Ye, E. L. G. Samuel,
M. J. Yacaman, B. I. Yakobson and J. M. Tour, Laser-induced
porous graphene films from commercial polymers, Nat.
Commun., 2014, 5, 5714.

27 N. Kumar, R. Salehiyan, V. Chauke, O. Joseph Botlhoko,
K. Setshedi, M. Scriba, M. Masukume and S. Sinha Ray,
Top-down synthesis of graphene: A comprehensive review,
FlatChem, 2021, 27, 100224.

28 R. Ye, D. K. James and J. M. Tour, Laser-Induced Graphene:
From Discovery to Translation, Adv. Mater., 2019, 31,
€1803621.

29 S. Sain, S. Roy, A. Mathur, V. M. Rajesh, D. Banerjee,
B. Sarkar and S. S. Roy, Electrochemical Sensors Based on
Flexible Laser-Induced Graphene for the Detection of
Paraquat in Water, ACS Appl. Nano Mater., 2022, 5, 17516—
17525.

30 R. R. A. Soares, R. G. Hjort, C. C. Pola, D. Jing, V. S. Cecon,
J. C. Claussen and C. L. Gomes, Ion-selective electrodes

28656 | RSC Adv, 2024, 14, 28648-28658

View Article Online

Paper

based on laser-induced graphene as an alternative method
for nitrite monitoring, Mikrochim. Acta, 2023, 190, 43.

31 A. Adiraju, R. Munjal, C. Viehweger, A. Al-Hamry, A. Brahem,
J. Hussain, S. Kommisetty, A. Jalasutram, C. Tegenkamp and
0. Kanoun, Towards Embedded Electrochemical Sensors for
On-Site Nitrite Detection by Gold Nanoparticles Modified
Screen Printed Carbon Electrodes, Sensor., 2023, 23(6), 2961.

32 Y. C. Wang, Y. C. Chen, W.-S. Chuang, J. H. Li, Y. S. Wang,
C. H. Chuang, C.-Y. Chen and C.-W. Kung, Pore-Confined
Silver Nanoparticles in a Porphyrinic Metal-Organic
Framework for Electrochemical Nitrite Detection, ACS Appl.
Nano Mater., 2020, 3, 9440-9448.

33 A. K. M. S. Inam, M. A. Costa Angeli, B. Shkodra, A. Douaki,
E. Avancini, L. Magagnin, L. Petti and P. Lugli, Flexible
Screen-Printed Electrochemical Sensors Functionalized
with Electrodeposited Copper for Nitrate Detection in
Water, ACS Omega, 2021, 6, 33523-33532.

34 H. Bagheri, A. Hajian, M. Rezaei and A. Shirzadmehr,
Composite of Cu metal nanoparticles-multiwall carbon
nanotubes-reduced graphene oxide as a novel and high
performance platform of the electrochemical sensor for
simultaneous determination of nitrite and nitrate, J.
Hazard Mater., 2017, 324, 762-772.

35 W. Zhu, Y. Zhang, J. Gong, Y. Ma, J. Sun, T. Li and J. Wang,
Surface Engineering of Carbon Fiber Paper toward
Exceptionally High-Performance and Stable
Electrochemical Nitrite Sensing, ACS Sens., 2019, 4, 2980-
2987.

36 G. Chu, B. Wang, J. Huang, Y. Zhang, Y. Guo, X. Sun and
M. Li, Novel three-dimensional senor based on
nanodendrites for nitrite determination, J. Appl
Electrochem., 2021, 51, 1059-1070.

37 R. Ahmad, T. Mahmoudi, M.-S. Ahn, J. Y. Yoo and
Y. B. Hahn, Fabrication of sensitive non-enzymatic nitrite
sensor using silver-reduced graphene oxide
nanocomposite, J. Colloid Interface Sci., 2018, 516, 67-75.

38 S. Nasraoui, A. Al-Hamry, P. R. Teixeira, S. Ameur,
L. G. Paterno, M. Ben Ali and O. Kanoun, Electrochemical
sensor for nitrite detection in water samples using flexible
laser-induced graphene electrodes functionalized by CNT
decorated by Au nanoparticles, J. Electroanal. Chem., 2021,
880, 114893.

39 J. Wang, X. Shan, Q. Xue, Y. Liu, Z. Liu, L. He, X. Wang and
C. Zhu, Detection of nitrite in water using Glycine-modified
nanocarbon and Au nanoparticles co-modified flexible laser-
induced graphene electrode, Inorg. Chem. Commun., 2023,
152, 110652.

40 X. Yuan, J. Chen, Y. Ling, S. Yu, S. Li, X. Wu and Z. Zhang, A
facile and efficient nitrite electrochemical sensor based
on N, O co-doped porous graphene film, Microchem. J.,
2022, 178, 107361.

41 O. Frank, M. Mohr, ]J. Maultzsch, C. Thomsen, I. Riaz,
R. Jalil, K. S. Novoselov, G. Tsoukleri, J. Parthenios,
K. Papagelis, L. Kavan and C. Galiotis, Raman 2D-band
splitting in graphene: theory and experiment, ACS Nano,
2011, 5, 2231-2239.

© 2024 The Author(s). Published by the Royal Society of Chemistry


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d4ra03341h

Open Access Article. Published on 09 September 2024. Downloaded on 5/1/2026 12:42:13 PM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

Paper

42 A. C. Ferrari and D. M. Basko, Raman spectroscopy as
a versatile tool for studying the properties of graphene,
Nat. Nanotechnol., 2013, 8, 235-246.

43 H. Zhang, W. Qiu, Y. Zhang, Y. Han, M. Yu, Z. Wang, X. Lu
and Y. Tong, Surface engineering of carbon fiber paper for
efficient capacitive energy storage, /. Mater. Chem. A, 2016,
4, 18639-18645.

44 R. W. Dreyfus, CN temperatures above laser ablated
polyimide, Appl. Phys. A, 1992, 55, 335-339.

45 M. Liu, J. Wu and H. Cheng, Effects of laser processing
parameters on properties of laser-induced graphene by
irradiating CO2 laser on polyimide, Sci. China: Technol.
Sci., 2022, 65, 41-52

46 G. S. Papanai, I. Sharma and B. K. Gupta, Probing number of
layers and quality assessment of mechanically exfoliated
graphene via Raman fingerprint, Mater. Today Commun.,
2020, 22, 100795.

47 P. K. Enaganti, A. Kothuru and S. Goel, Laser-induced
graphene-based  miniaturized, flexible, non-volatile
resistive switching memory devices, J. Mater. Res., 2022, 37,
3976-3987.

48 H. N. Tran, C. K. Lee, M. T. Vu and H. P. Chao, Removal of
Copper, Lead, Methylene Green 5, and Acid Red 1 by
Saccharide-Derived Spherical Biochar Prepared at Low
Calcination Temperatures: Adsorption Kinetics, Isotherms,
and Thermodynamics, Water, Air, Soil Pollut.,2017, 228, 401.

49 G. Pavoski, T. Maraschin, F. D. C. Fim, N. M. Balzaretti,
G. B. Galland, C. S. Moura and N. R. D. S. Basso, Few Layer
Reduced Graphene Oxide: Evaluation of the Best
Experimental Conditions for Easy Production, Mater. Res.,
2017, 20, 53-61.

50 R. O. Kadara, N. Jenkinson and C. E. Banks, Characterisation
of commercially available electrochemical sensing
platforms, Sens. Actuators, B, 2009, 138, 556-562.

51 A. Morrin, A. J. Killard and M. R. Smyth, Electrochemical
Characterization of Commercial and Home-Made Screen-
Printed Carbon Electrodes, Anal. Lett., 2003, 36, 2021-2039.

52 K. Muzyka and G. Xu, Laser-induced Graphene in Facts,
Numbers, and Notes in View of Electroanalytical
Applications: A Review, Electroanalysis, 2022, 34, 574-589.

53 Y. M. Xia, W. Zhang, M. Y. Li, M. Xia, L. J. Zou and
W. W. Gao, Effective Electrochemical Determination of
Chloramphenicol and Florfenicol Based on Graphene/
Copper Phthalocyanine Nanocomposites Modified Glassy
Carbon Electrode, J. Electrochem. Soc., 2019, 166, B654-B663.

54 R. J. Wesley, A. Durairaj, S. Ramanathan, A. Obadiah,
R. Justinabraham, X. Lv and S. Vasanthkumar, Potato peels
biochar composite with copper phthalocyanine for energy
storage application, Diamond Relat. Mater., 2021, 115,
108360.

55 D. R. Tackley, G. Dent and W. Ewen Smith, Phthalocyanines:
structure and vibrations, Phys. Chem. Chem. Phys., 2001, 3,
1419-1426.

56 U. K. Ghorai, S. Das, S. Saha, N. Mazumder, D. Sen and
K. K. Chattopadhyay, Efficient and persistent cold cathode
emission from CuPc nanotubes: a joint experimental and

© 2024 The Author(s). Published by the Royal Society of Chemistry

View Article Online

RSC Advances

simulation investigation, Dalton Trans., 2014, (43), 9260-
9266.

57 A. Farag, Optical absorption studies of copper
phthalocyanine thin films, Opt Laser. Technol., 2007, 39,
728-732.

58 X. Ai, J. Lin, Y. Chang, L. Zhou, X. Zhang and G. Qin, Phase
modification of copper phthalocyanine semiconductor by
converting powder to thin film, Appl. Surf. Sci., 2018, 428,
788-792.

59 V. S. Manikandan, Z. Liu and A. Chen, Simultaneous
detection of hydrazine, sulfite, and nitrite based on
a nanoporous gold microelectrode, J. Electroanal. Chem.,
2018, 819, 524-532.

60 R. Mo, X. Wang, Q. Yuan, X. Yan, T. Su, Y. Feng, L. Ly,

C. Zhou, P. Hong, S. Sun, Z. Wang and C. Li,
Electrochemical Determination of Nitrite by Au
Nanoparticle/Graphene-Chitosan =~ Modified  Electrode,

Sensors, 2018, 18(7), 1986.

61 J. Zhang, Z. Chen, H. Wu, F. Wu, C. He, B. Wang, Y. Wu and
Z. Ren, An electrochemical bifunctional sensor for the
detection of nitrite and hydrogen peroxide based on layer-
by-layer multilayer films of cationic phthalocyanine
cobalt(ii) and carbon nanotubes, J. Mater. Chem. B, 2016, 4,
1310-1317.

62 A. Sudarvizhi, K. Pandian, O. S. Oluwafemi and
S. C. Gopinath, Amperometry detection of nitrite in food
samples using tetrasulfonated copper phthalocyanine
modified glassy carbon electrode, Sens. Actuators, B, 2018,
272, 151-159.

63 N. Ndebele and T. Nyokong, Electrocatalytic behaviour of
chalcone substituted Co, Cu, Mn and Ni phthalocyanines
towards the detection of nitrite, J. Electroanal. Chem., 2022,
926, 116951.

64 C. A. Caro, F. Bedioui, M. A. Paez, G. I. Cardenas-Jiron and
J. H. Zagal, Experimental and Theoretical Study of the
Activity of Substituted Metallophthalocyanines for Nitrite
Electro-oxidation, J. Electrochem. Soc., 2004, 151, E32.

65 T. Nyokong, in N4-Macrocyclic Metal Complexes, ed. ]J. H.
Zagal, F. Bedioui and ]. P. Dodelet, Springer New York,
New York, NY, 2006, pp. 315-361

66 D. Rossini, L. Ciofi, C. Ancillotti, L. Checchini,
M. C. Bruzzoniti, L. Rivoira, D. Fibbi, S. Orlandini and
M. Del Bubba, Innovative combination of QuEChERS
extraction with on-line solid-phase extract purification and
pre-concentration, followed by liquid chromatography-
tandem mass spectrometry for the determination of non-
steroidal anti-inflammatory drugs and their metabolites in
sewage sludge, Anal. Chim. Acta, 2016, 935, 269-281.

67 J. He, S. Wang, L. Jiang, X. Li, Q. Hong, W. Zhu, J. Sun,
X. Zhang and Z. Xu, Femtosecond Laser One-Step Direct
Writing Electrodes with Ag NPs-Graphite Carbon
Composites for Electrochemical Sensing, Sens. Actuators, B,
2022, 7, 2200210.

68 Z. Liu, X. Shan, Q. Xue, Y. Liu, L. He and H. Xie, Efficient
detection of nitrite in water based on an Au/NiO/Rh
trimetallic composite modified laser-induced graphene

RSC Adv, 2024, 14, 28648-28658 | 28657


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d4ra03341h

Open Access Article. Published on 09 September 2024. Downloaded on 5/1/2026 12:42:13 PM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

RSC Advances

electrode prepared by one-step electrodeposition, Chem. Eng.
J., 2023, 473, 145486.

69 N. Ndebele and T. Nyokong, Electrocatalytic behaviour of
chalcone substituted Co, Cu, Mn and Ni phthalocyanines
towards the detection of nitrite, J. Electroanal. Chem., 2022,
926, 116951.

70 A. Brahem, A. Al-Hamry, M. A. Gross, L. G. Paterno, M. B. Ali
and O. Kanoun, Stability Enhancement of Laser-Scribed
Reduced Graphene Oxide Electrodes Functionalized by
Iron Oxide/Reduced Graphene Oxide Nanocomposites for
Nitrite Sensors, J. Compos. Sci., 2022, 6, 221.

71J. L. M. Gongoni, L. A. P. Filho, D. M. de Farias,
I. V. S. Arantes and T. R. L. C. Paixdo, Modulating the
Electrochemical Response of Eco-Friendly Laser-Pyrolyzed
Paper Sensors Applied to Nitrite Determination,
ChemElectroChem, 2023, 10, €202201125.

28658 | RSC Adv, 2024, 14, 28648-28658

View Article Online

Paper

72 N. Zhang, J. Yang and C. Hu, Laser-scribed graphene sensors
on nail polish with tunable composition for electrochemical
detection of nitrite and glucose, Sens. Actuators, B, 2022, 357,
131394.

73 A. L. Sousa, W. J. R. Santos, R. C. S. Luz, F. S. Damos,
L. T. Kubota, A. A. Tanaka and S. M. C. N. Tanaka,
Amperometric sensor for nitrite based on copper
tetrasulphonated phthalocyanine immobilized with poly-L-
lysine film, Talanta, 2008, 75, 333-338.

74 A. Sudarvizhi, K. Pandian, O. S. Oluwafemi and
S. C. Gopinath, Amperometry detection of nitrite in food
samples using tetrasulfonated copper phthalocyanine
modified glassy carbon electrode, Sens. Actuators, B, 2018,
272, 151-159.

© 2024 The Author(s). Published by the Royal Society of Chemistry


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d4ra03341h

	Laser-induced fibers and copper phthalocyanine modified laser-induced graphene electrodes for sensitive and selective electrochemical detection of nitriteElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d4ra03341h
	Laser-induced fibers and copper phthalocyanine modified laser-induced graphene electrodes for sensitive and selective electrochemical detection of nitriteElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d4ra03341h
	Laser-induced fibers and copper phthalocyanine modified laser-induced graphene electrodes for sensitive and selective electrochemical detection of nitriteElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d4ra03341h
	Laser-induced fibers and copper phthalocyanine modified laser-induced graphene electrodes for sensitive and selective electrochemical detection of nitriteElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d4ra03341h
	Laser-induced fibers and copper phthalocyanine modified laser-induced graphene electrodes for sensitive and selective electrochemical detection of nitriteElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d4ra03341h
	Laser-induced fibers and copper phthalocyanine modified laser-induced graphene electrodes for sensitive and selective electrochemical detection of nitriteElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d4ra03341h
	Laser-induced fibers and copper phthalocyanine modified laser-induced graphene electrodes for sensitive and selective electrochemical detection of nitriteElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d4ra03341h

	Laser-induced fibers and copper phthalocyanine modified laser-induced graphene electrodes for sensitive and selective electrochemical detection of nitriteElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d4ra03341h
	Laser-induced fibers and copper phthalocyanine modified laser-induced graphene electrodes for sensitive and selective electrochemical detection of nitriteElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d4ra03341h
	Laser-induced fibers and copper phthalocyanine modified laser-induced graphene electrodes for sensitive and selective electrochemical detection of nitriteElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d4ra03341h
	Laser-induced fibers and copper phthalocyanine modified laser-induced graphene electrodes for sensitive and selective electrochemical detection of nitriteElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d4ra03341h
	Laser-induced fibers and copper phthalocyanine modified laser-induced graphene electrodes for sensitive and selective electrochemical detection of nitriteElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d4ra03341h
	Laser-induced fibers and copper phthalocyanine modified laser-induced graphene electrodes for sensitive and selective electrochemical detection of nitriteElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d4ra03341h

	Laser-induced fibers and copper phthalocyanine modified laser-induced graphene electrodes for sensitive and selective electrochemical detection of nitriteElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d4ra03341h
	Laser-induced fibers and copper phthalocyanine modified laser-induced graphene electrodes for sensitive and selective electrochemical detection of nitriteElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d4ra03341h
	Laser-induced fibers and copper phthalocyanine modified laser-induced graphene electrodes for sensitive and selective electrochemical detection of nitriteElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d4ra03341h
	Laser-induced fibers and copper phthalocyanine modified laser-induced graphene electrodes for sensitive and selective electrochemical detection of nitriteElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d4ra03341h
	Laser-induced fibers and copper phthalocyanine modified laser-induced graphene electrodes for sensitive and selective electrochemical detection of nitriteElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d4ra03341h


