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ARTICLE INFO ABSTRACT

A screen-printed carbon electrode was modified with a composite comprised of cerium oxide nanoparticles and
graphene oxide (CeNP/GO) to be employed as a sensing device for hydroxyl radicals (*OH) detection. CeO,
nanoparticles (CeNPs) were synthesized using a precipitation method, and the CeNP/GO composites were
fabricated using a low-temperature solution process. Scanning Transmission Electron Microscopy (STEM) and
Energy Dispersive Spectroscopy (EDS) were used to determine the average size and the distribution of CeNPs on
the composites. X-Ray powder Diffraction (XRD) confirmed the composition of the CeNP/GO composites. Cyclic
voltammetry (CV) was used to characterize the interaction of the composite sensor with ‘OH generated by the
Fenton reaction. The effects of size and content of CeNPs on the sensor response with "OH were examined using
8, 12, and 16 nm CeNPs with loadings of 10, 25, 50, 75, and 90 wt% CeNPs on the CeNP/GO composite. The
CeNP/GO composite with 8 nm CeNPs showed the largest sensor response to "OH for all the tested ratios.
Furthermore, the composites containing 50 wt% of CeNPs demonstrated the largest sensor responses in the
detection of "OH. The lowest detection limit (0.085 mM) was observed with the composite consisting of 8 nm
CeNPs with a CeNP:GO ratio of 50:50. It is thought that the lower content of GO and the aggregation of CeNPs as
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the loading ratio increased above 50 wt% resulted in lower current changes and poor sensor performance.

1. Introduction

Free radicals, which have an unpaired electron in the outer electron
shell, are found both inside and outside human cells [1]. They are ne-
cessary for cells to properly maintain their functions and immune re-
sponses, such as activating the heme oxygenase [2], the transcription
factor nuclear factor NF-xB [3], eliminating bacteria [4], and in-
activating viruses [5]. However, a proper level of free radical produc-
tion is key to maintain their advantages, as their overproduction may
lead to irreversible cell damage. Among all free radicals, hydroxyl ra-
dicals (*OH) are the most reactive and dangerous ones, with a short
lifetime of nanoseconds. Hydroxyl radicals can be generated inside
cells, mitochondria [6], human blood [7], and interstitial fluid [8];
therefore, "OH have been reported to be used as biomarkers for aging,
Alzheimer's or Parkinson's diseases [9]. Various detection techniques
have been used to investigate the relationship between the generation
of "OH and those diseases [10,11], and electrochemical methods have
been proved to be fast, easy, practical, and inexpensive [12], although
their sensitivity and selectivity to "OH still have room for improvement.
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For the electrochemical interaction with free radicals, both biological
[13,14] and inorganic molecules [15,16] have been used to modify
electrode surfaces for enhancing the sensitivity and selectivity towards
OH. However, the use of biological molecules faces the downside of
denaturation [17] and instability at certain pHs and temperatures [18],
causing a decreased sensor performance. To overcome these challenges,
the use of some metallic materials with enzyme mimetic properties has
been extensively investigated for better detection of free radicals using
optical methods [19-21]. However, organic polymers or inorganic
elements have rarely been used for the detection of "OH by electro-
chemical methods [22-24]. Recently, cerium oxide (CeO-) has emerged
as a potential scavenger for ‘'OH [25-27]. Until now, cerium oxide
nanoparticles (CeNPs) have been actively used for eliminating "OH
induced by the oxidative stress for preventing cell damage [28,29]. For
example, Popov et al. injected CeNPs into a culture of primary mouse
fibroblasts in vitro and found that they reduced the level of "OH. Im-
portantly, CeNPs were able to increase the survival rate of mice exposed
to X-ray radiation by 60 % [30]. Another set of studies conducted by
Tarnuzzer et al. showed that CeNPs protect 99 % of normal cells from
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Oxidation

Ce,0, + 2(OH) 2Ce0, + H,0

2Ce0, + H,0 Ce,0, + O, + 2H*

Reduction

Fig. 1. Redox reaction scheme of CeNPs with "OH.

the radiation-induced free radicals that caused cell death [31].

The outstanding ability of cerium oxide for scavenging "OH is due to
its unique dual oxidation state, which can easily switch between Ce®*
and Ce** by reducing or oxidizing species in a medium. Besides, the
Ce®* oxidation state is considered to act as the active site for the redox
reaction that scavenges ‘OH [32], as illustrated in Fig. 1 [33]. The re-
lationship between the CeO, morphologies and the amount of Ce®*
sites have been intensively investigated [34,35]. It was found that the
particle size is one of the most important factors that determine the
amount of Ce®* sites. Deshpande et al. observed that the Ce®* /(Ce®*
+ Ce**) ratio increased from 0.17 to 0.44 when reducing the CeO,
particle size from 30 nm to 3nm [36]. Zhang et al. also reported that
the particle size had a remarkable impact on the amount of Ce3™ sites
on the surface. They found that the amount of Ce®* sites was 0.016 for
15 nm CeNPs, while it was 0.094 for 6.1 nm CeNPs. Interestingly, there
were not Ce>* sites when the particles were larger than 5000 nm [37].
Thus, the scavenging activity of CeNPs towards "OH is related to the
particle size due to the amount of Ce>™ sites on the surface. Filippi et al.
reported the effects of the size and shape of CeNPs on the "OH
scavenging capacity. They observed that the scavenging capacity of
25 nm CeNPs was better than that of 50 nm CeNPs, and this difference
could be explained by the larger surface area and higher defect density
on smaller CeNPs [38]. Consequently, it seems crucial to determine the
optimum particle size and content of CeNPs for constructing a highly
sensitive and selective electrochemical composite sensor for ‘OH de-
tection.

In the present study, a carbon electrode was modified with a com-
posite consisting of CeNPs and graphene oxide (GO). The size of the
CeNPs and the ratio between CeNPs and GO were varied to investigate
their relationship with the sensing performance of the composites to-
wards "OH. As previously mentioned, the scavenging capacity of CeNPs
was reported to be greatly affected by their particle size; therefore, it
has been hypothesized that the size and content of CeNPs would be
important design parameters for optimizing the sensor performance. To
overcome the poor conductivity of CeNPs, graphene oxide (GO) was
chosen as the second component of the sensor composite. GO was se-
lected due to its high intrinsic conductivity and surface area [39]. The
effect of the CeNPs size on the reactivity with "OH was examined using
8, 12, and 16 nm CeNPs. For the effect of the loading ratio, 10, 25, 50,
75, and 90 wt% of CeNPs were used in the CeNP/GO composite.

2. Experimental section
2.1. Materials and characterization methods

Cerium(III) nitrate hexahydrate (> 99 %), graphene oxide, po-
tassium hexacyanoferrate(Il) trihydrate (98.5-102.0 %), potassium
hexacyanoferrate(III) (> 99 %), iron(IIl) chloride (97 %), iron(II) sul-
fate heptahydrate (=99 %), potassium chloride (=99 %), and 30 wt%
hydrogen peroxide solution were obtained from Sigma-Aldrich (USA).
Screen-printed carbon electrodes (Pine Instruments, USA) coated with a
2mm carbon working electrode, Ag/AgCl reference electrode, and
carbon counter electrode were used as the sensor base. The sizes of the
as-synthesized CeNPs and CeNPs on the composites were determined by
using a scanning transmission electron microscope, STEM Hitachi HD-
2300A (Japan). The compositions of the CeNP/GO composites were
confirmed by using a Rigaku Ultima III X-ray Diffractometer with Small
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Angle X-ray Scattering (SAXS). XRD patterns were obtained using the
20 range from 20° to 90° operating with a Cu target and Cu Ka radiation
of 0.15406 nm wavelength at a power rating of 40 kV and 44 mA. The
crystallite size was determined by the Scherrer equation. Cyclic vol-
tammetry (CV) measurements were performed using a Gamry
Reference 600 potentiostat (Gamry Instruments, USA).

2.2. Synthesis of cerium oxide nanoparticles (CeNPs)

Cerium oxide nanoparticles (CeNPs) were synthesized by the pre-
cipitation method described by Chen et al. [40]. Briefly, 50 mL of a
cerium nitrate solution was mixed with 25 mL of a 3 M NH4OH solution.
The operating temperatures were varied depending on the desired
CeNPs size, being these 30, 80, and 120 °C for 8, 12, and 16 nm particle
sizes, respectively. After 2 h, the resulting product was recovered and
rinsed with deionized water several times. Then, the CeNPs were dried
in an oven at 60 °C for 12 h. After that, the CeNPs were stored at room
temperature in a desiccator. XRD and STEM were then used to de-
termine the average CeNPs particle size.

2.3. Synthesis of CeNP/GO composites

For the synthesis of the CeNP/GO composites, 100 mg of CeNPs and
GO with different weight ratios were mixed in 100 mL of deionized
water. For example, 10 mg of CeNPs and 90 mg of GO were used for the
preparation of the 10:90 ratio CeNP/GO composite. The dispersion of
CeNPs and GO in deionized water was then placed in an ultra-sonica-
tion bath for 1h to homogenize the mixed solution. Following sonica-
tion, the dispersion was stirred for 2h to obtain the CeNP/GO com-
posite. The solid sample was collected by centrifugation and dried at
60 °C for 12 h. Once dried, the solid was grounded to a fine powder and
kept in a desiccator at room temperature. XRD and STEM/EDS were
used to confirm the presence of CeNPs and GO in the composite matrix.

2.4. Deposition of the CeNP/GO composite on a screen-printed carbon
electrode

10 mg of CeNP/GO composite was suspended in 10 mL of deionized
water. The solution was then sonicated for 1 h and deposited onto the
working electrode by delivering a single drop (8 pL) using a micropip-
ette. The droplet was dried in an oven at 60 °C for 1 h. Once dried, the
sensor was rinsed with deionized water and dried by gently flowing
nitrogen gas. Cyclic voltammetry (CV) was used to confirm the presence
of the composite on the electrode surface. The potential range selected
for CV was from -0.8V to 0.8V with a scan rate of 100 mV/s using a
5mM solution of [Fe(CN)e]®>~7*~ in a mixture of 0.1 M KCl and phos-
phate-buffered saline (PBS) buffer solution at pH 7.2.

2.5. Detection of "OH by the CeNP/GO-modified electrode

The Fenton reaction was used to generate "OH for CV experiments.
By mixing equal volumes of 10 mM solutions of H,O5 and FeSO47H,0,
the Fenton reaction produces "OH via the reduction of H,0, in the
presence of Fe?" ions. The composite-modified electrode was then in-
serted into the Fenton reaction to detect ‘OH by using CV. The first
cycle of CV was carried out using the H,O, solution. After that, the
electrode was removed from the solution, and then an equal volume of
the 10 mM iron(Il) sulfate solution was added to generate ‘OH. Then,
the electrode was immersed in the solution again to detect the presence
of "OH. The potential range selected for CV was from 0.4V to —0.6 V
with 100 mV/s of scan rate. Both the reduction and oxidation responses
(i.e., redox response) in the cyclic voltammogram were used to calcu-
late the redox response (AA) of the sensor due to the redox reaction
between the composite and "OH. The redox response was calculated
using the procedure described in Fig. 2, in which AA is taken from the
difference between the currents at the oxidation and reduction peaks.
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Fig. 2. Calculation of the redox response (AA) of 10 mM H»O, and "OH gen-
erated from the Fenton reaction (10 mM H,0, + 10 mM FeSO47H,0).

The CV curve for H,O, showed no significant redox peaks, which
proved that there was no considerable redox reaction between the
CeNP/GO-modified electrode and H,0,.

3. Results and discussion
3.1. Synthesis of CeNPs and CeNP/GO composites

CeNPs were synthesized by precipitation at various temperatures to
obtain different particle sizes. STEM was used to characterize the par-
ticle size, shape, and aggregation of CeNPs. Fig. S1 (Supporting
Information) shows STEM images of the CeNPs synthesized at different
temperatures: 30, 120, and 150 °C, and they show their typical cubic
and hexagonal structures. XRD experiments were performed to de-
termine the average particle sizes of CeNPs. As shown in Fig. S2, dif-
fractograms (a—c), which correspond to CeNPs with different particle
sizes, exhibit identical diffraction peaks at 28.4° (111), 32.9° (200),
47.3° (220), 56.1° (311), 58.8° (222), 69.3° (400), 76.5° (331), and
78.9° (420), which comply with the standard cubic structure of CeO,
(JCPDS 65-2975) [41,42]. Fig. S2, diffractograms (d-f) show the same
eight diffraction peaks for the CeNP/GO composites, which means that
the composites were successfully synthesized by the low-temperature
solution process at room temperature. Another important evidence that
validates the success of the synthesis protocol is the disappearance of
the light yellowish color of the CeNPs dispersion after contacting with
GO.

The effect of the synthesis temperature on the particle size of CeNPs
was investigated by XRD. As demonstrated in Fig. S2, diffractograms
(a—c), when increasing the synthesis temperature, the intensity of CeO,
peaks increases, which confirms the influence of the different synthesis
temperatures on the CeNPs particle size. The Scherrer equation, based
on the eight diffraction peaks, was used to determine the average
particle size of CeNPs. Average diameters of 8, 12, and 16 nm were
obtained for the CeNPs synthesized at 30, 120, and 150 °C, respectively.
Thus, this confirms that the CeO, particle size can be controlled by the
temperature of the hydrothermal method. XRD experiments also con-
firmed the presence of CeNPs on the composites.

As stated before, a suitable amount of CeNPs is required on the
composite for the optimum design of the sensor electrode. STEM images
were also used to investigate the effect of CeNP loading on the GO
surface. Fig. 3 shows the different STEM images obtained with the 8 nm
CeNP/GO composite with different CeNP:GO weight ratios, 10:90,
25:75, 50:50, 75:25, and 90:10. As expected, the presence of CeNPs on
the composite increases when increasing the amount of CeNPs added at
the beginning of the synthesis of CeNP/GO composites. The EDS maps
in Fig. 3b, d, f, h, j verify that the composites consist of CeNPs and GO,
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as both Ce (white) and C (blue) elements are presented throughout the
samples. As the content of CeNPs increases, white dots become more
dominant. It is readily noticeable that the largest aggregation of CeNPs
happened in those composites with high CeNP/GO ratios, which re-
duced both the contact area and the amount of Ce®* sites available for -
OH scavenging. For example, when comparing the composites with
CeNP:GO ratios of 25:75 (Fig. 3¢) and 75:25 (Fig. 3g), it is observed that
the degree of aggregation in 75:25 is important, being difficult to
identify individual CeNPs. Similar TEM images representing the ag-
gregation of CeNPs have been reported in the literature [43,44]. In
contrast, the 8 nm CeNP/GO composite with a CeNP:GO weight ratio of
50:50 (Fig. 3e) shows a homogenous dispersion of the CeNPs on the GO
surface. High dispersion of CeNPs on the composite is thought to result
in higher availability of Ce®* sites to conduct the redox reaction with -
OH, which can improve the efficiency of the composite sensor for the
detection of "OH.

3.2. Effects of the CeNPs size and loading on the sensor conductivity

In order to determine the influence of the CeO, nanoparticles size
and loading ratio on the sensor performance for the detection of 'OH,
CV was conducted with various CeNP/GO composites. Fig. 4 shows all
cyclic voltammograms obtained with 8, 12, and 16 nm CeNP/GO
composites with different CeNP:GO weight ratios, which were em-
ployed in a 5 mM solution of [Fe(CN)¢]®>~/*~ in a mixture of 0.1 M KCI
and phosphate-buffered saline (PBS) buffer solution at pH 7.2 (no
generation of 'OH). As can be seen in Fig. 4a—c, the current response
increases when the CeNP:GO weight ratio decreases, and the same
trend is observed with 8, 12, and 16 nm CeNP/GO composites. For
example, the current response of 8 nm CeNP/GO increases 2 and 4
times when decreasing the CeNP:GO weight ratio from 90:10 to 50:50
and 10:90, respectively. This could be explained in terms of the in-
creased amount of highly conductive material (GO) and the decrease of
the poorly conductive element (CeNPs) on the composite. Therefore,
the results in Fig. 4a—c confirm the influence of the loading ratio on the
sensor conductivity, which has a great impact on the sensor efficiency
for "OH detection.

Remarkably, the particle size of CeNPs also influences the sensor
conductivity (Fig. 4d). When comparing the different particle sizes
using a CeNP:GO weight ratio of 50:50, the largest conductivity was
obtained with the composite containing 8 nm CeNPs. This could be
explained by the higher dispersion of the small CeNPs on the GO sur-
face, which contributes to a shorter distance for electron transfer be-
tween the electrode surface and the electrolyte solution in comparison
to large size nanoparticles. With a shorter path for electron transfer, the
composites with small CeNPs have higher conductivities, as shown in
the comparison of 8, 12, and 16 nm for CeNP:GO (50:50 ratio) (Fig. 4d).
It can be then concluded that both the CeNPs size and its content on the
composite have a significant effect on the conductivity of the sensor.

3.3. Effects of the CeNPs size on the detection of hydroxyl radicals

As reported by Filippi et al., [38] there is a direct correlation be-
tween the particle size and the amount of Ce®** sites that control the *
OH scavenging capacity of CeNPs. The density of Ce®* sites per mass of
CeNPs increases as the particle size decreases, which results in more
redox reaction between CeNPs and "OH. Furthermore, a composite with
small particle size possesses a larger surface area per unit mass for
contacting and reacting with "OH. Here we hypothesized that the size of
the CeNPs might have a significant impact on the sensor performance
for the detection of "OH. Fig. S3 shows the cyclic voltammograms ob-
tained with the 50:50 CeNP/GO composite sensor containing CeNPs of
different sizes in the presence of "OH. While there is no redox reaction
in the presence of H,O, solution, there are redox peaks in the presence
of "OH. The redox curves are the result of the reaction between Ce**
sites and "OH, as described in Fig. 1. These results confirm the ability of
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Fig. 3. STEM images and EDS maps of 8 nm CeNP/GO composites with CeNP:GO ratios of (a, b) 10:90, (c, d) 25:75, (e, f) 50:50, (g, h) 75:25, and (i, j) 90:10.

the CeNP/GO composite-modified electrode to react with "OH, whereas
it shows no distinguishable redox peaks with H50,.

Fig. 5 clearly shows that 8 nm CeNPs provide the largest AA due to
the redox reaction regardless of the CeNP:GO ratio used. The redox
response increases as the size of CeNPs decreases for all the loading
ratios tested except for CeNP:GO = 90:10. The effect of the loading
ratio on AA is further explained in Section 3.4. Our experimental re-
sults, thus, verify our hypothesis that the CeNPs size has a great impact
on the sensor performance for ‘OH detection. This is because the
smaller the CeNPs are, the larger surface area and the greater amount of
Ce3™ sites per unit mass they have, which are the active sites for the
reaction with "OH.

3.4. Effects of the CeNPs loading on the detection of hydroxyl radicals

As previously stated, the sensor response for the detection of "OH
depends not only on the CeNPs size but also on its loading ratio on the
CeNP/GO composite. Consequently, different CeNP:GO weight ratios
were examined to find the relationship between them. CeNP:GO weight
ratios of 10:90, 25:75, 50:50, 75:25 and 90:10 were used to synthesize
the composites. Fig. 5 demonstrates that the loading of CeNPs in the
composite greatly affected the sensor response to 'OH. The redox re-
sponse increases with the addition of CeNPs until reaching a maximum
at CeNP:GO ratio of 50:50, and it decreases with ratios higher than that.

A similar performance was obtained with all the composite sensors with
different CeNPs sizes. It is noted that the trend observed in Fig. 5 differs
from that in Fig. 4. This is due to the fact that the CeNP/GO composite-
modified electrode in Fig. 5 was tested in the Fenton reaction for the
detection of ‘OH. As mentioned earlier, CeNPs were used as the sensing
element, and GO was used to improve the conductivity of the compo-
site. On the other hand, in Fig. 4, the CeNP/GO composite-modified
electrode was tested in the electrolyte solution of [Fe(CN)g]®~74~
without generating 'OH. Thus, the content of GO is the main factor
controlling the sensor response in the electrolyte solution.

The results in Fig. 5 confirm that the CeNPs size and loading ratio
play important roles in the detection of 'OH. As stated before, even
though CeNPs contain redox-active sites, i.e., Ce3™, its low conductivity
makes them a poor choice as a sensing element. However, the in-
tegration with GO successfully provided a high dispersion of the na-
noparticles and increased overall conductivity, as shown in Figs. 3 and
4. Even when AA increases with the addition of CeNPs until reaching a
maximum at CeNP:GO = 50:50 ratio for all different CeNPs sizes
(Fig. 5), it is worth to highlight that the best sensor response was ob-
tained with the smaller particle size (8 nm). When the CeNP:GO ratio
increases from 25:75 to 50:50 ratio, the 8 nm CeNP/GO composite
shows 1.8 times increase in AA as compared to 1.3 and 1.2 times for 12
and 16 nm, respectively. It is assumed that this is because of the high
amount of Ce®" sites when using CeNPs of smaller size. However, 12
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Fig. 4. CV results of the CeNP/GO composites with different CeNPs sizes and loading ratios: (a) 8 nm, (b) 12nm, and (c) 16 nm CeNP/GO composites; and (d)
comparison of CV results with 8, 12 and 16 nm CeNP/GO composites with a 50:50 CeNP:GO weight ratio. Evaluation of the sensor conductivity: no "OH were

generated for these experiments.
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Fig. 5. Relationship between the redox response (AA) and the size and content
of the CeNPs on the composite. The error bars represent the standard deviation
of 3 repetitive measurements.

and 16 nm CeNPs do not show an equivalent degree of increased sensor
response. This could be due to the small number of Ce®™ sites for "OH
scavenging when using 12 and 16 nm CeNPs. Even when increasing the
CeNPs loading from 25:75 to 50:50 CeNP:GO weight ratio, there is no
significant increase in the amount of Ce®" sites, which might also be
due to the aggregation of CeNPs.

The CeNP/GO composites with lower CeNP:GO ratios (10:90 and
25:75) also provided smaller AA compared to the 50:50 composite
ratio, even though the conductivity of the composites was high due to
the high content of GO. This is likely due to the low loading of CeNPs
and the lack of Ce3" sites for "OH detection when using 10:90 and
25:75 ratios. Lower AA were also observed for CeNP:GO ratios above

50:50 (i.e., 75:25 and 90:10), which might be attributed to a lower
conductivity resulting from a lesser content of GO. For the loading ra-
tios of 10:90, 25:75, 50:50, and 75:25, AA of the 8 nm CeNP/GO
composite is 4.0, 2.4, 2.5, and 3.7 times greater than 12 nm, and 7.0,
3.3, 4.3, and 5.7 times greater than 16 nm composites, respectively.
However, AA of the 8 nm CeNP/GO composite at 90:10 ratio shows a
dramatic decrease from that of 75:25, and it is only 1.5 and 2.0 times
greater than those of 12 and 16 nm CeNPs. Therefore, there might be
other factors influencing the decrease of AA at high ratios. It is thought
that the aggregation of 8 nm CeNPs at high loading results in the re-
duction of both the overall surface area and the amount of Ce>* sites
available for "OH detection. By having both a lower surface area and
amount of Ce®™ sites, AA of the 8 nm CeNP/GO composite with 90:10
ratio is considerably smaller, and only slightly higher than those with
12 and 16 nm CeNP/GO composites. Furthermore, the electron transfer
between the active sites and the electrode surface could be retarded by
the aggregation of CeNPs. The largest AA was obtained with the 8 nm
CeNP/GO composite with CeNP:GO = 50:50 wt ratio. With equal
masses of CeNPs and GO, CeNPs are thought to be homogeneously
dispersed onto the surface of GO with less aggregation, which results in
a great amount and exposure of Ce®* sites for reacting with "OH. In
summary, the size of CeNPs and the ratio of CeNPs and GO in the
composite were successfully controlled to optimize the sensor response
towards "OH.

3.5. Composite sensitivity toward hydroxyl radicals

Three 50:50 CeNP/GO composites sensors with different CeNPs
sizes of 8, 12, and 16 nm were used to determine the limit of detection
(LOD) for 'OH detection. The concentration of 'OH generated from the
Fenton reaction was varied between 0.1 and 10 mM. Regardless of the
size of the CeNPs in the composite, the composite sensor shows a linear
relationship between AA and the concentration of "‘OH, as shown in
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Fig. 6. Limits of detection of the CeNP/GO composites with different CeNPs
sizes. "OH were generated from the Fenton reaction (10 mM H,0, + 10 mM
FeS047H>0). The error bars represent the standard deviation of 3 repetitive
measurements.

Fig. 6. It also shows that the CeNPs size has a significant impact on AA
to different "OH concentrations. The 8 nm CeNP/GO composite shows
the largest AA when compared to those with 12 and 16 nm CeNPs for all
the tested "OH concentrations. The equation (3.3 X SD)/b was used to
determine the limit of detection (LOD) [45], where SD represents the
standard deviation of the blank, and b is the slope of the regression line.
The detection limit was found to be lowered when smaller CeNPs were
used as 8, 12, 16 nm CeNPs resulted in LODs of 0.085, 0.18, and
0.47 mM, respectively. Again, these results confirm the impact of the
CeNPs size on the sensor efficiency towards the detection of "OH.

4. Conclusions

A CeNP-based GO composite electrochemical sensor was in-
vestigated for the detection of hydroxyl free radicals. The particle size
and content of CeNPs in the composite appeared to control the sensor
response towards 'OH. An electrode modified with the 8 nm CeNP/GO
composite with the CeNP:GO weight ratio of 50:50 showed the largest
sensor response towards 'OH with the lowest detection limit of
0.085mM of *OH. The smaller the size of CeNPs was, the greater the
sensor response from the redox reaction for all the tested loading ratios.
The 50:50 loading ratio between CeNPs and GO showed the largest
response for all the studied CeNPs sizes. The sensor response decreased
when the content of CeNPs was higher than 50 wt% because of the low
conductivity of the composite as a result of the low content of GO. The
dramatic decrease of the sensor response for the 8 nm CeNP/GO com-
posite with the 90:10 ratio is attributed to the aggregation of CeNPs at a
high loading of CeNPs. To the best of our knowledge, this is the first
time that a CeNP/GO composite is used as an effective sensing element
for 'OH detection through an electrochemical mechanism. This com-
posite could be used for developing real-time mediatorless sensors for
medical diagnosis. Furthermore, it could be used for environmental,
cosmetics, and food sample analyses, and any other related areas in
which "OH need to be monitored or controlled.
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