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Abstract: In this study, seeded zinc oxide (Z-ZnO) thin films were fabricated by a two-step
electrochemical deposition process. Different annealing temperatures (300, 400, 500, and
600 °C) were investigated to determine the most effective temperature for the photocatalytic
activity. Comprehensive analyses were conducted using X-Ray Diffraction (XRD), scanning
electron microscopy (SEM), and UV-visible spectrophotometry. The XRD results confirmed
the formation of a wurtzite hexagonal structure, with the highest crystallinity observed at
400 °C. The lowest band gap value, 3.29 eV, was also recorded for Z-ZnO thin film annealed
at 400 °C. SEM images revealed that the thin film treated at 400 °C exhibited a well-defined
and uniform structure, contributing to its enhanced properties. The photocatalytic efficiency
of ZnO (without seeding layer) and Z-ZnO thin films annealed at 400 °C was evaluated
through the degradation of tetracycline hydrochloride (TCH) to prove the effect of the
presence of a primary seeding layer on ZnO 400 °C thin film efficiency. The degradation
efficiency of ZnO thin film without seeding layer was 69.8%. By applying a seeding layer
in Z-ZnO 400 °C thin film, the degradation efficiency has been increased to 75.8%. On the
other hand, Z-ZnO 400 °C thin film achieved a high degradation efficiency of 82.6% over
300 min in the photoelectrocatalytic system. The obtained Z-ZnO thin films annealed at
400 °C are highly effective photocatalysts and photoelectrocatalysts, offering a significant
potential for the degradation of pharmaceuticals and other pollutants in water.

Keywords: electrochemical deposition; photocatalysis; photoelectrocatalysis; thin film;
tetracycline hydrochloride; zinc oxide

1. Introduction

Tetracycline hydrochloride (TCH) is a widely used antibiotic in human and veteri-
nary medicine, agriculture, and animal feeds for livestock, cattle, and poultry due to its
excellent antibacterial properties [1]. However, its presence as a pollutant in water is a
growing concern. When released into aquatic ecosystems through wastewater discharge
or agricultural runoff, TCH can contaminate water sources. Additionally, the overuse and
improper disposal of TCH contributes to antibiotic resistance, worsening the issue [2].
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Effective monitoring and proper wastewater treatment methods are essential to min-
imize the risk of TCH in water systems. Various methods have been studied to remove
TCH from water, including biodegradation [3], and adsorption [4]. Unfortunately, TCH is
difficult to completely remove from water by biological or physical treatment methods due
to its high chemical stability [1].

Heterogeneous photocatalytic oxidation is an advanced, eco-friendly method for
effectively removing antibiotics from water. This process utilizes suitable photocatalysts,
which, when illuminated, generate reactive oxygen species such as hydroxyl radicals [5].
These radicals are capable of oxidizing and breaking down TCH molecules into simpler,
less harmful byproducts [2,6-8].

Various photocatalysts have been tested for the removal of organic pollutants in water
such as titanium dioxide and zinc oxide (ZnO) [9,10]. However, practical applications face
challenges such as the difficulty in separating and recovering suspended photocatalysts and
the high recombination rate between photogenerated electrons and holes [11]. To address
these issues, researchers have explored combining photocatalysis with other processes to
enhance degradation efficiency.

A notable development in this field is the integration of photocatalysis with elec-
trochemistry, known as photoelectrocatalysis (PEC) [12]. In this combined process, the
photocatalyst is immobilized on a conductive material to form a photoelectrode, with an
anodic bias potential applied to the photoelectrode. This approach helps avoid catalyst loss
during recovery and enhances photocatalytic efficiency by preventing nanoparticle aggrega-
tion and facilitating easier separation from the solution [13]. Despite these improvements,
low anodic bias potentials have limited the effectiveness of electrochemical oxidation.
Consequently, this combined process is essentially an optimized form of photocatalysis.

ZnO-based photocatalysis is widely used due to ZnO'’s efficiency as a semiconductor
with a wide band gap of 3.37 eV, which allows it to absorb a broad range of ultraviolet
(UV) and it can be modified to reach the visible light region, thus enabling various photo-
chemical reactions [14,15]. ZnO is stable, low-cost, abundant, and environmentally friendly,
making it an attractive choice for water purification [16]. However, its high recombina-
tion rate decreases photocatalytic activity [15]. To enhance efficiency, techniques such as
metal-nonmetal doping [17], heterojunction formation [18], surface modification [19], dye
sensitizing [20], and post-treatment methods like annealing have been developed. These
methods improve light absorption, charge separation, and surface reactivity, thereby reduc-
ing electron-hole recombination and extending light absorption into the visible range [21].

Using ZnO as a slurry (powder) catalyst can lead to nanoparticle aggregation and
complicate catalyst separation [22]. To mitigate this, ZnO thin films have been utilized [23].
Thin films can be easily removed from the medium after degradation without filtration
and can be reused. Various methods, including sol-gel, hydrothermal, successive ionic
layer adsorption and reaction, and electrochemical deposition, are used to prepare ZnO
thin films [24-27]. Electrochemical deposition, or electrodeposition, is a versatile method
that involves the controlled electrochemical reduction of Zn ions onto an electrode surface
to form a thin ZnO film layer. This method allows precise control over film thickness,
composition, and morphology [23,28,29].

Direct electrodeposition can sometimes result in a wide grain size distribution, low
optical performance, and high defect concentration. To address these issues, a seeding
layer has recently been employed to improve the quality and performance of ZnO films.
Different methods have been discovered for seed layers, typically deposited by methods
like spin coating, dip coating, or chemical bath deposition. This nucleation layer facilitates
controlled growth of the ZnO film, ensuring uniformity and enhancing optical proper-
ties [30-32]. Studies have shown that the use of a ZnO seed layer not only improves the
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adhesion of the deposited ZnO film but also enhanced crystallinity, increases its surface
roughness, surface area, and optimized electrical properties, contributing to more efficient
photocatalytic performance [31,33]. As far as the authors know, although numerous efforts
for the fabrication of ZnO thin films with various preparation methods, reports on utilizing
the effect of a primary seeding layer using a two-step electrochemical deposition are still
limited [34].

In addition to the use of a seeding layer, another critical factor influencing the prop-
erties of ZnO thin films is the annealing process. Annealing, which involves heating the
material to a specific temperature and maintaining it for a defined period, plays a significant
role in optimizing the properties of ZnO films used in catalysis. Optimizing annealing
conditions, including temperature, duration, and atmosphere, is crucial for tailoring the
ZnO thin film’s structure and performance as a catalyst photoanode [31,35,36].

Several studies have shown that annealing at temperatures around 400 °C significantly
improves the structural quality of ZnO, leading to better photocatalytic performance. For
example, a study demonstrated that ZnO films annealed at 400 °C exhibited superior
photocatalytic activity due to enhanced crystallinity and reduced surface defects, which are
known to act as recombination centers for electron-hole pairs [37]. Furthermore, annealing
at higher temperatures often leads to a reduction in surface area due to grain growth, which
could influence the overall photocatalytic performance depending on the balance between
crystallinity and surface area [38].

To the best of our knowledge, the literature on the photocatalytic removal of TCH
from water is limited, particularly concerning methods with low removal efficiency [39].
Enhancing removal efficiency often requires increasing the concentration of the photo-
catalyst [40]. However, this approach complicates the separation of the catalyst from the
treated medium and increases material costs, resulting in more challenging and costly
operational procedures [41]. Moreover, the photocatalytic performance of pure ZnO for
TCH degradation is often limited by its rapid electron-hole recombination and lack of
visible-light activity [42].

In summary, the photocatalytic degradation of tetracycline hydrochloride is a
rapidly evolving area of research, with various strategies being employed to enhance
the efficiency of photocatalysts. However, further research is needed to improve their
practical application.

Despite the significant progress in photocatalysis, the area of PEC for TCH removal
remains relatively underexplored [43]. PEC combines the advantages of photocatalysis with
electrochemical assistance, where an external potential is applied to the photocatalyst to im-
prove charge separation, enhance electron transport, and extend the photocatalytic reaction
duration [44]. This approach has shown promise in improving the degradation efficiency of
organic pollutants in general, most current PEC studies for water treatment have focused
on pollutants such as dyes [45], phenolic compounds [46], and other pharmaceuticals [47],
with TCH receiving far less attention [48].

In conclusion, the research on PEC for TCH degradation is still in its infancy. This
indicates a strong need for further investigation into the PEC approach for efficient and
sustainable TCH removal from water.

To close this gap in research and advance the field of water treatment, this study
introduces a novel approach by combining a two-step electrochemical deposition method
for fabricating ZnO thin films with a low catalyst concentration, optimized annealing
conditions, and the incorporation of a seeding layer. This research aims to enhance the pho-
tocatalytic and photoelectrocatalytic performance of ZnO thin films, specifically targeting
the degradation of TCH from water. The novelty of this work lies in the systematic explo-
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ration of these factors to improve the efficiency of TCH removal, making it a promising
strategy for future sustainable water treatment technologies.

2. Results and Discussion
2.1. XRD Analysis for Z-ZnO Thin Films

X-Ray Diffraction (XRD) analysis was utilized to validate the presence of the hexagonal
wurtzite phase in Z-ZnO thin films grown through the electrochemical deposition method.
These films were fabricated by maintaining a constant temperature of 80 °C on a fluorine-
doped tin oxide glass (FTO) substrate. Furthermore, XRD patterns were employed to
investigate how variations in annealing temperature affected the crystal structure of the
Z-7n0 thin films.

In Figure 1, all diffraction peaks were identified for Z-ZnO films electrodeposited on
FTO glass for different annealing temperatures ranging from 300 to 600 °C. Distinct peaks
were attributed to the FTO glass substrate marked with a star (*) based on the reference
(JCPDS No. 77-0447). According to the literature, it was observed that the films exhibited
superior crystallinity when deposited at 80 °C, as indicated by the presence of high-intensity,
sharp diffraction peaks [49].The primary ZnO peaks were centered at 26 angles of 31.8°,
34.4°, and 36.3°, corresponding to the (100), (002), and (101) crystal planes, respectively. The
lattice planes and peak positions of our prepared Z-ZnO thin films closely matched those of
reference patterns for ZnO (JCPDS No. 00-036-1451), affirming the successful development
of ZnO in the hexagonal wurtzite phase [50]. Peaks corresponding to Zinc Hydroxide
(Zn(OH);) marked with (), matching the reference (JCPDS card no. 38-0385) were observed
in the XRD patterns at low annealing temperatures, which decompose into ZnO at higher
temperatures, explaining their disappearance at higher annealing temperatures [51].
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Figure 1. XRD spectrum for Z-ZnO 300 °C, Z-ZnO 400 °C, Z-ZnO 500 °C, and Z-ZnO 600 °C thin
film samples.

The intensity of the diffraction peaks for ZnO was found to be highly dependent on
the annealing temperature. As the annealing temperature increases to 400 °C, the XRD
peak intensity increases. This is because higher temperatures can help improve crystallinity
and reduce defects in the thin film [51,52]. The sharper and more intense peaks in the XRD
pattern indicate a more ordered and crystalline structure.
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It is important to note that there is an optimal annealing temperature range for achiev-
ing the desired XRD peak intensity and crystal size, and the best results have been achieved
with annealing at 400 °C. Exceeding this range might lead to the growth of excessive defects
or even the degradation of the film’s properties. As observed with 500 °C and 600 °C, the
XRD peak intensity decreased compared to the sample annealed at 400 °C, although the
ZnO hexagonal structure remained intact [53].

The reduction in peak intensity at 500 °C can be attributed to several factors. At higher
temperatures, excessive grain growth, leads to an increase in particle size, which in turn
causes imperfections within the crystal structure. These structural imperfections cause the
X-rays to scatter more widely, leading to a decrease in the overall intensity of the diffraction
peaks. Additionally, prolonged exposure to high temperatures around 600 °C can induce
thermal stress within the thin film, potentially resulting in microcracks or other structural
defects that negatively affect the crystalline quality of the material [37].

So, it is crucial to conduct controlled experiments to determine the best annealing
conditions for ZnO thin film.

Moreover, XRD data were utilized to calculate the average grain size using Scherrer’s

Equation (1):
kA
~ Bcosb

)

which considers parameters such as crystallite size (D), Scherrer’s constant (k), wavelength
of the X-ray source (A), (B) is the full width at half maximum intensity (FWHM), and
Bragg’s diffraction angle (6).

The strongest ZnO peak observed at 20 around 36.3, corresponding to the (101) crystal
plane, had FWHM values of 0.2450, 0.3267, 0.2450, and 0.2450 for Z-ZnO at 300 °C, Z-ZnO
at 400 °C, Z-ZnO at 500 °C, and Z-ZnO at 600 °C, respectively.

Applying Scherrer’s equation to the FWHM values of the (101) peak line allowed the
calculation of the average crystallite size for Z-ZnO 300 °C, Z-ZnO 400 °C, Z-ZnO 500 °C,
and Z-ZnO 600 °C, in that order; the crystals size were 34.13 nm, 25.6 nm, 34.13 nm, and
34.12 nm, respectively. The grain size of the prepared ZnO thin films increased with higher
annealing temperatures, aligning with prior research on the impact of annealing on the
crystallinity of ZnO thin films [54].

2.2. UV-Vis Absorption Spectra

UV-VIS absorption spectra were employed to analyze the optical absorption character-
istics and the band gap of the film material. It is well-known that the optical properties of
transparent conductive films are predominantly influenced by the deposition techniques
and the specific preparation conditions used during film fabrication [55].

Figure 2 displays the UV-Vis absorption spectra of prepared ZnO thin films subjected
to various annealing temperatures, ranging from 300 °C to 600 °C.

As depicted in Figure 2a, the spectra were recorded across the wavelength range of
250 to 600 nm. Notably, Z-ZnO 300 °C, Z-ZnO 400 °C, Z-ZnO 500 °C, and Z-ZnO 600 °C
thin films exhibited distinct absorption peaks at Amax values of 355 nm, 372 nm, 371 nm,
and 369 nm, respectively.

To assess the optical band gap of the film material, Tauc plots were generated and
are presented in Figure 2b. Tauc equation was employed to calculate the band gap of the
samples in Equation (2).

(xhv)*=A (v —Ey) )

where w is the absorption coefficient (em™1) being a function of wavelength a(A), h is Planck
constant (Js), v is frequency (Hz), Eg is an optical band gap of a semiconductor (eV), A is
proportionality constant [56].
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Figure 2. UV-Vis absorption spectra for the optical properties. (a) UV-VIS absorption spectra for
Z-ZnO 300 °C, Z-ZnO 400 °C, Z-ZnO 500 °C, Z-ZnO 600 °C thin films and (b) TAUC plot between
(ahv)? and hv to calculate the band gap for Z-ZnO 300 °C, Z-ZnO 400 °C, Z-ZnO 500 °C, Z-ZnO
600 °C thin films.

The energy gap of the samples was determined by plotting (ahv)? against the photon
energy (hv) according to the Tauc relationship. The calculated band gap values for the
prepared thin films were 3.36 €V, 3.29 eV, 3.32 eV, and 3.31 eV for Z-ZnO 300 °C, Z-ZnO
400 °C, Z-ZnO 500 °C, and Z-ZnO 600 °C thin films, respectively, as presented in Figure 2.

The best results for Z-ZnO film are achieved with an annealing temperature of 400 °C
which results in a modest reduction in the band gap; this reduction in the bandgap can
be attributed to a reduction in structural defects, such as oxygen vacancies and grain
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boundaries, which are common in as-deposited films. Higher annealing temperatures
help to reduce these defects, particularly oxygen vacancies, which lowers the carrier
concentration in the conduction band [57]. Additionally, the annealing process improves
crystallinity, reducing the number of defects and relieving strain within the films. These
improvements in crystallinity and structural order contribute to the observed decrease in
the bandgap energy, enhancing the generation of electron-hole pairs, thereby improving
the material’s photocatalytic and optical properties [58-60].

2.3. SEM Analysis

The morphology, crystal structure and grain size of the thin films were assessed
through scanning electron microscopy (SEM). Figure 3 presents SEM images illustrating
the effects of annealing temperatures. All the coated samples obtained an average thickness
of 10 = 1 um. Annealing at a relatively low temperature of 300 °C resulted in the formation
of large particles lacking a discernible crystal structure in the Z-ZnO thin film. Raising the
annealing temperature to 400 °C, in conjunction with the presence of a primary seeding
layer, promoted crystallization and enhanced the crystal quality of the ZnO thin films. The
grains can be calculated from the SEM image to be approximately in average to be 500 nm
in size; these grains displayed a distinct hexagonal shape with a random distribution, and
the particle size was notably smaller compared to the film annealed at 300 °C, leading to a
highly increased surface area [61,62].

Z-Zn0 300°C

b t > 2 \
‘D 5 s -
1 e Sy ¥ ™ a0, . i
SEM MAG: 15.1 kx WD: 10.61 mm 11t VEGAJ TESCAN] SEMMAG: 15.6 kx WD 10.56 mm 1111 VEGA3 TESCAN
View field: 12.7 pm Det: SE 2 View field: 13.3 pm Det: SE 2pm
Date{midiy): 100823 SEM HV: 20.0 kW Date{midly): 100523 SEM HV: 20.0 kV IRMC-SEM

¢ ._. ..;_
N

b o _'?‘

: o B % P
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Figure 3. SEM characterization for Z-ZnO thin film comparing different annealing temperatures (300,
400, 500, 600 °C).
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Further elevating the annealing temperature to 500 °C induced grain growth, around
700 nm, causing a reduction in specific surface area and an increase in particle size due to
the aggregation and agglomeration of ZnO particles. However, exceedingly high annealing
temperatures of 600 °C resulted in smaller grain size appearing to decrease to about 250 nm
with fragile, broken, and shattered grains, some of which exhibited a hexagonal structure
with a hollowed-out center.

These results are consistent with the previous literature, where a study investigating
annealing temperatures ranging from 350 to 500 °C for aluminum-doped zinc oxide thin
films reported that both the grain size and the overall crystalline quality of the films
improved as the annealing temperature increased, up to an optimal point [54].

In summary, based on SEM characterization comparing different annealing temper-
atures (300, 400, 500, 600 °C), the most favorable morphological orientation for Z-ZnO
particles was achieved at an annealing temperature of 400 °C, aligning with UV-VIS ab-
sorption and band gap findings. Additionally, the XRD analysis showed that the smallest
crystallite size, which is related to the size of the coherent regions within a grain, was
attained at the same annealing temperature of 400 °C. Furthermore, the SEM data reveal
higher average grain size values compared to the crystallite size obtained from XRD mea-
surements using the Scherrer equation. This difference, commonly observed in other thin
films [63], occurs because the grain size measured in SEM reflects the surface morphology
of grains, which are composed of multiple crystallites, resulting in larger grain size values.

2.4. Photocatalytic Performance
2.4.1. Effect of Annealing Temperature

Annealing plays a crucial role in the preparation of thin films, particularly in deter-
mining the optimal temperature for achieving high photocatalytic activity in ZnO thin
films. The choice of annealing temperature significantly affects the crystal structure, mor-
phology, and electronic properties of the thin film, thereby impacting its photocatalytic
performance [64]. Generally, higher annealing temperatures promote crystallization and
improve the quality of ZnO thin films, leading to enhanced charge transport properties and
increased photocatalytic activity. The annealing process helps eliminate defects such as oxy-
gen vacancies and interstitials, which can act as recombination centers for photo-induced
charge carriers. This reduction in defect density improves the separation and mobility
of electrons and holes, facilitating efficient charge transfer to the electrode—electrolyte
interface. However, excessively high annealing temperatures can result in grain growth,
reducing the specific surface area and potentially limiting the availability of active sites for
photocatalytic reactions. Therefore, selecting an optimal annealing temperature is crucial
to balance crystal quality, defect density, and surface area, maximizing the photocatalytic
activity of ZnO thin films [35,36,65].

In Figure 4a, four different annealing temperatures (300, 400, 500, 600 °C) were tested
on Z-ZnO thin films to determine the temperature that exhibits the best photocatalytic
activity for the degradation of TCH in water. All the experiments were carried out in
three (3) replicated runs. Accordingly, for Z-ZnO 300 °C, Z-ZnO 400 °C, Z-ZnO 500 °C,
Z-7ZnO 600 °C and ZnO 400 °C the calculated standard deviation (SD) was 0.03, 0.02, 0.03,
0.002 and 0.25 while the standard error of estimate (SE)was 0.02, 0.01, 0.02, 0.001, and
0.14 with mean TCH removal of 73.02%, 75.84%, 74.23%, 74.03, and 69.6%, respectively.
These low values of the SD and SE confirm the experimental results reproducibility as
well as consistency of different modes of trials. The mean values for the TCH removal are
reported for all the experimental runs throughout the manuscript. Figure 4a shows that
the highest degradation efficiency of 75.85% was achieved at an annealing temperature
of 400 °C over a 5 h reaction period, while the lowest annealing temperature resulted in
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a minimum degradation efficiency of 73%. Increasing the annealing temperature beyond
400 °C led to a decrease in efficiency.

a
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Figure 4. (a) Effect of different annealing temperatures (300, 400, 500, 600 °C) of Z-ZnO on the
photocatalytic degradation of 30 ppm TCH under UV light for 300 min. (b) Effect of seeding layer on
ZnO thin film for the photocatalytic degradation of 30 ppm TCH under UV light for 300 min.

This result is consistent with the characterization findings, band gap calculations,
and the literature review. However, it appears to contrast with the findings of a study
investigating the effect of annealing temperatures (ranging from 0 to 800 °C) on ZnO thin
films prepared by radio frequency sputtering. The authors of that study demonstrated that
annealing temperatures above 400 °C led to a systematic increase in band gap values. This
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increase in band gap energy suggests a reduction in defects and vacancies within the ZnO
films [36].

2.4.2. Effect of Seeding Layer

The impact of a seeding layer, applied before the deposition of ZnO, was investi-
gated. The seeding layer was created through electrodeposition by exposing the FTO glass
substrate to a concentrated Zinc solution for a short duration of 30 S. The photocatalytic
efficiency of the films prepared with and without the seeding layer was compared in a
photocatalytic system. The system utilized a 395 nm lamp as the light source and a 30 ppm
TCH solution. The photocatalytic degradation efficiency was evaluated over a 300 min
reaction period as shown in Figure 4b.

The results demonstrated an improvement in the photocatalytic efficiency of Z-ZnO
thin films compared to ZnO thin films without a seeding layer. This enhancement can be
attributed to modifications in surface properties, such as crystal structure and morphology,
as well as improved adhesion of the ZnO film to the FTO substrate. These factors contribute
to the stability and recyclability of thin film [66,67].

This result appears to contradict the findings of Lopez Guemez et al. on the hy-
drothermal growth of ZnO nanorods and nanoflowers on a seeding layer deposited via
spin coating. The study concluded that the presence of a seeding layer on ZnO thin films
significantly enhances the photocatalytic degradation of methylene blue. Their experiments
achieved 100% dye degradation in 120 min using the prepared thin film with a seeding
layer, and they demonstrated that the thin film exhibited excellent reusability over five
consecutive cycles, attributed to improved adhesion [66].

2.5. Compression Between Photocatalytic and Photoelectrocatalytic Performance

Figure 5 illustrates the degradation percentage versus time for Z-ZnO 400 °C thin film
(in the dark), photolysis, photocatalysis, and photoelectrocatalysis.

100

—#— Z-ZnO 400°C (In Dark)
—@— Photolosys
—A— Z-ZnO 400°C Photocatalysis
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Figure 5. The degradation of 30 ppm TCH under UV light for 300 min using Z-ZnO 400 °C thin film
(in the dark), photolysis, photocatalysis, and photoelectrocatalysis methods.

To fully understand the effects of different removal methods, a comparison between
these methods should be made to evaluate their relative efficiencies.

The study investigated the removal of TCH using various degradation methods with
Z-Zn0O 400 °C thin films. All the removal methods were compared to assess their efficiency
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in removing TCH from a 100 mL solution containing 30 ppm TCH and 0.1 M NapSOy, with
a reaction time of 300 min.

Controlled experiments were initially conducted to assess the adsorption capacity
of the Z-ZnO 400 °C film (in the dark) and the degradation potential of the light source.
The adsorption by Z-ZnO 400 °C resulted in less than 2.5% removal of TCH, which was
attributed to the lack of electron excitation and the absence of reactive species generation,
suggesting that tetracycline adsorption had a negligible effect on its elimination. In contrast,
photolysis resulted in a 51% degradation of TCH, with tetracycline degrading rapidly under
irradiation. This indicates that the degradation process was significantly enhanced by the
light source. These findings are consistent with previous studies on TCH degradation [68].

However, when the same Z-ZnO 400 °C film was used in a photocatalysis system,
where both light and the material’s catalytic properties were engaged, a significantly higher
degradation efficiency of 75.85% was achieved. In an even more advanced system, the
PEC process, where both light and an external electric field were applied, the degradation
efficiency further increased to 82.6%.

This enhancement is due to the synergistic effects of light-induced generation of
reactive oxygen species and the external electric field. The photocatalysis method relies
solely on light to excite the electrons and generate reactive species, whereas the PEC method
benefits from additional electron excitation and enhanced charge separation facilitated
by the electric field. This combined approach significantly improves the degradation
efficiency of TCH by accelerating the generation of reactive species and enhancing their
interaction with the pollutant. All experimental runs were carried out in three (3) replicates.
Accordingly, for the experiments in dark, photolysis, Z-ZnO 400 photocatalysis and Z-ZnO
400 photo-electrocatalysis the calculated standard deviation (SD) was 0.06, 0.42, 0.02 and
0.17, while the standard error of estimate (SE) was 0.03, 0.3, 0.01 and 0.1 with mean TCH
removal of 2.7%, 52%, 75.84% and 82.5%, respectively. These low values of the SD and
SE confirm the experimental results reproducibility as well as the consistency of different
modes of trials. The mean values for the TCH removal are reported for all the experimental
runs throughout the manuscript.

This result matches with the literature, as there are various researchers who have
highlighted the superior performance of photoelectrocatalytic systems compared to con-
ventional photocatalysis due to the synergy between the light-induced electron excitation
and the applied electric field.

For instance, a study investigated the PEC degradation of rhodamine B using a ZnO
photoanode prepared by a two-step electrodeposition under UV light and an applied
external potential. The study compared the photolysis, photocatalytic, electrocatalytic, and
photo-electrocatalytic performances of the ZnO films. The study demonstrated that the
degradation efficiency of RhB using PEC process exhibited significantly enhanced higher
efficiency from 20% in photocatalysis to 100% in PEC. This improvement was attributed
to the effective separation of electron-hole pairs facilitated by the electric field, which
prevented recombination and enhanced the production of reactive oxygen species in the
interface of ZnO photoanode. This result clearly illustrates the significant synergistic effect
of PEC for the degradation of the pollutant which is higher than the photocatalysis process
alone [69].

Moreover, a comparative study compared the PEC degradation of glucose using TiO;
films and highlighted that PEC systems consistently outperformed photocatalysis. The
overall oxidation efficiency of the PEC process was better than the photocatalysis process.
The researchers concluded that the external electric field played a crucial role in enhancing
electron-hole separation, extending the lifetime of reactive species, and ensuring higher
pollutant degradation [70].
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Based on these findings, we have observed an improvement in degradation efficiency
using the PEC system compared to traditional photocatalysis. However, there remains
potential for further research to explore additional factors and enhance the degradation rate
for TCH pollutant, positioning this technology as a promising future solution for sustainable
water treatment. Consequently, additional studies will be conducted to optimize the
performance of ZnO and achieve complete degradation within a shorter timeframe.

3. Materials and Methods
3.1. Materials

The chemicals utilized in this study are as follows: fluorine-doped tin oxide (FTO) from
SOLARONIX (Aubonne, VD, Switzerland), zinc chloride (ZnCly) from Schalau (Vohringen,
Bavaria, Germany), potassium chloride (KCl) from LOBA Chemie (Mumbai, Maharashtra,
India), Isopropanol from Honeywell (Morris Plains, NJ, USA), tetracycline hydrochloride
(TCH) as a pharmaceutical pollutant from from Sigma-Aldrich (St. Louis, MO, USA),
sodium sulfate (Nay;SOy) from CHEM-IMPEX (Wood Dale, IL, USA). All solutions were
prepared using deionized (DI) water as a solvent; all the chemicals were analytically graded
and utilized as received without any further purification.

3.2. Pretreatment of FTO Glass

A 2.2 mm thick FTO glass substrate with a resistivity of 7 (2/sq at room temperature
was used. The substrate was cut into 2.5 cm? pieces and cleaned using isopropanol,
followed by ultrasonication for 5 min. After the ultrasonication, the substrate was rinsed
with deionized water three times. Finally, the substrate was dried on a hot plate for 10 min.
The schematic diagram of the pretreatment setup is shown in Figure 6.

]

)

Sonicate 5 min in isopropanol ~ Wash with DI water Dry in a hot plate for ~ Find the conductive side

10 min

Figure 6. Scheme diagram for FTO glass pretreatment.

3.3. Seeding Layer and Electrodeposition of ZnO Layer

All electrochemical experiments were performed using a potentiostat from GAMRY
instruments, (Reference 3000, Warminster, PA, USA). In a three-electrode system with the
FTO glass substrate as the working electrode (cathode), a platinum sheet 0.5 x 0.5 cm served
as the counter electrode (anode), and an Ag/AgCl electrode from GAMRY as the reference
electrode. All the spaces between the electrodes were fixed using an electrochemical cell
Teflon cover with three electrode holes. To control the electrodeposition temperature, a hot
water bath with a setting temperature of 80 °C was used as reported in the literature [71].

Electrodeposition was carried out potentiostatically and from the resulting cyclic
voltammogram, the range of possible potentials for ZnO deposition was determined and
maintained at —0.9 V.

The duration of electrodeposition for the seeding layer was 30 s layer, while it was
120 min for the zinc oxide layer.

The electrodeposited layer is strongly dependent on the seeding layer, and the elec-
trochemical growth of the seeding layer will enhance the formation of ZnO nanorods and
improve the film properties. For the seeding layer, a solution of 60 mL of a high concentra-
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(a)

(b)

1 MKCl+5M ZnChL

Prepare deposition solution Electrodeposition at —0.9V for 30 s at 80°C

tion ZnCl, 5.0 mol/L and 1.0 mol/L KCl was employed. After the seeding layer, the film
was dried for 10 min on a hot plate at 80 °C.

The electrodeposition of ZnO thin film layer was performed by a solution of 60 mL
of 5.0 mmol/L ZnCl; as a zinc precursor and 1.0 mol/L KCl as a supporting electrolyte
to enhance electrical conductivity was used. After completing the electrodeposition layer,
the thin film was removed from the cell, immersed in DI water to wash and remove any
residue, and finally, the film was dried and annealed in an oven at different temperatures
for 40 min. The schematic diagram of the experiment setup is shown in Figure 7a for the
seeding layer denoted with (Z) and Figure 7b for the zinc oxide layer denoted with ZnO,
therefore the samples will be denoted from now on as Z-ZnO.

fﬂﬁ
™ FTO cathode

Dry in a hot plate for 10 min at 80°C

FTO cathode

_/ i
(=== @ |
1 MKCl+5mM —
Prepare depositionsolution  Electrodeposition at —0.9V for 2h at 80°C ~ Wash with DI water Annealed for 40 min

Figure 7. Scheme diagram for ZnO thin film preparation method. (a) Seeding layer (Z); (b) electrode-
position of ZnO layer.

3.4. Photocatalysis Performance

TCH was used as a pharmaceutical pollutant to evaluate the photocatalytic activity of
ZnO thin films under UV light irradiation at room temperature. In a handmade photocata-
lyst set-up system using a 100 mL beaker made of quartz glass, a (100 W) UV lamp was
used at (A = 395 nm) as a UV source from VUSUM (Mainland China), and placed under the
beaker to make sure that the full light was exposed to the solution. Also, The FTO catalyst
film was placed inside the beaker. All setups were kept in a box covered with aluminum
foil to prevent UV light exposure. The absorption peak of TCH at (Amax = 360 nm) is
employed to examine the photocatalytic degradation for TCH. For each photocatalytic test,
the catalyst film was set inside a 100 mL solution of 30 ppm TCH. The solution was exposed
to UV light under room temperature. Every 30 min, 3 mL of the solution was collected in
a cuvette without centrifuging and evaluated using a UV-VIS spectrophotometer HACH,
DR6000 (Loveland, CO, USA), to obtain the concentration and absorbance of the pollutant
in the sample.

The percentage of pollutant degradation was calculated using Equation (3):

Ao — A
0

Degradation percent = x 100 3)
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30 ppm TCH +0.1 M Na,SO4

where Ay is the initial absorbance of the pollutant before the UV irradiation and Ay is the
absorbance of the sample taken in a certain time.

3.5. Photoelectrocatalysis Performance

The performance of the prepared catalysts in photo-electrocatalysis system was in-
vestigated using a custom-made photo-electrocatalyst setup connected to a Potentiostat
with a three-electrode system. The setup included an Ag/AgCl electrode as a reference
electrode, a platinum sheet as the working electrode (cathode), and the catalyst film as the
counter electrode (anode). A quartz glass beaker with a Teflon cover was used to house the
electrodes and the catalyst thin film. The beaker was illuminated with a 100 W UV lamp
emitting light at a wavelength of 395 nm. A 100 mL solution containing 30 ppm TCH as a
model pharmaceutical water pollutant and 0.1 M NaySOy as a supporting electrolyte was
used to evaluate the photo-electrocatalytic activity of the thin film.

Cyclic voltammetry measurements were performed with a potential range of 0 V to
2V, and an oxidation peak was observed. The applied potential was fixed at 1.5 V. The
photo-electrocatalysis reaction was initiated by applying a positive potential of 1.5V, and
the solution was exposed to UV light at room temperature. The PEC setups were placed in a
box covered with aluminum foil to prevent UV light exposure as in Figure 8. The absorption
peak of TCH at a wavelength of 360 nm was used to examine the photo-electrocatalytic
degradation.

AZIAZCL =
r \

p#Cathode

Z-Zn0 Anode 0 ‘Q :

Photoelectrocatalysis at 1.5V Take 3 mL sample  Find absorption at 360 nm

100W 395 nm UV lamp

Figure 8. The photoelectrochemical reactor setups.

At specific time intervals, a 3 mL sample of the solution was collected without cen-
trifugation and analyzed using a UV-VIS spectrophotometer HACH, DR6000 (Loveland,
CO, USA), to determine the absorbance of the pollutant in the sample. The percentage of
pollutant degradation was calculated using Equation (3), as previously described.

3.6. Characterization of Z-ZnO

XRD measurements were achieved using Rigaku Ultima IV X-ray diffractometer
running at 40 mA and 40 kV with CuK radiation (A = 1.5406 A) and a scan step size of
0.02 at a speed of 2° /min in a range of 20-80° at room temperature. The optical properties
and the band gap were characterized by a UV-Visible spectrophotometer, UV-vis solidspec
3700. The surface morphology Z-ZnO thin films with different annealing temperatures
(300, 400, 500, 600 °C), was investigated using SEM, TESCAN VEGA3. All electrochemical
measurements were performed using a potentiostat from GAMARY instruments, Reference
3000., in a three-electrode system.
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4. Conclusions

In this study, ZnO thin films were successfully fabricated using a two-step electro-
chemical deposition process, followed by an annealing treatment at various temperatures.
Comprehensive analyses confirmed the formation of ZnO in a pure hexagonal wurtzite
crystal phase, with the optimal annealing temperature identified as 400 °C. With a band gap
of (3.29 eV), these optimized thin films were employed for the photocatalytic degradation
of TCH, a commonly found antibiotic contaminant in water. The results demonstrated
that annealing the Z-ZnO thin films at 400 °C significantly enhanced their photocatalytic
activity by increasing surface area, improving electron transport, and reducing electron—
hole recombination. To further improve the degradation efficiency, the thin films were also
tested in a photoelectrocatalytic system. This system effectively extended the lifetime of
the photogenerated holes, further reducing electron-hole recombination, and consequently
increasing the degradation efficiency of TCH to reach 82.6%. These findings highlight the
potential of the electrodeposited Z-ZnO thin films annealed at 400 °C as highly efficient,
eco-friendly catalysts for water purification. The enhanced performance of these thin films
offers a promising approach to mitigating antibiotic contamination in aquatic environments,
contributing to the development of sustainable water treatment technologies.
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