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Abstract: In this study, a Ti/IrO,-Ta;O5 anode was prepared by a hydrothermal method, and the
prepared electrode was characterized by techniques such as scanning electron microscopy, X-ray
diffraction, and electron dispersive spectroscopy. At the same time, the anode characteristics be-
fore and after electrochemical experiments were analyzed. The electrode gradation mechanism of
oxytetracycline is discussed. In the whole experimental process, the range of electrolysis conditions
was determined by single factor experiment, and then the optimal removal condition of oxytetra-
cycline was determined by orthogonal experiments. The removal rate of oxytetracycline reached
99.02% after 20 min of electrolysis under the following optimal conditions: a current of 0.500 A,
plate spacing of 2 cm, NaySOy electrolyte concentration of 4 g/L, and solution pH of 3. Additionally,
the mechanism of oxytetracycline removal was explored, free radical scavenging experiments were
performed, and the degradation mechanism was inferred based on the changes in the ultraviolet
absorption of the oxytetracycline solution before and after electrolysis. Then, based on the liquid
chromatography—mass spectrometry data, seven possible compounds and five possible removal
pathways were proposed.

Keywords: Ti/IrO;-TayOs anode; oxytetracycline; electrochemical; mechanism

1. Introduction

In recent years, reports of the detection of antibiotics in various river basins have
exposed the environmental problems arising from the use of antibiotics; this has motivated
an increasing research effort focusing on the treatment of antibiotics [1,2]. Tetracycline
antibiotics are currently some of the most widely and commonly used antibiotics. These
antibiotics are widely used in the prevention and control of human diseases, agricultural
production, and livestock and poultry breeding [3,4]. Oxytetracycline is the most represen-
tative tetracycline antibiotic that inhibits bacterial growth by inhibiting protein synthesis,
and therefore has a good anti-infection effect, eliminating inflammation and promoting
the growth of livestock [5]. Due to their stable chemical properties, antibiotics cannot be
decomposed and absorbed by the liver and kidney after entering the organism and are
mostly excreted by the kidney in the form of prototype drugs [6]. As a feed additive, they
are directly added to aquaculture water. Microorganisms in the water can become resistant
to the added antibiotics after long-term exposure to them in the environment, affecting the
microbial community and aquatic organisms and destroying the aquatic ecosystem [7,8].
Additionally, antibiotics from various sources are eventually transported to water bodies,
seep into groundwater, and contaminate drinking and tap water [9]. In addition, antibiotics
remaining in water bodies and deposited in sediment re-enter the soil through irrigation
and sludge fertilization and are absorbed into the food chain by microorganisms, algae,
and crops. Through the food chain, antibiotics can accumulate in the human body over
time and cause health problems [10,11].
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There are no clear standards for the treatment of antibiotic wastewater in sewage
treatment plants, and it is urgent to establish environmental standards that meet health re-
quirements [12,13]. Conventional water treatment techniques, such as biological, physical,
and chemical methods, have poor efficiency for the removal of antibiotics [14]. The long-
term accumulation of antibiotics can easily cause serious environmental problems. Thus,
advanced sewage treatment technologies should be introduced to address the challenges
posed by industries showing high antibiotic pollution levels, such as aquaculture [15].
Zhao et al. studied the degradation mechanism of oxytetracycline under visible light and
sunlight conditions, and found that the degradation rate of oxytetracycline reached 72%
when titanium dioxide doped with nitrogen and fluorine was used as the catalyst [16].
Arikan et al. studied the degradation efficiency of oxytetracycline under different manure
composting methods, and achieved a removal rate of 75% [17]. Li et al. studied a new
material, ZIF-8, for the adsorption of oxytetracycline in water, achieving a removal rate of
82.5% [18]. Uslu and Balcioglu treated oxytetracycline wastewater with an electrochemical
combination of Fenton and ozone oxidation, and obtained a removal rate of 93% [19]. As
an emerging water treatment technology, electrochemical advanced oxidation technol-
ogy has been increasingly studied due to its wide applicability and high efficiency [20].
Fernandes et al. used a boron-doped diamond electrode as an anode and successfully per-
formed anodization of oxytetracycline [21]. The oxidation-reduction reactions that occur
during the electrochemical degradation of organic matter are divided into direct reactions
and indirect reactions [22]. Under the action of an electric field, large molecules and long
chains are transformed into more easily biodegradable molecules that can be removed
from water by aquatic microorganisms [23].

The electrochemical degradation reactions of antibiotics are divided into direct and
indirect oxidation reactions. Direct oxidation reactions occur on the electrode surface
through the electron transfer between the organic matter and the anode, while the indirect
oxidation reaction is the oxidative degradation of organic matter promoted by the active
groups (superoxide radicals, hydrogen peroxide, hydroxyl radicals, etc.) generated due to
the electrode potential [24]. These groups have strong oxidizing ability, so that refractory
organic pollutants that are difficult to treat by other methods can also be oxidized or even
degraded to inorganic substances, such as water and carbon dioxide [25].

A coating material influences the life of a plate and the degree of mineralization and
rate of degradation of the target pollutants. Currently, titanium plate substrates coated
with inert metal plates are the most widely used plates. Due to the high oxygen absorption
potential and resistance to acidic corrosion as an inert substance with strong stability, Ir-Ta
oxide provides good protection for the coated electrode. Therefore, a Ti substrate coated
with an Ir-Ta metal oxide coating was selected as the experimental electrode to study the
degradation process of oxytetracycline in water.

2. Materials and Methods
2.1. Experimental Equipment and Materials

The experimental equipment consisted of a DC power supply (KPS-3005DU, Shenzhen
Zhaoxin Electronic Instrument Equipment Co., Ltd., China), electrolytic cell, electromag-
netic stirrer (78-1, Jintan Medical Instrument Factory, China), Ti/IrO,-TayOs anode, and Ti
cathode. The electrolytic cell was a glass beaker with a capacity of 500 mL. The dimensions
of the Ti/IrO,-TayOs anode were 50 mm x 100 mm x 1 mm, and the dimensions of the
Ti cathode were 50 mm x 100 mm X 1 mm. To achieve different current densities in this
experiment, stable current output of the DC power supply was provided. The electromag-
netic agitator accelerated the movement of simulated wastewater and the efficiency of
electrolytic oxidation, and its rotational speed did not change as a quantitative factor. The
experimental setup is shown in Figure 1.
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Figure 1. Schematic diagram of the experimental electrolytic apparatus.

2.2. Electrolytic Experiment Scheme

In the experimental simulation of the degradation, an electrolytic aqueous solution was
prepared using oxytetracycline (20 mg) dissolved in deionized water (1 L). Oxytetracycline
aqueous solution (400 mL) was added into a beaker with a capacity of 500 mL. Then,
NaySO4 was added to the electrolytic aqueous solution as the electrolyte. Experimental
oxytetracycline (CooHp4N>Og, USP Grade) was purchased from Shanghai Yuanye Biological
Co., Ltd. (Shanghai, China). Single-factor electrolysis experiments for oxytetracycline
wastewater were carried out first. The concentration of oxytetracycline was determined by
HPLC at 5, 10, 15, and 20 min using 0.45 pm microporous membrane filtration sampling.
The removal effect of oxytetracycline was analyzed for the plate spacings of 1, 2, 3, and
4 cm, current intensities of 0.1, 0.25, 0.4, and 0.55 A, electrolyte concentrations of 2, 3, 4,
and 5 g/L, and pH values of the solutions of 3, 5, 7, and 9. After the data were analyzed,
orthogonal experiments were carried out to determine the best experimental conditions,
and the degradation process was analyzed on this basis. The DC power supply provided
different current densities in the experiment. To meet the condition of setting different
plate spacings in the experiment, insulating rulers with different spacings were designed
to fix the cathode and anode plates. In addition, the pH of the electrolytic wastewater was
regulated using NaOH and H,SOj,.

2.3. Preparation of Electrodes

The Ti/IrO;-Ta;Os anode was prepared by spraying an Ir-Ta oxide solution on the
surface of a titanium plate. The process for the preparation of the Ti/IrO;-Ta;Os anode
was introduced and described in detail by Xu et al. [26]. The microstructure of the Ti/IrO,-
TapO5 anode surface was observed by scanning electron microscopy (SEM) (JSM7800F).
The microstructure of the Ti/IrO,-Ta;Os anode surface was observed by SEM, and the
composition of the electrode coating was analyzed by X-ray energy-dispersive spectroscopy
(EDS). X-ray diffraction (XRD) was conducted with the material, and the diffraction pattern
was analyzed to further determine the composition of the plate material along with the
internal atomic or molecular structure.

2.4. Analysis Method

The concentration of oxytetracycline was determined by high-performance lig-
uid chromatography (HPLC, LC-10Atvp, Shimadzu, Japan) with an InertSustain C18
(4.6 mm x 150 mm, 5 um, filled with octadecylsilane bonded silica gel) column. Chromato-
graphic conditions were as follows: the mobile phase was methanol-purified water—2%
triethylamine (V/V/V =100:100:1), using 10% glacial acetic acid to adjust the pH to 5-6;
flow rate: 1.0 mL; column temperature: 25 °C; sample size: 20 uL; wavelength: 280 nm.
The intermediate was determined by liquid chromatography using a mass spectrometer
(TU-1900, Beijing General instrument Co., Ltd., Beijing, China) with an InertSustain C18
column, and the chromatographic detection conditions were as follows: mobile phase was
methanol-deionized water (V/V = 500:500), pH was 5-6 adjusted with formic acid, flow
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rate was 0.5 mL/min, detection wavelength was set at 280 nm and 355 nm, sample size was
10 pL. The mass spectrometric conditions were as follows: the ion source was an electro-
spray ionization source (ESI), positive ion detection mode scanning, ion source temperature
was 300 °C, mass charge ratio scanning range was 200~2800. In other experiments, the
degradation process of oxytetracycline was determined by ultraviolet spectrophotometry
(TU-1900, Beijing General Analysis Instrument Co., Ltd., Beijing, China).

2.5. Electrolytic Data Analysis

The kinetic equation of the electrochemical oxidation of oxytetracycline was expressed
according to the pseudo-first-order kinetic model, as shown in Equation (1):

- % — ko 0
where ¢ (mg/L) is the concentration of oxytetracycline at time t (min), ¢y (mg/L) is the
initial concentration of oxytetracycline, and k, (min~!) corresponds to the first-order rate
constant.

The concentration of oxytetracycline can be calculated according to the standard curve
of oxytetracycline, and the degradation rate of oxytetracycline is formulated as shown in
Equation (2):

n = (cg—ct) x 100% 2)

where 1 is the degradation rate (%) of oxytetracycline hydrochloride, ¢j is the initial
concentration (mg/L) of oxytetracycline hydrochloride, and c; is the concentration (mg/L)
of oxytetracycline hydrochloride after t minutes of reaction time.

3. Results and Discussion
3.1. Factors Influencing the Degradation Effect of Oxytetracycline

To explore the key factors affecting the electrochemical oxidation performance of
oxytetracycline, the four key factors (current density, plate spacing, electrolyte concentra-
tion, and solution pH) were changed, and the control variable method was adopted for
the experiment. Under experimental conditions, the removal of oxytetracycline followed
quasi-first-order kinetics, but the observed removal efficiency varied, as shown in Figure 2.
The experimental data were obtained by taking the average of three experiments, and the
accuracy of the data was within the allowable range of error.
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Figure 2. Degradation efficiency of oxytetracycline at different current densities/electrode spac-
ings/electrolyte concentrations/solution pH values.
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The current intensity affects the transfer rate of the electrons between the electrode
and the solution, but a larger current incurs greater energy consumption, so it is important
to choose a current that achieves good removal efficiency together with low energy con-
sumption. To explore the effect of the current intensity on the removal of oxytetracycline,
experiments were carried out by changing the current intensity (0.100, 0.250, 0.400, 0.550 A),
while other conditions (plate spacing: 2 cm, Nap;SOy electrolyte concentration: 4 g/L, solu-
tion pH: 3) remained unchanged. As shown in Figure 2, for the current values of 0.1 and
0.25 A, the removal rate of oxytetracycline was 41.9 and 67.8% at 20 min, respectively, and
for a current of 0.55 A, the removal rate of oxytetracycline reached 97.39% at 20 min. Thus,
the removal rate of oxytetracycline in solution increased with increasing electric current.
When the current increased, the electron transfer rate between the electrode and solution
increased, and with an increased electron transfer, a large number of strongly oxidizing
hydroxyl radicals were produced. Hydroxyl radicals with strong oxidizing ability react
with oxytetracycline, and the removal rate of oxytetracycline increases accordingly [27].
The current intensity influences the generation rate of strong oxidizing radicals required
for indirect oxidation reactions and the oxidation rate of organic matter on the electrode
surface during direct reactions. When the current was too small, not enough highly oxi-
dizing free radicals were produced to break the chemical bonds of oxytetracycline; thus,
oxytetracycline had a low removal rate with little change in solution. According to the
removal trend of oxytetracycline hydrochloride after electrolysis for 15 min in Figure 2, the
removal effects of 0.400 and 0.550 A on oxytetracycline hydrochloride were not significantly
different. Considering energy consumption, it was more reasonable to choose 0.4 A with a
removal rate of 97.39%.

Plate spacing is one of the main factors affecting the removal of oxytetracycline. The
plate spacing affects the field intensity of the solution between the plates, affecting the
removal of pollutants. To explore the influence of the plate spacing on the removal of
oxytetracycline, experiments were carried out with different plate spacings (1, 2, 3, and
4 cm), while other conditions (current: 0.4 A, NaySOy electrolyte concentration: 4 g/L,
solution pH: 3) remained unchanged. According to the results presented in Figure 2, the
removal at 5 min with a plate spacing of 1 cm was better than that using 2, 3, and 4 cm.
At 10 min, the removal with an electrode spacing of 2 cm was better than that of 1, 3, and
4 cm. At 20 min, the maximum removal rate with a plate spacing of 2 cm was 97.39%.
According to these results, a smaller plate spacing leads to greater electric field intensity,
greater force and conductivity between electrodes, and thus better mass transfer effect in
solution, and a higher removal rate of oxytetracycline at a given time. However, when the
plate spacing is too small, a short circuit is more likely to occur, and the anode surface is
also prone to passivation, increasing energy consumption. When the current is constant
and the electrolyte concentration remains the same, a too large plate spacing increases
the resistance between the plates. An increase in the plate spacing will decrease the field
intensity experienced by the organic matter to be degraded in solution between the anode
and cathode plates and will decrease the electrical conductivity, thus reducing the current
efficiency and removal efficiency and increasing energy consumption.

The addition of electrolytes can increase the conductivity, and the concentration of
electrolytes will affect the conductivity of the solution and the power consumption during
pollutant removal. To study the effect of the electrolyte concentration on the removal of
oxytetracycline, the concentration of the Na;SOy electrolyte (2, 3, 4, 5 g/L) was changed
in the experiment, while other conditions (current: 0.4 A, plate spacing: 2 cm, solution
pH: 3) remained unchanged. As shown in Figure 2, the rate of oxytetracycline removal
gradually increased as the dielectric concentration increased from 2 to 4 g/L. As the
electrolyte concentration increased, the conductivity of the solution increased, and the
electron transfer rate increased, not only decreasing the tank voltage but also improving the
current effect. When the electrolyte concentration was 5 g/L, the oxytetracycline removal
rate was higher than that with electrolyte concentrations of 2 and 3 g/L but lower than that
with electrolyte concentration of 4 g/L. Thus, an increase in the electrolyte concentration
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within a certain range improves the conductivity of the solution and promotes the removal
of pollutants. When the electrolyte concentration increases to a certain value, the ions in
the electrolytic system reach saturation, and then the efficiency of the pollutant removal
decreases.

In an electrolytic reaction system, the pH of the solution is also an important factor
affecting the reaction. As a key factor, pH affects the degree of dissociation of the substances
in solution and the electrical conductivity of the solution; furthermore, pH affects the for-
mation rate, yield, and hydrogen and oxygen evolution of strong oxidizing intermediates,
all of which affect the electrochemical reaction rate. To explore the influence of solution pH
on the removal of oxytetracycline, experiments were carried out with different pH (3, 5, 7,
9), while other conditions (current: 0.4 A, NaySO; electrolyte concentration: 4 g/L, plate
spacing: 2 cm) remained unchanged. As shown in Figure 2, the rate of oxytetracycline
removal increased gradually with decreasing pH, and increased significantly when the pH
of the solution gradually became acidic. The oxytetracycline removal rate after electrolysis
for 20 min at pH 3 decreased to 98.35%.

3.2. Orthogonal Experiments for Determining Optimal Conditions

Orthogonal experiments are a method for the exploration of multiple factors and mul-
tiple levels of experiments [20]. According to the conclusion of the control variable method,
reasonable experimental factors were selected to carry out the orthogonal experiments.
The control variable method solves the problem of finding experimental conditions and
factors that cannot be determined by orthogonal experiments and fully exploits the advan-
tages of orthogonal experiments. The effects of current intensity, electrolyte concentration
and solution pH on the degradation of oxytetracycline were investigated by orthogonal
experiments to determine the best experimental conditions for oxytetracycline degradation.
The factor level table is shown in Table 1.

Table 1. Factor level table of the orthogonal experiments.

Level
Factors
Level 1 Level 2 Level 3
A: Current intensity (A) 0.300 0.400 0.500
B: Electrolyte concentration (mg/L) 3 4 5
C: Solution pH 2 3 4

The orthogonal experimental results and analysis designed by three factors and three
levels are shown in Table 2.

Table 2. Orthogonal experimental results and range analysis table.

Serial Number A B C Degradation Rate (%)
1 1 1 1 87.38
2 1 2 2 97.03
3 1 3 3 83.57
4 2 1 2 93.85
5 2 2 3 97.51
6 2 3 1 98.80
7 3 1 3 98.04
8 3 2 1 98.85
9 3 3 2 98.23

K1 89.327 93.090 95.010 /
K2 96.720 97.797 96.370 /
K3 98.373 93.533 93.040 /
R 9.046 4.707 3.330 /
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As seen from Table 2, the optimal orthogonal experimental scheme was A3B2C2, in
which the electrolysis current is 0.500 A, electrode spacing is 2 cm, concentration of NaySOy
electrolyte is 4 g/L, and solution pH is 3. The rate of oxytetracycline degradation reached
99.02% after 20 min of electrolysis, which was higher than the 98.85% degradation rate of
the A3B2C1 combination in the orthogonal experiment. Therefore, the optimal condition
was A3B2C2. The range analysis showed that the order of the three factors affecting the
degradation rate was A > B > C, and the current intensity had the greatest impact on the
oxytetracycline degradation rate.

3.3. Characterization of the Ti/IrO,-TnyOs Anode
3.3.1. SEM Characterization

As shown in Figure 3, the electrode surface changed during the experiment. Prior
to the experiment, the Ti/IrO,-TayOs5 electrode had small cracks and raised particles on
the surface. The cracks are due to the thermal stress between the interfaces of different
substances during production [28]. This structure had the advantage that the oxide coating
was tightly bound to the titanium substrate and provided a large number of reaction sites
to facilitate the electrolytic reaction [29]. After 100 h of the experiment, the surface cracks
of the electrode increased significantly. During the electrolysis, the electrolyte reached
the surface of the titanium matrix through the cracks and gaps, giving rise to corrosion
passivation and affecting the life of the electrode. Therefore, new methods should be
considered to reduce the thermal stress between different substances so that the Ir-Ta
oxide can form a better solid solution, the cracks between the substrate and coating can be
avoided, and the binding force between the coating and substrate can be increased.

Figure 3. SEM of the Ti/IrO;-Ta;Os5 electrode: (A) before use at 10 um and (B) after use at 10 pm.

3.3.2. EDS Characterization

As shown in Figure 4, the electrode exhibited multiple diffraction peaks under different
voltage conditions. Based on these peaks, it was concluded that the rare earth Ir and Ta
elements were present on the plate. The peak areas of Ir and Ta were large, and their weight
percentages were 30.8 and 30.2%, respectively. In addition, the presence of O and Ti on the
electrode surface was identified according to their peaks. The mass fractions of O and Ti
were 28.6 and 10.4%, respectively. These results showed that Ir and Ta were well mixed on
the plate surface. Thus, an Ir-Ta coating improves the catalytic performance and prolongs
the service life of an electrode.
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Weight %
Ir 30.8
Ta 30.2
O 28,6
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Energy(keV)

Figure 4. X-ray energy-dispersive spectroscopy (EDS) of the Ti/IrO,-Ta;Os electrode.

3.3.3. XRD Characterization

As shown in Figure 5, the diffraction peaks of Ta,O5 (JCPDS 97-028-0397), IrO, (JCPDS
97-008-4577), Ti (JCPDS 00-005-0682), and Ti oxide (JCPDS 97-000-0926 97-000-9646 97-000-
0932) were observed in the XRD characterization results of the Ti/IrO,-Ta,O5 electrode.
The diffraction peaks of TayOs and IrO; indicated that the coating material was fixed on
the surface of the plate. The diffraction peaks of Ti and Ti oxides were due to the small
cracks caused by the thermal stress between the different substances of the plate coating
material. The prepared Ti/IrO,-Ta;Os anode met the test requirements.

1 Tap0Os5

4 2 IrO

3 TixOy

—N

1 " 1 " 1 " 1 " 1 " 1 " 1

10 20 30 40 50 60 70 80
20(°)

Figure 5. XRD of Ti/IrO;-Ta;Os5 electrode.

3.3.4. Kinetics of the Electrochemical Degradation of Oxytetracycline

Under the optimal reaction conditions (current: 0.5 A, plate spacing: 2 cm, Nap;SOy
electrolyte concentration: 4 g/L, solution pH: 3), the oxytetracycline concentration changed
over time, as shown in Figure 6. The concentrations of the oxytetracycline solutions at
different times (Cp), with time (f) as the abscissa and ¢, — cpo, In(cp/cp0), C;ol — c;l as the
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ordinate, were selected for dynamic calculation. In the three fitting curves, the first-order
kinetic equation y = —0.22004x + 0.32002, In(c,/ cp0) showed a good linear relationship
with t, and the R? value of 0.92669 for this equation was the largest. The parameters of
the fitting curve are shown in Table 3. These results indicated that the reaction rate of
the electrochemical degradation of oxytetracycline was related to the concentration of the
substance involved in the reaction under the optimal conditions, and the reaction was in
accordance with first-order kinetics. The reaction rate between the 20 mg/L oxytetracycline

hydrochloride solution and active particles was 0.22004 min~?.

\®]
(@)
T

p—
(9]
T

()]
T

Concentration (mg/L)
=)

~,

0-_ i

0 5 10 15 20
Time (min)

Figure 6. Concentration of oxytetracycline as a function of time.

Table 3. Dynamic fitting curve parameters at various plate spacings.

Reaction Order Kinetic Equation Fitting Curve R?

First-order reaction  In(cp/cp) = —k; +b y = —0.22004x + 0.32002 0.92669

3.4. Degradation Pathway and Product Analysis of Oxytetracycline

Figure 7 shows the cyclic voltammetry curves of the Ti/IrO;-TayOs electrode in a blank
solution (NaySO; solution) and a 20 mg/L oxytetracycline solution. The cyclic voltammetry
(CV) curve of the 20 mg/L oxytetracycline solution had the same shape as the CV curve
of the blank solution, and no new peaks were found, indicating that there was no direct
electron transfer on the Ti/IrO;-TayOs electrode. The electrochemical oxidation of organic
matter on the anode surface was divided into direct oxidation and indirect oxidation. The
absence of a new peak of the anode current during the forward scan implied that the
oxidation reaction did not directly occur on the anode surface, and the degradation of
organic matter was mainly carried out through indirect oxidation [30]. Therefore, in this
experiment, oxytetracycline was not oxidized directly on the anode surface but rather was
decomposed by the active substances (such as #OH) in the solution.
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Figure 7. Cyclic voltammetry (CV)curve of Ti/Ta205-IrO2 electrode in blank solution and 20 mg/L
oxytetracycline solution.

The cyclic voltammetry test results showed that oxytetracycline was not directly
oxidized on the anode surface but may be decomposed by oxidants, such as hydroxyl
radicals (¢OH) in the solution. To verify this hypothesis, hydroxyl radicals produced during
the reaction were captured by a free radical scavenger, and the generation mechanism of
free radicals was investigated.

Common free radical-scavenging agents include tert-butanol, CO32~, HCO3~, etc. In
this experiment, tert-butanol was selected and added as the free radical-scavenging agent
to conduct a control experiment to verify the above conjecture. The reaction of tert-butanol
with hydroxyl radicals generates an inert radical, namely, CH,C(CH3),0OH. The reaction
rate constant K = 6.0 x 108 moleL~'eS~1. After the reaction of tert-butanol with hydroxyl
radicals, the activity and oxidizing ability of hydroxyl radicals decreased.

Under the optimal experimental conditions, the removal comparison curve of the
oxytetracycline solution without tert-butanol and the oxytetracycline solution with a tert-
butanol concentration of 30 mg/L is shown in Figure 8. The removal rate of oxytetracycline
solution with tert-butanol was lower than that of the oxytetracycline solution without
tert-butanol, and the removal rates of the oxytetracycline solution without tert-butanol and
the oxytetracycline solution with tert-butanol were 93.74 and 59.30%, respectively, after
20 min of electrochemical treatment with a 20 mg/L oxytetracycline solution. The addition
of tert-butanol had a clear inhibitory effect on the removal of oxytetracycline. Therefore,
the oxytetracycline removal process was related to ¢OH. Thus, a large amount of «OH
was produced in the electrolysis process that could effectively destroy the oxytetracycline
structure.

Therefore, it can be concluded that the indirect oxidation reaction represented by
Equations (3) and (4) occurred on the surface of the dimension stable anode electrode
during electrolysis. MOx represents the metal oxide coating of the Ti/IrO,-TayOs electrode.

MO, + HO — MOy (-OH) + H* 4 ¢~ 3)

MOy + MO, (-OH) — MOy + Oy +2H" +2¢~ )
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100 L —=— Without tert-butanol
—e— With tert-butanol
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Figure 8. Degradation curve of oxytetracycline.

3.5. Degradation Product Analysis of Oxytetracycline

Since tetracycline organics are conjugated compounds with two chromophiles, they
have strong ultraviolet absorption in the visible range [31]. The oxytetracycline solution
had two strong ultraviolet absorption peaks near 275 and 355 nm.

In Figure 9, the UV-Vis absorption spectra of 20 mg/L oxytetracycline solution after
electrolysis for 0, 5, 10, 15, and 20 min under the optimal experimental conditions are shown
with the progress of the electrolysis reaction, the absorption intensities of the peaks near
275 and 355 nm gradually weakened, and the intensity of the peak at 275 nm decreased
strongly. It is speculated that some functional groups were destroyed due to the action of
hydroxyl radicals. Furthermore, it is speculated that the hydroxyl group on carbon No. 10
of oxytetracycline HCl was easily oxidized to form C=0 bonds in a strong oxidizing system;
thus, the acidity decreased. However, after 20 min of electrolysis, the UV absorption peaks
of the two functional groups were still present, indicating that only a part of the structure
of the two functional groups was damaged.

0.6 F —— 0 min

—— 5 min

0.5F —— 10 min

04 — 15 min

2 —— 20 min
<03}
02F
0.1F
0.0 |

240 260 280 300 320 340 360 380 400
wavelength(nm)

Figure 9. UV-Vis absorption spectra of 20 mg/L oxytetracycline solution.

Some functional groups and structures of oxytetracycline could be destroyed through
the production of a large amount of €OH during the electrochemical degradation of
oxytetracycline. According to the above hypothesis of the production of some small
organic molecules or difficulty to degrade organic matter, liquid chromatography-mass
spectrometry (LC-MS) was used to analyze the oxytetracycline solution after electrolytic
treatment for 20 min under optimal conditions. The degradation products were analyzed
according to the mass—charge ratio, molecular weight, and oxytetracycline structure.
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The characteristic peak retention time of 3.892 min was obtained by mass spectrometry
in the mass—charge ratio range of 0-2800, as shown in Figure 10. The mass—charge ratio
M/Z of 461.85[M+H]+ was assigned to oxytetracycline (the remaining oxytetracycline
molecules present in the solution), as shown in Figure 10. Since the concentration of
oxytetracycline was very low after 20 min of electrolysis, the ultraviolet absorption peak at
275 nm was significantly reduced, and the pH of the solution decreased, it is speculated
that this characteristic peak was more likely to be compound 1 generated by the oxidation
of the hydroxyl group on carbon No. 10 to the C=0O bond, as shown in Figure 10A. The
substance with an M/Z of 447.10 was 14 atomic masses less than M/Z 461.85[M+H]+,
and it is hypothesized that this result was due to the replacement of the methyl group
of the dimethylamino on carbon No. 4 by hydrogen to obtain compound 2, as shown in
Figure 10B.

x10 1

679.50

L

200 400 600 800 1000 1200 1400 1600 1800 2000 2200 2400 2600 2800
Counts (%) vs. Mass-to-Charge (m/z)

o = N W d» OO

Figure 10. Mass spectrum at 3.892 min.

The characteristic peak retention time of 6.021 min was determined by mass spec-
trometry in the mass—charge ratio range of 0-2600, as shown in Figure 11. The M/Z of
432.28[M+H]+ that may not be well matched to M/Z 433 or M/Z 434 is hypothesized based
on the formation process of compound 2 and the structural formula of oxytetracycline.
The methyl group on dimethylamine at carbon No. 4 was easily replaced by hydrogen to
form compound 2. If both methyl groups were replaced, a substance with an M/Z of 433
may be obtained, namely, compound 3, as shown in Figure 11C. The substance with an
M/Z of 434 may be compound 4 with a molecular weight of 434 that is speculated to be
formed by amide bond fracture on carbon No. 2 and hydroxyl radical combination; its
structure is shown in Figure 11D. The substance with an M/Z of 415.10 may be based on
compound 2, with one hydroxyl group removed from carbon No. 3 and carbon No. 5 to
obtain compound 5, as shown in Figure 11E.

o
Ho, 1

"
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e 20090
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o
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[
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Counts (%) vs. Mass-to-Charge (m/z)

Figure 11. Mass spectrum at 6.021 min.

The characteristic peak retention time of 3.162 min was analyzed by mass spectrometry
in the mass—charge ratio range of 0-2800, as shown in Figure 12. The M/Z of 417.96[M+H]+
that may correspond to compound 6 with a molecular weight of 417 and its molecular
weight differed by 16 from that of compound 3 with a molecular weight of 433. It is
speculated that the carbon No. 2 of oxytetracycline did not bind hydroxyl radicals but was
reduced to compound 6, as shown in Figure 12F. Compound 6 was easily oxidized as the
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hydroxyl group on carbon No. 5 may be oxidized to a carbonyl, resulting in compound 7
with a molecular weight of 415. Furthermore, it may be another substance from Figure 11
with an M/Z of 415.10, and its structure is shown in Figure 12G.

X101 o N/ o N
6 OH OH
5
e —> CILULLY O
4 (M+H)+
3 o © o OH o OH o o
2
1 F G
0 Il LI,

200 400 600 800 1000 1200 1400 1600 1800 2000 2200 2400 2600 2800
Counts (%) vs. Mass-to-Charge (m/z)

Figure 12. Mass spectrum at 3.162 min.

Based on the conjecture analysis of the degradation products of oxytetracycline, a
possible degradation pathway was speculated, as shown in Figure 13.

HO,

o
\ N .
N OH N
o
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on \ \
> OH _OH
N " N
" oH
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oH L} oM L}

\
o e s SN
Ho_ wo_ HO,
i oH
s E "‘ NHy G “ ‘
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Figure 13. Diagram of degradation process of oxytetracycline. (A-G) were the compounds produced
by the degradation process, respectively.

oH N
'

The hydroxyl group on carbon No. 10 of oxytetracycline was oxidized into a C=0
bond to form compound A. The methyl group on dimethylamine at carbon No. 4 was
replaced by hydrogen to produce compound B, and if another methyl group was also
substituted, compound C was obtained. On the basis of compound B, one hydroxyl group
was removed from carbon No. 3 and carbon No. 5 to obtain compound E. The amide bond
on oxytetracycline carbon No. 2 was broken and combined with hydroxyl radicals to form
compound D. However, if the oxytetracycline part of carbon No. 2 did not bind hydroxyl
radicals, it was reduced to compound F. The hydroxyl group on carbon No. 5 of compound
F was more easily oxidized to a carbonyl to form compound G.

Substituents determine a series of chemical properties such as drug resistance and
biotoxicity. Therefore, the substitution reaction of oxytetracycline in the degradation
process changed its chemical properties; this may improve the biodegradability of the
compound itself. Compared with previous studies on the electrochemical degradation of
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tetracycline hydrochloride, the Ti/TayOs5-IrO; anode has the potential for further research
in the degradation of antibiotic pollutants.

4. Conclusions

The electrochemical oxidation of oxytetracycline using a Ti/IrO,-Ta;Os anode is fea-
sible. Orthogonal experiments were carried out after a single-factor experiment on the
factors affecting the degradation of oxytetracycline; additionally, kinetic calculations were
carried out. The optimal conditions were determined to be as follows: the current was
0.500 A, the plate spacing was 2 cm, the concentration of Nay;SOy electrolyte was 4 g/L,
and the solution pH was 3. After the test, a few cracks were generated on the surface of the
plate. The change in the rate of oxytetracycline removal after three repeated experiments
was within the error tolerance range. Since no destructive tests have been performed on
the plates, the lifetime of the plates should be studied further. The three factors with the
greatest influence on the degradation rate of oxytetracycline were in the order of: current
intensity > electrolyte concentration > solution pH. The process of oxytetracycline by the
electrochemical method agreed with the first-order kinetic reaction. The electrochemical
tests of the degradation process of oxytetracycline showed that there was no direct electron
transfer on the Ti/TapyO5-IrO, electrode; rather, hydroxyl radicals were generated, thereby
promoting an indirect electrochemical reaction. The oxytetracycline degradation prod-
ucts were analyzed by full-band UV scanning and LC-MS detection, and seven possible
compounds and five possible degradation pathways were proposed.

Author Contributions: Conceptualization, Methodology, Writing—Original draft preparation, Y.Z.;
Supervision, Writing—Review and editing, Conceptualization, W.J.; Resources, Data curation, H.D.;
Investigation, X.H.; Validation, B.E,; Project administration, G.G.; Visualization, R.Z. All authors have
read and agreed to the published version of the manuscript.

Funding: This research was funded by the Natural Science Foundation of Shandong Province, China
(ZR2014JL012).

Institutional Review Board Statement: Not applicable.
Informed Consent Statement: Not applicable.

Acknowledgments: This work was supported by the Natural Science Foundation of Shandong
Province, China (ZR2014J1.012).

Conflicts of Interest: The authors declare no conflict of interest.

References

1. Li, S;Shi, W,; Liu, W,; Li, H.; Zhang, W.; Hu, J.; Ke, Y.; Sun, W.; Nji, J. A duodecennial national synthesis of antibiotics in China’s
major rivers and seas (2005-2016). Sci. Total Environ. 2018, 615, 906-917. [CrossRef] [PubMed]

2. Pan, M,; Chu, L.M. Occurrence of antibiotics and antibiotic resistance genes in soils from wastewater irrigation areas in the Pearl
River Delta region, southern China. Sci. Total Environ. 2018, 624, 145-152. [CrossRef]

3. Huang, F; An, Z.; Moran, M.J.; Liu, F. Recognition of typical antibiotic residues in environmental media related to groundwater
in China (2009—2019). J. Hazard. Mater. 2020, 399, 122813. [CrossRef] [PubMed]

4. Wang, Z; Chen, Q.; Zhang, J.; Dong, J.; Yan, H.; Chen, C.; Feng, R. Characterization and source identification of tetracycline
antibiotics in the drinking water sources of the lower Yangtze River. J. Environ. Manag. 2019, 244, 13-22. [CrossRef] [PubMed]

5. Changanaqui, K,; Brillas, E.; Alarcén, H.; Sirés, I. ZnO/TiO, / Ag,Se nanostructures as photoelectrocatalysts for the degradation
of oxytetracycline in water. Electrochim. Acta 2020, 331, 135194. [CrossRef]

6.  Danner, M.-C.; Robertson, A.; Behrends, V. Antibiotic pollution in surface fresh waters: Occurrence and effects. . Reiss Sci. Total
Environ. 2019, 664, 793-804. [CrossRef] [PubMed]

7. Lenart-Boron, A.; Prajsnar, J.; Guzik, M.; Borori, P.; Chmiel, M. How much of antibiotics can enter surface water with treated
wastewater and how it affects the resistance of waterborne bacteria: A case study of the Biatka river sewage treatment plant.
Environ. Res. 2020, 191, 110037. [CrossRef]

8.  Chiesa, L.M.; Nobile, M.; Panseri, S.; Arioli, F. Suitability of feathers as control matrix for antimicrobial treatments detection
compared to muscle and liver of broilers. Food Control 2018, 91, 268-275. [CrossRef]

9. Feng, L.; Cheng, Y.; Zhang, Y,; Li, Z,; Yu, Y.; Feng, L.; Zhang, S.; Xu, L. Distribution and human health risk assessment of antibiotic

residues in large-scale drinking water sources in Chongqing area of the Yangtze River. Environ. Res. 2020, 185, 109386. [CrossRef]


http://doi.org/10.1016/j.scitotenv.2017.09.328
http://www.ncbi.nlm.nih.gov/pubmed/29017132
http://doi.org/10.1016/j.scitotenv.2017.12.008
http://doi.org/10.1016/j.jhazmat.2020.122813
http://www.ncbi.nlm.nih.gov/pubmed/32937691
http://doi.org/10.1016/j.jenvman.2019.04.070
http://www.ncbi.nlm.nih.gov/pubmed/31103730
http://doi.org/10.1016/j.electacta.2019.135194
http://doi.org/10.1016/j.scitotenv.2019.01.406
http://www.ncbi.nlm.nih.gov/pubmed/30763859
http://doi.org/10.1016/j.envres.2020.110037
http://doi.org/10.1016/j.foodcont.2018.04.002
http://doi.org/10.1016/j.envres.2020.109386

Int. J. Environ. Res. Public Health 2021, 18, 1708 15 of 15

10.

11.

12.

13.

14.

15.

16.

17.

18.

19.

20.

21.

22.

23.

24.

25.

26.

27.

28.

29.

30.

31.

Sun, J.; Zeng, Q.; Tsang, D.C.W.; Zhu, L.Z,; Li, X.D. Antibiotics in the agricultural soils from the Yangtze River Delta, China.
Chemosphere 2017, 189, 301-308. [CrossRef]

Li, S.; Kuang, Y.; Hu, J.; You, M.; Guo, X.; Gao, Q.; Yang, X.; Chen, Q.; Sun, W.; Nj, ]. Enrichment of antibiotics in an inland lake
water. Environ. Res. 2020, 190, 110029. [CrossRef] [PubMed]

Wang, H.; Wu, Y.; Feng, M.; Tu, W.; Xiao, T,; Xiong, T.; Ang, H.; Yuan, X.; Chew, ].W. Visible-light-driven Removal of Tetracycline
Antibiotics and Reclamation of Hydrogen Energy from Natural Water Matrices and Wastewater by Polymeric Carbon Nitride
Foam. Water Res. 2018, 144, 215-225. [CrossRef]

Yuan, A.; Lei, H,; Xi, F; Liu, J.; Qin, L.; Chen, Z.; Dong, X. Graphene quantum dots decorated graphitic carbon nitride nanorods
for photocatalytic removal of antibiotics. . Colloid Interface Sci. 2019, 548, 56-65. [CrossRef] [PubMed]

Zhou, J; Ding, ].; Wan, H.; Guan, G. Boosting photocatalytic degradation of antibiotic wastewater by synergy effect of heterojunc-
tion and phosphorus doping. J. Colloid Interface Sci. 2021, 582, 961-968. [CrossRef]

Yanwen, Q.; Quan, W.; Yingqun, M.; Chenchen, Y.; Zhichao, L. Antibiotics pollution in Gonghu Bay in the period of water
diversion from Yangtze River to Taihu Lake. Environ. Earth Sci. 2018, 77, 419.

Zhao, C.; Pelaez, M.; Duan, X.; Deng, H.; O’Shea, K.; Fatta-Kassinos, D.; Dionysiou, D.D. Role of pH on photolytic and
photocatalytic degradation of antibiotic oxytetracycline in aqueous solution under visible/solar light: Kinetics and mechanism
studies. Appl. Catal. B Environ. 2013, 134-135, 83-92. [CrossRef]

Arikan, O.; Mulbry, W.; Ingram, D.; Millner, P. Minimally managed composting of beef manure at the pilot scale: Effect of manure
pile construction on pile temperature profiles and on the fate of oxytetracycline and chlortetracycline. Bioresour. Technol. 2009,
100, 4447-4453. [CrossRef]

Li, N;; Zhou, L,; Jin, X.; Owens, G.; Chen, Z. Simultaneous removal of tetracycline and oxytetracycline antibiotics from wastewater
using a ZIF-8 metal organic-framework. J. Hazard. Mater. 2019, 366, 563-572. [CrossRef] [PubMed]

Uslu, M.O,; Balcioglu, I.A. Comparison of the ozonation and Fenton process performances for the treatment of antibiotic
containing manure. Sci. Total Environ. 2009, 407, 3450-3458. [CrossRef] [PubMed]

Wang, H.; Wang, J.; Bo, G.; Wu, S.; Luo, L. Degradation of pollutants in polluted river water using Ti/IrO2-Ta205 coating
electrode and evaluation of electrode characteristics. J. Clean. Prod. 2020, 273, 123019. [CrossRef]

Fernandes, A.; Oliveira, C.; Pacheco, M.].; Ciriaco, L.; Lopes, A. Anodic oxidation of oxytetracycline:Influence of the experimental
conditions on the degradation rate and mechanism. J. Electrochem. Sci. Eng. 2014, 4, 203-213. [CrossRef]

Garcia-Segura, S.; Ocon, J.D.; Chong, M.N. Electrochemical oxidation remediation of real wastewater effluents—A review. Process
Saf. Environ. Prot. 2018, 113, 48-67. [CrossRef]

Cavalcanti, E.B.; Segura, S.G.; Centellas, F,; Brillas, E. Electrochemical incineration of omeprazole in neutral aqueous medium
using a platinum or boron-doped diamond anode: Degradation kinetics and oxidation product. Water Res. 2013, 47, 1803-1815.
[CrossRef] [PubMed]

Pelaez, M; Falaras, P; Likodimos, V.; O’Shea, K.; de la Cruz, A.A.; Dunlop, P.S.M.; Byrne, ].A.; Dionysiou, D.D. Use of selected
scavengers for the determination of NF-TiO2 reactive oxygen species during the degradation of microcystin-LA under visible
light irradiation. J. Mol. Catal. A Chem. 2016, 425, 183-189. [CrossRef] [PubMed]

Brillas, E.; Martinez-Huitle, C.A. Decontamination of wastewaters containing synthetic organic dyes by electrochemical methods.
An updated review. Appl. Catal. B Environ. 2015, 166167, 603-643. [CrossRef]

Xu, L.; Xin, Y.; Wang, J. A comparative study on IrO;-Ta,Os coated titanium electrodes prepared with different methods.
Electrochim. Acta 2009, 54, 1820-1825. [CrossRef]

Gonzalez, J.; Sun, K.; Huang, M.; Lambros, J.; Dillon, S.; Chasiotis, I. Three dimensional studies of particle failure in silicon based
composite electrodes for lithium ion batteries. J. Power Sources 2014, 269, 334-343. [CrossRef]

Bahramifar, S.; Haftbaradaran, H.; Mossaiby, F. Cohesive modeling of crack formation in two-phase planar electrodes subject to
diffusion induced stresses using the distributed dislocation method. Int. ]. Mech. Sci. 2020, 194, 106183. [CrossRef]

Sun, Y.; Zhang, L.; Zhang, X.; Chen, T.; Dong, D.; Hua, X.; Guo, Z. Enhanced bioaccumulation of fluorinated antibiotics in crucian
carp (Carassius carassius): Influence of fluorine substituent. Sci. Total Environ. 2020, 748, 141567. [CrossRef] [PubMed]

Mane, S.; Rajaram, N.; Mu, H.; Saad, N.K.; Nabil, A.; Ahmed, A.-O. Diameter-dependent electrochemical supercapacitive
properties of anodized titanium oxide nanotubes. Scr. Mater. 2015, 104, 60-63.

Ben, W,; Qiang, Z.; Pan, X.; Chen, M. Removal of veterinary antibiotics from sequencing batch reactor (SBR) pretreated swine
wastewater by Fenton's reagent. Water Res. 2009, 43, 4392-4402. [CrossRef] [PubMed]


http://doi.org/10.1016/j.chemosphere.2017.09.040
http://doi.org/10.1016/j.envres.2020.110029
http://www.ncbi.nlm.nih.gov/pubmed/32795452
http://doi.org/10.1016/j.watres.2018.07.025
http://doi.org/10.1016/j.jcis.2019.04.027
http://www.ncbi.nlm.nih.gov/pubmed/30981964
http://doi.org/10.1016/j.jcis.2020.08.099
http://doi.org/10.1016/j.apcatb.2013.01.003
http://doi.org/10.1016/j.biortech.2008.12.063
http://doi.org/10.1016/j.jhazmat.2018.12.047
http://www.ncbi.nlm.nih.gov/pubmed/30572296
http://doi.org/10.1016/j.scitotenv.2009.01.045
http://www.ncbi.nlm.nih.gov/pubmed/19232678
http://doi.org/10.1016/j.jclepro.2020.123019
http://doi.org/10.5599/jese.2014.0062
http://doi.org/10.1016/j.psep.2017.09.014
http://doi.org/10.1016/j.watres.2013.01.002
http://www.ncbi.nlm.nih.gov/pubmed/23351432
http://doi.org/10.1016/j.molcata.2016.09.035
http://www.ncbi.nlm.nih.gov/pubmed/30245578
http://doi.org/10.1016/j.apcatb.2014.11.016
http://doi.org/10.1016/j.electacta.2008.10.004
http://doi.org/10.1016/j.jpowsour.2014.07.001
http://doi.org/10.1016/j.ijmecsci.2020.106183
http://doi.org/10.1016/j.scitotenv.2020.141567
http://www.ncbi.nlm.nih.gov/pubmed/32814302
http://doi.org/10.1016/j.watres.2009.06.057
http://www.ncbi.nlm.nih.gov/pubmed/19628246

	Introduction 
	Materials and Methods 
	Experimental Equipment and Materials 
	Electrolytic Experiment Scheme 
	Preparation of Electrodes 
	Analysis Method 
	Electrolytic Data Analysis 

	Results and Discussion 
	Factors Influencing the Degradation Effect of Oxytetracycline 
	Orthogonal Experiments for Determining Optimal Conditions 
	Characterization of the Ti/IrO2-Ta2O5 Anode 
	SEM Characterization 
	EDS Characterization 
	XRD Characterization 
	Kinetics of the Electrochemical Degradation of Oxytetracycline 

	Degradation Pathway and Product Analysis of Oxytetracycline 
	Degradation Product Analysis of Oxytetracycline 

	Conclusions 
	References

