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Abstract: Sulfate radical-based advanced oxidation processes exhibit great potential for the degrada-
tion of organic pollutants. In this study, P-doped biochar (PBC500) was successfully synthesized by
the pyrolysis of H3PO4-impregnated cow manure waste and was employed to activate peroxymono-
sulfate (PMS) for the elimination of 17(3-estradiol (E2). The characterization results showed that the
surface area, defective structure, and functional groups (C=O and phosphorus-containing groups)
of biochar increased after H3PO4 modification. PBC500 exhibited high PMS activation activity and
excellent E2 degradation capacity; 97.91% of 3 mg/L E2 can be removed within 90 min using 0.2 g/L
PBC500 and 1 mM PMS. Based on the quenching experiments and X-ray photoelectron spectroscopy
(XPS) analysis, defective structures, C=0, and P-C groups on biochar act as active sites to promote
the catalytic oxidation of E2 by generating O, and 10,. In addition, PBC500 displayed excellent
reusability, achieving 65.15% E2 degradation after three reuse cycles. Overall, this study presented
a new technique that supports a high efficiency, environmentally friendly, and low cost treatment
method for E2 wastewater and simultaneously provided a new option for the resource utilization of
livestock waste.

Keywords: P-doped biochar; peroxymonosulfate; 173-estradiol; advanced oxidation processes

1. Introduction

Endocrine disrupting chemicals (EDCs) have received widespread attention over
recent years because of their severe hazard to human health and ecological safety [1]. The
extensive use of estrogen-based medicines and synthetic sex steroids leads to estrogens
released in the form of excretions [2]. Moreover, 173-estradiol (E2) is considered one of the
most representative pollutants of EDCs due to its potent endocrine disrupting activity even
at extremely low doses [3,4]. E2 can cause serious pathological and toxicological damage to
humans and animals, such as an increase in cancer and deformity in humans, reproductive
organ modification, and feminization in fishes [5,6]. Accordingly, the elimination of E2
from the environment has emerged as an urgent environmental issue in view of its potential
detrimental impacts as a pollutant.

Recently, advanced oxidation processes (AOPs) have been recognized as an effective
technology for the degradation of recalcitrant organic pollutants into less or non-toxic
chemicals, or even carbon dioxide and water [7,8]. Sulfate radical-based AOPs generated
from peroxymonosulfate (PMS) have drawn great attention because sulfate radicals ex-
hibit higher redox potential, longer half-life, and broader pH adaptation range compared
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with hydroxyl radical [9,10]. Hitherto, several methods have been applied for activating
PMS to generate ROS, which include thermal activation [11], ultrasonic activation [12],
UV-irradiation activation [13], and transition metal ion or metal oxide activation [14,15].
However, high energy input and expensive operating costs or potential risk owing to the
accidental release of toxic metal ions into the environment limit the application of these
activation methods.

Carbonaceous materials such as graphene [16], carbon nanotubes [17], nanodia-
monds [18], and biochar [19] are considered to be promising catalysts to activate PMS
given their environmental and economic benefits. Biochar has been frequently utilized in
the environmental remediation field because of its various positive attributes, including
eco-friendliness, simple preparation, and relatively low cost [20,21]. Cow manure contains
estrogens, antibiotics, and other toxic compounds because of the extensive use of feedstock
additives for disease inhibition and growth promotion in livestock [22]. Although cow
manure can be utilized as fertilizer for agriculture, the excretion of cow manure far exceeds
the requirements of farmlands, and the harmful substances from livestock manure can
enter nearby water bodies via compost added to soil [23,24]. The preparation of biochar
from cow manure seems to be a better option because estrogens and antibiotics could be
decomposed under pyrolysis, thereby reducing the risk of contamination [25,26].

As for biochar, doping heteroatoms such as P is a proven approach to enhance its
catalytic activity [27,28]. The presence of P-doped biochar in the reaction system exhibited
superefficient persulfate activation, and the gamma-hexachlorocyclohexane (y-HCH) degra-
dation efficiency was 10.5-fold greater than that of unmodified biochar, which was related
to the remarkable enhancement of the specific surface area, hydrophobicity, and adsorption
capacity of the biochar by P-doping treatment [29]. P-doping can also improve catalytic
activity by enriching the surface catalytic sites and enhancing the electronic conductivity of
biochar [30]. Previous research has confirmed that the phosphoric acid modified biochar is
characterized by a large specific surface area, rich pore and defect structure, and abundant
surface functional groups [31-33], and these properties possibly lead to high catalytic
efficiency. However, the application of P-doped biochar material in the PMS activation
process has rarely been reported, and the activation mechanism of peroxymonosulfate by
P-doped biochar still needs to be further studied.

In addition, biochar has been demonstrated to be an alternative source of solid fu-
els [34,35]. The inorganic salts such as phosphate contained in the ash of the combusted
phosphoric acid modified biochar might facilitate the activation of PMS. Therefore, the
ash of exhausted phosphoric acid modified biochar may be considered as a modifier to
improve the catalytic activity of pristine biochar.

Herein, cow manure was selected as raw material to prepare phosphoric acid modified
biochar for activating PMS to degrade E2. The influence of H3PO4 treatment on intrinsic
characteristics and catalytic performances of biochar was explored. Moreover, the XPS
analysis and quenching experiments were applied to explain the mechanism of the catalytic
process. The reuse of exhausted phosphoric acid modified biochar was also investigated.
This work presents an achievable strategy for the recycling of livestock waste and provides
a feasible method to eliminate estrogen contaminants.

2. Materials and Methods
2.1. Reagents

The raw cow manure was supplied by a local farm in Fujian province. The gathered
air-dried cow manure biomass was crushed into small sizes and then dried at 60 °C until
constant weight for subsequent use. In addition, 173-Estradiol (E2, C;gH,40;), hydrochlo-
ric acid (HCI), sulfuric acid (H»SO4), sodium hydroxide (NaOH), anhydrous methanol
(MeOH, CH30OH) and p-benzoquinone (p-BQ, CsH4O;) were obtained from Sinopharm
Chemical Reagent Co., Ltd, Shanghai, China. Phosphoric acid (H3POy), potassium monop-
ersulfate triple salt (PMS, KHSOs5-0.5KHSO4-0.5K;50y4), acetonitrile (CoH3N), ascorbic
acid (C¢HgOg), anhydrous ethanol (EtOH, C;H¢O), sodium chloride (NaCl), humic acid



Water 2024, 16, 1754

30f18

(HA, C14H14N3NaO35), tert-butanol (TBA, C4H;¢O) and furfuryl alcohol (FFA, CsHgO»)
were supplied by Aladdin Chemistry Co. Ltd., Shanghai, China. All of the reagents were
analytical grade except anhydrous methanol, anhydrous ethanol, tert-butanol, furfuryl
alcohol and acetonitrile which were guarantee grade.

2.2. Preparation of Biochar

The pretreated cow manure was put into a crucible and pyrolyzed in a muffle furnace
at 500 °C for 3 h with a low heating rate (5 °C/min) under oxygen-limited circumstances.
The material was ground and passed through a 100-mesh sieve after being cooled to room
temperature. Subsequently, it was thoroughly washed with deionized water multiple times,
dried to constant weight in an oven set at 60 °C, and kept in dry containers with plastic
seal bags. The pristine biochar was denoted as CBC500.

In order to prepare phosphoric acid modified biochar, 10 g of pretreated cow ma-
nure was immersed in 100 mL H3POy (4.25 wt%) at room temperature for 24 h. After
that, the dried impregnated material was pyrolyzed at 500, 600, and 700 °C in a muffle
furnace, respectively. The pyrolysis conditions and the remaining steps are consistent
with the pristine biochar. The phosphoric acid modified biochar synthesized at differ-
ent pyrolysis temperatures (500, 600, and 700 °C) were marked as PBC500, PBC600, and
PBC700, respectively.

As for the reuse of exhausted phosphoric acid modified biochar, the phosphoric acid
modified biochar was put into a crucible and pyrolyzed in a muffle furnace at 850 °C for
3 h with a low heating rate (5 °C/min) under the oxygen circumstances to allow complete
pyrolysis. The residue of entirely pyrolyzed phosphate modified biochar was collected
and mixed at a weight ratio of 1:10 with the pretreated cow manure. Following that, the
mixture was dissolved into 40 mL of deionized water and magnetically agitated for 2 h in
a water bath at 60 °C. The solid material was then gathered by filtration and dried in an
oven to a constant weight. The dried material was pyrolyzed in a muffle furnace under
the conditions of 500 and 700 °C. The pyrolysis conditions and the remaining steps are
consistent with the pristine biochar. The ash modified biochar prepared at 500 and 700 °C
were named ABC500 and ABC700, respectively.

2.3. Experimental Procedure

The E2 solution was prepared as follows: 0.1 g of E2 was dissolved in a small amount
of methanol and reconcentrated to 100 mL to obtain an E2 stock solution (1 mg/mL), which
was stored in a refrigerator at 5 °C. In the subsequent experiments, different concentrations
of E2 solutions were obtained by dilution with ultrapure water.

Batch experiments were conducted in 150 mL conical flasks, which were placed in
a thermostatic oscillator at room temperature 25 £ 1 °C. Typically, 10 mg PBC500 and
2 mM PMS were added to a 100 mL solution containing contaminants (E2 = 3 mg/L). At
the specific time (0, 5, 10, 20, 30, 45, 60, and 90 min), 0.6 mL reaction solution was taken
out and combined with 0.6 mL methanol, then filtered through 0.22 um nylon membranes
and rapidly quenched by ascorbic acid to prevent further reactions. Additionally, effects
of reaction conditions, including biochar dosage (0.1, 0.2, 0.3, and 0.5 g/L), PMS dosage
(0.1,05, 1.0, 2.0, and 5.0 mM), E2 concentration (1.0, 2.0, 3.0, and 6.0 mg/L), pH (3, 5,7, 9,
and 11), CI~ (0, 2, 5, and 10 mM), and humic acid (0, 2, 5, and 10 mg/L) were investigated.
For quenching experiments, different scavengers such as methanol (MeOH), tert-butanol
(TBA), p-benzoquinone (p-BQ), and furfuryl alcohol (FFA) were applied to identify the
main reactive oxygen species generated in the catalytic system. As regards the reusability
tests, the passivated catalysts were collected at the conclusion of each run, repeatedly
washed with ethanol and water multiple times, and dried at 60 °C for recycling. All of the
experiments were carried out in triplicate, and mean values were presented. The pseudo-
first-order kinetic model was used to simulate the E2 degradation of all experiments. Details
about the kinetic equation are supplied in Text S1 as Supporting Information.
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2.4. Characterization Methods

Characterization methods were used to determine the physicochemical properties of
the biochar, and detailed information is given in Text S2.

2.5. Analytical Methods
A detailed description of analytic methods is provided in Text S3.

3. Results and Discussion
3.1. Materials Characterization

As shown in Table S1, the P content of CBC500 and PBC500 were 1004 and 2798 mg/kg,
respectively, which indicated that the phosphoric acid impregnation process introduced a
significant amount of P.

The morphology changes in biochar before and after phosphoric acid modification
were illustrated in the SEM images. It could be clearly observed that CBC500 exhibited a
comparatively smooth surface and limited porous structure (Figure 1a). After modification,
the surface of PBC500 became much rougher with abundant pore structure (Figure 1b),
which could facilitate a larger specific area of PBC500. The phosphoric acid could promote
the thermolytic decomposition of the biomass raw material and the generation of phosphate
linkages, and the expansion of the biomass structure caused by these phosphate linkages
facilitated the production of pores [36].

Figure 1. SEM images of the following: (a) CBC500; (b) PBC500.

The N, adsorption/desorption isotherms and pore size distribution of CBC500 and
PBC500 are described in Figure 2a. Based on the classification of the International Union of
Pure and Applied Chemistry (IUPAC), the isotherms of both CBC500 and PBC500 were
determined as type IV curves with H3 hysteresis loops, which was the characteristic of
mesopores structure [37]. As shown in Table 52, the BET surface area and total pore volume
of PBC500 were 203.77 m?/g and 0.23 cm®/g, respectively, which were approximately
16 and 20 times than those of CBC500. This phenomenon demonstrated that phosphoric
acid impregnation treatment could effectively improve the pores structure of biochar.
These properties of PBC500 would enhance the catalytic performance by promoting the
adsorption of target contaminants and PMS molecules in solution on the catalyst surface
and speeding electron transfer capability [38].
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Figure 2. (a) N, adsorption/desorption isotherms (Inset: Pore size distribution) of CBC500 and
PBC500. (b) XRD patterns of CBC500 and PBC500. (c) FTIR spectra of CBC500 and PBC500. (d) TG
and DTG curves of untreated and H3PO,-treated cow manure.

The crystalline structures of unmodified and modified biochar were analyzed by XRD.
As depicted in Figure 2b, quartz (SiO,, PDF#46-1045), calcite (CaCO3, PDF#05-0586), and
sylvite (KCl, PDF#41-1476) were the major mineral crystals on biochar, which may be ob-
scure the presentation of functional groups and crystalline structure of carbon fractions [39].
Moreover, it can be clearly seen that the distinct silicon phosphate (SiP,O7, PDF#39-0189)
diffraction peaks appeared on the PBC, which was due to the reaction of phosphoric acid
with the silicon element in the raw material during the pyrolysis process. After phosphoric
acid modification, the intensity of these peaks decreased. There were two distinct broad
peaks can be observed at 26 of around 25° and 40°, which related to the (002) and (100)
crystal planes of graphite carbon, and that could reflect the degree of graphitization of
biochar [40]. After modification, the noticeably higher intensity of the characteristic peak at
around 25° was an implication of the higher graphitization degree of PBC500. Previous
studies indicated that the graphite structure of biochar can be used as a bridge for direct
electron transfer to persulfate, and the greater graphitization of biochar could lead to better
electrical conductivity [41,42].

The main surface functional groups of CBC500 and PBC500 were verified through the
FTIR analysis. As illustrated in Figure 2c, the common peaks at around 3425, 29222848,
1700, and 1588 cm ! were on CBC500 and PBC500 were associated with -OH stretching, C-H
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stretching, C=0O stretching and the vibration of C=C, respectively [43-45]. This indicated
that CBC500 and PBC500 had similar functional groups. The peak corresponding to C-O
stretching shifted from 1070 to 1180 cm ™! after modification, probably due to the reaction
of phosphoric acid with it. Furthermore, the new peaks at around 1130, 1034, and 675 cm !
that appeared in PBC500 could be attributed to the stretching vibration of P-O, -PO4 and
P-C, respectively [46,47]. This suggested that phosphoric acid modification treatment could
successfully load phosphorus onto biochar and form phosphorus-containing phosphate
functional groups on its surface.

The surface chemical composition of CBC500 and PBC500 was further detected by XPS
spectra. The XPS survey spectra (Figure 3f) revealed that C 1s and O 1s were common peaks
of CBC500 and PBC500. In addition, the new peak corresponding to P 2p was obviously
detected in the XPS spectra of PBC500, which demonstrated that P was successfully carried
on the surface of PBC500. There were four characteristic peaks located at 284.40, 285.00,
286.00, and 288.50 eV could be observed in the XPS spectra of C 1s (Figure 3a,b), which
was ascribed to the primary C-C peak from aromatic C-C/C-H bonds, defective carbon
structures (C-C high defects), C-O bonds and C=0O bonds, respectively [43,48]. After
modification, there was a significant reduction in the content of C-C and C-O bonds,
while the proportion of C=0 and defective carbon structures increased. The O 1s XPS
spectra (Figure 3c,d) can be separated into three peaks that represent the C=0, -OH, and
C-O bonds [49]. As for the P 2p spectra of PBC500 (Figure 3e), the characteristic peak at
133.27 eV could be associated with the formation of P-C, and the peak situated at around
134.75 eV was attributed to the P-O [50], which also proved that the carbon framework
of biochar containing some P atoms. In conclusion, the phosphoric acid impregnation
treatment altered the elemental and chemical composition of biochar and made it possess
more diverse surface functional groups.

Figure 2d presents the thermogravimetric (TG) and derivative thermogravimetric
(DTG) curves of the untreated and H3PO4-treated cow manure. The thermal weight loss
ratio could be applied to reflect the thermal stability of raw materials. The thermal weight
loss ratios of the untreated and phosphoric acid-treated cow manure were 29.90% and
48.88%, respectively, which indicated that phosphoric acid impregnation treatment could
significantly enhance the thermal stability of cow manure. There were three distinct stages
involved in the pyrolysis processes of all raw materials. The first stage was attributed
to the evaporation of moisture and light volatiles and that occurred in the range from 30
to 120 °C; the second stage of weight loss took place in the period from 120 to 500 °C
and was mainly owing to the rapid devolatilization and degradation of hemicellulose and
cellulose, and the weight loss above 500 °C of the last stage represented the decomposition
of lignin and other organic matter with stronger chemical bonds [51]. The second stage
of weight loss of phosphoric acid-impregnated cow manure was much lower than that of
untreated cow manure (Figure 2d). This phenomenon was probably due to some bonds of
hemicellulose, cellulose, and lignin being broken by phosphoric acid, and less energy was
required for the pyrolysis of the raw materials [52]. Moreover, the lower weight loss ratio
of H3PO4-impregnated cow manure may be attributed to the fact that the phosphate chains
generated during the process of chain and bond breakage can result in the formation of
organic polymers [53].

3.2. E2 Degradation in Different Systems

The E2 adsorption performance of phosphoric acid modified biochar under various
pyrolysis temperatures is shown in Figure Sla. The adsorption efficiencies of PBC500,
PBC600, and PBC700 on E2 were 46.45%, 40.96%, and 31.97% within 90 min, respectively,
among which PBC500 presented the highest adsorption effect. Figure Slb illustrates
the performance of phosphoric acid modified biochar obtained under various pyrolysis
temperatures on the activation of PMS. It could be observed that PMS showed very low
reactivity toward E2, and the incorporation of phosphoric acid modified biochar as a
catalyst can lead to a dramatically higher degradation efficiency of E2. The E2 removal
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efficiency gradually decreased when the temperature of pyrolysis rose from 500 to 700 °C,
which might be because the functional groups of biochar were reduced at higher pyrolysis
temperature [54]. As a result, the phosphoric acid modified biochar and the unmodified
biochar pyrolyzed at 500 °C were used for subsequent experiments and analyses.
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Figure 3. C 1s spectra of (a) CBC500 and (b) PBC500; O 1s spectra of (c) CBC500 and (d) PBC500;
(e) P 2p spectra of PBC500 and (f) XPS survey spectra of PBC500 and CBC500.
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The impregnation concentration of phosphoric acid determined the pore structure
and active sites of the biochar, which in turn affected its activation performance. Figure 52
compares the adsorption and catalytic performance of modified biochar prepared under
2.25 wt%, 4.25 wt%, and 8.50 wt% phosphoric acid impregnation. The results showed
that impregnation with phosphoric acid at a concentration of 4.25 wt% was the optimal
pretreatment condition. An excessive concentration of phosphoric acid may lead to the
destruction of the biomass structure, which caused the collapse of the skeleton of biochar
during pyrolysis and made it difficult to form well-developed pores. At the same time, a low
concentration of phosphoric acid impregnation may result in insufficient adsorption sites.

Figure 4a illustrates the removal of E2 in a variety of reaction systems. For the
unmodified and phosphoric acid modified biochar in the absence of PMS, the E2 removal
efficiencies were 17.15% and 44.97% within 90 min, respectively. The superior adsorption
performance of PBC500 could be accounted for by its improved physicochemical properties.
The removal of E2 by PMS without catalyst activation was only 9.89% within 90 min, which
was almost negligible. On the contrary, the removal efficiency of E2 could be improved by
biochar activated PMS. It was apparent that PBC500 showed a greater activation capacity
for PMS compared to CBC500. It was capable of removing 92.57% E2 within 90 min
through the PBC500/PMS system, indicating that PBC500 can effectively activate PMS for
E2 degradation. After modification, the large surface area, the greater defect degree, and the
higher functional group content of PBC500 might lead to significantly enhanced activation
within the PBC500/PMS system, thus facilitating the degradation of E2 [55]. Additionally,
the experimental data of E2 removal in various reaction systems were fitted by the pseudo-
first-order kinetic model (Figure 4b). The reaction rate constant ks of E2 degradation
in PBC500/PMS system was 0.02502 min~!, which was much greater than that of PMS
(kops = 0.00099 min~—1), CBC500 (kyps = 0.00189 min~1), PBC500 (ks = 0.00648 min~!) and
CBC500/PMS (kops = 0.00757 min~1). This phenomenon also indicated that E2 was removed
faster in the PBC500/PMS system.

1.0- (@) 3.04 ® PMS k,,=0.00099 min~* (b)
CBC500 k,;,,=0.00189 min™*
0.8 - 2.5 4 PBC500 K,,,=0.00648 min™*
' CBC500/PMS  k,,,=0.00757 min*
—~ 2.0+ PBC500/PMS K,,:=0.02502 min™*
o 0.6 1 )
Q G 15-
© 0.4- ]
PMS I 1.04
0.2 CBC500
' PBC500 0.5
CBC500/PMS
0.0 PBC500/PMS 00] ol d::N--:0 = . "
-10 0 10 20 30 40 50 60 70 80 90 100 0 10 20 30 40 50 60 70 80 90
Time (min) Time (min)

Figure 4. (a) Removal of E2 in different systems; (b) Kinetic fitting curves (experiment conditions:
[E2] =3 mg/L, [PMS] = 2.0 mM, and [biochar] = 0.1 g/L).

During the reaction, adsorption and oxidation together facilitate the removal of E2
from the aqueous solution. To investigate the relation between adsorption and oxidation,
PMS was added after the adsorption of PBC500 reached equilibrium; that is, the adsorption
phase and oxidation phase were separate, and the results are shown in Figure S3. It was
noteworthy that the degradation efficiency of E2 in a mixed system is lower than that in an
individual system, which may be due to the adsorption of E2 on the surface of the catalyst,
which was more favorable for its catalytic degradation [56]. Moreover, the concentration
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of E2 first increased in different degrees when PS was added to the solutions. This might
be because PMS was more readily adsorbed on biochar surface than E2, resulting in the
desorption of E2 from the limited adsorption sites.

3.3. Effects of Reaction Conditions on E2 Degradation by PBC500/PMS System
3.3.1. Effect of Catalyst Dosage

As presented in Figure 5a, the removal efficiencies of E2 were 92.26%, 99.21%, 99.30%,
and 99.23% within 90 min at the catalyst dosages of 0.1, 0.2, 0.3, and 0.5 g/L, respectively.
The corresponding kps value increased from 0.02718 to 0.07031 min~—! when the PBC500
dosage was raised from 0.1 to 0.5 g/L (Figure S5a). The higher dosage of the catalyst
could offer a larger surface area and more reaction sites for pollutant adsorption and PMS
activation, which might be responsible for the improvement of E2 removal efficiency [57].
However, excessive dosage of the catalyst had limited improvement in E2 removal effi-
ciency and may also result in the lower utilization efficiency of active sites on PBC500. In
consideration of the excellent E2 degradation efficiency of E2 and cheap cost of application,
the PBC500 dosage of 0.2 g/L was utilized in the subsequent experiments.

3.3.2. Effect of PMS Concentration

Figure 5b depicts the effect of different PMS concentrations on E2 degradation in
the PBC500/PMS system. When the PMS concentration raised from 0.1 to 1.0 mM, the
degradation efficiency of E2 significantly increased from 90.43% to 98.11% within 90 min,
and the corresponding reaction rate constant ks also posed a rising trend from 0.02670 to
0.04289 min ! (Figure S5b). The higher concentration of PMS exhibited an advantageous
impact on E2 degradation, which can be explained by the fact that PMS was able to
fully utilize the active sites on PBC500 to produce more reactive oxygen species during the
activation process. However, there was no discernible variation in E2 degradation efficiency
at 90 min when the PMS concentrations were 1.0, 2.0, and 5.0 mM. This phenomenon may
be caused by the limited active sites on PBC500, which were unable to accommodate the
excessive PMS, and too much PMS would lead to a self-quenching effect [58].

3.3.3. Effect of E2 Concentration

The effect of the initial E2 concentration on the degradation reaction can be seen from
Figure 5c. It was apparent that the increase in E2 concentration adversely affected the E2
degradation reaction. To be specific, it was able to achieve an almost complete removal
of E2 within 90 min when the E2 concentration was raised from 1.0 mg/L to 3.0 mg/L,
but the removal efficiency was only 76.54% within 90 min when the E2 concentration
increased to 6.0 mg/L. In addition, the k.5 value also showed a tendency toward decline as
a higher E2 concentration (Figure S5c). The probable explanation was that the active sites
on PBC500 were covered by excessive E2, which prevented its contact with PMS, leading to
the reduction of the reactive oxygen species.

3.3.4. Effect of Solution pH

The initial solution pH affected the degradation performance of the contaminant by
determining the catalyst charge, contaminant forms, and PMS species [59]. As illustrated
in Figure 5d, the degradation efficiency of E2 reduced from 98.91% to 89.65% within 90 min
as the pH value increased from 3 to 11. PMS mainly existed in the form of HSO5~ as the
pH value was below 9.4, and SOs2~ as the pH value was above 9.4 [60]. As observed from
Figure S4, the zeta potential of the PBC500 surface was negatively charged in the pH range
from 3 to 11, and it decreased with the rise of the solution’s pH value. As a result, the
greater electrostatic repulsion between PBC500 and PMS was caused by the higher solution
pH value, which weakened the activation of PBC500 for PMS. It was also reported that
PMS would decompose under the condition of high OH™ concentration (Equation (1)) [61],
which might also contribute to the inefficient degradation of E2 in a high pH environment.
It was noticeable that the E2 degradation showed a sharp decline when the solution pH



Water 2024, 16, 1754

10 0of 18

value was raised to 11, which was probably ascribed to the oxidation performance of SO5%~
and was lower than that of HSO5™ [62]. In addition, E2 (pKa = 10.4 [63]) was negatively
charged when pH > pKa (pH = 11), and the repulsive electrostatic interaction between
PBC500 and E2 might also be responsible for the reduced E2 removal efficiency at pH 11.
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Figure 5. Effects of (a) PBC500 dosage ([E2] = 3 mg/L, [PMS] = 2 mM); (b) PMS concentration
([E2] =3 mg/L, [PBC500] = 0.2 g/L); (c) E2 concentration ([PMS] = 1 mM, [PBC500] = 0.2 g/L);
(d) pH, (e) C1~; (f) HA ([E2] = 3 mg/L, [PMS] = 1 mM, [PBC500] = 0.2 g/L) on the degradation of E2
in PBC500/PMS system.
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HSOs5~ +20H™ — H,0 + 250, + O, (1)

3.3.5. Effect of Inorganic Anions

Inorganic anions are commonly presented in natural water bodies, which can po-
tentially impact the target contaminants’ removal efficiency by occupying active sites on
biochar or reacting with some reactive oxygen species. Therefore, C1~ was selected as the
representative inorganic anion to determine its influence on E2 removal in the PBC500/PMS
system. As depicted in Figure 5e, the addition of C1~ obviously exerted a positive role in the
removal of E2. When the concentrations of C1~ were 0, 2, 5, and 10 mM, the k,},¢ values of E2
degradation were 0.044371, 0.05569, 0.07612, and 0.09875 min—1, respectively (Figure S5e).
This phenomenon might be due to the excessive Cl~ can be easily oxidized by PMS to
generate HOC1/Cl, with stronger oxidation capacity (Equations (2) and (3)), which can
facilitate the removal of E2 [64].

Cl~ + HSO5~ — SO42~ + HCIO ()

2C1~ + H* + HSO5 ™ — SO4%~ + Cl, + H,O (3)

3.3.6. Effect of HA

As representative organic matter, humic acid (HA) was extensively distributed in
natural water bodies. Therefore, the removal of E2 in the PBC500/PMS system under the
conditions of different HA concentrations was analyzed. As demonstrated in Figure 5f, it
was clear that the E2 removal was dramatically inhibited with the increasing concentration
of HA. When the HA concentration was adjusted to 0, 2, 5, and 10 mg/L, the E2 removal
efficiencies with 90 min were 98.01%, 71.42%, 67.06%, and 59.78%, respectively. Meanwhile,
the corresponding ks were 0.04371, 0.01319, 0.01193, and 0.00968 min~!, respectively
(Figure S5f). The decreased E2 removal efficiency may be associated with the occupation of
active sites on PBC500 by excessive HA, which caused the inferior activation performance
of PBC500 toward PMS and reduced the generation of ROS [65]. The introduction of
substantial amounts of oxygen-containing functional groups on the surface of PBC500
resulted in a notable increase in the density of polar groups, which in turn led to a more
hydrophilic surface of PBC500 [66]. As a result, the hydrophilic HA was easier to adsorb
on the surface of PBC500, which made the PBC500/PMS system less resistant to HA. In
addition, previous research has confirmed that HA can be used as a radical scavenger
reacting with the sulfate and hydroxyl radicals [67], and this also led to an enhanced
inhibition of E2 degradation.

3.4. Mechanism of E2 Degradation by PBC500/PMS System
3.4.1. Identification of Reactive Oxygen Species

In order to identify the contribution of the ROS during the E2 degradation pro-
cess, methanol (MeOH), fert-butanol (TBA), p-benzoquinone (p-BQ), and furfuryl alcohol
(FFA) were selected as scavengers to carry out quenching experiments. MeOH could
be used as the efficient scavenger for both SOy~ (k = 1.6-7.7 x 10’ M~'s~!) and -OH
(k=1.2-2.8 x 10° M~1s~!), while TBA was proved to possess excellent quenching effi-
ciency only for -OH (k = 3.8-7.6 x 107 M~1s~1) [56]. FFA and p-BQ can be used to quench
10, (k=12 x108M s ) and O, (k=0.9-1.0 x 10° M~ 1s71), respectively [68,69]. The
following can be obtained from Figure 6a: the removal efficiencies of E2 declined from
97.91% to 93.73% and 91.32% after the inclusion of MeOH and TBA to the reaction system,
respectively, which implicated the presence of SO4~ and-OH in the E2 degradation process.
However, the inhibitory effects on E2 removal caused by MeOH and TBA were negligible,
revealing that SO~ and -OH were not the predominant ROS. The E2 removal efficiencies
were drastically inhibited with the existence of p-BQ and FFA, which sharply decreased
from 97.91% to 38.48% and 34.22%, respectively. This phenomenon indicated that O, and
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C/C,

10, both participated in the E2 elimination process and played the dominant roles. Con-
sidering the aforementioned findings, it could be derived that SO,~, -OH, O, ~, and 10,
were all implicated in the E2 degradation process and achieved excellent E2 degradation
through radical and non-radical pathways.

5
1.0 (a) Control k,,,=0.04348 min (b)
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Figure 6. (a) The effect of quenchers on E2 degradation. (b) Kinetic fitting curves (experiment
conditions: [E2] = 3 mg/L, [PMS] = 1.0 mM, and [PBC500] = 0.2 g/L).

3.4.2. Activation Mechanism

The XPS spectra of PBC500 after the E2 degradation reaction were analyzed to further
elucidate the activation mechanism of PMS. As reflected in C 1s spectra of PBC500 after
the catalytic reaction of E2 (Figure S6a), the proportion of primary C-C increased from
24.74% to 27.48% and C-O increased from 22.32% to 28.13%, while the defective carbon
structures significantly dropped from 39.29% to 34.22% and C=0O also decreased from
13.65% to 10.17%, demonstrating that C=O and defective structures served as effective active
sites participated in the degradation reaction. The transformation of oxygen-containing
functional groups on PBC500 after the reaction could be observed in the O 1s XPS spectra
(Figure S6b). After the E2 degradation reaction, the higher value of O 1s binding energy
indicated that a certain number of electrons were transferred from O to PMS during the
activation process [70,71]. In addition, the proportion of C=O reduced from 20.47% to
17.03%, which further demonstrated that C=O exerted a beneficial role during the E2
degradation. In the P 2p spectra (Figure Séc), part of the P-C was converted to the P-O
after use, implying that P-C on PBC500 might participate in the catalytic reaction process.
According to the previous study, the metaphosphoric acid linked to oxygen atoms and
metaphosphoric acid linked in a bridging manner on the surface of biochar both performed
an essential role in activating PMS [72]. Therefore, it can be deduced that some specific
functional groups and defective structures on PBC500 could be employed as active sites to
encourage PMS activation and ROS formation.

In light of the aforementioned results and analyses, the possible mechanism of PBC500
activating PMS to degrade E2 was hypothesized (Figure 7). Firstly, parts of E2 and PMS
were adsorbed on the surface of PBC500 because of their characteristics of large specific
surface area and abundant pore structure. Subsequently, a variety of reactive oxygen
species were produced through the interactions between PMS and effective active sites,
such as the defective carbon structures and some surface functional groups on PBC500. For
instance, the reaction between HSO5™ and the electrons of C=0 can result in the formation
of SO;~ (Equation (4)) [73]. The generation of -OH could be explained by the reactions
of SO4~ and HyO/OH™ (Equations (5) and (6)) [74]. In addition, the defect structures
of biochar can also donate electrons to HSOs5 ™ for generating SO, and -OH (Equations
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(7) and (8)) [48]. It was possible that interactions between activated PMS can lead to the
production of 10, (Equations (9)—(11)) [75]. The S,05%~ can be adsorbed onto C=0 to
generate O,~ (Equation (12)) [76]. Finally, the various ROS generated on the surface of
PBC500 could be transported into solutions and degrade E2 through both radical and
non-radical ways.

C=0 + HSO5~ — SO, ™ + C-O* + OH~ (4)
SO, + Hp,O — SO42~ + -OH + H* (5)

SO,~ + OH™ — SO42~ + HSO, ™ + -OH (6)
HSOs5™ + BCyefects = SO4~ + OH™ + BCyefects )
HSO5 ™ + BCgefects — ‘OH + SO42~ + BCefects ~ 8)
HSO5 ™ +S0,~ — HSO, ™ + SOs5~ 9)

SO5~ +S05~ — 2504~ + 10, (10)

SO5™ + 505~ — $,05%~ + 10, (11)

C=0 +$,08>" — C-O" + 50,2~ + 0, (12)

E2

Products

Figure 7. Mechanism of PMS activated by PBC500 for E2 degradation.

3.5. The Reuse of PBC500
3.5.1. The Reusability of PBC500

In order to assess the reusability of PBC500, the recycle experiments were carried out.
The following can be seen from Figure 8a: the activation performance of PBC500 declined
with a higher number of cycle times. The removal efficiencies of E2 within 90 min decreased
from 97.91% to 88.07% and 65.15% after the second and third cycle times, respectively. The
deactivation of PBC500 may be a consequence of the blockage of active sites induced by
the accumulation of E2 and its degradation intermediates onto the surface of PBC500 [77].
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Figure 8. (a) The reusability of the PBC500/PMS system in three consecutive cycles and (b) the
adsorption and catalytic performance of ash modified biochar (experiment conditions: [E2] =3 mg/L,
[PMS] = 1.0 mM, and [biochar] =0.2 g/L).

3.5.2. The Ash of PBC500 Used as a Modifier

Figure 8b displays the adsorption and activation capacity of ash modified biochar
prepared under various pyrolysis temperature conditions. In the case of PMS absence, the
E2 removal by ABC500 relying on adsorption was only 31.31% within 90 min. Although the
removal of E2 was improved to a certain extent by the ABC500/PMS system, it was only
36.95% after 90 min of reaction. It was apparent that ash modification treatment enhanced
the removal by biochar under the conditions of adding or not adding PMS, but it was still
weaker than that of the phosphoric acid modified biochar. This might be due to the limited
phosphate content in the ash. The adsorption and catalytic performance of the ash modified
biochar were remarkably improved by the rise in pyrolysis temperature. The removal
efficiencies of E2 by ABC700 and the ABC700/PMS were 49.23% and 71.59%, respectively,
which may account for the increase in specific surface area and reaction sites under higher
pyrolysis temperature conditions [78]. Therefore, it could be concluded that the application
of the ash from exhausted PBC500 as a modifier was an effective approach to improve the
ability to adsorb and catalyze the original biochar.

4. Conclusions

To sum up, the modified biochar materials were successfully prepared by pyrolysis
from cow manure that had been impregnated with phosphoric acid and applied as a catalyst
to activate PMS for E2 degradation. In comparison with unmodified biochar, the phosphoric
acid-treated biochar exhibited a significant increase in specific surface area, graphite degree,
defective structures, and surface functional groups and showed excellent catalytic activity
to activate PMS. The quenching experiments revealed that radical processes (5O ~, -OH,
and O, ) and non-radicals (1O,) contributed to the removal of E2, and O, and 'O,
were the dominant reactive oxygen species for pollutant degradation. The abundant
defective structures, carbonyl functional groups and P-containing functional groups on
PBC500 can serve as effective active sites for reactive oxygen species formation. In addition,
the reusability of PBC500 is relatively good, and the residual ash from the pyrolysis of
exhausted PBC500 could be used as a modifier to enhance the adsorption and catalytic
capacity of the original biochar. This work not only successfully achieved the conversion
of livestock manure waste into resources but also provided a phosphoric acid modified
biochar as an effective catalyst for PMS activation in the abatement of contaminations.

Supplementary Materials: The following supporting information can be downloaded at: https:
/ /www.mdpi.com/article/10.3390/w16121754/s1, Text S1. Kinetic modelling analysis. Text S2.
Characterization methods. Text S3. analytic methods. Table S1 The total P content in CBC500 and
PBC500. Table S2 Properties of pristine and P-doped biochar. Table S3 Element composition of
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biochar. Table S4 High deconvolution of Cls XPS spectra of CBC500 and PBC500 before and after
E2 degradation. Table S6 High deconvolution of P 2p XPS spectra of PBC500 before and after E2
degradation. Figure S1. The (a) adsorption and (b) catalytic performance of phosphoric acid mod-
ified biochar prepared at different pyrolysis temperatures (experiment conditions: [E2] =3 mg/L,
[PMS] = 2.0 mM, [biochar] = 0.1 g/L). Figure S2. The (a) adsorption and (b) catalytic performance
of modified biochar impregnated with different concentrations of phosphoric acid. (experiment
conditions: [E2] = 3 mg/L, [PMS] = 2.0 mM, [biochar] = 0.1 g/L). Figure S3. The adsorption and cat-
alytic performance of CBC 500 and PBC500. (experiment conditions: [E2] = 3 mg/L, [PMS] = 2.0 mM,
[biochar] = 0.1 g/L). Figure S4. Zeta potential of PBC500 at different pH values. Figure S5. Kinetic
fitting curves of E2 degradation at different (a) PBC500 dosage, (b) PMS concentration, (c) E2 concen-
tration, (d) pH, (e) Cl- concentration and (f) HA concentration. Figure S6. (a) C 1s, (b) O 1s and (c) P 2p
XPS spectra of CBC500 after the reaction. References [79,80] are cited in the Supplementary Materials.
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