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ABSTRACT: A magnetic MnFe,O,-modified graphite-like porous biochar
composite (MnFe,0,/KFS800) was synthesized by the hydrothermal method,
and its catalytic activity was evaluated in the activation of peroxydisulfate
toward degradation of Rhodamine B. After characterization by SEM, XRD, and
the BET method, the specific surface area and total pore volume of the
MnFe,0,/KFS800 catalyst reached 121 m?/g and 0.263 m?/g, and exhibited
plate-like morphology with good crystallinity. The degradation rate of
Rhodamine B by the obtained composite was more than 91.1% when the
initial concentration of RhB was 10 mg/L, the dosage of MnFe,0,/KFS800
was 0.2 g/L, and the initial pH was 6.7. Then the anti-interference ability of the
obtained composite was studied, and it was found that there was a little effect
on the degradation of Rhodamine B with the presence of humic acid. Finally,
quenching test, EPR research, and XPS analysis were conducted to reveal the
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catalytic mechanism, and possible mechanism was a synergistic behavior of free radicals (SO,°~, ¢OH, O,*”) and nonfree radicals
(*0,), and trace amounts of uncarbonized bagasse was also involved in the formation of free radicals.

1. INTRODUCTION

With the rapid development of textile industry, a large amount
of organic dyes are discharged into natural water environment,
resulting in possible threats to the water safety and health of
food chain.' Therefore, it is necessary to explore efficient
technologies for the removal of organic dyes from the
wastewater.” * Advanced oxidation processes based on
peroxydisulfate (PDS) have attracted increasing attention for
the treatment of aqueous contaminants in recent years.
Compared to other radicals (¢OH), SO,*” radical shows a
lot of advantages during the oxidation process, such as high
oxidative capacity, high stability, and long half-life."~* Usually,
these excellent radicals are generated by activating PDS via
heating,g’10 light irradiation,’’ acoustic cavitation,'> carbon
materials,”> and transition metals catalyst.* Among these
activation methods, transition metal catalysts, such as Co, Mn,
Fe, Cu, and Ni, are widely studied because of their high
activation efliciency, comparatively low toxicity, and abundant
in nature.”> ™"

Heterogeneous activation of PDS by transition metal
catalysts has aroused extensive attention for the treatment of
organic pollutants."” Especially, MnFe,O, can be easily
separated from the reaction mixture with an external magnetic
field after application because of its strong magnetism.”””" The
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size and morphology of MnFe,O, could be regulated by
varying the reaction condition.”” Chen et al.** have prepared a
magnetic MnO,/MnFe,O, nanocomposite by the hydro-
thermal method, and the decomposition efficiency of this
nanocomposite was 90% for RhB within 5 min in the presence
of PMS, and radical scavenging experiments have proved that
SO,*” was the primary radical. However, these MnFe,0,-
derived nanocomposites are easy to aggregate in water,
resulting in decreased activity sites, restricted mass transfer,
and loss of catalytic activity.”*

The performance of MnFe,0, can be enhanced when it is
supported with carbonaceous materials, such as graphene,”
carbon nanotube,”®*” activated carbon,”® carbon nanofiber,*
due to their tunable physicochemical properties and environ-
mentally benign nature. A MnFe,O,@C-NH, catalyst was
fabricated that presented high catalytic activity in the
antibiotics removal, and the enhanced catalytic activity of
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materials was ascribed to the carbon shell, which could reduce
the aggregation of magnetic nanoparticles and prevented the
leaching of metals.”® The synergistic effect of carbon and
MnFe,0, catalyst can accelerate the charge transfer at the
interfaces, which could impressively boost the -catalytic
performances.”*> However, the catalytic activity could be
further improved when MnFe,O, was supported with fibrous
biochar.**

In this study, a novel MnFe,O,/KFS800 catalyst was
developed by loading MnFe,O, onto graphite-like porous
biochar, which was derived from the pyrolysis of fibrous
bagasse. The physical and chemical properties of MnFe,O, and
MnFe,0,/KFS800 were characterized by scanning electron
microscopy (SEM), X-ray diffraction (XRD), vibrating sample
magnetometer (VSM), Fourier transform infrared (FTIR),
electron paramagnetic resonance (EPR), and X-ray photo-
electron spectroscopy (XPS). Batch experiments were
performed to investigate the impact of crucial environmental
factors on degradation of Rhodamine B (RhB), and recycling
tests were conducted to assess the reusability and stability of
the catalysts. Combined with these characterizations and
identification of the radical species, the synergic effects of
MnFe,0, and KFS800 toward PDS activation were revealed.

2. MATERIALS AND METHODS

2.1. Materials. FeCl;-6H,0, MnCl,-4H,0, NaHCO;,
NaCl, NaH,PO,, NaNO;, ethanol (EtOH), sodium acetate
trihydrate, and ethylene glycol were purchased from Shanghai
Aladdin Biochemical Technology Co., Ltd. (China). RhB, tert-
butyl alcohol (TBA), humic acid (HA), 5, 5-dimethyl-1-
pyrroline N-oxide (DMPO), and P-benzoquinone (BQ) were
purchased from Shanghai Macklin Biochemical Co., Ltd.
(China). Polyethylene Glycol 4000 (PEG 4000) and sodium
peroxydisulfate (Na,S$,0q, PDS) were purchased from Tianjin
Kermel Chemical Reagent Co. Ltd. (China). All the chemical
reagents used in this study were analytically pure without
further purification. The bagasse was obtained from a local
institute of sugar cane sugar.

2.2. Preparation of Magnetic MnFe,0,/KFS800. Syn-
thesis of KFS800: The pyrolysis of clean bagasse was
conducted in a tubular furnace at 400 °C for 2 h with a
heating rate of 5 °C/min in N, atmosphere (100 mL/min).
Then, 1 g of bagasse charcoal powder was soaked in 0.1 mol/L
(100 mL) potassium ferrate solution, the suspension was
mixed by stirring for 8 h, and the residual solids was washed
with deionized water, dried in oven at 100 °C for 12 h. Later,
the obtained biochar was carbonized in a tubular furnace at
800 °C for 2 h with a heating rate of 5 °C/min in N,
atmosphere. Finally, the residual solids was washed with
ethanol and deionized water five times, respectively, and dried
in vacuum at 60 °C for 24 h. The final solids were notated as
KFS800 (less than 100 mesh).

Synthesis of MnFe,0,/KFS800:50 mg of KFS800 was
dispersed homogeneously in 40 mL of ethylene glycol under
ultrasound for 3 h, and 0.5 mmol of MnCl,-4H,0 and 1 mmol
of Fe (NO);-9H,0 were added and mixed by magnetic stirring
for 30 min. Then, 0.025 mol sodium acetate trihydrate and 1 g
PEG 4000 were added and stirred for another 30 min. After
that, the mixed solution was transferred to a Teflon-lined
stainless steel autoclave and heated for 12 h at 200 °C. Finally,
the obtained product was cooled down to room temperature
and centrifuged; the precipitate was washed with ethanol and
deionized water five times, and dried in a vacuum oven at 60
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°C for 6 h. For comparison, the preparation of pure MnFe,O,
was synthesized by the same method without adding KFS800.

2.3. Characterization of Magnetic MnFe,0,/KFS800.
The morphology and structure of the MnFe,0,/KFS800 was
observed through a scanning electron microscope (SU8010,
Hitachi, Japan) equipped with an EDS analyzer. The magnetic
properties of MnFe,0,/KFS800 were measured by a vibratory
probe sample magnetometer (PPMS-9T, Quantum Design
Company, USA) at room temperature. The XRD patterns of
pristine MnFe,O, and MnFe,0,/KFS800 were investigated by
an X-ray diffractometer on a MiniFlex 600 (Rigaku, Japan)
with Cu Ka radiation (4 = 1.5406 A). The surface properties of
the samples were analyzed by FTIR spectroscopy (Nicolet
6700, USA) with the KBr method. The specific surface area
and pore size of the samples were determined according to
nitrogen absorption—desorption isotherm using a volumetric
absorption analyzer (Micromeritics ASAP 2460, USA). XPS
(Escalab 250Xi, Thermo Fisher Co., UK) was employed to
analyze the valence states of the elements on the catalyst
surface, and the acquired spectra were calibrated with the C 1s
peak at 284.80 eV. To detect the radicals generated in the
catalytic reaction, the electron paramagnetic resonance (EPR)
tests were conducted on a Bruker A300 spectrometer
(Germany) using DMPO as the spin-trapping agent.

2.4. Degradation Experiments. The performance of the
MnFe,0,/KFS800/PDS system was evaluated via a batch of
experiments in a 250 mL conical flask at 30 °C containing 100
mL of RhB solution with an initial concentration of 10 mg/L.
Typically, the reaction solution was formed by mixing of 50
mL RhB solution (20 mg/L), 20 mL PDS solution (10 mM),
and 30 mL deionized water. 1 mol/L H,SO, and NaOH
solutions were used to adjust the initial pH, and the pH was
measured by a pH meter (model SJ-3F). The reaction was
maintained by mechanical stirring, and 2 mL of samples were
collected at regular intervals. Then these solutions were
quenched with 2.0 mL of methanol and filtered by 0.22 ym
membrane, and the absorbance of the filtrate was measured by
a UV—vis spectrophotometer (UV-9100, Shanghai) at $54 nm,
and all samples were measured in triplicate. The EtOH, TBA,
L-his, and BQ were used as quenchers to identify the radical
species formed in the catalytic reaction. The degradation
experiments were also performed in various catalytic systems,
such as PDS (2.0 mM) alone, MnFe,0,/KFS800 (20 mg)
alone, MnFe,0,/PDS (20 mg/2.0 mM), and MnFe,O,/
KFS800/PDS (20 mg/2.0 mM). The consumption of PDS was
determined by iodometric spectrophotometry,® 10.0 uL
filtrate was mixed with 10.0 mL KI solution (2.0 M), and
the reaction was maintained for 10 min by stirring, and the
generated I;~ was measured by the UV—vis method (300—700
nm), and the concentration of I;~ was proportional to PDS.
For the cycling tests, the magnetic separated catalysts were
washed with ethanol and water for three times, and redispersed
in a fresh RhB solution. The good linearity between In(C,/C)
and time suggests that the data are well fitted by the pseudo-
first-order kinetic model (eq 1):%¢

In(C,/C) = kt (1)

where C, (mg/L) and C (mg/L) are the RhB concentrations
at reaction times of 0 and t, and k (min™') represents the
kinetic constant of pseudo-first-order reaction.
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3. RESULTS AND DISCUSSION

3.1. Characterization of MnFe,0,/KFS800. Figure 1a,b
shows the representative SEM images with 50 000 magnifica-
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Figure 1. (a) SEM images of KFS800, (b) SEM, and (c) EDS of
magnetic MnFe,0,/KFS800.

tion of pristine KFS800 and MnFe,O,/KFS800, respectively. It
could be observed that the original KFS800 exhibited a plate-
like morphology and a relatively smooth surface. But the
surface of MnFe,0,/KFS800 became rough, and some solid
particles were clearly scattered on the MnFe,O,/KFS800
surface, which illustrated that MnFe,O, particles were loaded

onto the KFS800 surface. The EDS (Figure 1c) measurement
confirmed the composition of MnFe,0,/KFS800, which
demonstrated the presence of Mn, Fe, C, and O. C mainly
comes from the basal plane of KFS800 nanosheets, while O is
attributed to both MnFe,O, and the residual oxygen-
containing functional groups of graphite-like porous biochar.

The magnetic properties of the pristine MnFe,O, and
MnFe,0,/KFS800 were investigated by the VSM technique.
As can be seen in Figure 2a, the magnetization curves exhibited
a typical S-shape over the applied magnetic field, implying that
they are ferromagnetic materials.”” The saturation magnet-
ization value of MnFe,O, and MnFe,0,/KFS800 was 53.33
and 41.88 emu/g, respectively, and a reasonable explanation
for this decrease is the introduction of nonmagnetic KFS800
materials, where this decrease has little effect on recycling of
these catalysts by an external magnet (Figure 2a inset).

The crystal phases of magnetic MnFe,O, and MnFe,0,/
KFS800 are distinguished by XRD (Figure 2b). The magnetic
MnFe,0, showed emergence of seven well-defined peaks at 26
= 18.39°, 30.09°, 35.44°, 43.20°, 53.54°, 56.95°, and 62.57°,
which could be attributed to the (111), (220), (311), (400),
(422), (511), and (440) crystal planes of spinel-type MnFe,O,
(JCPDS 10-0319).** According to Scherrer’s equation, the
average size of spinel-type MnFe,O, is around 12.4 nm.
Besides these seven well-defined peaks, a new peak at 26 =
23.94° emerged in the MnFe,0,/KFS800 spectra, which could
be attributed to the (002) crystal plane of graphite-like
KFS800.

FTIR spectra of the MnFe,O,/KFS800 composite are
shown in Figure 2¢, and characteristic vibration bands
appeared at 427, 574, 803, 1088, 1259, 1626, 2919, and
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Figure 2. (a) Hysteresis loop, (b) XRD patterns, and (c) FTIR spectra of the MnFe,O, and MnFe,0,/KFS800; (d) N, adsorption—desorption
isotherms and pore size distribution curves (inset) of the MnFe,0,/KFS800.
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3420 cm™', respectively. The peak at 3420 cm™' could be
attributed to the O—H stretching vibrations of adsorbed water
molecules on the nanoparticle surface. The bands at 1259 and
1088 cm™' correspond to the bend style of residual PEG
molecules. The observed bands at 574 and 427 cm™" can be
attributed to the Fe—O and Mn—O stretching vibration,
respectively. Compared to the MnFe,O, composite, there are
two different characteristic bands appearing at 2919 and 804
ecm™! in the spectra of the MnFe,0,/KFS800 composite,
which could be attributed to the C—H and C = C vibrations,
implying that the bagasse was carbonized to graphite-like
powder during the heating process.

The nitrogen adsorption—desorption isotherms and pore
size distributions of MnFe,0,/KFS800 are shown in Figure 2d.
The adsorption—desorption isotherms of MnFe,O,/KFS800
had a sharp hysteresis loop in the P/P, range of 0.4—1.0, and
identified as type IV isotherm based on the International
Union of Pure and Applied Chemistry classification, which
represents a characteristic of mesoporous structures. In
addition, the corresponding Barrett—Joyner—Halenda (BJH)
pore size distribution shows that the pore size of MnFe,0,/
KFS800 is mainly distributed in the range of 1.5-20 nm and
the average pore diameter is 8.5 nm. The specific surface area
of magnetic MnFe,0,/KFS800 is 93 m*/g, which is larger than
that of pure MnFe, 0O, (75 m?/g), but the total pore volume of
MnFe,0,/KFS800 increased very little (Table 1). In summary,

Table 1. Physical Parameters of Magnetic MnFe,O, and
MnFe,0,/KFS800

BET surface average pore total pore

catalyst area (m*/g) diameter (nm)  volume (m®/g)
MnFe,0, 75 119 0221
MnFe,0,/KFS800 93 8.5 0.225

after modification, the pore size and total pore volume
increased or decreased to a certain extent, but the specific
surface area of MnFe,O,/KFS800 increased by more than
24%, which is beneficial for the adsorption of target pollutants
on the surface of the catalyst.

3.2. Degradation of RhB by the MnFe,0,/KFS800/
PDS System. As shown in Figure 3, the degradation efficiency
of RhB by PDS alone and MnFe,0,/KFS800 was 12.5% and
22.1% after 60 min reaction, which indicated that PDS and
MnFe,0,/KFS800 exhibited a limited ability to degradation of

RhB. In contrast, RhB degradation efficiency was dramatically
enhanced by the addition of MnFe,0, into the PDS solution,
and 73.6% degradation of RhB can be achieved within 60 min,
suggesting that the oxidation ability of PDS was efficiently
activated by MnFe,0,. While, the pure MnFe,0, is easy to
agglomerate, resulting in not being efficient enough to degrade
RhB. The degradation rate of RhB increased to 91.1% with the
combination effects of MnFe,O,/KFS800 and PDS, and the
reaction constant reached 0.0322 min~". The possible reasons
could be concluded as follows: (1) MnFe,O, and KFS800 have
a synergistic catalytic effect. (2) The increase in the specific
surface area of MnFe,0,/KFS800 could generate more active
sites to activate PDS to derive more free radicals.

3.3. Degradation of RhB at Optimized Reaction
Conditions. Figure 4a shows the degradation curves of RhB
by the MnFe,0,/KFS800/PDS system when the initial
concentrations of RhB were 5.35, 10.45, 20.64, and 40.52
mg/L, respectively. The reaction rate constant decreased from
0.0369 to 0.0166 min~' with the increase in the initial
concentration. The number of generated free radicals plays a
crucial factor in the RhB degradation. When the initial RhB
concentration is low, the SO,*” produced is sufficient for
oxidation of pollutants. As the initial concentration of RhB
increases, more substrates including RhB and its intermediates
were adsorbed on the surface of MnFe,0,/KFS800, resulting
in the acceleration of the reaction among PDS, MnFe,0,/
KFS800, and substrates. Dosage of PDS is also a crucial factor
for the degradation of RhB. When the initial PDS
concentration increased from 1.2 to 2.0 mM (Figure 4b), the
degradation rate was increased dramatically, but when the
concentration increased to 2.4 mM, the RhB degradation rate
and reaction rate constant did not increase significantly, which
may be due to the self-consumption of sulfate radicals in the
reaction system and the competitive consumption of sulfate
radicals by too many persulfate ions. The pH adaptability of
this oxidation processes was studied and it was found that the
degradation efficiency could be maintained to a high value
when the initial pH was ranged from 5.0 to 6.7 (Figure 4c).

The leaching concentration of Fe and Mn ions could be
reduced to a low level as the pH increased (Figure 4d), and
achieved 0.0.019and 0.011 mg/L, respectively, when the pH
was 6.7. The total Fe and Mn ion leaching concentrations of
MnFe,0,/KFS800 were less than many other reports,””*’
suggesting that MnFe,O, was fairly stable as a catalyst for RhB
degradation.
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Figure 3. (a) Degradation of RhB by PDS alone, MnFe,0,/KFS800, MnFe,0,/PDS, and MnFe,0,/KFS800/PDS; (b) curve of In(Cy/C) vs time.
Reaction condition: initial concentration of RhB is 10 mg/L, dosage of catalyst is 0.2 g/L, pH is 6.7, reaction time is 60 min, and reaction

temperature is 30 °C.
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KFS800/PDS system; (d) metal leaching in the degradation process at different initial pHs.

3.4. Effect of Interference Factor. The influence of
several inorganic anions (Cl~, H,PO,”, HCO;~, and NO;~)
and HA on the catalytic performance of the MnFe,0,/
KFS800/PDS system was investigated. As displayed in Figure
S, the degradation efficiency of RhB reached 91.1% after 60
min of reaction without the addition of inorganic anions.
When § mM inorganic anions (Cl~, H,PO,”, HCO;", and
NO;") were added to this degradation system, the degradation
of RhB was inhibited to varying degrees, and the degradation

§80_ 7 v ) 7 //
21111l

HA

Control  Cr H,PO, HCO; NO;y

Figure S. Effects of interference factor on RhB degradation in the
MnFe,0,/KFS800/PDS system.

6459

efficiency was 77.5%, 73.3%, 81.1%, and 76.3%, respectively.
The possible reason for inhibition of CI” is that CI” has a
higher chemical affinity for SO,*~ or eOH, and will generate
other oxidizers with weaker oxidation ability (Cle or CL,*7).*!
Meanwhile, H,PO,~ (HCO;~ and NO;) could react with
SO,*” or eOH to generate other weaker oxidizing eH,PO,
(eHCO; and eNO,).** In general, inorganic anions have
different degrees of RhB degradation in the MnFe,0,/
KFS800/PDS system, and effects of H,PO,” were higher
than CI7, HCO;™, and NOj;™. In addition, the degradation rate
of RhB decreased by only 2.5% when 5 mg/L HA was added to
this oxidizing system, which indicates that the presence of HA
has basically no effect on the degradation of RhB in the
MnFe,0,/KFS800/PDS system, and this system has good
resistance to the water body where HA exists.

3.5. Identification of Reactive Radicals. Free radical
quenching experiments and EPR analysis were carried out to
identify the main reactive species involved in RhB degradation
by the MnFe,0,/KFS800/PDS system. EtOH and TBA were
used as radical scavengers for SO,*~ and eOH" and were
added into this system at the beginning of the reaction. As
displayed in Figure 6a, the degradation efficiency of RhB
decreased from 91.1% to 68.4% and 77% within 60 min when
1 M TBA and EtOH were added to the MnFe,0,/KFS800/
PDS system, respectively. This shows that the SO,*~ and «OH
radicals are produced during the reaction. Moreover, the BQ
and 1-his were used as quenchers for detecting O,°~ and '0O,,
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Figure 6. (a) Free radical quenching tests in the catalytic reaction by the MnFe,0,/KFS800/PDS system; (b)—(d) EPR tests of ¢OH, SO,*,
0,7, and '0y; (e) detection of the residual PDS by iodometric spectrophotometry method; (f) consumption of PDS during the catalytic reaction

(determined at A = 357 nm).

respectively.*> When 0.1 M BQ_and 1-his were added into this
oxidation system, the degradation rate of RhB decreased by
42.6% and 22.1%, respectively, which proves that O,*~ and 'O,
also contribute to the degradation of RhB. Figure 6b shows the
EPR spectroscopy study of this reaction, where it can be seen
that SO,*” and eOH were produced in the catalytic
degradation process, and the signal intensity of DMPO—
S§O,*” is much higher than that ofDMPO-eOH, which
indicates that the main reactive radical in the -catalytic
degradation process is SO,*”. The quartet characteristic EPR
signals of DMPO-0O,°” could be seen in Figure 6¢, indicating
that O,°” also played a role in the degradation of RhB. A
representative triplet EPR spectrum of TEMPO—'0, can be
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seen in Figure 6d, implying the continuous generation of 'O,
during the reaction. These results were consistent with the free
radical quenching results, which supported the existence of
both free radical and nonfree radical pathways for pollutant
degradation in the MnFe,0,/KFS800/PDS system. The
consumption of the MnFe,0,/KFS800/PDS system was
estimated by iodometric spectrophotometry. As demonstrated
in Figure Ge/f, the decreased intensity of absorbance of I~
indicated that the concentration of residual PDS is consumed
during the reaction, and nearly half of initial PDS was retained
in the reaction mixture, which proved that the nonfree radical
pathways play an indispensable role in the degradation of
RhB.*
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Scheme 1. Proposed Degradation Mechanism in the MnFe,0,/KFS800/PDS System
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3.6. Proposed Activation Mechanism. To investigate
the activation mechanism of PDS by MnFe,0,/KFS800, the
element information on the fresh and used MnFe,0O,/KFS800
were characterized by XPS technology. According to the full
survey (Figure 7a), the main elements that existed in the fresh
and used MnFe,0,/KFS80 are Mn, Fe, C, and O. The peak
occurring at the binding energy of 709.40 eV (Figure 7b) in
the fresh MnFe,0,/KFS800 is assigned to Fe (2p3/2). The
values of Fe (2p3/2) slightly transferred to a higher binding
energy value at 709.50 eV after the catalytic reaction,
suggesting that the fractions of Fe(II) and Fe(Ill) in
MnFe,0,/KFS800 changed. Before the reaction, Fe(II) and
Fe(IlI) accounted for 53.71% and 46.29% in the fresh
MnFe,0,/KFS800, but Fe(Il) and Fe(Ill) accounted for
52.53% and 47.47%, respectively, in the used MnFe,0,/
KFS800. This change indicated that electron transfer occurred
for a part of Fe(Il) in the catalyst during the reaction, and the
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Fe element on the surface of the catalyst could participate in
the catalytic reaction. Figure 7c shows the change in the
valence of Mn on the surface of the catalyst before and after
the reaction. Before the catalytic reaction, Mn(II), Mn(III),
and Mn(IV) accounted for 23.87%, 25.72%, and 34.47% on
the catalyst surface, respectively. After the catalytic reaction,
Mn(II), Mn(III), and Mn(IV) accounted for 24.05%, 24.99%,
and 31.29% on the catalyst surface, respectively. These results
indicated that reduction reactions of Fe(III)/Fe(Il) and
Mn(II)/Mn(III)/Mn(IV) were involved in the activation
process.

Generally speaking, the lattice oxygen (O*”) and adsorbed
oxygen (—OH/—COOH) on the catalyst surface are crucial
factors in the catalytic reaction.””*® As illustrated in Figure 7d,
before the reaction, the characteristic peak at 530.11 eV
corresponds to lattice oxygen (O>7), while the characteristic
peak at 531.91 eV belongs to —OH or —COOH anchored on
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Figure 8. (a) The recyclability of magnetic MnFe,0,/KFS800 catalyst; (b) TOC removal rate in each cycle test; (c) degradation of the mix dyes
by the MnFe,0,/KFS800/PDS system; (d) degradation of RhB by the MnFe,0,/KFS800/PDS system in different simulated wastewaters.

the catalyst surface. After the reaction, the characteristic peaks
of —OH/—COOH and O? shifted slightly, the relative
content of —OH/—COOH dropped to 29.59%, and the
relative content of O®” rose slightly from 53.72% to 57.39%.
More importantly, a new characteristic peak at 532.82 eV
appeared after the catalytic reaction, indicating migration of
H,O or O, to the surface of the catalyst during the catalytic
reaction.

Based on the above characterizations and the free radical
identification, the possible mechanism of the degradation of
RhB by the MnFe,0,/KFS800/PDS system (Scheme 1) could
be described as below.

Oxidation species (SO,*”) could be produced from the
activation of PDS by Mn(II) on the surface of MnFe,O,/
KFS80 (eq 2), and Mn(Il) was transformed partially into
Mn(III). The generated Mn(III) might react with Fe(IIl) and
convert it to Fe(II), while Mn(III) was transformed to Mn(IV)
(eq 3). Meanwhile, Fe(II) also reacted with PDS to generate
SO,*~ (eq 4)." The formed Mn(III), Mn(IV), and Fe(III)
reverted back to their pristine chemical state partially via
reaction with each other or SO,°”. Oxygen-containing
functional groups on the surface of the MnFe,0,/KFS800
composite could also activate PDS to produce SO,*~ (eq 6 and
7). In addition, under alkaline conditions, ®OH could be
produced by SO,*~ reaction with H,O/OH~ (eq 8 and 9), and
0,° could be produced by S,04* reaction with H,O (eq 10
and 11). Under acidic conditions, O,*” can react with H* to
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produce 'O, (eq 12). Besides, under alkaline conditions, O,*~
can react with €OH to produce 'O, (eq 13). Therefore, the
oxidative degradation of RhB by the MnFe,0,/KFS800/PDS
system is completed under the combined action of free radicals
(SO,*”, ®OH, and 0,°”) and nonradical ('0,) (eq 14).

Mn** + 8,04"" —» Mn** + 250,°” + OH"~ )
Fe’* + Mn®t - Be’* 4+ Mn** (3)
Fe’* + 8,0,"" - Fe’* +280,°” + OH"~ (4)
Fe’* + Mn®*™ — Fe* + Mn?* ()

MnFe,0, /KFS800 surface-OH + $,04>

— HSO,” +SO,*” +MnFe,0,/KFS800 surface — Oe
(6)

MnFe,0, /KFS800 surface — COOH + S,0,>"
— HSO,” +SO4°_ +MnFe,0,/KFS800 surface-COOe

(7)
8O,"” +H,0 — HSO,” + ¢OH (8)
SO,°” +OH™ — SO,”” + eOH )
$,0,°” +H,0 — HO,” +280,”” +3H" (10)
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3.7. Reusability and Stability of Magnetic MnFe,0,/
KFS800. It is very important to take the reusability and
stability of the catalyst into consideration for large-scale
applications. The catalytic performance of recycled MnFe,0,/
KFS800 was tested under the same reaction conditions. The
used catalyst was magnetically separated and cleaned by
deionized water and ethanol, then redispersed into fresh RhB
solution without the addition of fresh catalyst. As seen from
Figure 8ab, the degradation efficiency of RhB and TOC
removal rates maintained a high level in the fifth cycles. The
slightly loss of catalytic activity can be ascribed to the
inevitable loss of catalyst during the recovery process and the
residual organic compounds adsorbed on the catalyst. The
catalytic performance of the as-synthesized catalyst showed
similar degradability in the degradation of an aqueous solution
that contains RhB and methylene blue (Figure 8c). Figure 8d
exhibited that MnFe,0,/KFS800/PDS could display satisfac-
tory degradation efliciencies in different simulated wastewaters
containing RhB formulated by tap water and lake water,
demonstrating its outstanding practical application prospects.

4. CONCLUSIONS

In this work, a magnetic graphite-like porous biochar
MnFe,0,/KFS800 catalyst was prepared by two-step hydro-
thermal method, and used for the activation of PDS toward the
degradation of RhB. The degradation rate of RhB reached
91.1% under optimized initial pH, PDS concentration, and
MnFe,0,/KFS800 dosage. The RhB degradation efficiency
decreased with the presence of some inorganic anions in the
reaction system, such as CI”, H,PO,”, HCO;~, NO;7, but it
showed a good resistance to the water body where HA existed.
Moreover, through quenching test, EPR research, and XPS
analysis results, the proposed mechanism of the MnFe,0,/
KFS800/PDS system shows a synergic effect of free radicals
(80,°7, eOH, and 0,°”) and nonfree radicals ('0O,). This
study might provide a new method to prepare recoverable
catalysts to activate PDS for the degradation of organic
pollutants by decorating graphite-like porous carbon material
with MnFe,O,.
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