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ARTICLE INFO ABSTRACT

Keywords: Mn, gFe, 04 magnetic nanocrystals (Mng gFe; ;04 MNCs) are synthesized by thermal treatment of a metal-
MOFs organic framework (MOF) template, and their physicochemical properties are characterized in detail. The
Peroxymonosulfate Mn, gFe, 204 MNCs exhibited highly efficient performance for the catalytic degradation of Bisphenol A (BPA) by
PMS

peroxymonosulfate (PMS) activation at various initial pH, catalyst dosage, and PMS concentration. A leaching
solution experiment evidenced that PMS activation by the MnggFe; 04 MNCs is a heterogeneous process.
Interestingly, scavenging experiments and electron paramagnetic resonance (EPR) analysis demonstrated that
HO- is the dominant radical for BPA degradation, rather than SO,” ~ . The scavenger experiment indicated that
the surface-bound radicals may play the crucial role for BPA degradation. Increasing Cl~ or decreasing bi-
carbonate concentrations in solution enhanced the catalytic degradation process significantly through non-ra-
dical pathways. The Mn, gFe, 04 MNCs exhibited desirable stability and reusability, that the spent Mng gFe; 204
MNCs could be significantly regenerated by thermal treatment at 450 °C in open air. Findings from this study
would expand the applications of MOFs and also provide new insights into the enhancement of degradation
efficiency during PMS activation processes.
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1. Introduction

The radicals of hydroxyl (HO-) and sulfate (SO, ) are widely
employed for the degradation of bio-undegradable organic pollutants
[1]. Thus, the development of advanced oxidation processes (AOPs)
based on HO- and SO4,"~ have attracted increasing attention in the
past years [2]. Initial attempts at the degradation of various organic
contaminants such as pesticides [3], dyes [4], phenols [5] and anti-
biotics [6,7] with HO-/SO4- ~-AOPs exhibited efficient performances.
It was also evidenced that SO,4- ~ is more effective for the degradation
of organic matter due to its higher redox potential (2.5-3.1 V) than HO-
(1.9-2.7V) [8,9]. SO4+~ can be generated by activating perox-
ymonosulfate (PMS: HSOs ) and peroxydisulfate (PDS: $,0827)
through diverse processes, including transition metals [10], heating
[11], ultraviolet radiation [12], ultrasound [13], microwave [14], and
photocatalysis [15]. Among these, transition metals exhibit superiority
because no external energy is required, rendering more convenience in
its application.

For PMS/PDS activation by transition metal activation, the spinel
ferrite with the general formula of MFe,0, has exhibited great potential
in the degradation of organic pollutants. Therefore, diverse MFe,O4
(M = Co, Mn, Cu, Zn, and Ni) have been synthesized to improve the
activation of PMS/PDS to generate SO, ~. Among these, cobalt ferrite
exhibited the highest catalytic efficiency for the degradation of organic
pollutants [16,17]. However, the secondary pollution caused by the
leaching of Co, as well as its high cost hindered its further application.
Therefore, manganese ferrite, with a comparatively low cost and
without any secondary pollution, is deemed as a promising material for
the activation of PMS/PDS. A body of evidence suggests that the cou-
pling of manganese ferrite nanoparticles with PMS/PDS could sig-
nificantly degrade organic pollutants [18]. Nonetheless, as known, the
efficiency of a catalytic process usually depends on the mass/electron
transfer efficiency, which is correlated with the surface area and pore
structure of catalysts [8,19]. However, manganese ferrite catalysts
fabricated through traditional processes, such as co-precipitation and
sol-gel, are incapable of obtaining catalysts with high specific surface
areas and porous structures, rendering low catalytic capabilities [20].
Therefore, manganese ferrite catalysts with high specific surface area
and well-defined porous structure are highly desired.

Metal-organic frameworks (MOFs), carbonaceous crystalline mate-
rials coordinated by metal cations and organic linkers, exhibit large
internal surface areas and high pore volumes. MOFs are deemed as
excellent precursors to fabricate various metal oxides with well-defined
porous structures through suitable thermal treatment [21,22]. It is re-
ported that porous Co304 derived from Co-MOF-74 exhibited sig-
nificantly increased performance as an anode material in an ion battery
[23]. FesC fabricated from Fe-MOF also exhibited higher hexavalent
chromium adsorption capacity [24]. Therefore, the development of si-
milar processes for the fabrication of manganese ferrite might produce
catalysts with high specific surface area and well-defined porous
structure for the degradation of organic pollutants.

BPA (2,2-bis(4-hydroxyphenyl)propane) is an endocrine disrupting
compound that is extensively used in the production of plastics, phenol
resins and epoxy resins [25]. Due to its widespread applications, BPA
has invariably been detected in drinking water and the bodies of
wildlife and human beings [26]. Therefore, BPA represents a potential
threat to humankind and ecosystems [27]. Burgeoning studies have
trialed several methods for the removal of BPA such as adsorption [28],
extraction [29], biodegradation [30], Fenton degradation [31], and
photodegradation [32], among others. However, these methods usually
suffer from various disadvantages, such as low efficiency, secondary
pollution, complicated operation, etc. [33]. More effective processes for
BPA removal are, therefore, highly desired.

Herein, [Mn/Fe(acac-bdc)] (bdc: p-Phthalic acid, acac: acet-
ylacetonate) bimetallic MOFs (Mn/Fe bi-MOFs) were developed as a
template for the synthesis of porous manganese ferrite catalysts through
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suitable pyrolysis treatment. The obtained catalyst was carefully char-
acterized and was then used to activate PMS for the catalytic de-
gradation of BPA. The effects of various conditions including solution
pH, catalysts dosage, and PMS concentration were evaluated. Also, the
reusability and stability of the catalysts were assessed. Furthermore, the
synergism between the system and anions is discussed in detail. The
possible mechanism of PMS activation in the current system is also
proposed.

2. Material and method
2.1. Chemicals

Iron(Ill) acetylacetonate ((Fe(acac)s, 98%), p-Phthalic acid
(CgHgO4, 99%), Oxone (KHSOs50.5KHSOs0.5K5S0,4), Tert-butanol
(TBA), Furfuryl alcohol (FFA), 5,5-di-methyl-l-pyrrolidine N-oxide
(DMPO), and 2,2,6,6-Tetramethyl-4-piperidinol (TEMP) were pur-
chased from Shanghai Macklin Biochemical Co., Ltd (Shanghai, China).
Manganese chloride (Mncly4H,0, 99%), Sodium chloride (NaCl,
99.5%), Sodium carbonate anhydrous (Na,CO3, 99.8%), and sodium
bicarbonate (NaHCO3, 99.8%) were obtained from Kermel Chemical
Reagent Co., Ltd (Tianjin, China). Ethanol, dimethylformamide (DMF,
99.5%), and Bisphenol A (BPA, 99%) were obtained from Aladdin
Chemical Co., Ltd (Shanghai, China). Methanol and acetonitrile were
purchased from Thermo Fisher. All reagents were at least analytical
grade and used without any purification. All solutions were prepared by
dissolving the reagents in ultrapure water (> 18 MQ-cm, produced by
Milli-Q, German) [34].

2.2. Preparation of catalyst

The catalysts were prepared by hydrothermal method. Typically,
1 mmol Fe(acac)s;, 1.67 mmol PTA, and 0.5mmol MnCl,-4H,O were
thoroughly dissolved in 15 mL ethanol and 25 mL DMF at room tem-
perature with vigorous stirring. Then the resulting homogeneous solu-
tion was transferred into a Teflon Lined autoclave which was subse-
quently incubated in an electric oven at 120 °C for 12 h. After natural
cooling to room temperature, the products were collected by cen-
trifugation at 12000 rpm for 10 min and washed with ethanol for three
times. The solid product was dried at 60 °C to obtain the Mn/Fe bi-
MOFs. Mn/Fe MNCs were obtained after thermal treatment of the Mn/
Fe bi-MOFs at 450 °C for 1 h with a temperature ramp of 10 °Cmin ™.
The Fe-MOFs (Fe(acac-bdc)) -derived catalyst was synthesized using the
same procedure but without the addition of MnCl,-4H,0 during the
reaction.

2.3. Degradation of BPA

Unless otherwise stated, the degradation experiments were carried
out in 150 mL glass vessels at room temperature. Before the reaction,
the solution pH was adjusted to 6.5 with HNO; (0.1 M) or NaOH (0.1 M)
to avoid the effect of coexisting Cl~. Typically, Mn/Fe MNCs
(0.1g LY were evenly dispersed into 100 mL BPA solution (con-
centration: 40 uM) by sonication. The solution was stirred for 10 min to
achieve an adsorption/desorption equilibrium between BPA and the
catalysts. Then, varying amounts of PMS at 0.2, 0.4, 0.8, 2mM were
added into the solution to initiate the degradation reaction. At desired
time intervals, 1.0 mL reaction solution was withdrawn, filtered with a
0.22 um filter into an HPLC vial and quenched with 0.5 mL methanol
immediately. The spent catalyst was collected with a magnet after each
reaction cycle, which was then dried at 60 °C prior to the next cycle.

2.4. Characterization and analytical methods

The fabricated materials were characterized by field emission
scanning electron microscopy (FESEM, Quanta FEG, 250), transmission
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electron microscopy (TEM, FEI Tecnai G2 F20), X-ray diffraction (XRD,
Rigaku Ultimate IV), vibrating sample magnetometry (VSM, Lake Shore
7307), Thermogravimetric (TG) analysis (STA 449 F3 Jupiter®), N,
sorption/desorption analysis (V-sorb 2800P), and X-ray photoelectron
spectrometry (XPS, Thermo Fisher K-Alpha). Besides, electron para-
magnetic resonance (EPR, Bruker EMXmicro-6/1) was used to de-
termine the relative intensity of reactive oxidation species in the reac-
tion system. Total organic carbon (TOC) was measured by using a TOC
analyzer (TOC-V CPH). Detailed information about the characteristics
of the catalysts is shown in the Supplementary Material. The BPA
concentration was quantified by ultra-high-performance liquid chro-
matography (UHPLC, Thermofisher, Ultimate 3000, USA) equipped
with a DAD detector (detection wavelength: 278 nm) and a Thermals-
cientific 1.7 um BEH C18 column (100 mm*2.1 mm). The mobile phase
consisted of acetonitrile/water (v/v, 50/50) at a flow rate of
0.2 mL min~'. The concentration of Fe and Mn ions was analyzed by an
inductively coupled plasma mass spectrometry (ICP-MS, NexION™
350D).

3. Results and discussion
3.1. Characterization

The morphological structures, regular spindle-like shapes, and sur-
face element characterization of the Fe-MOFs and Mn/Fe bi-MOFs are
shown in Fig. S1 to Fig. S4.

The thermal stability of the Fe-MOFs and Mn/Fe bi-MOFs, de-
termined by thermogravimetric analysis (Fig. 1a), indicates the total
weight loss of 74.08% (Fe-MOFs) and 72.71% (Mn/Fe bi-MOFs) within
the temperature range of 20 to 600 °C in open air. Specifically, the
thermogravimetric process of Mn/Fe bi-MOFs in open air can be di-
vided into two stages, 40-310°C and 310-475°C, which can be
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ascribed to the losses of crystalline/coordinated water or organic so-
lution and the pyrolysis of carbonaceous structure, respectively. Similar
stages of 40-340 °C and 340-448 °C can be observed during the pyr-
olysis of Fe-MOFs. In addition, as can be noted in Fig. 1a, a weak en-
dothermic peak occurs on the Differential Scanning Calorimeter (DSC)
curve at the preliminary stage, which is attributable to the vaporization
heat of the crystalline water and residual organic solution. Notably, a
typical exothermic peak (426.5 °C) was found in the DSC curve during
the pyrolysis of Fe-MOFs, indicating the complete formation of re-
sulting metal oxide. However, this exothermic peak occurred at
452.8°C during the pyrolysis of Mn/Fe bi-MOFs, which is obviously
higher than that of Fe-MOFs, indicating the different phase of metal
oxide after pyrolysis of Fe-MOFs and Mn/Fe bi-MOFs.

XRD patterns were recorded to evidence the crystallinities and
phases of the fabricated MOFs and MNCs. As shown in Fig. 1b, the
phases and crystallinities of Fe-MOFs and Mn/Fe bi-MOFs are identi-
cally different. The diffraction peaks positioned at lower 2-theta degree,
indicating that both MOFs have carbonaceous crystal structures in
nature. The pattern also demonstrates that Mn in the MOFs acted as the
central ions, and slightly affected the crystallinities and phases of the
resulting MOFs, which further evidenced the FESEM observation. The
diffraction peaks of the fabricated Fe-MOFs and Mn/Fe bi-MOFs ex-
hibited in Table S1 demonstrated their apparent differences.

XRD analysis further proved the conclusion of TG analysis that the
thermal treatment of the Fe-MOFs and Mn/Fe bi-MOFs changed the
phase and crystallinity of the obtained catalysts significantly. As shown
in Fig. 1c, the phase of the Fe-MOFs-derived catalyst can be identified
as Fe;O3 (JCPDS No. 33-0664) (Fe;O3; MNCs), whereby diffraction
peaks positioned at 24.12°, 33.15°, 35.61°, 40.85°, 49.48°, 54.09°,
62.45°, and 63.99°, respectively, corresponding to the Bragg planes of
(012),(104),(110),(113),(024), (116), (214), and (300). By
contrast, the Mn/Fe bi-MOFs-derived catalysts matches the standard
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Fig. 1. (a) Thermogravimetric curves of Fe-MOFs and Mn/Fe bi-MOFs; (b) XRD patterns of Fe-MOFs and Mn/Fe bi-MOFs; (c) XRD patterns of Fe-MOFs and Mn/Fe bi-
MOFs derived catalysts; (d) magnetic hysteresis loops via VSM analysis of Fe,O3 and Mng gFe; 204 MNCs.
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Fe;0,4 (JCPDS No. 75-0449) with identical diffraction peaks occurring
at 2-theta of 18.45°, 30.36°, 35.76°, 43.47°, 57.51°, 63.16°, respectively,
corresponding to the Bragg planes of (111), (220), (311), (400),
(511), (440). No impurities were observed in the pattern, indicating
the single phase of the obtained catalysts. It is interesting that a Mn-
involved phase cannot be found by the XRD analysis of the resulting
catalysts. Therefore, the catalysts were thoroughly digested by aqua
regia and, afterward, analyzed with an ICP-MS to evidence its chemical
composition. The results demonstrate the coexistence of both Mn and
Fe with a molar ratio of 1: 2.73 (Mn: Fe, Table S2). This finding in-
dicates that the catalyst is manganese ferrite with a similar crystal
structure to Fe;0,4, but with some Fe being substituted by Mn. Similar
results have been reported, whereby manganese ferrite exhibited the
same diffraction characteristic as Fe3O4 [35]. Therefore, the structural
formula of the catalysts obtained by Mn/Fe bi-MOFs can be defined as
Mng gFes 504. This structural formula was further evidenced by EDX
analysis that the molar ratio of Mn: Fe on the surface of the catalysts is
1: 2.54, which is very close to the result obtained from the ICP-MS
analysis (Fig. S4). Overall, the obtained results clearly evidenced that
the resulting catalyst was manganese ferrite with the structural formula
of Mng gFe, 204 (Mng gFes 04 MNCs). The average crystallite size of the
Mng gFe; 504 MNCs, calculated using the Scherrer formula (Eq. S1),
indicated an average of 52 nm. In addition, it should be noted that the
Mn-MOFs, which used Mn?™" as the cation sources in the absence of
Fe*, cannot be synthesized in the same way, indicating that Mn?*
cannot be employed as the only central ions in an acac-bdc ligand
system.

The resulting catalysts were further characterized by VSM analysis
to evaluate their ferromagnetism. As shown in Fig. 1d, Fe;O3 MNCs
exhibited obvious ferromagnetic behavior with the saturation magne-
tization (M) of 49.5emu/g, indicating that the catalyst is ferrite.
Nevertheless, the M; decreased to 38.26 emu/g for Mng gFe; 04 MNCs,
possibly due to the replacement of magnetic Fe with the diamagnetic
Mn. Nonetheless, the dispersed Mng gFe, ;04 MNCs could be separated
from water with a magnet in 2 min, rendering the convenience in se-
parating the catalysts from solution. The magnetic parameters of Fe,O3
and Mng gFe,; 04 MNCs were shown in Table S3.

The FESEM and TEM analyses further verified the morphological
structure of MnggFe; 04 MNCs. Whereas the FESEM image of
Mng gFes 04 MNCs (Fig. 2a) demonstrated its uniform rod-like micro-
structure, the TEM images (Fig. 2b and c) further revealed that it
consisted of various microparticles. Moreover, the Fast Fourier Trans-
formation (FFT) pattern (Fig. 2e) derived from the HRTEM image
(Fig. 2d) confirmed the crystallinity of the MnggFe, 04 MNCs with
bright rings corresponding to the (111), (311), (400), and (511)
planes, which agree with the XRD results. Furthermore, the lattice
spaces, identified from a line scan analysis of the HRTEM image
(Fig. 2g) indicate crystal lattice fringes with d-spacing of 0.250 nm that
can be assigned to the (31 1) planes of the spinel system (marked in
Fig. 2d and 2f). The line scans analysis of (11 1) and (4 0 0) are shown
in Fig. S5. The EDX mapping on the surface of MnggFe, 204 MNCs
(Fig. 2i-k) showed that Fe, Mn, and O were distributed uniformly in the
Mng gFe, 504 MNCs, indicating the formation of Mn/Fe bimetallic
oxides. This observation provides further evidence that the resulting
catalysts are manganese ferrite. The FESEM image and element map-
ping of Fe;O3; MNCs were shown in Fig. S6, that a longer particle size
than Mng gFe, ;04 MNCs could be observed with the same shape.

The N, adsorption/desorption isotherms and pore size distribution
of Mng gFe; 504 MNCs shown in Fig. S7 corresponds to a type-III iso-
therm, according to the adsorption materials classification of IUPAC,
indicating its well-defined mesoporous structure [36]. The pore size
distribution shows the coexistence of mesopores and macropores. The
desirable BET surface area and pore volume of the Mn, gFe; 04 MNCs
of 50.75m?¢~ ! and 0.13cm®g ™! indicated a strong interaction be-
tween catalysts and solution, therefore, rendering higher mass-transfer
efficiency. Thus, highly efficient catalytic performance can be expected.
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The properties of the prepared Mng gFe, 504 MNCs are summarized in
Table S2.

3.2. Catalytic performance

The catalytic degradation of BPA was carried out at an initial pH
(pHy) of 6.5 to exclude the base activation of PMS [37]. Fig. 3 shows the
BPA degradation under various reaction conditions. It should be noted
is that Mng gFe, .04 MNCs could adsorb about 26% of BPA and achieve
an adsorption equilibrium within 10 min of reaction, possibly due to its
well-defined porous structure. Therefore, in the current study, the
catalysts were firstly put in contact with the BPA solutions for 10 min
before PMS was added to activate the catalytic degradation process. It
also should be noted that PMS alone cannot effectively degrade BPA,
and can account for less than 2% of BPA removal.

The effect of PMS concentration shown in Fig. 3a demonstrates that
increasing PMS concentrations from 0.04 to 0.4 mM significantly en-
hance the catalytic performance slightly. The reaction constant k ob-
tained with the pseudo-first-order kinetic model increased with the PMS
concentrations from 0.021 min~' to 0.068 min~! (Fig. S8). This in-
crease in k could be explained by the generation of more free radicals
with increasing PMS concentrations when coupled with the catalysts
[38]. However, the reaction rate sharply decreases to 0.039 min~ !
when the PMS concentration is further increased to 2mM, indicating
that certain inhibitory effects occurred when excessive PMS coexisted in
solution. This phenomenon has been widely reported, whereby ex-
cessive PMS could quench SO4+~ and HO- [39] (Egs. (1) and (2)).
Hence, a PMS concentration of 0.4 mM was determined as suitable for
the catalytic degradation processes. In addition, the Fe;O3 MNCs was
unable to adequately activate PMS, so that less than 5% of BPA was
degraded after the adsorption stage. This finding further evidenced the
significance of Mn in the catalysts.

HSO; + SOy — SO}~ + SO;” + H* €}

(2)

The effect of catalyst dosage illustrated in Fig. 3b demonstrates a
remarkable enhancement to BPA degradation with increasing
Mng gFe; 04 MNCs dosage. This finding can be explained by the sig-
nificant increase in the functional active sites for better PMS activation
with increasing catalyst dosages in the reaction system [40,41].
Moreover, the BPA degradation was completed quickly within 20 min
when the catalyst dosage increased to 0.5 gL~ '. A correlation analysis
between k and catalysts dosage (inset in Fig. 3b) shows a linear cor-
relation of k = 0.4574[catalyst dosage] + 0.0062 with a coefficient of
R? = 0.9893. This finding provides additional evidence to highlight the
enhancement of BPA degradation with increasing catalysts dosages.

The effects of pH, were further evaluated by varying pHj at 4.0, 6.5,
and 10.2. The results presented in Fig. 3c indicates a strong effect of
pHp on the BPA adsorption efficiency, whereby the adsorption effi-
ciency of BPA decreased with increasing pH, of 4.0, 6.5 and 10.2 at
41.6%, 33.8%, and 28.8%, respectively. A pK, of 9.6 has been reported
for BPA, which would speciate into anionic form (BPA?™) within the pH
range of 6-12 (Fig. S9) [42]. In addition, the point of zero charge
(pHp;) of manganese ferrite was determined to be 7.4 through po-
tentiometric titration. Therefore, at pHy > pHp,, the surface of
Mn, gFes 504 MNCs was negatively charged, and so BPA2~ could hardly
be adsorbed to the surface of MnggFe; 204 MNCs due to the electro-
static repulsion. On the contrary, at pHy < pHp,. the surface of
Mn, gFe, ;04 MNCs would be positively charged so that both BPA® and
BPA?~ could be easily adsorbed by the Mng gFe; 0, MNCs. Therefore,
the BPA adsorption efficiency was largely increased at lower initial pHo.
However, Fig. 3c demonstrates an opposite result in the catalytic stage
compared with the adsorption stage, whereby the catalytic performance
is significantly higher at pH, of 10.2 than that at 4.0 and 6.0. Fur-
thermore, the reaction rate showed considerable increases of 0.036,

HSO; + HO-—>S0; + H,0



X. Qiu, et al.

WD17mm  SS45

SEl  15kv

x2,000

10pm  —

Chemical Engineering Journal 372 (2019) 605-615

—

wuzez'l

Fe Kal OKal

Fig. 2. Characterization of Mn/Fe bi-MOFs derived Mn, gFe; 04 MNCs: (a) FESEM image; (b-c) TEM images; (d) HRTEM image; (e) FFT pattern derived from image
(d); (f) inverse FFT pattern of (31 1) plane; (g) line scan of HRTEM image in the yellow area of (f), indicating a lattice fringe spacing of 0.250 nm, corresponding to
(311) Bragg plane; (h-k) EDX element mapping of Mn, Fe and O obtained from (h).

0.048, and 0.062 with increasing pHj of 4.0, 6.5, and 10.2, respectively.
These increase might be mainly attributed to the scavenging effects of
H* on SO,+~ and HO-, which can be described by Egs. (3) and (4)
[43]. It should be noted that the solution pH would be strongly affected
by PMS addition. In the current system, the variation of solution pH
after PMS addition at different pHy is illustrated in Fig. S10. The so-
lution pH immediately decreased to 3.9, 4.9, and 9.4 at the pH, of 4.0,
6.5, and 10.2, respectively. Further gradual decreases in the solution pH
were noted with time until equilibrium was attained at 3.6, 3.8, and
5.3, respectively. Therefore, it can be explained that the activity of H*
is high under acidic conditions, rendering a reinforced scavenging ef-
fect. On the contrary, the activity of H* largely decreased under basic
conditions to weaken the scavenging effect. Besides, increased pH could
enhance the decomposition rate of PMS, rendering the formation of
singlet oxygen, consequently, increasing the catalytic performance (Fig.
S11, Eq. (5)) [44]. Generally, the catalytic performance is better at a
slightly alkaline pH,.

HO-+H* + e~ - H,0 3
SOs~ + HY + e~ — HSO; 4
HSOs™ + SOs®>~ —HS0,~ + 804>~ + 0, (5)

The stability of Mng gFe; 204 MNCs was evaluated by stirring 0.01 g
of catalyst 100 mL deionized water for 60 min to obtain a leaching
solution. The concentrations of Mn and Fe ions were then measured
using an ICP-MS. The results demonstrated the leached Mn and Fe mass
of 45.9 ug and 41.2 pg, respectively. The leaching solution was subse-
quently used for PMS activation. As shown in Fig. 3b, the leaching
solution degraded less than 9% of BPA. Therefore, the PMS activation
by MnggFe; 04 MNCs is a heterogeneous process. In addition, the
spent catalysts were collected by means of a magnet, and dried at 65 °C
prior to the next runs to evaluate its reusability. As shown in Fig. 3d, the
catalytic performance gradually decreased with each consecutive run,
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possibly because the adsorbed organic intermediates inhibited the
mass-transfer between the catalysts and PMS. It should be noted that
the spent catalyst could be largely recovered by thermal treatment in
open air at 450 °C for 15min. The recovery can be ascribed to the
pyrolysis of adsorbed intermediates during the thermal treatment pro-
cess, thus, rendering a re-exposed surface of catalysts for the next run.
The XRD analysis showed that the phase of the Mn, gFe, .04 MNCs is
stable after regeneration (Fig. S12). Overall, this finding demonstrates
desirable reusability.

3.3. Proposed activation mechanism

Samples of the raw and spent Mn, gFe, ;04 MNCs were character-
ized by XPS analysis to elucidate the catalytic process further. The XPS
survey spectrum shown in Fig. S13a demonstrates the existence of Mn,
Fe, and O on the surface of the Mng gFe, 04 MNCs. The high-resolution
XPS spectrum of Mn 2p shows that the Mn 2p;,, can be deconvoluted as
three peaks located at 641.4 eV, 642.5eV, and 644.4 eV, respectively
(Fig. 4a), which can be ascribed to the Mn (II), Mn (III) and Mn (IV)
states. Before catalytic reaction, the relative contents of Mn (II), Mn (III)
and Mn (IV) in the catalysts are 26.19%, 51.61%, and 22.20%, re-
spectively. After the reaction, the relative content of Mn (II), Mn (III),
and Mn (IV) changed to 39.81%, 35.83%, and 24.36%, indicating ob-
vious valence changes of Mn during the catalytic process. As shown in
Fig. 4b, the Fe 2p spectrum of the raw Mnq gFe, ;04 MNCs shows three
states at the binding energies of 710.5eV, 711.5eV, and 713.0 eV that
can be ascribed to the Oct Fe (II), Oct Fe (III), and Tet Fe (III), re-
spectively. After catalytic reaction, the relative contents of Oct Fe (II)
increased from 18.7% to 24.1%, whereas that of Tet Fe (III) decreased
from 55.1% to 49.7%, indicating that Fe (II) in the catalyst partially
transformed to Fe (IID).

The high-resolution O 1s spectra before and after the catalytic re-
action are deconvoluted into two peaks (Fig. S13b). The deconvolution
of the O 1s spectra shows two peaks at 530.3 and 531.6 eV, which can
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Fig. 3. Factorial effects for the catalytic degradation of BPA by Mn gFe, 04 MNCs: (a) effect of oxidant dosage; (b) effect of catalysts dosage; (c) effect of initial
solution pH; (d) removal efficiency of BPA in multiple use of Mng gFe; ;04 MNCs. Experimental conditions: [BPA] = 40 uM, [PMS] = 0.40 mM (0.04, 0.08, 0.2, 0.4,
0.8, 2.0mM in Fig. 3a), [MnggFe; 04 MNCs] = 0.1 gL’1 (0.05, 0.1, 0.2, and O.5gL’1 in Fig. 3b), [Temperature] = 25 °C, [pHy] = 6.5 (4.0, 6.5, and 10.2 in

Fig. 3¢).

be ascribed to the lattice oxygen (Op) and adsorbed oxygen and surface
hydroxyl species (O,) [45]. It has been confirmed that both of those
components are significantly active oxygen species for radical genera-
tion and oxidation processes [46]. After the catalytic reaction, it was
found that the relative intensity of O reduced from 71.89% to 66.24%,
and that of O, increased from 28.11% to 33.76%. This finding indicates
that Og participated in the reaction process. The decrease of Op in
Mn gFe; 04 MNCs may be due to the reduction of the trivalent metal
ion to a divalent metal ion (Egs. S2 and S3) [47]. Conversely, the in-
crease of O, may be attributed to the formation of M-OH groups
(M = Mn, Fe) on the surface of Mng gFe, .04 MNCs during the catalytic

It is well known that HO- and SO4- ™ are involved in the catalytic
activation process of PMS by transition metal [48]. To identify the
major reactive oxygen species (ROS) generated in the catalytic process,
radical scavenging experiments were further conducted in the presence
of a quencher in the catalytic system including methanol (MeOH) and
tert-butyl alcohol (TBA). MeOH can be used to quench both HO- and
SO4- ~ radicals, whereas TBA usually serves as an HO- quencher but
not SO4-~ [49]. As shown in Fig. 4c, when TBA (30 mM) existed in the
PMS/MNCs/BPA system, the degradation efficiency of BPA sharply
decreased to 48.76%, indicating the hydroxyl radical was involved in
ROS. More interestingly, when MeOH (30 mM) presented in the same
system, the BPA degradation rate decreased to 47.2%, which is similar
to that by TBA. Furthermore, when TBA (5 mM) existed in the system,
the BPA degradation rate decreased to 56.07%. When MeOH (5 mM)
existed in the system, the BPA degradation rate decreased to 57.43%.
This observation demonstrated that only a little SO4-~ was consumed
for BPA degradation in the system. Furthermore, an unusual result was
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obtained if the concentration of the quencher was further increased to
200 mM and 1000 mM. As shown in Fig. 4c, TBA (200 mM) and MeOH
(200 mM) exhibited negligible quenching effects and even slightly en-
hanced the BPA degradation when the concentration of TBA and MeOH
increased to 1000 mM. This observation has been reported by only a
few researchers [35]. Therefore, the shielding/masking effect caused by
high concentrations of TBA and MeOH on the surface of catalysts
should be noted [50]. This effect implies that at high concentrations,
MeOH and TBA are hardly adsorbed on the surface of catalysts due to
their physicochemical properties, such as high viscosity or hydro-
philicity. Thus, although the free radicals could be easily quenched
under the shielding/masking effect, the surface-bound radicals, none-
theless, could hardly be quenched under the same condition (Fig. S14).
Overall, it can be summarized from the currently existing research that
the shielding/masking effect usually occurred when Mn/Cu based cat-
alysts were used for PMS/PS activation (Table S4).

EPR experiments were performed to detect the changes in the
generated radical species involved in the MNCs/PMS system at different
times by using DMPO as the spin-trapping agent. The results shown in
Fig. 4d demonstrate the pattern of DMPO--OH adducts, which provide
additional evidence to support the results of the scavenging experiment
that HO- is an involved radical. In addition, DMPO- SO4-~ could be
observed but at an extraordinary low intensity even within 2 min. This
observation agreed well with the findings of radical quenching ex-
periment. However, this result conflicts with the findings of most ex-
isting studies that SO4- ~ is the major radical species [6,51-53].

SO + H,0 — HO-+HSO; )
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Fig. 4. (a) Mn 2p XPS spectra of the fresh and spent Mng gFe, 04 MNCs; (b) Fe 2p XPS spectra of the fresh and spent Mng gFe» 04 MNCs; (c) Effect of different radical
quenchers on BPA degradation in Mng gFe, 04 MNCs/PMS system. Experimental conditions: [BPA] = 40 uM, [PMS] = 0.4 mM, [Mn, gFe; ;04 MNCs] = 0.1 gL’l,
[Temperature] = 25 °C, [pHo] = 6.5; (d) EPR spectra obtained by using DMPO as spin-trapping agent in Mn, gFe, ;04 MNCs/PMS system.

SOy + OH- — SO~ + HO- %)

Mn"* + HO — 0SO; or HO — OH — Mn"+D* + SO}~ or OH-

+ HO- (Hypothesized reaction) 8)

As known, the generation of HO- in the PMS activation process can
be described by Egs. (6) and (7). Therefore, considering the ineffective
generation of SO4+ ~ in current system, extra pathways might exist with
respect to the significantly generated HO-. Hence, we attempted to
identify any other possible pathways through which HO- may be gen-
erated in the current system. The activation of PMS by transition metals
is a Fenton-like reaction. Nonetheless, PMS (HO-OSO5) is a substituted
derivative of H,O, (HO-OH) in which one H atom is replaced with an
SO3~ group [54]. Considering the similarity between H>0» and PMS,
we hypothesize that HO- can be directly generated through the process
described by Eq. (8) like Fe? " /H,0, system. Therefore, the MNCs/H>0-
reaction system was employed to determine whether HO- can be gen-
erated through a Fenton process by Mn?*/3*. The reaction was con-
ducted at pHy of 10.2 to weaken the adsorption efficiency. As shown in
Fig. S15, less than 4% of BPA was degraded after adsorption stage by
MNCs/H50, system (H,O5: 4 mM). Moreover, about 13% of BPA was
degraded when the concentration of H,O, was increased to 100 mM.
This result implies that H,O5 could be activated by Mng gFe; 204 MNCs
to directly generate HO-. The high-resolution XPS spectrum of Mn 2p of
the spent catalysts obtained after H,O, activation (Fig. S16) shows that
the relative contents of Mn (II), Mn (III) and Mn (IV) changed from
26.19%, 51.61%, and 22.19% to 16.67%, 46.67%, and 36.67% after the
reaction, respectively. Thus, Mn (II)/(IIl) was obviously consumed,

whereas the content of Mn (IV) notably increased, indicating an elec-
tron losing process of Mn (Il — III —IV) during the H,0, activation
process. Therefore, the hypothesized reaction (Eq. (8)) likely occurred.
In addition, the metal species occurred in various valence states in the
current system, including Fe (II)/(IlI) and Mn (II)/(III)/(IV). The oc-
currence of these metal species with diverse valence states causes the
formation of large surface hydroxyl groups by their hydrolysis (Fig.
S13), which, consequently may increase the reaction rate with SO4- ™~
into HO-, possibly rendering the difficulty in SO4-~ detection by EPR
analysis. Therefore, it can be concluded that the HO- is generated in the
current system by (1) Mn'"™ activated Fenton reaction and (2) the
reaction between SO,4-~ and H,O/OH".

In addition, it must be noted that the valence change of Mn after
PMS activation is largely different to that after H,O, activation (Fig.
S16). While the relative content of Mn (III) decreased from 51.61% to
35.83%, that of Mn (II) increased from 26.19% to 39.18% after the PMS
activation, respectively. This result demonstrates that Mn could be re-
duced during the PMS activation process, which is significantly dif-
ferent to that of the H,0, activation process whereby Mn (II) and Mn
(1) in the Mng gFe; 04 MNCs could only be oxidized to Mn (III) and
Mn (IV), but Mn (IV) and Mn (III) could not be reduced to Mn (III) and
Mn (II). In the current MNCs/PMS system, the redox potentials of ex-
isting pairs are 1.71V (Mn (III)/Mn (II)), 2.5-3.1 V (HSOs ™ /SO4- ),
and 1.1V (HSOs™ /SOs- 7). Therefore, the redox potential of Mn (III)/
Mn (II) falls between HSO5 /SOs-~ and HSOs /SO4- ~, thus, ren-
dering the redox cycle of Mn (II — III — II) thermodynamically favor-
able. Moreover, the Mn valence change after PMS activation also
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demonstrates that Mn (IV) cannot be reduced into Mn (III), possibly due
to its very low redox potential (0.975 V), rendering its stable chemical
property [46].

Therefore, the following possible mechanism could be proposed:
=Mn (II) and =Mn (III) on the surface of the catalysts combine with
hydroxyl groups through dissociative adsorption of water molecules to
form =Mn (II)/(IIN)—OH (Eq. (9)). Under an acidic condition, manga-
nese hydroxyl is protonated and transformed into =Mn (II)/(III)
—OH,* due to the higher PH,;,c of the catalysts (Eq. (10)). The gener-
ated =Mn (II)/(IIN)—OH, ™" species on the surface of the catalyst ad-
sorbs PMS electrostatically to produce additional surface-bound SO4- ~
(Eq. (11)). HO- is produced by the SO4+~ and Mn (II — Il — IV) pro-
cess afterward (Egs. (8) and (12)-(13)). Moreover, SOs- ~ are produced
during the redox cycle of Mn (Il — III — II) (Eq. (14)). Furthermore, the
=Fe (II)—OH,* species formed on the surface of the MNCs could react
with PMS to generate SO4-~ and HO- (Eq. (15)). However, the redox
cycle of Fe (Il — III — II) is thermodynamically unfavorable because it
recorded the lowest redox potential (0.77 V) in the current system (Eq.
(16)) [55]. In addition, other metal valence states, including Mn (IV)
and Fe (III), could supply more protonated surface hydroxyl sites to
enhance the adsorption of PMS and BPA onto the catalyst surface. Be-
sides, the decomposition of PMS would slightly generate 'O, (Eq. (5)).
Finally, the pollutant was degraded by HO-, few SO4-~ and 10, into

intermediates or CO5 and H,O.
= Mn(II)/Mn(Il) —» =Mn(II)/Mn(II[) — OH 9

= Mn(II)/Mn(IIl) — OH + H* —» =Mn(II)/Mn(IIl) — OH;} (10)

= Mn(II)/Mn(Ill) — OH; + HSO; — =Mn(II[)/Mn(IV) — OH + SO,

+ H,0 1)
SOy~ + H,0 — HO-+HSO; a2)
SOy~ + OH- — SO~ + HO- 13)
= Mn(Ill) — OH + HSO; — Mn(Il) — OH + SO;™ + H* 14)
= Fe(Il) — OH + HSO; — =Fe(Ill) — OH + SO;” 15)
= Fe(IlIl) — OH + HSO; — =Fe(II) — OH + SO;~ + H* (16)
few SO, ~ + HO- + '0, + BPA — intermediates + CO, + H,0  (17)

3.4. Synergism of anions on catalytic activity

Anions are widely present in natural water bodies. Therefore, the
interactive effects of coexisting anions should be considered. Existing
studies reported that common anions including NO5;~, PO43~, CO5>~/
HCO3;™, and Cl~ exhibit different impacts on the PMS activation pro-
cess [56-58]. Thus, the efficacy of the MNCs/PMS system was eval-
uated in the presence of different anions. Findings demonstrate that the
effects of NO;~ and PO,>~ on the catalytic process are negligible. By
contrast, bicarbonate and C1~ exhibited significant impacts. The effect
of different C1~ concentrations on the MNCs/PMS system was show in
Fig. S17. The BPA degradation efficiency is shown to decrease with
increasing Cl~ concentration from 1 mM to 10 mM, but further in-
creases in the Cl~ concentration from 20 mM to 50 mM, nonetheless,
tended to enhance the degradation efficiency considerably. Reports
from previous studies confirm that PMS and SO4- ~ can oxidize Cl~ into
reactive chlorine species, such as HOCl/OCl ™~ or -Cl [58]. The reaction
involved can be described according to Egs. (18)—(25). Under low Cl™
concentrations, the decreased BPA degradation efficiency may be
caused by an inhibition effect, whereby SO,4- ~ is quenched by Cl~ to
generate lower reactive -Cl (2.4 V), rendering the decreased catalytic
performance. Conversely, under high Cl~ concentrations, the widely
generated - Cl is finally transformed into free available reactive chlorine
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species such as HOCl/OCl~, Cl,, and HCI, rendering an enhanced de-
gradation efficiency. A similar phenomenon has been reported that
higher concentrations of chloride can remarkably enhance the de-
gradation efficiency of dyes in a cobalt/PMS system [18]. In addition,
EPR analysis showed that the signal intensity of 'O, in the C1~/MNCs/
PMS system was slightly higher than that in the PMS solution, possibly
indicating that PMS could be slightly activated by Cl~ to generate 0,
(Fig. S18).

SOy + ClI- < SOF + -Cl (18)
-Cl+ -Cl - Cl, (19)
-Cl+ Cl~ - -Cly (20)
-Cly + -Cly » CL + 2Cl- 21)
Cl- + HSO; — SO}~ + HOCI (22)
2CI~ + HSO; — SO}~ + ChL + H,O (23)
ChL + H,O — HCIO + HCI 24)
HCIO — H* + ClO~ (25)

Bicarbonate is ubiquitous in natural water bodies, according to
Henry’s law, because of atmospheric CO,. Therefore, the influence of
bicarbonate on the PMS oxidation system cannot be avoided. Thus, the
effect of bicarbonate on the BPA degradation efficiency was evaluated
through catalytic experiments performed at different bicarbonate con-
centrations (0.5-10 mM).

Fig. 5a demonstrates that low concentrations of bicarbonate sig-
nificantly accelerated the catalytic degradation process. However, a
high concentration of bicarbonate showed notable inhibition of the
catalytic degradation process. Complete degradation of BPA could be
attained in the MNCs/PMS system at the bicarbonate concentration of
1.0mM in the solution. The reaction rate at the bicarbonate con-
centrations of 0.5, 1.0, 2.0, 5.0, 10.0 mM were 0.047, 0.076, 0.047,
0.024 and 0.016, respectively. Furthermore, a controlled trial con-
ducted with PMS/bicarbonate without any dosage of the catalyst in-
dicated that BPA could be significantly degraded (Fig. S19a). This result
demonstrates that PMS can be activated by bicarbonate, whereby
0.5mM bicarbonate could slightly activate PMS to achieve a 12.3%
degradation of BPA. Moreover, when the concentration of bicarbonate
was increased to 1.0 mM, significant activation of PMS could be ob-
served, and 26.1% of BPA was degraded within 60 min. However,
further increases in the bicarbonate concentration exhibited severe in-
hibition effects on BPA degradation, which corroborates the results
obtained from the MNCs/PMS/bicarbonate system.

It could be explained that the bicarbonate significantly increases the
solution pH (Fig. S19b), rendering the dissociation of HSOs ™~ into SOs "~
to generate 10, (Eq. (5)) in the PMS/bicarbonate system. However,
severe inhibition of BPA degradation occurred when the concentration
of bicarbonate exceeded 2 mM in the MNCs/PMS system. Bicarbonates
are usually considered as radical scavengers in oxidation reaction
processes [59]. Therefore, the severe inhibition of BPA degradation
under high concentrations of bicarbonate can be attributed to its
quenching effect. Excessive bicarbonate would compete with BPA to
react with SO4-~ and HO- to generate CO3-~ /HCO3-~ with much
lower redox potential (E° = 1.78 V) than SO,- ~ and HO- (Egs. 26-29).
Moreover, the rate constants of CO3-~ /HCO5-~ in a reaction with
organic compounds are 2-3 times lower than that of SO4+~ and HO-
[60,61]. Therefore, bicarbonate could suppress the degradation per-
formance of the radical degradation pathway. A similar phenomenon of

the bicarbonate effect was also reported in a previous study [44].
HO-+CO¥ - CO; + OH- (26)

SO, + CO;5™ = SO;™ + CO5~ (27)
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Fig. 5. (a) Effect of bicarbonate on the degradation of BPA in the Mn, gFe, .04 MNCs/PMS system; (b) Effect of different radicals quenchers on BPA degradation in
the Mng gFe, ;04 MNCs/PMS/bicarbonate system; (c) intensity of 'O, as a function of time, and EPR spectra obtained by using TEMP as a spin-trapping agent in the
Mny gFe, 204 MNCs/PMS/bicarbonate system ([Na,CO3] = 1 mM); (d) EPR spectra obtained from the Mn, gFe, .04 MNCs/PMS/bicarbonate system in the presence
of DMPO ([Na,CO3] = 1 mM). Experimental conditions: [BPA] = 40 uM, [PMS] = 0.4 mM, [Mn, gFe, .04 MNCs] = 0.1 gL’l, [Temperature] = 25 °C, [pHo] = 6.5.

HO-+HCO; — CO;” + H,O (28)

SOy + HCO; — SO + H,0 (29)

The synergism of bicarbonate in the current process was elucidated
through quenching experiments using TBA and MeOH at comparatively
low concentrations (5 mM and 30 mM) to avoid the shielding/masking
effects. Fig. 5b shows that with the presence of bicarbonate in the so-
lution, BPA degradation exhibited similar quenching effects to that of
MeOH and TBA, indicating that HO- is the dominant radical. However,
the quenching efficiency was notably lower than that without bi-
carbonate in the solution, possibly because of the generation of 'O,
when bicarbonate coexisted in the solution. Therefore, furfuryl alcohol
(FFA), a more potent quenching agent, was used to evaluate the system
in which bicarbonate coexisted. The results show significant decreases
in the BPA degradation with FFA as the quencher.

Furthermore, EPR analysis was employed to confirm the reactive
oxygen species in the reaction process by using DMPO and TEMP as
spin-trapping agents. Fig. S20 shows the triplet signals (*O,) obtained
by TEMP in the PMS/bicarbonate system. The results show that the
intensity of 0, in the PMS/bicarbonate system is higher than that of
only PMS, which corroborates the results in Figs. S19a. Also 5c shows
that the signals of 'O, are highly identical in the MNCs/PMS/bicarbo-
nate system when TEMP was used as the spin-trapping agent. The in-
tensity of 'O, in the MNCs/PMS/bicarbonate system is largely higher
than that in the PMS/bicarbonate system, demonstrating that the
MNCs/PMS/bicarbonate system is more effective in generating 'O,
than the PMS/bicarbonate system. Also, the intensity of 'O, gradually
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decreased with the reaction time, indicating that 'O, was consumed
during the BPA degradation process. This finding demonstrated the
synergism between bicarbonate and the MNCs/PMS system. Results
from the TOC analysis is shown in Fig. S21. About 48% of TOC was
removed by the MNCs/PMS/bicarbonate system, which is notably
higher than the 34% achieved by MNCs/PMS, further proving the sig-
nificant synergistic effect of bicarbonate.

Furthermore, SO4-~ and HO- in the MNCs/PMS/bicarbonate
system were evaluated by EPR with DMPO. The results shown in Fig. 5d
demonstrates that the intensities of DMPO-+-OH and DMPO-SO,4-~ ad-
ducts in the MNCs/PMS/bicarbonate system were largely weaker than
those in the MNCs/PMS system when 1 mM bicarbonate coexisted in
solution. This finding suggests that substantial concentrations of HO-
and SO4- ~ were quenched by bicarbonate. More interestingly, the EPR
analysis shows a set of symmetric signals at the magnetic fields of
3478-3534 G, which has not been reported as yet. In this case, we tend
to speculate that the unknown EPR spectrum in Fig. 5d might be some
radical intermediates (possibly DMPO-COs- ~, inset in Fig. 5d). In
general, it can be confirmed that 'O, is the major species when bi-
carbonate is present in solution with PMS.

It is reported that PMS could decompose to generate H,O, and
further form HO,- (Egs. 30-32). Subsequently, HO,- could generate
10, (Eq. (35)) [44]. However, the reaction rate of this process (Eq. (32))
is so slow that it inhibits the formation of HO5-. In the MNCs/PMS/
bicarbonate system, bicarbonate quenched HO: and SO4-~ to then
generate CO3-~ (Egs. 26-29). Subsequently, the CO3-~ and residual
HO- could react with H,0, to produce moderate HO,- (Egs. (32) and
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(33)). Hence, the formation of H,O, was accelerated to facilitate the
formation of HO,- further. Thus, the generated CO3-~ plays a crucial
role in accelerating the formation of HO,-, which further promoted the
formation of '0,. In addition, the generated HO,- could cause the
formation of O,-~, and further generate H,O, and 'O, as well (Egs.
34-37). Therefore, '0, is generated through several pathways to en-
hance the BPA degradation significantly. Furthermore, lower con-
centrations of bicarbonate (1 mM) coexisting in solution could act as a
buffer that further adjusts the solution pH. The pK, of HO,- of 4.8 (Eq.
(34)) indicated that more O,-~ could be produced at pH higher than
4.8 to accelerate the generation of 'O, in the MNCs/PMS/bicarbonate
system. The experiment also evidenced that the pH solution was
changed to 10.5 when 1 mM bicarbonate existed in solution pH, of 6.5
(Fig. S19b), indicating that O5-~ could be effectively generated. Con-
versely, elevated bicarbonate concentrations would quench -OH and
S04+~ to generate CO3- ~, rendering a decreased BPA degradation ef-
ficiency. Previous reports also indicate that excessive bicarbonate could
quench O,-~ and generate OH,  and CO52~ (Eq. (38)) [62], further
inhibiting the formation of '0,. Additionally, excessive bicarbonate
may suppress the reaction between CO3-~ and H,0,, which could
further inhibit the formation of HO,-~ (Eq. (32)).

Overall, the suitable concentration of bicarbonate coexisting in so-
lution could improve the catalytic performance significantly and induce
an extra non-radical reactive oxidation species-dominated pathway in
the MNCs/PMS/bicarbonate system. Thus, HO- and 10, could effec-
tively degrade BPA.

HSO; + H,0 - H,0, + HSO; (30)
SO¢™ + H,0 — H,0, + SO;~ (€20)]
H,0, + CO;~ — HCO5 + HO,-(Rate — determining step) (32)
H,0, + -OH — HO,-+H,0 (33)
HO,—H' + 0,7, pKa=438 (€D)]
HO,+ + HO,- — 10, + H,0, (35)
0, + -OH— '0, + OH~ (36)
20, + 2H" = H,0, + '0, 37
0;” + HCO; — HOj + CO3~ (38)
S04~ + -OH + 0, + pollutants — intermediates — products (39)

4. Conclusion

Ferromagnetic Mng gFe; 0, MNCs was synthesized for the de-
gradation of BPA by coupling with PMS through a heterogeneous cat-
alytic process. Mng gFe, ;04 MNCs exhibited excellent magnetic beha-
vior for separation, as well as stability and reusability in the
degradation of the organic pollutants. Nonetheless, the results exhibited
a severe attenuation of BPA degradation by SO4- ~, and -OH was the
major radical to drive the BPA degradation. In addition, the results also
indicated that the surface-bound radicals may play the crucial role for
BPA degradation. The performance of the MNCs/PMS system was en-
hanced with increasing Cl~ concentrations and most notably with de-
creasing concentrations of bicarbonate. Moreover, 10, could be effec-
tively generated when 1mM bicarbonate coexisted with PMS
simultaneously. Furthermore, MnggFe; 04 MNCs in a PMS/bicarbo-
nate system could enhance the generation of 'O, by facilitating the
formation of HO,- and O, ~ . Findings from this work demonstrate that
PMS activation by transition metals should be coupled with suitable
concentrations of C1~ and bicarbonate to achieve highly efficient de-
gradation.
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