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The heterogeneous Fenton-like reaction is a promissing technology for removing organic pollutants in
water. The reduction of Fe(n) to Fe(n), as the rate-limiting step for generating "OH, is crucial in
heterogeneous Fenton-like reactions and may be improved using organic pollutants with lower redox
potential than that of Fe()/Fe(n). In this work, the rapid reduction of Fe(i) to Fe(i) on the MIL-100-Fe
catalyst was achieved by degrading methylene blue (MB, Eq = 0.01 V), which has the desired lower redox
potential than that of MIL-100-Fe(m)/Fe() (Eq = 0.76 V). By contrast, organic pollutants with higher redox
potentials than that of MIL-100-Fe, such as phenol (Eo = 0.97 V) and p-nitrophenol (Eq = 1.23 V), were
incapable of reducing Fe(i) to Fe(n). As a result, the degradation rate constant of MB was one order of
magnitude higher than those of phenol and p-nitrophenol. Notably, MB could also promote the
reduction of Fe(n) to Fe(n) in the presence of phenol or p-nitrophenol; thus, the degradation rate
constants of phenol and p-nitrophenol were significantly enhanced by 50 and 30 times, respectively.
The results revealed that organic pollutants with lower redox potential than that of Fe(m)/Fe(n) could
facilitate the reduction of Fe(n) to Fe(n), which is beneficial for producing more "‘OH, thus improving the
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1. Introduction

The increasing emissions of refractory organic pollutants in
water have evoked global concern because they undermine the
health of the environment and organisms. Advanced oxidation
processes (AOPs) have emerged as promising alternatives for
the treatment of wastewater containing refractory organic
pollutants because of the generation of highly oxidative
hydroxyl radicals ("OH, E, = 2.80 V)." The Fenton-like reaction
has been demonstrated to be one of the most efficient and
economical AOPs. In the Fenton-like reaction, "OH is generated
from the catalytic decomposition of H,O, by homogeneous iron
ions (Fe®'/Fe**) or heterogeneous iron-containing catalysts.
Recently, heterogeneous Fenton-like catalysts have attracted
increasing research attention because of their advantages over
homogeneous catalysts, such as a wide working pH range,
recyclability and no iron sludge production. Nevertheless, these
catalysts generally show low catalytic activities.
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heterogeneous Fenton-like catalytic performance.

In heterogeneous Fenton-like reactions, 'OH is generated
from the chain reactions that involve the reduction of Fe(ur) and
oxidation of Fe(u) by H,0,. In the overall reactions, the reaction
rate is limited by the low reduction rate of Fe(m) to Fe(u) (0.001-
0.02 M~ ' s '), which is considered to be the rate-limiting step in
Fenton-like reactions.” Given the above fact, accelerating the
reduction of Fe(ur) to Fe(u) is crucial for enhancing the catalytic
activity of heterogeneous Fenton-like catalysts.®> In the last
decade, studies have found that the reduction of Fe(u) to Fe()
can be enhanced in electro-Fenton-like systems and UV-Fenton-
like systems.*” However, these processes are energy-consuming
and require complex and expensive equipment. Recently,
a pathway using reducing agents, such as hydroxylamine, pro-
tocatechuic acid, ascorbic acid and bacterial cellulose, to facil-
itate the reduction of Fe(m) to Fe(u) has evoked intense research
attention.*** During the reaction, in addition to H,0,, Fe(u)
reacts with reducing agents to generate Fe(u). As a result, the
redox cycle of Fe(u)/Fe(n) is accelerated. Nevertheless, these
reducing agents are generally harmful to the environment.
Moreover, they compete with organic pollutants for ‘OH
consumption during the reaction.

Actually, organic pollutants are important reactants. It is
speculated that organic pollutants can work as reducing agents
to facilitate the reduction of Fe(ur) to Fe(u) without the aid of
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energy or additional agents. Theoretically, the reduction of
Fe(m) to Fe(u) by substances with lower redox potentials than
that of Fe(m)/Fe(n) is thermodynamically feasible. Thus, it is
speculated that organic pollutants with lower redox potentials
than that of Fe(ur)/Fe(u) can facilitate the redox cycle of Fe(i)/
Fe(n), as described in eqn (1)-(3). As a result, the Fenton-like
catalytic performance can be improved.

EFC”I te — EFG” EFc(lII)/Fe(Il) (1)
POHutant+ te — pOHUtam E‘pollutant/pollutanfr < EFe(m)/Fe(n) (2)
Pollutant + =Fe" — =Fe" + pollutant™ (3)

In this work, we attempted to explore a method using an
organic pollutant to accelerate the redox cycle of Fe(iu)/Fe(u) for
enhancing the heterogeneous Fenton-like catalytic perfor-
mance. Iron-based metal-organic frameworks (MOFs) and their
related composites have demonstrated superior catalytic
performance in AOPs to traditional iron-based catalysts (such as
Fe;0, and FeOOH).**" This significant advantage is mainly
attributed to their tunable structural properties, abundant
active sites and efficient electron transfer capability. Among the
diverse family of iron-based MOFs, MIL-100-Fe stands out as an
attractive AOP catalyst because of its high surface area (above
1000 m*> g '), porous structure and high distribution of
trivalent-state Fe(m) sites.'®® Moreover, MIL-100-Fe exhibits
good reusability and stability, which ensures its long-term
catalytic activity in AOPs.">** Consequently, MIL-100-Fe was
selected as an ideal catalyst candidate in the present study.
Methylene blue (MB, E, = 0.01 V),>* which has a lower redox
potential than that of Fe(m)/Fe(u) (E, = 0.77 V), was selected as
the organic pollutant. For comparison, phenol (E, = 0.97 V) and
p-nitrophenol (E, = 1.23 V),*® which have higher redox poten-
tials than that of Fe(ur)/Fe(u) (E, = 0.77 V), were also used as
organic pollutants. The relationship between the Fenton-like
catalytic performance and the redox potentials of organic
pollutants (MB, phenol and p-nitrophenol) was investigated in
the MIL-100-Fe/H,0, system. Moreover, the degradation of
phenol and p-nitrophenol in the presence of MB was studied.
Finally, a mechanism for the organic pollutant-enhanced
heterogeneous Fenton-like catalysis by facilitating the reduc-
tion of Fe(m) to Fe(u) was proposed.

2. Experimental
2.1 Chemicals and materials

A zero-valent iron powder, phenol and p-nitrophenol were ob-
tained from Bodi Chemical Co., Ltd (Tianjin, China). BTC was
supplied by Energy Chemical Corporation (China). Methylene
blue (MB), hydrofluoric acid (HF), nitric acid (HNO;), sodium
hydroxide (NaOH), sulfuric acid (H,SO,), hydrochloric acid
(HCL), 30% (w/w) H,0,, sodium thiosulfate (Na,S,03), ethanol
and absolute ethyl alcohol were purchased from Damao
Chemical Reagent Factory (Tianjin, China) and Fuyu Chemical
Co., Ltd (Tianjin, China). A-FeOOH, Fe,03, coumarin and 5,5-
dimethyl-1-pyrroline N-oxide (DMPO) were obtained from
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Aladdin Industrial Corporation (China). All chemicals and
materials were used without any purification. Ultrapure water
(18.2 MQ cm) was used in the experiments.

2.2 Preparation of MIL-100-Fe

MIL-100-Fe was prepared by a hydrothermal method.” The
zero-valent iron powder (0.8 g) and BTC (2.0 g) were added to
71.2 mL of ultrapure water containing 1.28 mL of HF and
0.59 mL of HNO;. The resulting solution was transferred to
a 100 mL Teflon-lined stainless-steel autoclave and heated at
170 °C for 12 h. After cooling to room temperature, the obtained
solid was rinsed with ultrapure water and absolute ethyl alcohol
at 60 °C until the supernatant became colorless. Consequently,
the solid was separated and vacuum-dried at 110 °C overnight.

2.3 Characterization of MIL-100-Fe

The X-ray diffraction (XRD) pattern was obtained on an Empy-
rean diffractometer with Cu Ko radiation (PANalytical,
Holland). Attenuated total reflectance Fourier transform
infrared (ATR-FTIR) spectroscopy was performed on a 6700
FTIR spectrometer (Thermo Fisher, USA). The morphology of
the catalyst was analysed using a Hitachi S-4800 scanning
electron microscope (SEM, Japan) and a Tecnai G2 F30 S-Twin
type transmission electron microscope (TEM, FEI Company,
USA). The specific surface area of the catalyst was determined by
N, adsorption/desorption experiments using an Autosorb-iQ-C
analyzer (Quantachrome, USA). The concentration of dissolved
iron ions from the catalyst and the iron content of the catalysts
were measured using an Optima 2000DV inductively coupled
plasma optical emission spectrometer (ICP, PerkinElmer, USA).
The surface species and the oxidation states of iron were
determined using an ESCALAB 250XI X-ray photoelectron
spectrometer (XPS, Thermo Fisher, USA). The pHp,. (pH at
which the surface has no charge) of the catalyst was determined
using a Zetasizer nano ZSP (Malvern nano-ZS90, UK).>* The
redox potential of MIL-100-Fe was obtained by linear sweep
voltammetry (LSV). The experimental details of pH,,. and LSV
measurements are provided in the SI.

2.4 Degradation of organic pollutants on MIL-100-Fe

Three organic pollutants (MB, p-nitrophenol and phenol) with
different redox potentials were selected. The catalytic degrada-
tion experiments were carried out in a 250 mL flask. The initial
solution pH was adjusted by sulfuric acid (0.1 M) or sodium
hydroxide (0.1 M). MIL-100-Fe (0.1 g L™") was dispersed in
100 mL of a solution of organic pollutants (100 mg L™'). The
mixture was magnetically stirred for 30 min to achieve the
adsorption-desorption equilibrium. The reaction was triggered
by adding H,0, to the above dispersions under magnetic stir-
ring conditions. At given time intervals, samples were with-
drawn, and 1 M Na,S,0; was immediately added to quench the
residual reactive oxidative species. Then, the samples were
filtered through a 0.22 um membrane filter, and the concen-
tration of organic pollutants in the filtrate was analyzed.

To investigate the stability and reusability of MIL-100-Fe, the
degradation experiment was performed for five cycles. After the

© 2026 The Author(s). Published by the Royal Society of Chemistry
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reaction, the catalyst was collected by filtration (through a 0.22
pm filter membrane), washed with ethanol (0.1% HCl), dried in
an oven, and used in the next cycle of degradation.

2.5 Analytical methods

The concentration of MB was analyzed using a UV2300 spec-
trophotometer at A, = 662 nm. The concentrations of phenol
and p-nitrophenol were analyzed via high-performance liquid
chromatography (HPLC) using an Agilent 1200 HPLC equipped
with a C18 reversed-phase column and a Waters 2996 UV
detector. The total organic carbon (TOC) values of the samples
were determined using a Multi N/C 2100S TOC analyzer (Ana-
lytik Jena, Germany). The generated reactive oxidative species
(ROS) were detected by electron paramagnetic resonance (EPR)
spectroscopy with DMPO as a spin trap and the fluorescence
(FL) technique with coumarin as the detection substance.>® The
concentration of dissolved iron ions in the solution was
analyzed by inductively coupled plasma optical emission spec-
troscopy (ICP, PerkinElmer Optima 2000, USA).

3. Results and discussion
3.1 Characterization of MIL-100-Fe

The XRD pattern of the synthesized MIL-100-Fe is illustrated in
Fig. S1. The pattern of the synthesized MIL-100-Fe was found to
be in accordance with the simulated diffraction pattern, sug-
gesting the successful synthesis of MIL-100-Fe."” The BET
surface area of the synthesized MIL-100-Fe was measured to be
1379 m> ¢~ '. The nitrogen adsorption-desorption isotherm of
the synthesized MIL-100-Fe was type I, according to the
Brunauer-Deming-Deming-Teller (BDDT) classification
(Fig. S2A), which was typical for microporous materials. This
result was coincident with the pore size distribution result
illustrated in Fig. S2B. The pore size distribution curve exhibi-
ted two sharp peaks centered at values of 1.0 nm and 1.4 nm,
respectively. As shown in the SEM and TEM pictures (Fig. S3),
MIL-100-Fe exhibited an octahedral morphology with a particle
size of 1-2 pm.

The zeta potential of MIL-100-Fe at pH 1.0-10.0 is illustrated
in Fig. 1A. The pHy,., at which the zeta potential of MIL-100-Fe
was zero, was determined to be 1.2. This suggested that the
surface of MIL-100-Fe was positively charged at solution pH <
1.2, whereas the surface was negatively charged at solution pH >

3.0,
“®)

—— MIL-100-Fe

Current/A

Zeta potential/mV

0 é A‘i é é 1‘0 0.9 0.6 0.3 0.0 -0.3
pH Potential/V

Fig. 1 (A) Zeta potentials of MIL-100-Fe at different values of pH and
(B) LSV curve of MIL-100-Fe in the N,-saturated 0.1 M Na,SO, elec-
trolyte at room temperature.
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1.2. The actual redox potential of MIL-100-Fe(u)/Fe(u) in this
work might be different from the standard redox potential of
Fe(ur)/Fe(u) (Eo = 0.77 V). The actual redox potential of MIL-100-
Fe(ur)/Fe(u) was obtained by LSV measurements, as shown in
Fig. 1B. A peak was observed at 0.33 V, which was attributed to
the reduction of Fe(m) to Fe(u). This indicated that the reduction
of MIL-100-Fe(ur) to MIL-100-Fe(u) could take place at electrode
potentials lower than 0.33 V. Therefore, the actual redox
potential of MIL-100-Fe(in)/Fe(u) was considered to be 0.33 V.
According to eqn (4), the E, of MIL-100-Fe(u)/Fe(u) was 0.76 V.

E° = E + pH x 0.059 + 0.197 (4)

3.2 Degradation of organic pollutants in the MIL-100-Fe/
H,0, system

The degradation of organic pollutants with lower redox poten-
tials (MB, E, = 0.01 V) and higher redox potentials (phenol, E, =
0.97 V and p-nitrophenol, E, = 1.23 V) than that of MIL-100-
Fe(ur)/Fe(u) (E, = 0.76 V) was conducted at pH 4.0. As shown in
Fig. 2A, 5% of phenol and 4% of p-nitrophenol were removed in
the MIL-100-Fe/H,0, system within 180 min, whereas 83% of
MB was removed under the same conditions. The high MB
degradation activity of the heterogeneous Fenton-like reaction
was further confirmed by the adsorption of MB on MIL-100-Fe
and the oxidation of MB by H,O, alone (Fig. 2B), which
exhibited MB removal efficiencies of only 28% and 4%,
respectively. During the degradation of MB (after achieving the
adsorption-desorption equilibrium of MB on MIL-100-Fe), the
MB concentration increased from 72 mg L™ " to 84 mg L™ " in the
first 10 min, which might be caused by the desorption of MB
from the surface of MIL-100-Fe. At a pH of 4, MB (pK, = 12.0)
and H,0, (pK, = 11.7) were positively charged, while the surface
of MIL-100-Fe was negatively charged. The competitive
adsorption of H,0, and MB on the surface of MIL-100-Fe
occurred after adding H,0,, resulting in an increased MB
concentration in the solution. After the reaction for 180 min,
the concentration of MB gradually decreased to 17 mg L™,
which could be attributed to the generation of reactive oxidative
species (ROS).

Degradation

(A) Degradation (B) !
e

—— - g 1.0

0
_Admr- ! H0,
ption | %

—@— MIL-100-Fe

—A— MIL-100-Fe+ H,0,

Adsor
ption
—=—phenol

p-nitrophenol
—-¥-MB

9 120 150 180 30 0 30 60 90 120 150 180
Time/min

30 0 30 60
Time/min

Fig. 2 (A) Degradation of MB, phenol and p-nitrophenol in the MIL-
100-Fe/H,0, Fenton-like system and (B) degradation of MB by H,O,
and the adsorption of MB on MIL-100-Fe. Reaction conditions:
[catalystl = 0.1 g L™, [H,0,] = 16 mM, [organic pollutants] =
100 mg L™ and pH 4.0 at room temperature.
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Table 1 Rate constant and TOC removal efficiency of MB, phenol and p-nitrophenol in the MIL-100-Fe/H,O, system. Reaction conditions:
[catalyst] = 0.1 g L% [H,O,] = 16 mM, [organic pollutants] = 100 mg L™, and pH 4.0 at room temperature

MB + phenol MB + p-nitrophenol
Pollutants MB Phenol p-Nitrophenol MB Phenol MB p-Nitrophenol
k (min™") 0.9 x 1072 0.1 x 107° 0.1 x 1073 0.6 x 107> 0.5 x 102 0.5 x 1072 0.3 x 1072
TOC (%) 49% 3% 4% 28% 27%

The degradation of MB, phenol and p-nitrophenol could be
fitted with pseudo-first-order kinetics. As shown in Table 1, the
degradation rate constants of MB, phenol and p-nitrophenol
were 0.9 x 1072 min~', 0.1 x 10 min~', and 0.1 x
103 min !, respectively. The degradation rate constant of MB
was one order of magnitude higher than those of phenol and p-
nitrophenol. Actually, the removal of organic pollutants does
not mean their complete degradation. The TOC analysis was
performed to evaluate the mineralization of organic pollutants.
Within 180 min, the TOC removal efficiency of MB was 49%,
which was much higher than those of the other two organic
pollutants. To evaluate the catalytic performance of MIL-100-Fe,
the TOC removal efficiency of MB was compared with that of
representative Fenton-like catalysts reported in the literature. As
shown in Table S1, the specific TOC removal efficiency for the
dye per unit mass of the catalyst in this study was higher than
that of other heterogeneous Fenton-like catalysts reported in
previous works, highlighting the excellent Fenton-like catalytic
performance of the MIL-100-Fe in dye degradation.

Moreover, the concentration of leached iron ions from MIL-
100-Fe during the reaction (Fig. S5) and the Fenton-like catalytic
performance of the leached iron were investigated. It can be
seen that the concentration of leached iron gradually increased
to 0.13 mg L™ " within 180 min, which corresponded to 0.5% of
the added Fe in MIL-100-Fe. The degradation of MB by leached
iron ions (0.13 mg L") was investigated. As shown in Fig. S6,
only 3% of MB was degraded in the homogeneous Fenton-like
reaction within 180 min. Thus, the homogeneous Fenton-like
catalysis induced by the leached iron ions was limited. The
degradation of MB was dominated by heterogeneous catalysis
by MIL-100-Fe.

1.0 \(A) ! Degradation 10-"(8) . Degradation
LI L R g . Oa——4
R R e
0.8 0.84
3 3
H * [
. . I N
o 6 adsor i & " Adsor- .
3] ption | N [3) ption S
. . - 4 ..
0.4 : R N 0.44 : S
: o Ty H s
H ~#- phenol | p-nitrophenol
0.2 \ -@ MBin mixture 0.24 -@ MB in mixture
' -A phenol in mixture p-nitrophenol in mixture
0.0 T 0.0 v v - -
=30 0 30 60 90 120 150 180 =30 0 30 60 90 120 150 180
Time/min Time/min

Fig. 3 (A) Degradation of phenol and a mixture of phenol and MB and
(B) degradation of p-nitrophenol and a mixture of p-nitrophenol and
MB in the MIL-100-Fe/H,0, Fenton-like system. Reaction conditions:
[catalystl = 0.1 g L% [H,O,] = 16 mM, [organic pollutants] =
100 mg L™ and pH 4.0 at room temperature.
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The different catalytic performances of MIL-100-Fe toward
MB, phenol and p-nitrophenol might be attributed to their
different redox potentials. Thermodynamically, a substance
with a lower redox potential could reduce a substance with
a higher redox potential. It was speculated that MB (E, = 0.01 V)
with a redox potential lower than that of MIL-100-Fe(m)/Fe(u) (E,
= 0.76 V) could facilitate the reduction of Fe(u) to Fe(u) in MIL-
100-Fe, thus producing more "OH for pollutant degradation in
the Fenton-like reaction. In order to verify that MB could
enhance the Fenton-like catalytic performance, the degradation
of phenol and p-nitrophenol in the presence of MB was inves-
tigated in the MIL-100-Fe/H,0, system. As shown in Fig. 34,
when phenol and MB were mixed together, 72% of MB and 63%
of phenol were degraded in the MIL-100-Fe-catalyzed Fenton-
like system within 180 min. As illustrated in Table 1, the
degradation rate constant of phenol in the presence of MB was
one order of magnitude higher than that in the absence of MB.
The degradation rate constant of MB was slightly lower in the
mixed organic pollutant solution, which was probably due to
the competition for hydroxyl radicals in the mixture. A similar
phenomenon was also observed during the degradation of p-
nitrophenol in the presence of MB (Fig. 3B). In the mixture of p-
nitrophenol and MB, the degradation efficiencies of MB and p-
nitrophenol were 69% and 49%, respectively. The degradation
rate constant of p-nitrophenol improved by one order of
magnitude in the presence of MB. The above results demon-
strated that MB could enhance the heterogeneous Fenton-like
catalytic efficiency for degrading organic pollutants. To
further verify this finding, the performance of the MIL-100-Fe-
catalyzed heterogeneous Fenton-like system in the absence
and presence of MB during real wastewater treatment was
further evaluated using actual dyeing wastewater that had
undergone secondary biological treatment, followed by acti-
vated carbon adsorption. The initial TOC concentration of the
dyeing wastewater was determined to be 40.1 mg L *. As shown
in Fig. S7, the TOC removal efficiency of the dyeing wastewater
by the MIL-100-Fe-catalyzed Fenton-like reaction was 11.3%
after 180 min. In contrast, in the presence of MB, the TOC
removal efficiency significantly increased to 20.3%. These
results reaffirmed that MB could enhance the performance of
the MIL-100-Fe-catalyzed Fenton-like system.

To investigate the reproducibility of this process, the
degradation of both MB and phenol by the reused MIL-100-Fe-
catalyzed Fenton-like system was analyzed over five consecutive
cycles. As illustrated in Fig. 4A, the degradation efficiency of
phenol in the presence of MB remained almost unchanged,
further confirming that MB could enhance the Fenton-like

© 2026 The Author(s). Published by the Royal Society of Chemistry
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Fig.4 (A) Degradation of both phenol and MB by the reused MIL-100-
Fe in the Fenton-like reaction; (B) SEM image of MIL-100-Fe after the
reaction; (C) XRD pattern of MIL-100-Fe after the reaction; and (D) IR
spectrum of MIL-100-Fe after the reaction. Reaction conditions:
[catalyst] = 0.1 g L%, [H,O,] = 16 mM, [MB] = 100 mg L%, [phenol] =
100 mg L™% and pH 4.0 at room temperature.

catalytic performance of MIL-100-Fe, and MIL-100-Fe could be
reused for at least five cycles. Moreover, the used MIL-100-Fe
after five cycles was characterized by SEM, XRD, and IR anal-
yses (Fig. 4B-D, respectively). No obvious changes in the
morphology, crystal phase or structure were observed after the
reaction, suggesting that MIL-100(Fe) exhibited good stability
under the applied catalytic conditions.

3.3 Reaction mechanism

The enhanced heterogeneous Fenton-like catalytic performance
of MIL-100-Fe for degrading other organic pollutants by MB
might be caused by the accelerated reduction of Fe(u) to Fe(1r).
To confirm that MB could accelerate the reduction of Fe(m) to
Fe(n) in MIL-100-Fe, the chemical states of fresh MIL-100-Fe,
MIL-100-Fe after reacting with MB for 30 min (MIL-100-Feyz)
and MIL-100-Fe after reacting with H,0, for 30 min (MIL-100-
Fey o,) were analyzed. As shown in Fig. 5A-D, it was obviously
observed that the peaks of Fe 2p for MIL-100-Fe shifted to lower
binding energies (from 711.6 eV to 711.2 eV and from 725.2 eV
to 724.4 eV) after reacting with MB. The deconvolution of the Fe
2ps/, peak of MIL-100-Feyz showed that the ratio of Fe() was
21%, which was much higher than that in the fresh MIL-100-Fe
(2%, Fig. 5A) and MIL-100-Fe treated with H,O, only (11%,
Fig. 5D). This result indicated that MB could facilitate the
reduction of Fe(m) to Fe(u) in the MIL-100-Fe/H,0, system.
For comparison, the chemical state of MIL-100-Fe after
reacting with phenol (MIL-100-Feppenol), Which has a higher
redox potential (E = 1.02 V) than that of MIL-100-Fe(ui)/Fe(u) (E
= 0.33 V), was analyzed. As shown in Fig. 5C, about 4% of Fe(u)
was found on MIL-100-Feppeno1, Which was similar to that for the
fresh MIL-100-Fe. This suggested that Fe(m) could scarcely be
reduced to Fe(u) by phenol on MIL-100-Fe. Further evidence

© 2026 The Author(s). Published by the Royal Society of Chemistry
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of MIL-100-Fe after reacting with MB for 30 min (MIL-100-Femg); (C)
Fe 2p XPS spectra of MIL-100-Fe after reacting with phenol for 30 min
(MIL-100-Fepneno); and (D) Fe 2p XPS spectra of MIL-100-Fe after
reacting with H,O, for 30 min (MIL-100-Fey,0,). (E) LSV curves of MIL-
100-Fepmg and MIL-100-Fegnenol. Reaction conditions: [catalyst] = 0.1g
L% [H0,] = 16 mM, [MB] = 100 mg L™, [phenoll = 100 mg L™, and
pH 4.0 at room temperature.

based on the results of LSV is provided in Fig. 5E. The oxidation
peak at around 0.65 V was attributed to the oxidation of Fe(u) to
Fe(m). It was observed that the oxidation peak of MIL-100-Feyp
was much higher than that of the MIL-100-Fepenol, indicating
that more Fe(u) was generated on MIL-100-Feys than on the
MIL-100-Feppenol- The above results confirmed that MB, which
has a lower redox potential than that of MIL-100-Fe(u)/Fe(1r),
could effectively reduce Fe(u) to Fe(ir) on MIL-100-Fe.

As is generally accepted, facilitating the reduction of Fe(i) to
Fe(u) on catalysts could enhance the generation of "OH. The
generation of "OH was investigated via the EPR technique using
DMPO as the radical spin-trapping agent. As shown in Fig. 6A,
the four-fold peaks with an intensity ratio of 1:2:2:1, attrib-
uted to the DMPO-"OH adducts, were observed in MIL-100-Fe/
H,0, and MIL-100-Feyz/H,0, systems. The intensity of DMPO-
'OH generated in the MIL-100-Feyp-catalyzed Fenton-like
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Fig. 6 (A) DMPO-trapped EPR spectra of the MIL-100-Fe/H,O, and
MIL-100-Femp/H2O, Fenton-like systems and (B) FL spectra of
coumarin generated in various reactions. Reaction conditions: [cata-
lystl = 0.1 g L%, [H,0,] = 16 mM, and pH 4.0 at room temperature.
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Fig. 7 Reaction mechanism for the enhanced catalytic performance
of MIL-100-Fe by MB.

reaction was higher than that in the MIL-100-Fe-catalyzed
Fenton-like reaction. Generally, the intensity of the DMPO-
"OH peak is positively correlated to the concentration of "OH.
Thus, more "OH was produced in the MIL-100-Feyp-catalyzed
Fenton-like reaction than that in the MIL-100-Fe-catalyzed
Fenton-like reaction. Moreover, the FL technique using
coumarin as the "OH detector substance was employed for the
semi-quantitative analysis of the "OH generated in MIL-100-Fe/
H,0, and MIL-100-Feyz/H,0, systems. The PL spectral inten-
sity at about 450 nm (the product of the reaction between ‘OH
and coumarin) is dependent on the amount of ‘OH generated
during the reaction.”® As shown in Fig. 6B, a higher FL spectral
intensity at about 450 nm was observed in the MIL-100-Feyp-
catalyzed Fenton-like reaction than that in the MIL-100-Fe-
catalyzed Fenton-like reaction, further indicating that more
‘OH was generated in the MIL-100-Feyp-catalyzed Fenton-like
reaction.”

On the basis of the above results, a possible reaction
mechanism for the enhanced catalytic performance of MIL-100-
Fe by MB was proposed, as shown in Fig. 7. During the reaction,
MIL-100-Fe(m) was reduced by MB and H,0, to generate MIL-
100-Fe(u). Next, the generated MIL-100-Fe(n) catalyzed the
decomposition of H,0,, resulting in the generation of ‘OH and
MIL-100-Fe(mr). Then, MIL-100-Fe(m) was continuously reduced
to MIL-100-Fe(n) by MB and H,0,. These reactions formed
a cycle that sustained the generation of "OH. Eventually, organic
pollutants were degraded by "‘OH.

4. Conclusions

In summary, MB with a lower redox potential than that of MIL-
100-Fe(mr)/Fe(n) could reduce MIL-100-Fe(mr) to MIL-100-Fe(u),
thus accelerating the redox cycle of Fe(ur)/Fe(u) and enhancing
the heterogeneous Fenton-like catalytic performance for
degrading organic pollutants. In the presence of MB, the
degradation rate constants of phenol and p-nitrophenol were
one order of magnitude higher than those in the absence of MB.
This work casts a new light on the effect of organic pollutants on
the heterogeneous Fenton-like catalytic performance and
provides a new strategy to accelerate the redox cycle of Fe(u)/
Fe(u) for enhancing the heterogeneous Fenton-like catalytic
performance.
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