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This work focuses on the photocatalytic removal of recalcitrant organic pollutants in water treatment.
Based on facile precipitation reaction, we fabricated a photocatalyst (PbCrO4) in single crystals that
present evident response to visible light and employed the catalyst in the photocatalytic decomposition
of microcystin-LR (MC-LR). In the degradation test using the nanorods with prepared PbCrO4 photo-
catalyst, a 100% removal efficiency (27 min reaction) and a kinetics constant of 0.1356 min~' were
achieved. Such a high performance of PbCrO4 in photocatalytic conversion of MC-LR was ascribed to its
high carrier separation efficiency, positive valence band (VB) position, and good delocalization of VB and
conduction band (CB). The test of electron spin-resonance resonance (ESR) demonstrated that excessive
free *OH radicals were produced during the PbCrO4 photocatalysis of MC-LR. The density functional
theory (DFT) and LC/MS/MS technology were employed to ascertain the intermediates during the MC-LR
photocatalytic degradation. The major intermediates were resulted from the attack of hydroxyl radicals
to the ADDA side chains of MC-LR structure. This study provides a proof-of-concept strategy to develop
effective photocatalysts to efficiently produce *OH radicals for the visible-light induced photocatalytic
degradation of MC-LR in water.
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1. Introduction

Accompanying with the rapid development of human societies
and industry in the past decades, eutrophication of water envi-
ronment due to overgrowing cyanobacteria (blue-green algae)
frequently occurs and becomes increasingly severe. Cyanotoxins as
a typical metabolite produced by cyanobacteria greatly threaten
human health. Microcystins are a group of cyclic seven peptide
substances containing ADDA side chains, which are the strongest
promoters of liver tumor (Choi et al., 2007; Graham et al., 2010;
Paerl et al.,, 2011; Gupta et al., 2013). Amongst them, Microcystin-LR
(MC-LR) is one of the most toxic microcystins produced by cyano-
bacteria, and the polycyclic structure of MC-LR makes it stable in a
wide range of pH and temperatures (Gupta et al, 2013). Many
treatment techniques have been studied to effectively remove MC-
LR, such as coagulation, adsorption, biological and membrane
technologies (Lawton and Robertson, 1999; Lee and Walker, 2006;
Wang et al.,, 2017; Zhang et al., 2017), but with limited success.
Besides, the techniques may even cause rupture of algal cells and
release algal toxins into water bodies, potentially leading to a risk of
secondary pollution. Therefore, further effective and efficient
advanced treatment to remove MC-LR is urgently needed. The
oxidative *OH produced via photocatalytic water oxidation process
has been introduced to water treatment extensively because the
radicals can react with target organics via H-abstraction or addition
reactions to unsaturated bonds (Han et al., 2009, 2011; Silva and
Faria, 2010). In the framework of MC-LR, its inbuilt structure of
aromatic ring, diene bond, methoxy group of the ADDA chains, and
the double bond of MDHA residue, can be attacked by *OH radicals
in principle and lead to the degradation of MC-LR (Gao et al., 2009;
Han et al., 2009, 2011; Silva and Faria, 2010; Shao et al., 2017).

TiO,-based semiconductors have been extensively investigated
in the removal of MC-LR using UV-light driven photocatalytic
processes (Hoffmann et al., 1995; Antoniou et al., 2009; Pelaez et al.,
2010; Morales-Torres et al., 2012). However, there are still some
challenges in the photocatalysis of MC-LR mediated by TiO,-based
semiconductors due to the following aspects. First, TiO, is a typical
UV light photocatalyst with a wide band gap (Eg = 3.2 eV), whereas
the UV light just accounts for 4% of the region of the solar light
spectrum (Choi et al., 2006; Li et al., 2018). Second, carrier sepa-
ration is a bottleneck that limits its photocatalytic efficiency (Liu
et al, 2017b). Lastly, the transformation mechanism of MC-LR
induced by *OH under visible-light is still unclear and needs
further investigation. With this context, evidently there is a need to
develop an efficient, active and visible—light induced photocatalyst
for MC-LR removal and to further clarify the transformation
mechanism in the degradation of MC-LR in detail.

PbCrO4 (the mineral crocoite) crystallizes at ambient pressure in
the monoclinic monazite structure (space group P21/n, Z=4). The
structural arrangement of monazite is based on the nine-fold co-
ordination of the Pb and the fourfold coordination of Cr, and with
good visible-light absorption (Liang and Li, 2004). Monazite-type
oxides form an extended family of compounds. Because of its
excellent photostability and relatively easy accessibility, several
applications of these materials are already reported or under
development. These applications include photoconductive dielec-
tric materials (Abdul-Gader and Wishah, 1997), humidity sensing
resistors (Cheng et al., 2007), yellow pigments (Amat et al., 2016),
effective solid lubricants (Wang et al., 2007), and visible light-
driven photocatalyst for splitting water molecules, which is asso-
ciated with a hydroxyl radical process (Zhang et al., 2018). Although
PbCrO4 photocatalyst was evidently proved to be capable of pro-
moting production of hydroxyl radical, the photocatalytic use of
PbCrO4 for decomposing organic compounds was overlooked.

In this present study, we fabricated stable and highly active

visible-light driven photocatalyst PbCrO4 by a facile precipitation
reaction. First, the crystal structure and microcosmic morphology
of prepared PbCrO4 photocatalyst were measured using X-ray
diffraction (XRD) and transmission electron microscopy (TEM).
Second, the energy band and electron configuration of the crystals
were theoretically determined by the calculation based on density
functional theory (DFT) and ultraviolet photoelectron spectroscopy
(UPS). Third, the photocatalytic degradation of MC-LR was exam-
ined in detail in the aspects of removal performance and kinetics.
Last, the degradation and transformation mechanisms of MC-LR
were elucidated using experimental results and the DFT calculation.

2. Materials and methods
2.1. PbCrO4 nanorods preparation

All the chemicals used for the preparation of PbCrO4 nanorod
were of analytical grade. Pb(NO3), (Aladdin Reagent Company),
NayCrO4-4H,0 (Aladdin Reagent Company), and MC-LR were pur-
chased from Beijing Puhuashi Technology Company, China and the
commercial PbCrO4 was purchased from Sinopharm Co. Ltd. During
the typical PbCrO4 nanorod synthesis, 50 mL of a 0.4 M Pb(NO3),
solution and 50 mL of a 0.4 M NayCrOg4 solution were mixed and
stirred for 120 min at 20 °C. The harvested yellow deposits were
rinsed with DI-water to remove the residual impurities and then
were placed into a vacuum drying chamber at 60 °C until for the
further use and characterization.

2.2. Characterizations

The X-ray diffraction (XRD) was performed using X-ray diffrac-
tometer (Bruke D8 Adv.; Germany). The morphology and crystalline
structure of prepared samples was recorded on transmission elec-
tron microscopy (TEM) and high-resolution TEM (HRTEM) on F-
30ST (Tecnai, FEI, U.S.) and FESEM-4800 field emission scanning
electron microscope (SEM, Hitachi, Japan). The optical property was
acquired using a UV—Vis spectrophotometer (Type-UV2550, Shi-
madzu, Japan). UPS spectra were measured using He [ excitation
(21.2 eV) and recorded with a pass energy of 5 eV in the ultra-high
vacuum (UHV) chamber of the XPS instrument (PHI 5600-CI,
Physical Electronics, U.S.). UPS binding energies were referenced to
the Fermi edge of Au, which was sputtered onto the sample in the
UPS chamber. Zeta potential of the PbCrO4 samples was recorded by
a zeta potential analyzer (Nano-Z, Malvern Corp., U.S.) at stepwise
change of pH of samples adjusted by HCI (1.0 M) and NaOH (1.0 M).
In the analysis of zeta potential, sample concentration 0.001 w/v %,
DI water was used as solvent, and equilibrium time 30 min. The ESR
signals of the radicals that were spin-trapped by 5,5-dimethyl-1-
pyrroline-N-oxide (DMPO) were examined with a Bruker A300
spectrometer. The irradiation source was a 300 W xenon lamp with
a UVCUT-420 nm filter. The settings for the ESR spectrometer were
center field of 3510.00 G, microwave frequency of 9.79 GHz, and
power of 5.05mW (Liu et al., 2017a; 2017b).

2.3. DFT calculation

In order to understand the electronic configuration of PbCrOg4,
the DFT calculation was implemented using the DMol> program. In
detail, the exchange correlation effects were depicted by the
generalized gradient approximation (GGA) developed by Perdew,
Burke, and Ernzerhof (PBE) (Ji et al., 2016; Liu et al., 2019). The
molecular orbitals were expanded into a double-numerical basis
with polarization functions (DNP). The criterion of self-consistent
field convergence was set to an energy change of 10~° hartree.
The optimal criteria of geometry convergence in terms of the



G. Liu et al. / Chemosphere 239 (2020) 124739 3

energy, force and displacement convergence were 1 x 10> Har-
tree, 2 x 107> Hartree/A and 5 x 1073 A, respectively. The Brillouin
zone integrations were conducted by a 4 x 3 x 4 Monkhorst-pack
k-point grid.

2.4. 2.4 Photocatalytic experiments with MC-LR

The visible-light driven photocatalytic conversion of MC-LR by
PbCrO4 was carried out using a Xenon lamp (300 W; CELHXF300,
Ceaulight Co. Ltd., China) equipped with a 420 nm cut filter and an
average light intensity of 100 mWcm™2 in a stirred batch-fed
beaker at the ambient temperature (25 +1°C). In a typical test of
photocatalytic degradation of organic matter, the photocatalyst,
PbCrO4 (0.5gL~!, pH=7), was homogeneously dispersed into
60 mL of an MC-LR solution (1000+10pgL~!, pH 6.8+0.4) by
stirring for 10 min. Prior to the tests, an adsorption-desorption
equilibrium of the solution was reached. Then, the mixed solution
was exposed to the irradiation of visible light, taking the liquid
samples at a given interval for analysis after centrifugation at
8000 rpm and filtration using 0.2 um filters of cellulose acetate
membrane. The degradation rate and reaction intermediates were
evaluated using a high-performance liquid chromatography (HPLC,
Agilent Series 1100). For the HPLC, the injection volume to a Dis-
covery C-18 column (Supelco) at 40 °C was 50 pL. The mobile phase
in isocratic mode with a flow rate of 1 mL/min was a mixture of
0.05% trifluoroacetic acid (TFA) in water and 0.05% TFA in acetoni-
trile at a ratio of 60:40. MC-LR was eluted at 5.4 min and measured
with a photodiode array detector at 238 nm. For the identification
of the intermediates with LC/MS, a gradient method was used with
a mixture of 0.1% formic acid in acetonitrile and 0.1% formic acid in
water. A Thermo Finnigan LCQ Deca ion trap mass spectrometer
was utilized for the determination of the possible structures of the
reaction byproducts (MS/MS analysis) (Choi et al., 2007; Liu et al.,
2003; Yanfen et al,, 2011; Chen et al., 2012).

3. Results
3.1. Microcosmic structure and morphology

The ball-stick crystal model of PbCrQOy is illustrated in Fig. S1A,
where the PbCrOg4 crystal was composed of the corner-connected
PbOg twisted polyhedron and CrO4 tetrahedron. The XRD of the
prepared PbCrO4 (Fig. S1B) demonstrates the monoclinic structure
with cell parameters of PbCrO4 (a=712A, b=744A, c=68A;
o =90.0°, B =102.4°, vy =90.0°). All the diffraction peaks at 17.87°,
20.31°, 25.58°, 27.17°, 29.46°, 35.18°, 40.00°, 43.25°, 45.84° and
49.30°, can be indexed to (011), (101), (200), (120), (012), (—212),
(—=103), (212), (—132) and (—322) facets of PbCrO4 (JCPDS No.
08—0209), which indicates the as-synthesized PbCrO, photo-
catalyst with high crystallinity and purity (Zhang et al., 2017; Mei
et al.,, 2007). The microcosmic morphologies of prepared PbCrO4
were investigated by SEM and TEM, and the corresponding images
are as shown in Figs. S1C, D and E. As it shows, the PbCrOg4 is well
defined nanorods with a range of diameters from 50 to 120 nm, and
the length of 4 um. The aspect ratios of PbCrO4 nanorods are up to
80, and each nanorod is straight and presents a uniform diameter
along its entire length. The analysis of energy dispersive X-ray
analysis (EDX) (Fig. S2) shows the element molar ratio of Pb, Cr and
0 is close to 1:1:4, indicating that the well-defined stoichiometric
PbCrOg4 crystal was prepared. Fig. STF shows the HRTEM image of an
individual nanorod, which demonstrated a single-crystalline
feature of PbCrO4 with a periodic d-spacing of 5.10A along the
longitudinal direction of the nanorod, which was indexed to the
(110) plane of monoclinic PbCrO4 (Liang and Li, 2004). This in-
dicates that the prepared PbCrO4 photocatalyst in this present work

was single crystal nanorod, and the growth direction was c axis.

Fig. S3 shows the XPS spectra of PbCrOg4, and the binding en-
ergies at 142.9,138.2, 588.1 and 578.9 eV are assigned to Pb 4fs;, Pb
4f7;5, Cr 2p1p2 and Cr 2p3p, respectively (Zhang et al., 2017). The
binding energy of O 1s located in 529.9 eV is ascribed to the lattice
oxygen, and the peak at 531.9 eV is ascribed to the surface O or the
surface OH groups (Zhang et al., 2017). The XPS spectra of PbCrO4
nanorods indicate the prepared photocatalyst was with no impurity
in other metallic valences.

3.2. 3.2 Photocatalytic decomposition of MC-LR

The photocatalytic performance was recorded during the
degradation of MC-LR under visible light, and the commercial
PbCrO4 was used for comparison. As shown in Fig. 1A, under visible
light irradiation (A >420nm), the MC-LR concentration almost
remained no changes, which excludes the possibilities of self-
degradation caused by visible-light induced photocatalysis
without addition of the photocatalyst. Besides, after 30 min of dark
equilibration, the percentage of MC-LR adsorbed on the surface of
PbCrO4 nanorods was approximately 10%, which indicates that the
high conversion of MC-LR was not mainly resulted from adsorption.
In the presence of commercial PbCrO4, the MC-LR removal effi-
ciency is up to 70% in 27 min under visible light. The harvested
PbCrOy4 single crystal nanorods displayed much higher degradation
efficiency of MC-LR than the commercial PbCrO4 sample. MC-LR
was almost completely removed in 27 min by the as-prepared
PbCrO4 nanorods. The linear dependence of In(C¢/Cp) as a function
versus time further verifies the pseudo-first-order kinetics in the
removal of MC-LR under the visible-light driven photocatalysis
with PbCrOg. As revealed by Fig. S4, the degradation rate constants
of MC-LR in the tests with additions of PbCrO4 nanorods and
commercial PbCrO4 were 0.1356 and 0.0471 min~! (Table S1),
respectively. The degradation rate of the MC-LR with single crystal
nanorods of as-prepared PbCrOg4 is 2.88 times higher than that of
commercial PbCrO4. This might be attributed to the differences in
the structure of the crystals. The as-prepared PbCrO4 was well
defined nanorods of single crystals, and however the commercial
PbCrO4 was poly-crystalline. The photocatalytic activity highly
depends on the catalyst structure, which is also tightly associated
with the efficiency in carrier separation. The impact of photo-
catalyst dosage on MC-LR degradation performance was also
investigated, and the corresponding results are shown in Fig. 1B.
When the dosage of PbCrO4 nanorods increased from 0.2gL™! to
0.5gL~!, the removal efficiency of MC-LR also subsequently
increased from 81% to 100%, during 27 min, with a kinetics constant
increasing from 0.0649 to 0.1356 min~" (Fig. S5 and Table S2). With
the further increase of the dosage to 1.0gL™', the degradation
performance in term of degradation rate was not changed sub-
stantially than that of 0.5gL"L The results indicate the photo-
catalytic decomposition of MC-LR was dependent on the dosage of
the photocatalyst, but there was an upper limit because of the
utmost light utilization efficiency. pH is a crucial parameter in
practical water environment. As illustrated in Fig. 1C, the degra-
dation efficiency of MC-LR decreased substantially when the initial
solution pH increased from 2.0 to 11.0, with a decrease in kinetic
constants from 0.2121 to 0.0562 min~! almost by 74% (Fig. S6 and
Table S3). The pKa of the free carboxyl group at the D-Glu side is
2.10 (Mei et al., 2007), and therefore in the pH range (2.0—11.0) in
the present study, the carboxyl group was mainly deprotonated and
negatively charged. The surface potential pHpzc of PbCrO4 was 3.8
(Fig. S7), i.e., the surface of PbCrO4 was positively charged, when
the pH decreased to <3.8, otherwise vice versa. Therefore, under
the condition of pH < 3.8, the negatively charged Glu-MDHA side of
MC-LR and the positively charged PbCrO4 surface presented a
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Fig. 1. The photocatalytic degradation of MC-LR using PbCrO4 nanorods and commercial PbCrO4 (A). The effects of variations of photocatalyst dosage (B) and pH (C) on the per-

formance of the degradation of MC-LR. D is the stability test of recycled photocatalyst.

strong electrostatic attraction force. PbCrO4 displayed good
adsorption ability to MC-LR under acidic aquatic conditions, thus
leading to a high removal efficiency of MC-LR. The stability of
photocatalyst is of great importance from the viewpoints of cost-
effectiveness in practical applications. Thus, the cyclic tests over
PbCrO4 nanorods were documented to assess their stability, as
demonstrated in Fig. 1D, and the PbCrO4 showed almost no inac-
tivation after being recycled 4 times. Besides, we performed a very
broad pH range from 2 to 11 for degrading MC-LR, and the ICP test
also was implemented to clarify that the residue of lead and
chromate ions in the reaction solution at different pH (Fig. 1C). The
ICP tests indicated that the concentrations of Pb and Cr gradually
increased as the pH decreased (Data not show). The contents of the
residual lead and chromate ions were lower in the pH range of 5—11
than that at pH of 2. These results show that this visible-light
induced active photocatalyst PbCrO,4 released concentrations of
negligible lead and chromate ions under pH conditions from 11 to 5.
Whereas the contents of the residual lead and chromate ions were
relatively high under pH of 2, this issue may be mitigated by the
construction of heterogeneous photocatalyst system or element
doping, and will be considered in the future study. Furthermore, in
order to decipher which oxidative species were dominant in the
process of MC-LR removal, the corresponding tests of scavenging
activity were implemented and the results were summarized in
Table S4. It is well recognized that benzoquinone (BQ) is an effective
*O7 trapper, and tert-butanol (TBA) is a typical *OH radicals’ scav-
enger (Liu et al., 2017b). As illustrated in Table S4, BQ exhibited a
slight impact on MC-LR degradation, whereas the addition of TBA
led to substantial suppression on MC-LR removal. The phenomena

indicate that the involved reactive species during the MC-LR
degradation was mainly *OH radicals. According to the Nernst
equation, with the increase of pH, the oxidation power of *OH de-
creases (Rao and Hayon, 1974; Kapatka et al., 2009; Liu et al., 2017a),
which might be another reason why the performance of MC-LR
degradation decreased under alkaline niches.

3.3. Electronic structure of PbCrOy4

Despite of the surface properties, photocatalytic activity reflects
its intrinsic photo-generated electron/hole pairs, which substan-
tially depends on its electron configuration (Tang et al., 2004).
Diffuse reflectance spectroscopy (DRS) is a common technology to
understand the electronic states of photocatalysts. The dark yellow
powders (inset of Fig. S8A) had a strong absorption band at the
region of visible light, which indicates that the PbCrO4 nanorods
could harvest visible light up to 550 nm. The energy band gap (Eg)
of PbCrO4 nanorods was obtained using a classical Tauc approach.

According to the following equation (Pan and Zhu, 2010, 2011;
Zhou et al., 2010),
ahv = A(hy — Eg)"/? (1)
where « is the optical absorption coefficient, A is the proportion-
ality constant, and hv is the photonic energy. n is correlated to the
type of indirect/direct semiconductor. Considering the indirect
transition property of PbCrO4, which is depicted in the following
DFT calculation of band structure, substituting n =4 in Eq. (1) gives
the Eg of 2.11 eV (Fig. S8B).
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As shown in the test of radical scavenging activity, the photo-
catalytic degradation of MC-LR by PbCrO4 depended on the hy-
droxyl radicals, which was associated with the oxidation power of
photo-generated hole that was generated on the position of
valence band. To thermodynamically clarify the relationship of the
valence band energy (EVB) of PbCrO4 versus standard hydrogen
electrode (SHE), tests using ultraviolet photoelectron spectroscopy
(UPS) were carried out. As shown in Fig. 2, the measured EVB was
2.45V versus SHE, and a conduction band energy (ECB) was 0.34V
versus SHE. The EVB value is 0.56 V higher than the potentials of
OH/*OH (1.89V, alkaline solution) (Koppenol and Liebman, 1984;
Schwarz and Dodson, 1984; Liu et al., 2016), which demonstrated
the generation of *OH and a thermodynamic feasibility over the
PbCrO4 nanorods under the irradiation of visible light.

To in-depth understand the PbCrOy4 intrinsic electronic config-
uration, the calculations using density functional theory (DFT) were
implemented. The band structure diagram is presented in Fig. 3A
and density of states (DOS) in Fig. 3B. The conduction band
maximum (CBM) and valence band minimum (VBM) are located at
different k-point, which implied a typical indirect semiconductor
property (Dianat et al., 2013; Wang et al., 2015). For the photo-
catalysts of indirect transition semiconductors, the emission of
excited electrons is coordinated by phonon generation. In this
context, the activity and lifetime of the catalyst can be maintained,

VB = 2.45 eV vs. SHE

UPS intensity (a.u.)

16.44 eV

15 10

20 5 0 -5
Binding energy (eV)
Fig. 2. The UPS spectrum of PbCrO,4 nanorods.
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and the photo-generated electron/hole pairs can effectively
participate in the redox reaction. Besides, the band gap was
calculated to be 1.51 eV between VBM and CBM (Fig. 3A), which is
0.60 eV smaller than that of the experimental value (2.11 eV). The
difference is caused by the well-known effect of generalized
gradient approximation (GGA) (Kohn et al., 1996; Gritsenko et al.,
2000). As illustrated in the DOS curves (Fig. 3B), the bottom of CB
mainly originated from Cr 3 d orbital hybrid with O 2p. The deep VB
was mainly composed by the electrons at Cr 3 d orbital and O 2p
orbital and the valence band near the fermi level originated from
the O 2p orbital. The DOS curve implies that the intrinsic absorption
edge of PbCrO4 was determined by the electrons that were excited
from the 2p orbital of O to the 3 d orbit of Cr. Then consequently the
excitation led to photocatalytic activity of PbCrO4 under the irra-
diation of visible light. Furthermore, both the VBM and the CBM
showed evident delocalization, which is beneficial for the drift and
separation of photo-generated carriers and is therefore conducive
to enhancing the photocatalytic performance (Geuenich et al.,
2005).

3.4. Photoelectrochemical and ESR analysis

The transient photocurrent responses of a photocatalyst are
closely related to the recombination efficiency of photo-generated
carriers (Kohtani et al.,, 2005; Zhang et al., 2008; Kandiel et al.,
2010). Fig. 4A shows that the photocurrent with good reproduc-
ibility, stability and reversibility for PbCrO4 could be attained dur-
ing five on-off cycles of measurements. Specifically, the
photocurrent of as-prepared PbCrO4 nanorods was approximately 9
times of that of commercial PbCrOg4, implying the prepared PbCrOg4
nanorods seemingly presented higher carrier separation efficiency
than the commercial PbCrO4. Based on the results and discussion,
we hypothesized that the pre-dominant reactive species during the
MC-LR degradation was *OH radical. To further validate whether
the *OH formation was direct or not, the ESR test was carried out.
Under visible light irradiation (50 W, 30 min), the ESR signals of
characteristic *OH-DMPO adduct were detected for PbCrO4 nano-
rods and commercial PbCrO4 (Fig. 4B), which demonstrated by
quartet lines with peak strength of 1:2:2:1 and hyperfine coupling
constants of any=149mT and ay= 149 mT (g-factor of 2.0055)
(Turchi and Ollis, 1990; Gao et al., 2002; You et al., 2016). Besides,
the ESR signals of oxidized DMPO radicals (rectangular labeled)
featured by a three-line spectrum accompanied with *OH-DMPO
were also observed, which is in consistent with the previous report
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Fig. 3. The band structure (A) and DOS (B) of PbCrO4.
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Fig. 4. (A) Time course of photocurrent based on five on-off cycles, and (B) ESR spectra of the test groups of PbCrO4 nanorods and commercial PbCrO,4 and the blank group without

photocatalyst.

(Feng et al., 2016). Notably, the peak intensity of *OH-DMPO signal
for synthesized PbCrO4 nanorods was about 3 times of that for
commercial PbCrO4, which explains the enhanced photocatalytic
degradation activity of MC-LR with addition of PbCrO4 nanorods
under visible light. The results clearly demonstrate that the pre-
pared single crystal PbCrO4 photocatalyst under visible light could
effectively promote the formation of hydroxyl radicals which were
responsible for the efficient degradation of MC-LR.

3.5. Mechanism of MC-LR photodegradation

Fig. 5A shows the structure scheme of MC-LR molecule, indi-
cating that MC-LR consists of the ADDA, D-Glu, Mdha, D-Ala, L-Leu,
D-MeAsp and L-Arg groups. Hydroxyl radical has high electroneg-
ativity or electrophilic property, which is prone to attack the
structure with high electron cloud density (Buxton et al., 1988). The
electron density of MC-LR was calculated using DFT method. Fig. 5B
indicates the aromatic ring, conjugated carbon double bonds, and
the methoxy group of ADDA presented high electron density. Be-
sides the positions in ADDA, the —NH— related functional groups in
D-Glu, Mdha, D-Ala, D-MeAsp and L-Arg side chains also showed
high electron density. However, hydroxyl radicals cannot easily
attack the positions, because of a high steric hindrance and no
unsaturated bonds. Thus, the degradation pathway of MC-LR by
photocatalysis involves hydroxyl radical which mainly attacks the
aromatic ring, conjugated carbon double bonds and the methoxy
group of ADDA. To structurally characterize the degradation prod-
ucts and understand the conversion mechanism of MC-LR by

A Adda

Mdha

L-Arg

PbCrO4 during the visible-light driven photocatalysis, the reaction
broth of MC-LR was analyzed with LC-MS/MS to separate and
characterize the principal end-products, and the mass spectra were
shown in Figs. S9—S12. MC-LR (C49H74N10012, m/z=996) was
converted to one OH-adduct products on aromatic ring and con-
jugated carbon double bonds (C49H74N19013, m/z = 1011), two OH-
adduct products (C49H74N19014, m/z=1027) and two OH-adduct
products on conjugated carbon double bonds (C49H76N19014, m/
z=1029). The dominant degradation intermediates are consistent
with the Antoniou's research (Antoniou et al., 2008, 2009) and the
DFT prediction.

4. Conclusions

To sum up, the nanorods of PbCrO4 single crystal were suc-
cessfully developed by a facile precipitation reaction. The prepared
PbCrO4 nanorods presented good adsorption ability of visible light,
a high separation efficiency of carriers, and a positive valence band
position, and thus led to a high efficiency in degradation of MC-LR
efficiently. Furthermore, the mechanism of degradation was deci-
phered using the DFT calculation and experimental methods,
indicating that the photocatalytic technology associated with hy-
droxyl radical is an effective method to remove MC-LR. Overall, this
study provides a proof-of-concept demonstration that the PbCrOy4
photocatalyst with single crystal is a promising material for the
detoxification of cyanotoxin contaminated surface water as drink-
ing water source under visible light irradiation.

Fig. 5. The molecule structure (A) and electron density (B) of MC-LR.
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