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ARTICLE INFO ABSTRACT
Keywords: Organic fluorine compounds are acute carcinogenic and mutagenic to humans. Photo-
Photoelectrocatalytic treatment electrocatalysis (PEC) treatment is an innovative technology in the field of the removal of fluorine

rGO/BiOI photocathode
4-FA
Decomposition mechanism

compounds, and thus current research focused on improving stability and catalytic ability of
photoanode. In this study, it has been synthesized a rGO/BiOI photocathode for the efficient
degradation of 4-Fluoroaniline (4-FA). The physical characterization and photoelectrochemical
properties of the photocathode was determined. The results indicate that the PEC treatment with
the rGO/BiOI photocathode was more efficient compared with individual processes. During the
optimization experiments, the PEC treatment achieved 99.58 % and 72.12 % of 4-FA degradation
and defluorination within 1 h. Cyclic stability experiments show that rGO/BiOI photocathode was
efficient and stable, which reached 96.91 % and 67.64 % of 4-FA degradation and defluorination
after five cycles. Mechanism analysis indicates that the PEC process was based on an electro-
chemical reaction and photo-induced processes. The degradation product of 4-FA was mainly 2,4-
di-t-butylphenol, and trapping experiments indicates that h' is the primary oxidizing species.
Therefore, PEC treatment with rGO/BiOI photocathode is a competitive green approach to
remove fluorine compounds pollutants and brings new insights into development of PEC
treatment.

1. Introduction

Organic fluorides are widely used in pharmaceutical, printing and dyeing, chemical, military and other fields due to their excellent
performance, while leading to ubiquitous presence of fluorides in natural water bodies [1]. Numerous studies reported that excessive
fluorides caused severe health issues such as myelosclerosis, osteoporosis, arthritis, tooth mottling, and brain damage [2,3]. 4-Fluo-
roaniline (4-FA) is a class of chemical compounds with an aromatic ring, a fluorine atom, and an amino group (-NHy). It is both an
organic fluorine compound and an aromatic amine compound, thus also exhibiting acute carcinogenic and mutagenic effects [4].
Therefore, industrial wastewater contaminated with fluoride was severely regulated [5], but many countries still have the problems of
excessive fluoride levels in drinking water [6]. Therefore, the development of efficient technologies to completely degrade organic
fluorides is necessary.

The common processes for treating organic fluorine compounds in wastewater mainly include adsorption method [7], precipitation
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method [8], microbiology method [9], and advanced oxidation processes (AOPs) [10]. Physical and microbiology methods have the
advantages of simple operation and low cost, but cannot fully achieve the harmless treatment of fluorinated wastewater [11]. AOPs are
the promising and competitive green approaches to remove a vast array of organic pollutants, which mainly oxidize refractory organic
compounds into low toxicity or even non-toxic small molecule substances by generating strong oxidizing hydroxyl radicals (-OH).
However, a single advanced oxidation process technology has limited effect on the organic fluorine compounds removal. Photo-
catalysis is limited by insufficient quantum efficiency or the possible photodegradation of the catalyst [12]. For example, Maurizio
et al. [13] demonstrated fluoride anions would modify the TiO, surface, limiting the performances of TiO, for degradation. Elec-
trochemical oxidation had the disadvantages of high energy requirements and electrode instability [14]. Therefore, the photo-
electrocatalysis process (PEC), which combines the advantages of photocatalysis and electrocatalysis, was often used as a research
object for the removal of organic fluorine compounds in wastewater [15]. Its usage has allowed to increase the mineralization effi-
ciency and to reduce the water treatment time [16]. The PEC system has advantages of a small bias voltage, convenience, low energy
consumption and high efficiency compared with traditional technologies [17,18]. The development of new light-active materials is
essential in PEC system, because a stable and highly efficient photoelectrode provides a consistent supply [19]. Currently, special
efforts have been dedicated to the development of anode materials for a PEC system, but continuous application of voltage to the anode
in the PEC system can lead to rapid loss of the anode. Hence, the design of cathode on stable and durable materials in the PEC system
has been a deserved research. In case of photocathode-PEC system, the reduction reactions could be observed on the semiconductor
(photocathode).

An important target of PEC treatment is the development of semiconductor-based photoelectrodes capable of absorbing solar
energy and promoting pollutant degradation [20]. The photocatalytic performance of bismuth oxyhalides (BiOX) has gained more and
more attention in PEC system because of their special lamellar structure and narrow band gap [21]. Many strategies such as elemental
doping [22], heterojunctions constructing [23], morphology control [24] or incorporating cocatalysts [25] were proposed to further
enhance the photoelectric conversion efficiency. Among them, the introduction of cocatalysts had been considered as one of the most
effective strategies to promote PEC performance for solar energy conversion. The introduction of cocatalyst can suppress recombi-
nation of photogenerated charge carriers and further enhance the stability of photoelectrode [26]. Graphene is a 2D-layered structure
of sp2-hybridization which possess excellent electrical conductivity and fast transfer pathway to suppress charge recombination and
improve the PEC water splitting performance [27]. Huang et al. [28] demonstrated that the decomposition rate constant with SiC/-
graphene was 2.2 times higher than that with TiO,. Kamakshi et al. [29] revealed that the enhancement of degradation efficiency for
the introduction of graphene, in which BiOI/rGO enhanced the degradation of MB about 24 % higher than BiOI in 60 min.

In this study, rGO/BiOI photocathode was fabricated by a hydrothermal method and thoroughly characterized. Then, its perfor-
mance in PEC process on the degradation of 4-FA was investigated. Besides, the catalytic mechanism of rGO/BiOI photocathode was
discussed. It can open up a new pathway for the degradation of organic fluorides in PEC.

2. Materials and experimental methods
2.1. Preparation of rGO/BiOI photocatalyst

BiOI was fabricated by a hydrothermal method [30]. First, 2.133 g of Bi (NO3)3e5H20 and 0.697 g of KI was dissolved separately in
70 mL of ethylene glycol. Then, the KI solution was added dropwise to the Bi(NO3)3e5H20 solution under constant stirring using a
magnetic stirrer at room temperature for 30 min. Subsequently, the obtained mixture was taken into a Teflon coated stainless steel
autoclave and heated fabricated by a hydrothermal method.

The fabrication of 0.5, 1, 2, and 4 wt % rGO/BiOI nanocomposites were still synthesized by a hydrothermal method. Different mass
of graphene oxide (GO) and the as-prepared BiOI nanoparticles were mixed in 50 mL of distilled water. The mixer solution was
transferred into autoclave of 200 mL capacity and maintained at 180 °C for 12 h. The product was filtered and washed for 3 times with
distilled water to eliminate impurities and then dried at 80 °C to obtain rGO/BiOI after grinding. Analytical grade was used, and all
chemicals were purchased from Aladdin Biochemical Technology (Shanghai).

2.2. Preparation of rGO/BiOI photocathode

rGO/BiOI nanocomposites were dispersed in 1 mL of iso-propyl alcohol under the water bath ultrasonication for 30 min. The mixed
solution was uniformly spread onto the graphite substrate to form a film with an area of 5 cm x 5 cm, and then dried at 80 °C for 30
min. The as-treated graphite substrate was soaked in deionized water and dried in an oven at 80 °C, thus obtaining the rGO/BiOI
photocathode. Analytical grade was used, and all chemicals were purchased from Aladdin Biochemical Technology (Shanghai). The
graphite substrates were purchased from King Carbon Technology (Beijing).

2.3. Characterization

The morphologies and microstructures of the rGO/BiOI nanocomposites were investigated by a scanning electron microscope
(SEM, SU8010, Hitachi, Japan). The crystal structure was analyzed using X-ray diffraction (XRD, Burker D8 Advance, Germany) with
Cu K, in the 20 range of 10°-60°. Fourier transform infrared (FTIR) spectroscopy was obtained using the FTIR spectrometer model
TENSOR27 with a scan range 400-4000 cm L. The structural and chemical properties of nanocomposites were investigated by a
Raman spectrometer (Raman, Lab RAM HR Evolution, Horiba, Japan) with a scan range 0-1350 eV. The elemental chemical
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composition was further detected by using X-ray photoelectron spectroscopy (XPS, ESCALAB Xi™, Thermo Fischer, USA), using Al K,
(hv = 1486.6 eV) as irradiation source. Diffuse reflectance spectra were recorded using a UV-Visible spectrophotometer (Lambda
6508, PerkinElmer, USA). BaSO4 was used as blank reference during the test, and the spectral range was 200-800 nm. The electro-
chemical workstation (CHI760E, Shanghai Chenhua, China) was used for the cyclic voltammetry (CV) measurement. Electrochemical
impedance spectroscopy (EIS) test and electrochemical characterizations were performed under xenon lamp irradiation. The rGO/BiOI
photocathode served as the working electrode, the reference electrode was a saturated calomel electrode, and the Ti/IrO electrode
was a counter electrode.

2.4. PEC experiments

The rGO/BiOI-PEC process was performed in a cylindrical reactor with a reaction volume of 1 L containing 100 mg/L of 4-FA
(Fig. 1). The Ti/IrO3 anode (5 cm x 5 cm, purchased from Shanghai Yiming) and rGO/BiOI photocathode (5 cm x 5 cm) with a
spacing of 5 cm were used, respectively. Previous works disclosed that the sunlight simulated by the xenon lamp has over 98 % optical
overlap with real sunlight [31], thus a xenon lamp was used for simulating sunlight generated for the photocatalytic reactions. The bias
voltage was provided by a digital DC regulated power supply (UTP1306S).

The removal efficiency of 4-FA in the rGO/BiOI-PEC process was tested as a function of rGO mass percentage (values of 0.5, 1, 2,
and 4 wt %), NaCl concentration (values of 1, 3, 6, and 12 g/L), current intensity (value of 0.5, 7.5, 1.25, and 1.75 A), illumination
strength (values of 10, 15, and 20 A), solution pH (values of 3, 7, and 10). The whole reaction solution was continuously stirred on a
booster electric stirrer at 25 + 1 °C. Analytical grade was used, and all chemicals were purchased from Aladdin Biochemical Tech-
nology (Shanghai).

2.5. Analytical methods

The experiments were carried out for 1 h to evaluate the activity of the as-prepared rGO/BiOI photocathode. At predetermined
intervals (10 min), 2 mL of the reaction solution was withdrawn and filtered through 0.22-pm needle filter. The 4-FA concentration in
the filtrate was measured by a spectrophotometric method (Water quality-Determination of aniline compounds-Spectrophotometric
method with N- (1-naphthyl) ethylenediamine). The removal efficiency (%) was calculated by comparing the 4-FA concentration at
the start of reaction and that at time t (Fig. S1). The kinetic constants were determined using the analyzed concentrations of 4-FA by a
pseudo-first-order kinetic model, as shown in Eq. (1):

e ¢y
where, C denotes the concentration of 4-FA (mg/L), t denotes time (min), and K; denotes the kinetic constant (min~ 1) [32].

The fluoride concentration in the filtrate was examined by fluoride ion-selective electrode method (Fig. S2). The defluorination

efficiency (Y%) calculated as Eq. (2).

Y% =100% x m(F~) / 18.998 x Gy /111.12 2

where, m(F") is the detected fluoride ion concentration (mg/L), Cy is the initial 4-FA concentration (mg/L).

Fig. 1. Schematic diagram of the experimental setup (a: power supply; b: Ti/IrO, anode; c¢: rGO/BiOI photocathode; d: xenon lamp, e: stirring
paddle, f: coolant layer.).
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In addition, the samples were collected at specified intervals, filtered through a 0.45-pm PTFE (polytetrafluoroethylene filter
cartridge) filter and then analyzed by gas chromatography-mass spectrometry (GC-MS, QP2020NX, SHIMADZU, Japan). GC condi-
tions: The temperature of the injector was 250 °C, and the flow rate was 1.0 mL/min, The column temperature was initially 80 °C and
held for 3 min, then increased to 180 °C at a rate of 15 °C/min, and finally increased to 280 °C at a rate of 5 °C/min and held for 5 min.
MS conditions: The ion source was EI (electron ionization), and the mass scanning range was 30-1000 m/z.

3. Results and discussions
3.1. Characterization

3.1.1. SEM analysis

The surface morphological characteristics of BiOI and rGO/BiOI were investigated by SEM (Fig. 2a—2d). It can be seen that a clear
flower-like BiOI microspheres approximately 8 pm (Fig. 2a). Upon magnification, the spherical crystals were formed by aggregation of
many sheets like nanoplates (Fig. 2b). A wrinkled and flaky structure can be clearly observed on the surface of the spherical structure,
and the flaky nanosheets of BiOI became more looser (Fig. 2c and d).

3.1.2. XRD analysis

Fig. 3 shows the XRD patterns of BiOI and rGO/BiOl. In the XRD pattern of BiOl, the highest diffraction peaks are observed at
29.13°, 31.76°, 37.42°, 45.49°, 49.67°, 55.06°, 60.02° and 66.23° with corresponding planes as (102), (110), (112), (200), (005),
(212), (213) and (220) of BiOI (JCPDS 10-0445), respectively [33]. The highest noticeable peak of BiOI is (102) and (110) indicating
that BiOI was a tetragonal phase and well crystallized. A quite low diffraction peak at 24.2° from rGO was detected in composite, which
is due to the lower loading and generally weaker diffraction intensity of rGO [34]. It also indicates that the complete dispersion of rGO
was achieved during catalysts preparation [35]. In addition, sharp characteristic absorption peaks in the BiOI spectrum also appear at
corresponding positions in the rGO/BiOI spectrum, indicating that there was no change in the BiOI crystal structure of nanocomposite.

3.1.3. FTIR and Raman analysis

Fig. 4a shows the results of the FTIR analysis of GO and rGO/BiOl. In the rGO/BiOI spectrum, the band at 500 cm ™! is the stretching
vibration of Bi-O indicating the preparation of BiOL In the GO spectrum, the bands located in 1016 and 1264 cm ™! are a result of
stretching vibrations of C-OH, the bands around 1392 and 1627 cm ™! are the stretching vibration of C-O (alkoxy and epoxy groups)
and C=C bonds, respectively. Furthermore, the band around 3446 cm ! is attributed to the bending (8(0-H)) and stretching (v(O-H))
frequencies of the hydroxyl group [36]. Corresponding absorption peaks are also observed at similar positions in the rGO/BiOI
spectrum, indicating that BiOI was successfully adhered to the graphene oxide layer. In addition, compared with the spectrum of GO,
the absorption peak of oxygen-containing functional groups in rGO/BiOI decreases, which confirmed formation of reduced graphene
oxide [37].

Then, Raman spectra was further used to deeply analyze the chemical structure [38]. Two bands are observed at 80.27 cm™* and
150.50 cm !, which are ascribed to the A1g and Eg stretching vibration of the Bi-I bond (Fig. 4b). The two Raman peaks are also
observed in the Raman spectrum of rGO/BiOI in Fig. 4c, and their peak positions, intensities, and peak shapes are relatively similar.

1

Spum

Spm

Fig. 2. SEM images of the rGO (a, b) and rGO/BiOI (c, d).
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Fig. 4. (a) FT-IR spectra. (b) Raman spectra of BiOI. (c) Raman spectra of rGO/BiOI and rGO.

The results indicate that the material composite did not change the BiOI structure, which is consistent with the results of XRD. In
addition, two characteristic peaks of graphene at 1348 cm™! and 1590 cm ™! are observed in both rGO and rGO/BiOI samples, which
confirms the presence of rGO in composites (Fig. 4c). These two peaks are attributed to the amorphous disordered carbon (D-band) and
graphitic carbon (G-band), respectively [39]. The ratio of Ip/Ig are 1.57 and 1.97 for rGO and rGO/BiO], respectively. The higher Ip/Ig
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value signifies the charge transfer between rGO and BiOl, and implies a higher defect domain and active surface area in the hybrid
[401.

3.1.4. XPS measurements

The XPS survey spectra (Fig. 5a) shows that the rGO/BiOI nanocomposites contained Bi, I, O and C elements. To further investigate
the chemical bonds between various elements, peak fitting was performed by software. The peaks of C 1s at 284.73, 285.92 and 288.83
eV are attributed to C-C, C-O, and C=0 bonds (Fig. 5b). In Fig. 5c, two distinctive peaks at 159.3 and 164.6 eV are assigned to Bi 4f;/
and Bi 4fsy, respectively, confirming the presence of Bi®" [41]. The peaks at 530.0 and 531.3 eV correspond to Bi-O and Bi-OH,
respectively (Fig. 5d). The 3ds,, and 3dsz,2 of I are located at 619.1 and 630.5 eV, respectively (Fig. 5e) [42]. In addition, the
peaks of Bi 4f; 5 and Bi 4fs 5 in rGO/BiOI shift up by 0.3 and 0.3 eV compared with BiOI. The peaks of Bi-O and Bi-OH in rGO/BiOI also
shift by 0.4 and 0.3 eV compared with BiOl. All the chemical shifts indicate that chemical interaction was formed between rGO and
BiOI [43,44]. The results confirm the presence of BiOI and rGO in the prepared samples, which are in concurrence with the XRD.

3.1.5. UV-vis spectroscopy

As shown in Fig. 6a, pure BiOI has an excellent visible light absorbance, and the absorption edge of BiOI is about 650 nm. Then, the
absorption edge of the samples shows the red shifts with rGO loading. The remarkable shifts in absorption value enhanced the pho-
tocatalytic efficiency in the visible region, and the 4 % rGO/BiOI shows the highest absorption intensity in the visible light range. The
bandgap energy values (Eg) of photocatalysts are estimated using the empirical formula (Eq. (3)) with Tauc method.

a:A(hv — Eg)

i (3)

where, a is the absorption coefficient, A is the proportionality constant, h is the Planck constant, v is the frequency, and n is 2 for the
indirect transition of a semiconductor [45]. The x-axis intersection point of the linear fit of Tauc plot gives the band gap energy. Fig. 6b
illustrates that rGO/BiOI has lower band gap energy (1.44 eV) than BiOI (1.66 eV). Therefore, lower excitation energy is necessary to
produce electron transition in rGO/BiOI, enhancing the photocatalytic activity. Such a phenomenon can be explained by the formation
of a hybridized structure between rGO and BiOI, which effectively stimulated the migration efficiency of photo-induced charges and
suppressed the charge recombination [46].

3.1.6. Electrochemical analysis
The CV curves of BiOI photocathode and rGO/BiOI photocathode are showed in Fig. 7a. The BiOI photocathode and rGO/BiOI
photocathode have prominent reduction peaks at 0.23 and 0.41 V, respectively. Obviously, the rGO/BiOI photocathode shows more
substantial reduction peaks than BiOI photocathode, increasing by 0.73 mA/cm™2. It may be attributed to graphene enhanced the
charge transfer process. The specific capacitance of photocathode was calculated by Eq. (4), [47].
1 K

= o, =T /V Civ)av “@
where, C, is the specific capacitance (F/g), m is the mass of active material (g), (V¢-V}) is the applied potential window (V), v is the scan
rate (V/s), and the integral term represents the area under the CV curve calculating from CV data using Origin Lab software. The CV
curve areas of rGO/BiOI photocathode is 0.8 larger than that of BiOI photocathode, which means a higher specific capacitance [48]. It
indicate that the rGO/BiOI photocathode had more electrochemically active sites and exhibited a more outstanding PEC performance.

The interfacial charge transfer resistance (Rct) of BiOI and rGO/BiOI photocathode is show by the Nyquist plot of EIS spectra
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Fig. 6. (a) UV-vis diffusion reflectance spectra of rGO/BiOI at different mass percentage. (b) the band-gap spectra of BiOI and rGO/BiOl
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Fig. 7. Electrochemical analysis of rGO/BiOI photocathode: (a) CV. (b) EIS.

(Fig. 7b). The smaller the semicircle diameter of the Nyquist plot, the smaller the Rct of the photocathode and the higher the electron
transferability [49], which is more advantageous for photoinduced charge carrier transfer and separation. Hence, the rGO/BiOI
photocathode has smaller Rct and stronger electron transferability, indicating that rGO on the photocathode could improve the ef-
ficiency of pollutant removal. The findings are in accordance with the results of CV curves in Fig. 7a.

3.1.7. Photoelectrocatalytic experiments

The photo-electrocatalytic activity of the photocathode was tested by the degradation rate and defluorination efficiency of 4-FA.
Comparing with different rGO mass percentages, 4 % rGO/BiOI graphite cathode shows the highest degradation and defluorination
rates, reaching 72.36 % and 40.78 % in 10 min, respectively (Fig. 8). Additionally, the degradation rates of 4-FA by 4 % rGO/BiOI were
2.03 and 1.80 times than graphite cathode and BiOI graphite cathode, respectively. The defluorination efficiencies of 4-FA by 4 % rGO/
BiOI are 2.87 and 2.22 times than graphite cathode and BiOI graphite cathode, respectively. The 4-FA decomposition kinetics are fitted
by the pseudo-first-order model (Table 1). Obviously, the rate constant of 4 % rGO/BiOI was the highest, with a value of 0.0759 min
(R2, 0.962). The 4 % rGO/BiOI exhibited the highest photo-electrocatalytic performance in the degradation and defluorination of 4-FA,
which is consistent with the results of UV-Vis (Fig. 6). Compared with individual photocatalysis and electrocatalysis (Fig. S3), PEC
process has higher performance (80.70 % and 40.58 % of 4-FA degradation and defluorination after 4 h in photocatalysis, and 97.49 %
and 64.16 % of 4-FA degradation and defluorination rates after 1 h in electrocatalysis).

3.2. Photoelectrocatalytic experimental results

3.2.1. Effect of NaCl concentration

Electrolytes are extremely important factors that increase the conductivity of a solution and guarantee excellent ion transfer in the
PEC systems [50]. Therefore, in this study, different concentrations of NaCl were used to determine whether electrolyte greatly
affected the degradation of the 4-FA. The rate constants at 1, 3, 6, 12 g/L of CI~ were 0.02818 min™" (R, 0.993), 0.06096 (R?, 0.978),
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Fig. 8. The different rGO/BiOI photocathodes degradation performance (Conditions: NaCl concentration of 6 g/L, current intensity of 0.75A,
illumination strength of 15A, pH of 7). (a: degradation rate; b: defluorination efficiency).
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Table 1
Photo-electrocatalytic decomposition of 4-FA by the different photocathodes and the corresponding kinetic rate constants.
Photocathode 4-FA Degradation Rate (%) defluorination efficiency (%) Pseudo-First-Order Rate Constant Regression coefficient
Material (min™1) R
Graphite 97.94 64.65 0.0655 0.967
BiOI Graphite 97.97 64.66 0.0741 0.939
1 % rGO/BiOI 98.12 67.64 0.0742 0.934
2 % rGO/BiOI 98.84 69.13 0.0757 0.966
4 % rGO/BiOI 98.94 70.63 0.0759 0.962
5 % rGO/BiOI 98.00 69.13 0.0685 0.919
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Fig. 9. 4-FA degradation (a) and defluorination (b) under different NaCl concentration.

0.07595 (R?, 0.981), 0.08674 (R?, 0.957), respectively (Table S1). Accordingly, both degradation rate and defluorination efficiency of
4-FA increased with an increasing concentrations of C1~ (Fig. 9). The above Cl~ concentration had positive effect on the decomposition
of 4-FA. However, the removal efficiency of F~ was decreased from 57.20 % to 49.74 % as the Cl” concentration ascended from 6 to 12
g/L. In general, the excess of CI~ competed for radicals with the pollutant [51].

3.2.2. Effect of current intensity

The effect of current intensity on the decomposition of 4-FA is shown in Fig. 10. The degradation efficiency of 4-FA increased with
the increase of current intensity from 0.5 to 1.25 A, and 99.58 % of 4-FA degradation efficiency was determined at 1.25 A. A further
increase of current intensity above 1.25 A led to a slight decrease in the defluorination efficiency, which is consistent with the change
in rate constants (Table S1). Furthermore, the defluorination rate first increased and then decreased with the increase of current in-
tensity, and 70.63 % of 4-FA degradation efficiency was highest at 0.75 A. The decrease in degradation and defluorination efficiency at
higher current intensity can be attributed to the oxygen evolution reaction (OER) and hydrogen evolution reaction (HER). The rates of
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Fig. 10. 4-FA degradation (a) and defluorination (b) under different current intensity.
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ORE and HER will rapidly improve with the increase of current intensity, which caused a serious competition between the OER and the
reaction of decomposition of 4-FA [52].

3.2.3. Effect of illumination strength
From Fig. 11, it could be observed that the degradation efficiency of 4-FA has little changes and the defluorination rate has an
improvement in an increase of illumination strength. (X—E& @& E [EKEISIE?)

3.2.4. Effect of pH

pH is the one of key factors affecting the degradation and elimination of pollutants, and can considerably affect the performance of
PEC process by influencing the distribution of electric charge on the nanocomposite surface. Fig. 12 shows that the degradation and
defluorination efficiency reached a maximum value (98.94 % and 70.63 %) at a neutral pH, therefore, the PEC process could degrade
pollutant without any pH adjustment.

3.4. Mechanism of decomposition

3.3. Recycling of rGO/BiOI photocathode

The stability of rGO/BiOI photocathode was investigated to confirm the stability of the material during the photocatalytic activity.
The same photocathode was cleaned and dried after first reaction, and then used for the next cycle (2—5 cycles). The data shows that
the degradation and defluorination percentage of 4-FA in PEC systems were 96.91 % and 67.64 after five cycles, respectively, with only
aslight loss (Fig. 13). It proves an excellent stability and robustness of the BiOI/rGO photocathode potential for long-term applications.

3.4.1. Reactive species

In order to investigate the roles of reactive species responsible for the degradation and defluorination of 4-FA with rGO/BiOI
photocathode, the trapping experiments were carried out and the obtained results were shown in Fig. 14. For these experiments, EDTA-
2Na (to trap h™), isopropanol (IPA, to trap -OH) [53], p-benzoquinone (p-BQ, to trap -O3) [54] and tert-butanol (TBA, to trap -OH and
Cl7) [55] were used as scavengers (0.1 M).

The photoelectrocatalytic degradation and defluorination percentage decreased by 11.14 % and 32.83 % when EDTA-2Na is added,
indicating that h™ played a vital role in 4-FA decomposition by rGO/BiOI photocathode. After adding IPA, the 4-FA degradation and
defluorination rate decreased by 3.07 % and 19.40 %, which implies that -OH play an important role in the reaction, especially in
defluorination. When p-BQ was added, a slight decrease by 1.19 % and 25.37 % was observed in 4-FA degradation and defluorination
efficiency, respectively. After -OH and -Cl were quenched, the 4-FA degradation and defluorination rates decreased by 2.98 % and
17.91 %, respectively. This is similar to the reaction data after adding IPA, indicating that -Cl play a relatively small role in PEC process.
From the result, it is observed that h" is the primary oxidizing species in the degradation of 4-FA. It may be due to that h* was
generated on the valance band due to the photocatalysis, while Oz and -OH were produced after a subsequent reaction. In addition,
these active species have a greater impact on the defluorination rate compared to degradation rate, indicating that Oz, -OH and -Cl
mainly acted on intermediate products.

3.4.2. PEC mechanism

The degradation intermediates and F~ concentration during the PEC reaction were analyzed by the GC-MS method and fluoride
ion-selective electrode method, respectively. Table S2 shows that the degradation of 4-FA was a stepwise process, in which 2,4-di-t-
butylphenol was detected as an intermediate product. The F~ concentration in the reaction solution gradually increased with the
extension of reaction time, proving that the C-F bonds were effectively cleaved (Fig. S5). It indicates that the degradation mechanism of
4-FA was mainly due to the oxidation of -NH, and C-F by active species.

The mechanism for PEC reaction is shown in Fig. 15 based on the above results and previous reports [56,57]. The PEC system
includes both electrocatalysis and photocatalysis. The electrocatalysis process mainly included direct oxidation and indirect oxidation
(Egs. (5) and (6)). When the photocatalyst (rGO/BiOI) was irradiated with a photon energy greater than the bandgap (hv > Ey),
negatively charged excitation electrons transited from the valence band (VB) to the conduction band (CB), and positively charged holes
were left behind in the VB. Thus, electron-hole pairs (e /h™") are formed (Eq. (7)). These photogenerated carriers can also oxidize Oy
and H0 to generate various highly reactive radicals (Egs. (8) and (9)).

HO0—e — -OH+H" (5)
e +0,+H"—H,0,— -OH+ H,0 (6)
BiOI + hv — BiOI(hj;;) + BiOI(eg;) )
BiOI(hyy) + H,O— - OH (8)
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The CB and VB edge potentials of the photocatalyst were calculated by Eq. (10) and Eq. (11).
Eyy=X—Ec+1/2E, (10)

Ecg =Eyp — E; amn

where, Eg is optical bandgap (1.44 eV), Ec is energy of free electron (4.5 eV on hydrogen scale), X is absolute electronegativity (5.99
eV), Eyp is valance band edge potential, and Ecp is conduction band edge potential. The calculated edge potential values were 2.21 and
0.77 for VB and CB, respectively, while the calculated Fermi energy level of graphene was —0.08 V. Therefore, the photogenerated
electrons could transfer from the CB of BiOI to rGO, thus reducing the electron-hole pairs recombination rate [58]. In addition, PEC can
extract and transport electrons through a lower external circuit, making electrons transfer from anode to cathode and thus reducing the
recombination rate of photogenerated carriers. Finally, 4-FA adsorbed on the photoelectrode surfaces, and can be degraded directly by
photogenerated carriers or indirectly via reactive substances.

4. Conclusion

In summary, a rGO/BiOI photocathode was successfully proposed for highly efficient photoelectrocatalytic degradation of organic
fluorine compounds in industrial sewage. The degradation and defluorination efficiency of 4-FA were 99.58 % and 72.12 %,
respectively, with a NaCl concentration of 6 g/L, a current intensity of 0.75 A, an illumination strength of 15 A and a pH value of 7.
Cyclic stability experiments shows that rGO/BiOI photocathode can be reused five times with only 2.03 % and 2.99 % reduction in
degradation and defluorination efficiency. The main degradation product of 4-FA was 2,4-di-t-butylphenol. The PEC process had a
higher performance compared to individual processes, and the design of cathode with rGO/BiOI enhance the PEC performance and

stability. The findings open up a new pathway for the design of photoelectrode with stable and durable materials, and decomposition of
organic fluorine compounds in the PEC system.
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