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Abstract
Electrophoretic deposition (EPD) of ground electrospun WO3 nanofibers was applied to create photoanodes with controlled morphology for the application of photoelectrochemical (PEC) water splitting. The correlations between deposition parameters and film thicknesses were investigated with theoretical models to precisely control the morphology of the nanostructured porous thin film. The photoconversion efficiency was further optimized as a function of film thickness. A maximum photoconversion efficiency of 0.924% from electrospun WO3 nanofibers EPD deposited on a substrate was achieved at a film thickness of 18 µm.
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1. Introduction
Direct harvesting of sunlight by photoelectrochemical (PEC) hydrogen generation offers a carbon free and sustainable source of renewable energy. Since Fujishima and Honda’s pioneering work [1], finding highly active photoanodic materials with efficient solar energy conversion has become a topic of widespread interest [2, 3]. An ideal photoanodic material for PEC hydrogen generation requires strong absorption of sunlight with suitable band gap and band edges. Effective charge separation and transportation, as well as a good chemical stability are also required.
WO3 has attracted significant interest due to its chemical stability [4] and suitable band gap (Eg = 2.5–2.8 eV) [5-7].  More importantly, the minority charge (hole) diffusion length of WO3 (~150 nm) [8] is much longer than other semiconductors, such as TiO2 (~100 nm) [9] ZnO (~125 nm) [10] and -Fe2O3 (~4 nm) [11], with much lower charge recombination rate. 
Although many applications of WO3 have been developed in the recent years, including photolysis [12], electrochromic devices [13] and chemical sensors [14], the reported photocatalytic water splitting efficiency remains significantly low [15-18]. Due to the positive conduction band potential (vs RHE), the photoexcited electrons do not have enough power to reduce water. In order to overcome this problem and to improve the photoconversion efficiency, the studies of hybrid materials, such as TiO2/WO3 [19-22], niobate/WO3 [23], WO3/BiVO4 [24] and Si/WO3 [25] have received a lot of attentions.
The effective photoconversion efficiency of WO3 can also be improved by a careful control of the structure and morphology of the photocatalyst. The nanostructured porous photoanode offers large surface area and high density of redox centers [26]. In order to maximize light absorption, the control of photocatalytic film thickness is also essential. A thick film improves the light absorption, but can also shorten the excited charge lifetime. 
[bookmark: OLE_LINK11][bookmark: OLE_LINK12]Different methods of creating nanostructured WO3 thin films have been specifically developed for the application of PEC water splitting. For instance, anodization and hydrothermal methods were used to create WO3 nanostructures [19, 27-31]. Many of these methods are, however, restricted to small substrates with limited control of film thickness. Electrospinning is an effective way of creating large quantities of metal oxide nanofibers. Unfortunately, the high temperature calcination process required to convert the precursors into oxides reduces the adhesion and electrical contact of the fibers with the chosen substrates. This is because the as-spun fibers are normally few centimeters long with significant entanglement, bending and twisting with little contact with the solid substrate. During the calcination process, the thermal stress and the decomposition of the carrier polymer would further degrading the already weak mechanical contact causing  poor adhesion and adversely affecting the reliability of the photoanode for PEC water splitting.
[bookmark: OLE_LINK14][bookmark: OLE_LINK13]Electrophoretic deposition (EPD) is a promising technique for the creation of nanofibrous thin films with a control of the film morphology and thickness. The EPD process with post thermal treatment  improves the adhesion of the metal oxide semiconductor to the substrate [48], which is essential for a stable photoanode in PEC applications. EPD casting with variety ceramic colloidal suspension were extensively studied [32-34]. For instance, 3D colloidal photonic crystals were created by Xu and co-workers[35]. Aligned MnO2 nanoforests were synthesized high voltage EPD [36]. (Q 4.1, MORE MATERIALS, NANOWIRES) EPD is a rapid and cost effective method to create good quality of thin films with reproducible film quality [37]. Using a well dispersed suspension, EPD can result in a highly homogeneous cast with a high mechanical strength and a low surface roughness. The homogeneity of the EPD film is guaranteed because the particle velocity depends on the strength of the working electrical field, which typically decreases with an increase of the film thickness. It allows precise and quantitative control of the film thickness with excellent adhesion on the substrates [38-40]. However, limited work was reported to use high quality EPD metal oxide thin films as photoanodes with their applications in PEC water splitting.
Here, we demonstrate the combination of electrospinning and electrophoretic deposition (EPD) as a versatile method to create porous metal oxide nanofibrous photoanodes with controlled film thickness and excellent electrical contact. The EPD deposition parameters were investigated in order to control the thickness of deposited film and its relation to the generated photoconversion efficiency. The photoconversion of the PEC hydrogen generation from the EPD films was extensively characterized. We believe the method for casting nanofiber thin films could be adapted to a wide range of complex metal oxide multilayer nanostructured thin films for high quality photoelectrodes.

2. Experimental details
2.1. Preparation of WO3 nanofibers by electrospinning
WO3 nanofibers were synthesized through a previously reported pump-free electrospinning procedure [41]. 1.12 g of tungstic acid (H2WO4, Fisher Scientific) was dissolved in 10 mL ammonium hydroxide solution (NH4OH, 35%, Sigma-Aldrich). Separately, 1.20 g of polyvinylpyrrolidone (PVP, MW=1,300,000, Sigma-Aldrich) was dissolved in 10.0 mL ethanol. The two prepared solutions were then mixed together and stirred for 48 hours in order to make the electrospinning precursor. The resulting pale yellow sol-gel was loaded into a plastic syringe and delivered through stainless steel needle (i.d. 0.2 mm). A high voltage (+20 kV DC) was then applied to the needle in order to initiate the electrospinning procedure. PVP/tungsten composite nanofibers were deposited on an earthed aluminum foil collector attached to a rotating drum placed at a distance of 15 cm from the tip of the needle. In order to remove the PVP and convert the tungsten precursor into WO3, the composite nanofibers were then calcined in air at a rate of 2°C min-1 up to 800°C, and then held for 2 hours before being allowed to cool to room temperature.

2.2. Preparation and characterization of WO3 nanofibrous electrodes by EPD
The deposition of WO3 nanofiber was carried out using the EPD procedure. WO3 nanofibrous powder was prepared by mechanically grinding the prepared nanofibers. The created powder was then suspended in water at concentrations ranging from 0.5 to 2.5 wt%. The weight percentage concentrations are obtained from the ratio between the weight of the ground fibers and the total weight of water and the ground fibers. A Cu plate (10 mm × 20 mm) and fluorine-doped tin oxide (FTO) glass (Sigma-Aldrich) were cut in 10 mm × 20 mm for electrophoretic anode and cathode, respectively. The electrodes were then immersed in the WO3 nanofiber solution in 25 mm apart. Following this, a voltage bias (ranging from 30 to 70 V) was applied to the electrodes, allowing the deposition of WO3 nanofibers onto the FTO glass. The as-prepared substrate was further annealed in air at 400°C for an hour. In contrast to the thermal behavior of electrospun nanofibers, the thermal annealing of EPD thin film will increase the mechanical stability. This is due to that ground fiber are much shorter (1 to 5 m) than the as-spun nanofibers. The short wires deposited by EPD forming a close packed thin film with good contacts with the substrate and between each other, but with less internal stress (bending). The thermal annealing will enhance such contacts and improve the overall mechanical strength. The thickness of the film was controlled by the applied voltage and the duration of EPD. The EPD current density was monitored by USB data logger (U12, Labjack).

2.3. Characterization of WO3 nanofibers
The morphologies of the WO3 nanofibers and the nanofibrous thin films were studied using a scanning electron microscope (SEM, JSM 820M, Jeol). The diameters and thicknesses of the nanofibers were measured from the SEM images using the Image J analysis software (National Institutes of Health, USA). The diameters of the nanofibers were measured from the top view SEM images while the thickness was measured from the cross-sectional view SEM images. The crystal structures of the WO3 sample at different calcination temperatures were identified using a powder X-ray diffractometer (XRD, Siemens D500). A Fourier transform infrared spectrometer (FTIR, Perkin Elmer Spectrum One) in attenuated total reflectance (ATR) mode was used to study the decomposition of PVP at elevated calcination temperatures. 

2.4. Photocatalytic water splitting measurements
The PEC water splitting performances were measured using a standard three-electrode system. The cell was comprised of a KCl saturated Ag/AgCl electrode as reference (0.1976 VRHE at 25°C), a Pt foil as the cathode and the nanofibrous electrode as the photoanode. The anodic photoresponses were measured under the illumination of a 300W Xe arc lamp equipped with an AM1.5G filter. The full spectral power density (irradiance) of the light source was adjusted to 100 mW cm-2, calibrated by an optical power meter (Newport 1830-C with 818-UV). An aqueous solution of 0.5 M H2SO4 (pH 0) was used as electrolyte. The photon-to-electron conversion efficiency under UV and visible light irradiation was studied using optical filters (GG395 and UG11, Schott).

3. Results and discussion
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Fig. 1. SEM images of (A) the as-spun composite nanofibers and (B) WO3 nanofibers calcined at 500°C. The inset in B shows a magnified WO3 nanofiber.

The electrospinning of metal oxide nanofibers were carried out with a PVP solution mixed with tungsten precursors, which results in composite nanofibers. Typical morphologies of the electrospun composite nanofibers and WO3 nanofibers after calcinations at 500°C are shown in Fig. 1. The composite nanofibers display a smooth surface with an average diameter of 450±20 nm. The error in the average diameter is obtained from 200 measurements in different areas of the samples. Fig. 1B shows the WO3 nanofibers after calcination at 500°C. Crystal facets can be observed on the surface of nanofiber in the inset of Fig. 1B. This indicates the occurrence of large-scale crystallization within the WO3 nanofibers during calcination. The average diameter of the nanofibers is reduced to 300±20 nm after calcination. The nanofiber diameter shrinkage (>30%) is due to the degradation of PVP and the crystallization of the amorphous tungsten species. The calcined nanofiber sample shows a pale yellow color determined by the WO3 band gap. 
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Fig. 2. ATR-FTIR spectra of composite nanofibers as a function of calcination temperature, which shows the gradual decomposition of PVP and the formation of WO3 phase.

The thermal degradation of PVP was monitored by temperature dependent FTIR, shown in Fig. 2. The spectrum from the as-prepared composite nanofibers displays a broad band peak at 3450 cm-1 that is assigned to stretch mode of the hydroxyl functional group (O–H). By increasing the annealing temperature to 200°C, all the dominant peaks are still observed without significant reduction of peak intensities. Further increase in the annealing temperature to 300°C leads to the reduction of the peak intensity leaving a broad peak at 1100 cm-1. This peak is assigned to the (C–N) stretch of the tertiary amine group of PVP, and is associated with the degradation of PVP polymer chain. Above 400°C, the dominant phonon peak at 650 cm-1 of the WO3 species remains.
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Fig. 3. XRD spectra of nanofibers as a function of calcination temperature. The as-prepared composite nanofibers display broad XRD peaks that are attributed to the ammonium tungstate tetrahydrate species. Above 400°C, monoclinic WO3 was formed.

X-ray diffractometer (XRD) was used to monitor the crystalline phase transitions during the calcination process of the as-prepared WO3 nanofibers, as presented in Fig. 3. The as-prepared composite nanofibers display broad XRD peaks that are attributed to the ammonium tungstate tetrahydrate species formed between ammonium and tungstic acid in the precursor solution. These peaks disappear at above 300ºC, indicating the decomposition of ammonium tungstate species [42]. Above 400ºC, sharp peaks corresponding to the (002), (020), (200), (120), (112), (022), (202), (220) and (122) crystal planes of monoclinic WO3 were observed (JCPDS #75-2072). At 400ºC, the mean crystal size is about 22 nm, which increases to 37 nm at 500ºC. Following a further elevation of the calcination temperature to 800ºC, the XRD peaks became much sharper. This implies that the quality of monoclinic phase of WO3 is improved and the crystallinity of monoclinic WO3 is thermodynamically stable at 800ºC. It is reported [43, 44] that WO3 is ready to the monoclinic phase at 300ºC, which is not observed in our work. We believe this is because our annealing process is relative fast without any dwell time, therefore, there is no sufficient time for the crystallization.   
The calcined WO3 nanofibers were then gently mechanically ground in order to maintain their fibrous morphology. There is no differences in the optical properties of the WO3 fibers before and after grinding. The ground fibers are suspended in water followed by EPD deposition onto FTO substrates to create uniform porous fibrous WO3 thin films. EPD method allows a precise control of the created film morphology and thickness. In a typical EPD process, metal oxide is deposited onto a conductive substrate under the action of an electrical field [32-34]. It is a rapid and cost effective method to create good quality of thin films with reproducible quality [45]. By using a well-dispersed suspension, EPD can result in a highly homogeneous cast. The homogeneity of the EPD films is guaranteed by the dependence of particle velocity on the strength of the working electrical field, which often decreases with increasing film thickness. Therefore, it is possible to achieve a quantitative control on the created film thickness with excellent adhesion on the substrates [38-40]. Using electrospun nanofibers with EPD deposition, it is possible to create a porous thin films on conductive substrates.
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Fig. 4. SEM images of (A) top and (B) cross-sectional views of EPD deposited WO3 thin films with 0.7 wt% WO3 nanofibers aqueous suspension at a bias of 40 V for 300 s.

Fig. 4 shows the typical SEM images of an EPD deposited nanofibrous WO3 thin film on a FTO glass with 40 V bias for 300 s using a 0.7 wt% WO3 ground nanofibers suspension in water. The top view of the thin film in Fig. 4A reveals that within the porous film, short fiber morphology is maintained after grinding and EPD deposition. A certain degree of entanglement of nanofibers can also be observed. The porous structure is important for the electrolyte transportation, the entanglement would help the charge transfer within the oxide layer and enhance the mechanical stability of the thin film. Fig. 4B shows a cross-sectional view of the film. The thickness of the WO3 film measured from the SEM image is about 5.0 µm.

[image: ]
Fig. 5. Growth profiles during the EPD processes. (A) The time dependent film thickness deposited at an electrical field strength of 16 V cm-1 with an initial suspension solution of 2.5 wt%. (B) Film thickness as a function of applied bias measured at 100 s with the suspension concentration of 2.5 wt%. (C) The transient current density curves at bias of 30, 40, 50, 60 and 70 V. (D) Thickness of the EPD films deposited at 40 V and measured at 600 s as a function of suspension concentration.

Controlling of the film thickness is important for optimizing photoconversion efficiency of a photoanode. Although a thicker film will benefit from the absorption of light, it usually suffers from the poor charge mobility within the film. The advantage of using EPD is that it can precisely control the film thickness by managing the deposition parameters. Fig. 5 shows an in-depth study of the effects of the different EPD parameters on the film thickness, including the voltage bias, transient deposition current density and suspension concentrations. The average film thickness were evaluated from 100 measurements through their cross-sectional view SEM images. Fig. 5A shows the relationship between the film thickness and the deposition time when a bias of 40 V was applied between a Cu plate and a FTO glass substrate, separated by 25 mm, in a 2.5 wt% suspended solution of nanofibers. SEM images corresponding to deposition time of 200 s and 400 s are shown in Fig. S1A and 1B. As a function of deposition time, it is clear that the thickness of deposited film increases linearly up to 300 s. After which, the film thickness gradually approaches its maximum of 36 m. This maximum thickness is determined by the voltage bias, the suspension concentration and the electrode surface area. The total weight of the nanofibers deposited on the FTO glass is 31 mg. The surface area of the FTO sample is 200 mm2 while the film thickness is 36.0 μm, so the total volume of the coated film is 7.2 mm3. This gives the apparent density of the porous film of 4.3 g cm-3, which is about 60% of the standard WO3 density. Therefore, we can estimate that pore volume is about 40% of the total film volume.
With a fixed substrate (FTO) surface area, S, and constant specific density of the deposited nanofibers,, the deposited mass of the oxide powder, m(t), can be directly converted to the film thickness, l(t), through the relationship:

                            (1)

where r0 and r∞ are the initial and final solution resistivity. The characteristic time constant, , is defined by the total deposited mass, M, electrophoretic mobility, ue, the electrical field strength, E, the substrate surface area, S, and initial concentration, C0, as [46]:

                                                                      (2)

Equation (1) is derived from the resistivity model,[46] which shows that at t = 0, l(0) = 0, while at t= ∞, the thickness of the film reaches its maximum, , assuming there is no sedimentation. More importantly, for the initial deposition with small variation of the resistivity, r, equation (1) reduces to a linear equation:

                                                                   (3)

Equation (3) suggests that the EPD deposition can achieve higher rate at larger field strength, higher concentration and electrophoretic mobility. This linear relationship is verified in Fig. 5A. In our experiment, the surface area of the sample, S, is 200 mm2. The apparent density of the film, , is about 4.3 g cm‑3 while the electrical field strength, E, is 16 V cm-1 and initial concentration, C0, is 0.025 g cm-3. The initial linear growth gives a measured rate of 0.113 m s-1. This gives the electrophoretic mobility, ue, of 1.21 × 10-4 cm2 V-1 s-1 fitted from equation (3). This value is slightly smaller than that of typical metal oxide nanoparticles [47]. This is possibly due to the large size and elongated shape of the nanofibers. Only with the resistivity model, the whole range of EPD process can be accurately analyzed. By fitting the full spectrum in Fig. 5A directly with the equation (1), the characteristic time constant, , and the resistivity ratio, , were found to be 92.0 s and 0.30. Therefore, towards the end of the EPD process, the resistivity of the solution increases by a factor of 3.
Fig. 5B shows the linear relationship between the applied voltage and the deposited thickness at the deposition duration of 100 s, corresponding to the initial deposition process. The measurement was taken from a 2.5 wt% suspended solution of nanofibers and gives a measured slope of 0.26 m V-1. Fig. S2A and S2B present the cross-sectional view SEM images at applied voltage of 35 V and 50 V. This observation is consistent with the linear equation (3) and gives the derived electrophoretic mobility, ue, of 1.12 × 10-4 cm2 V-1 s-1, which is similar to the value obtained from the time dependent thickness measurement at fixed bias of 40 V in Fig. 5A. 
In principle, the EPD current density is proportional to the film growth rate, which can be used for predicting the film thickness. During the EPD deposition process, the current density decreases as the concentration of the suspension decreases, the resistivity increases and the film thickness increases. Fig. 5C shows the measured current densities, at different biases, as a function of deposition time. The initial rapid decrease in current density is due to the fast depletion of the suspension solution. The decreasing rate of the current density also directly relates to the voltage, as can be seen in Fig. 5C. A higher bias leads to a faster deposition, thus a sharper decrease in current. Majority of the deposition is finished when a minimum current density is achieved. The residual current density could possibly be contributed from the electrolysis of water under voltage bias, which also depends on bias. 
By assuming the negative linear dependence of suspension resistivity on the suspension concentration, we derive the measured current density as a function of time, , as:

                                            (4)

Equation (4) describes the current exponential decay as a function of time as we have confirmed in Fig. 5C. It also guarantees that at t = 0 s, the initial current density, , and when t = , . The current density exponential decay suggests the EPD is a rapid deposition process, driven by the depletion of the suspension solution. Fig. 5C shows that both the initial and final electrophoretic currents are proportional to the voltage, which is in agreement with equation (4). Fig. 5C also demonstrates that at a fixed suspension concentration, the higher EPD field strength results a faster deposition rate with a smaller τ value, which is consistent with equation (2).
The final film thickness should also be affected by the initial suspension concentration. Fig. 5D presents the influences of the suspension concentration on the deposited thickness measured after 600 s deposition at 40 V. Fig. S3A and S3B show the cross-sectional view SEM images from the suspension of 0.8 wt% and 2.0 wt%. As the EPD is a rapid process, we would expect most of the nanomaterials are deposited onto the FTO substrate within 600 s, as indicated from Fig. 5A. The linear relationship suggests the deposition is complete and the thickness is determined from equation (1) under the condition that t≫.


[image: C:\Users\fang\Desktop\图片7.tif]
Fig. 6. (A) The measured photocurrents and (B) calculated photoconversion efficiencies of WO3 films as a function of film thickness.

The EPD method creates a thin film material with specific nano-morphology, enabling precise control of the film thickness. The photocurrents of photocatalytic water splitting using the EPD WO3 nanofibrous photoanodes in relation to film thickness are shown in Fig. 6A, together with the dark current (black curve). All the photocurrents gradually increase as the electrochemical potential increases towards the positive bias. At potential of 1.2 VAg/AgCl, a maximum photocurrent density of 2.3 mA cm-2 was achieved, with a corresponding film thickness of 18 µm. The obtained maximum photocurrent density is similar to other reported nanostructured WO3 photoanodes, for instance, the flake films (2.3 mA cm‑2) [17, 18], the interconnected nanoparticles (1.6~2.4 mA cm‑2) [49-51] and sponge-like nanostructure (2.5 mA cm‑2) [52].
The corresponding photoconversion efficiency under AM 1.5G illumination is shown in Fig. 6B. This was calculated from the ratio between the electrochemical energy density and the photoenergy density, using the following equation [26]: 

                                                         (5)
where  is the applied bias,  is the photocurrent density at the measured bias, and  is the irradiance intensity (100 mW cm-2 with AM 1.5G filter). An optimal photoconversion efficiency of 0.924% was achieved at a film thickness of 18.0 µm. Thus, the actual photoconversion efficiency achieved by WO3 photoelectrodes is lower than the maximum theoretical photoconversion efficiency (4.8 %) [6]. This can be attributed to several factors that need further optimization. The electrical connectivity between WO3 nanofibers should be further improved which allows electron transportation through the film. The crystallinity of the WO3 within the nanofiber can also affect the charge mobility and photoconversion efficiency, although the light absorption is optimized in this work. 

Table 1. The measured UV and visible photoconversion efficiencies for water splitting on EPD deposited WO3 nanofibrous films as a function of film thickness.
	Film thickness (µm) 
	AM1.5G efficiency (%) 
	UV efficiency (%) 
	Visible efficiency (%) 

	10 
	0.116 
	0.070 
	0.046 

	18 
	0.924 
	0.545 
	0.379 

	22 
	0.316 
	0.188 
	0.126 

	36
	0.175 
	0.091 
	0.084 



WO3 has a band gap between 2.5 and 2.8 eV [53], which can be excited under UV and visible light irradiation. The UV-vis measurement and Tauc plot analysis show that our EPD films have band gap of 2.5 eV, corresponding to the onset of light absorption from 496 nm. The photocatalytic response from the UV and visible radiation was measured using appropriate optical filters and the corresponding photoconversion efficiencies are presented in Table 1. While both UV and visible photoconversion efficiency follows the same trend as a function of film thickness, the UV excitation contributes to around 60% of the AM 1.5G photoconversion efficiency of the WO3 thin films. This observation is in good agreement with previously reported results [54].
As the WO3 nanofiber thin film photoanodes are naturally porous, the electrolyte can penetrate through the thickness of the film. In a porous structure, the diffusion and oxidation of water by the minority charge carriers are improved. Therefore, the holes generated in the deeper layers of the films will still be able to undertake local PEC water splitting, which could increase the resulting photocurrent.
The film thickness and its quality can also affect the photoconversion efficiency in several ways. The light absorption is normally linearly proportional to the film thickness, until all the refracted photons are absorbed. On the other hand, increase the film thickness can also affect the charge mobility and charge recombination. The optimum photoconversion efficiency was observed in our experiment at 18 m of the thickness. For films thinner than 18 µm, the increase of the film thickness increases the light absorption. However, when the film is thicker than 18 µm, the WO3 near the substrate are not illuminated, thus there is no electrons in the conduction band. This will restrict the transporting of the photoexcited electron and form a barrier layer. The existence of such barrier layer will confine the photoexcited electrons and holes within the illuminated layers and results in a longer contact time for the electrons and  holes. Thus increases the possibilities of charge recombination, resulting in reduced photoconversion efficiency [55].

4. Conclusions
Here, we demonstrated a combination of electrospinning with EPD to deposit WO3 nanofibers as thin films, with controlled thickness. The influences of the different experimental factors in controlling the thickness of the EPD thin films were quantitatively studied. The acquired understanding provides a precise control of the film quality. Furthermore, the influence of the film thickness on the photocatalytic water splitting efficiency was also investigated, and peak efficiency of 0.924% was recorded with an optimal film thickness of 18 m. 
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