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Three dimensional (3D) novel tungsten trioxide (WO3) octahedra have been prepared by a simple surfactants/catalysts-free hydrothermal 

method. The phase and morphological structure of the as-synthesized material was analysed by X-ray diffraction (XRD), field emission 

scanning electron microscopy (FESEM), energy-dispersive X-ray (EDX) spectroscopy and X-ray photoelectron spectroscopy (XPS). 10 

FESEM results showed that the as-prepared WO3 octahedron structure was in the range of 1-5 µm. Further, the optical properties like 

UV-VIS absorption spectrum, photoluminescence (PL) spectrum and Fourier transform infrared (FTIR) spectra of the product were also 

studied. The {120} side facet of  the exposed surface of resulting product with large surface area (15.26 m2/g), effective crystallinity and 

increased number of surface active sites exhibited excellent photocatalytic efficiency with higher rate constant (0.03254 min-1) for the 

degradation of methylene blue (MB) under visible light irradiation. The photocatalytic performance of as-synthesized WO3 octahedra 15 

was about 5.33 times greater than that of the bulk sample. The apparent excellent photocatalytic efficiency of the prepared sample can be 

attributed to large surface area and highly reactive {120} facet of exposed surface of WO3 octahedra. 

Introduction 

In view of increasing demand for clean environment and cheap 

solar energy, semiconductor photocatalysts have received 20 

considerable interest over the last few decades. Among the 

various green chemical techniques, photocatalysis is one of the 

most promising techniques for the degradation of organic 

contaminants from wastewater and for renewable energy 

production as well [1-3]. Therefore, much attention has been paid 25 

on the semiconductor photocatalysis and significant efforts have 

been focussed to design new materials with band edge alignments 

suitable for photocatalytic reactions [4-9].  

In the family of transitional metal oxides, tungsten trioxide 

(WO3) with distinguished physical and chemical properties and 30 

broad applications, has received great attention because of its 

potential applications like visible-light-driven photocatalysts [10], 

water splitting [11], photochromic devices [12], and sensors [13]. 

As the physical and chemical properties of materials generally 

depend on the adopted synthesis route and their morphology, 35 

therefore it has been widely noticed that nano/micro morphology-

based structured semiconductors, in comparison to bulk 

materials, exhibit more potential advantages in photocatalytic or 

photoelectrochemical cells applications because of their large 

surface area and size dependent properties including enhanced 40 

charge separation and migration, surface reactions and increased 

photon absorption [14, 15]. In past few decades, numerous kind 

morphologies of WO3 including zero-dimensional (0D) WO3 

nanoparticles fabricated by condensation technique [16], one 

dimensional (1D) nano rods and nanowaires [17-19], two-45 

dimensional (2D) nano films [20, 21], nano plates [22], nano 

flakes [23], nanotubes [24, 25], three dimensional hierarchical 

hollow shells [26] have been reported. Particularly, 2D and 3D 

nano/micro structures have received great interest in the field of 

material science due to their distinguished physicochemical 50 

properties. However, it is still a great challenge to synthesize and 

control 3D nanostructures of WO3 as it requires a long reaction 

time and sometimes a complex procedure. Sonia et al. [27] 

synthesized twin octahedral structures of WO3.0.5H2O by using 

sulfate salts based structure directing agents (SDAs) at a PH 55 

value of 5.25 and studied their Raman spectra. Zhao et al. [28] 

synthesized octahedral tungsten trioxide (with surface area 8.2 

m2/g) from commercially available WO3 particles assisted by 

urea and found the photocatalytic activity 3.7 times than that of 

commercial WO3. Very recently, the octahedral microcrystals of 60 

WO3.0.5H2O have been reported and it was noted that the 

obtained microcrystals exhibited very good photocatalytic 

performance [29]. These days WO3 has been paid much attention 

for its application as a photocatalyst because of relatively low 

band-gap energy (below 3.0 eV). Moreover, its strong absorption 65 

in the visible region at the wavelengths around 480 nm [30] 

makes it a good candidate for photocatalytic activities under solar 

light irradiation. This is the reason that WO3 has been considered 

as a promising photocatalyst material which can be activated for 

the degradation of organic dyes or for hydrogen production under 70 

visible-light irradiation, like other alternative oxides such as 

BiVO4 [31, 32], CaIn2O4 [33] and BiOBr [34] that exhibit better 

photocatalytic performance than that of traditional TiO2. It has 

been observed that the photocatalytic reactivity of a 

semiconductor can be significantly affected by its electronic and 75 

surface atomic structures that are mainly dependent on the crystal 
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facet with different orientations [35]. Xie et al. [36] fabricated a 

quasi-cubic-like monoclinic WO3 crystal with a nearly equal 

percentage of {002}, {200} and {020} facets and found the 

excellent O2 evolution rate in the photocatalytic water oxidation. 

Moreover, they observed on the basis of surface energy {002} 5 

(1.56 J m-2) > {020} (1.54 J m-2) > {200} (1.43 J m-2) that {200} 

is the most stable and {002} is the most unstable. However, the 

photocatalytic reaction mechanisms and the active sites at the 

catalyst surface of WO3 are still not very clear and yet there is a 

challenge for researchers. 10 

In the present work, we have successfully synthesized novel 3D 

pure WO3 octahedra with large surface area for the first time via 

Na2WO4.2H2O and NaCl assisted by a very simple template-free 

hydrothermal method at a temperature of 180 °C without using 

any surfactants or catalysts. The as-sythesized WO3 octahedra 15 

were utilized as photocatalyst for the degradation of organic dye 

methyl blue (MB) under visible light irradiation. The highly 

reactive {120} facet of the exposed surface of WO3 octahedra 

presented the superior photocatalytic performance. Further, the 

obtained results were compared with bulk material and they 20 

showed distinguished photocatalytic performance and photo 

stability without any significant loss of efficiency upon recycling.  

In addition, we have also investigated the relationship between 

exposed surface of morphology and photoactivity properties. 

Experimental Section 25 

Fabrication of WO3 octahedra 

WO3 octhedra were synthesized by hydrothermal growth method 

as follows:  

Typically 1.0312 of Na2WO4.2H2O and 0.3712 g of NaCl were 

initially dissolved in 26 mL deionized water and magnetically 30 

stirred for 30 minutes, during the stirring add 4 mL of 2 M HCl 

dropwise, the greenish yellow colour solution was transferred 

into a 40 mL Teflon-lined stainless steel autoclave and kept it in 

the electric oven at 180 ˚C for 24 hours. As a result, a light gray 

colour powder was obtained which was then washed several 35 

times with distilled water and absolute ethanol respectively. The 

as-prepared material was dried at 80 ˚C for 18 hours and then 

calcined at 450 ˚C for 2 hours. The resulting product was saved 

for characterization and properties. In addition, the bulk material 

was also prepared for the comparison of results. 40 

The as-synthesized WO3 phase characterization was done by X-
ray diffraction (XRD; Philips X’Pert Pro MPD), using a Cu Kα 
radiation source (λ = 0.15418 nm) with 2θ from 10˚ to 80˚. The 
morphology and composition of the as-prepared sample were 
analyzed by field emission scanning electron microscopy 45 

(FESEM), energy dispersive X-ray (EDX) analysis (Hitachi S-
3500) and X-ray photoelectron spectroscopy (XPS). The 
Brunauer–Emmett–Teller (BET) specific surface area of the 
material was measured in a Micromeritics HYA2010-C2 (Beijing 
ZhongKe Hui Yu Technology Co., Ltd.) nitrogen adsorption 50 

instrument. The UV-VIS-NIR (Hitachi-4100) spectrophotometer 
was used to measure the optical absorption spectra and energy 
bandgap. PL spectrum was measured with a fluorescence 
spectrometer (Hitachi FL-4500) and Fourier transform infrared 
(FTIR) spectrum of sample was recorded using a Nicolet Avatar-55 

370 spectrometer at room temperature. 
 

Photocatalystic activity measurement 

The photocatalytic test of the WO3 octahedra sample was 

performed by degrading MB under visible light irradiation. For 60 

this purpose, an aqueous solution of MB (200 mL, 20 mg L−1) 

was prepared and used different concentrations of the 

photocatalyst (20 mg, 30 mg and 100 mg) for the 

photodegradation of MB. The solution was placed in the dark at 

constant stirring for 30 min to attain the adsorption–desorption 65 

equilibrium between the photocatalysts and MB dye. It was then 

exposed to a 500 W tungsten halogen lamp (TrusTech, CHF-XM-

500W) and at certain time intervals, 5 ml of the solution were 

taken and centrifuged before measuring the absorption. The UV–

vis absorption spectra of the filtered solution were measured by 70 

using UV-VIS- NIR (Hitachi U-4100) spectrophotometer with 

initial wavelength at 603 nm.  

Results and Discussion 

Morphological characterization 

The phase composition and crystal structure of the as-synthesized 75 

product were analyzed by powder X-ray diffraction. Fig. 1 (a) 

shows the XRD pattern of the WO3 octahedron structure. All the 

diffraction peaks shown in Fig. 1 (a) were well matched with 

standard peaks of WO3 (JCPDS Card No. 33-1387 with the lattice 

constants of a=b=7.298 Å, c=3.899 Å and α=β=90°, γ=120°) 80 

corresponding to (001), (200) and (201) planes etc., diffraction at 

2θ=22.798˚, 2θ=28.355˚ and 2θ=36.521˚ respectively. The lattice 

parameters of the as-synthesized structure were calculated by the 

equation 
�
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=

�

�
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�
�
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�

��
]+


�

��
 using the crystal planes of (001) 

and (200), where d is interplanar spacing, h, k, l are Miller indices 85 

and a, c are the lattice constants respectively. The obtained 

calculated values a=b=7.3091 Å and c=3.911 Å were found to be 

in good agreement with the standard values. No others peaks of 

impurities or byproducts were observed, which indicates that the 

as-prepared sample is highly pure. The sharp, strong and narrow 90 

peaks show the good crystallinity of the sample. The strongest 

peak was observed at 2θ=28.355˚ corresponding to (200) planes. 

It can be seen from the XRD patterns that the crystallinity is 

much good and {200} is the dominant crystal facet, which shows 

that the crystals have been strongly grown along [200] direction 95 

and can be attributed to the intrinsic nature of a single crystalline 

WO3 octahedra with dominant facet {200}. The chemical 

composition of the WO3 octahedra was determined by employing 

EDX analysis. Fig. 1 (b) shows the EDX pattern of the fabricated 

sample which further confirms the composition of the elements 100 

existed in the sample. It can be seen clearly from Fig. 1 (b) that 

the as-prepared product contains only W and O elements, the Na 

peak in EDX may be due to the precursor (sodium tungstate) used 

in the synthesis process. The EDX analysis showed that that O 

and W exist in the product with a molar ratio of about 1:3 (W/O) 105 

which is cleared from Fig. 1 (b) and is in good agreement with 

XRD results.  
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Figure 1 (a) X-ray diffraction pattern (XRD) of as-prepared WO3 

octahedra, and (b) EDX spectrum of the sample 

 

The morphology, shape and size of the as-synthesized WO3 5 

sample were analyzed by using SEM as can be seen from Fig. 2. 

The Fig. 2 (a-d) shows the SEM images of WO3 octahedra at 

different magnifications. The SEM images shown in Fig. 2 (a-d) 

depict that WO3 microstructures are distributed at different 

orientations. It can be noticed that the as-prepared 10 

microstructures consist of eight faces like octahedron structure. 

Some of them are small and some are bigger in size, however, 

each crystal grain is a complete octahedron composed of eight 

equivalent triangular side facets as cleared from the high 

magnified FESEM image in Fig 3 b.  15 

 
Figure 2 (a-d) SEM images of as-synthesized WO3 octahedra at 

different magnifications 

 
Fig. 3 (a, b) shows the FESEM images whereas Fig. (c, d) shows 20 

the TEM images of the of the product at different magnifications.  

Fig. 3 (a, b) shows a clear three dimensional (3D) view of the as-

prepared samples. It can be noted that each octahedron type 

structure contains eight faces of which four are clear in Fig. 3 (b). 

In addition, it can also be noticed that the edge size of each 25 

octahedron microcrystal lies in the range of about 1 µm (Fig. 3 

(b). The size and shape of the as-synthesized octahedra can be 

cleared further from the TEM images as shown in Fig. 3 (c and d).  

 

Figure 3 (a, b) FESEM images of WO3 octahedra at different 30 

magnifications, and (c, d) TEM images of WO3 octahedra at 

different magnifications 

 
On the basis of SEM and TEM observations, it can be proposed 

that the surface of as prepared WO3 octahedral crystal was 35 

composed of eight equal facets of which four {120}, {1-20}, 

{021}, and {02-1} facets are visible in diagram and the left four 

facets are respectively {-120}, {-1-20}, {0-21} and {0-2-1}. The 

{120} is the active exposed facet which mostly took part in the 

photocatalytic reaction. Moreover, it can be noted that from the 40 

centre of each octahedron, the six corners are situated along the 

[101], [-101], [10-1], [-10-1], [0-10], and [010] directions, 

respectively. A schematic explanation of the crystal orientation 

and facets of WO3 octahedron is shown in Fig. 4. 

 45 

Figure 4 Schematic illustration of WO3 octahedron with specific 

facets 
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XPS analysis 

The elemental compositions and surface chemical states of the 

WO3 octahedron microcrystals were examined by X-ray 

photoelectron spectroscopy (XPS). Fig. 5 presents the XPS 

spectra of the synthesized sample. A low-resolution full range 5 

XPS spectrum of the sample is shown in Fig. 5 (a). It provides the 

information about the chemical compositions and states of the 

synthesized WO3 octahedra. The XPS analysis shows reveals that 

the prepared sample is composed of only tungsten and oxygen 

elements and no other impurity or byproduct was observed. The 10 

binding energy peaks corresponding to oxygen and tungsten can 

be clearly observed and there are no impurities other than carbon.  

The C1s peak appeared at 284 eV in the XPS results (Fig. 5 b) is 

due to the carbon paste which was used to stick the material on 

mount. The O1s peak (Fig. 5 c) positioned at 529.5 eV is 15 

associated with the oxide network with O-2 states in WO3. Fig. 5 

(d) reveals a complex energy distribution of W4f photoelectrons 

for tungsten. The W4f spectrum can be deconvoluted into a spin-

orbit doublet corresponding to typical binding energies 34.7 eV 

and 36.8 eV resulted from the emission of W4f7/2 and W4f5/2 20 

core-levels and may be attributed to tungsten atoms in W+5 

oxidation state and are in good agreement with the reported 

results [37-39]. 

 
Figure 5 XPS surface spectra of as-synthesized product: (a) a full 25 

survey scan, (b) C 1s peak, (c) O 1s peak, and (d) W 4f peaks 

 

FTIR and BET surface area 

Further, the FTIR spectrum of product was examined in order to 

study the typical vibrations/modes of the synthesized product. 30 

Fig. 6 shows the FTIR spectrum of the WO3 octahedra at room 

temperature. The absorption bands below 1000 cm-1 (like 749, 

750, 813, 875 and 965 cm-1) can be attributed to the different O‒

W‒O stretching modes of pure WO3 [40-44] and the peak at 1422 

cm-1 is assumed as unusual value for OH stretching or OH 35 

bending modes, showing that OH groups have strong bonds either 

with water molecules or surface oxygen atoms [45]. The peaks at 

1625 cm-1 [40, 46] and 1630 cm-1 [46, 47] are assigned to water 

bonded by oxygen atoms. Moreover, the peaks in the range 3200 

3550 cm-1 can be ascribed to O‒H stretching vibrations for WO3 40 

[40, 46]. 

 
Figure 6 FTIR spectrum of the as-prepared WO3 octahedra 

 

For a good candidate of photocatalyst, the specific surface are of 45 

the material is an important aspect. It has been observed that 

surface area of the material plays an effective role in the 

photocatalytic process [48, 49] because the high surface area 

facilitates more active sites for photocatalytic reaction. The BET 

specific surface area of WO3 octahedra was measured by nitrogen 50 

adsorption–desorption isotherm curves. Fig. 7 represents the 

nitrogen adsorption–desorption isotherms of the as-synthesized 

WO3 octahedra and bulk. The BET specific surface areas for 

WO3 octahedra and bulk were investigated as 15.26 m2/g and 

6.74 m2/g, respectively. The large specific surface are of WO3 55 

octahedra thus resulted in superior photocatalytic activity and 

made it a promising catalyst for the decontamination of 

pollutants. 

 
Figure 7 Nitrogen adsorption–desorption isotherms for WO3 60 

octahedra and bulk 

 

 

 

Page 5 of 8 RSC Advances

R
S

C
A

dv
an

ce
s

A
cc

ep
te

d
M

an
us

cr
ip

t



 

This journal is © The Royal Society of Chemistry [year] Journal Name, [year], [vol], 00–00  |5 

Optical properties 

The optical absorption of the final product was measured by UV–

VIS–NIR spectrophotometer and by making the base-line with 

ethanol; the obtained data was plotted in the wavelength range 

250-800 nm as shown in Fig. 8 (a). Using this absorption curve, 5 

the optical band gap of the octahedra was calculated as shown in 

the inset of Fig. 8 (i.e. Fig. 8 b). The optical absorption 

coefficient near the band edge obeys the following well known 

equation (αhν)2=A(hν−Eg) for direct-bandgap, where α, h, ν, Eg, 

and A are the absorption coefficient, Planck’s constant, frequency 10 

of light, band gap  and a constant, respectively [50]. The bandgap 

was calculated as 2.84 eV (Fig. 8b) from the plot of (αhν)2 versus 

hν. The obtained band gap is thought much favorable for the 

photodegradation of organic pollutants under the visible light 

irradiation. Also the PL spectrum of the product was measured at 15 

an excitation wavelength of 280 nm as shown in Fig. 8 (c). It 

exhibits a strong violet emission peak centred at 437 nm (2.84 

eV) corresponding to band-to-band transition by recombination 

of electrons from conduction band to the holes in valence band.  

 20 

 
Figure 8 (a) The absorption curve of WO3 octahedra, (b) The 

inset shows the optical bandgap graph of the as-synthesized 

octahedral, and (c) Room temperature PL spectrum of WO3 

octahedra 25 

 

Photocatalytic property of WO3 octahedra 

It is well know that two steps are involved in the 

photodegradation of organic dyes, the adsorption of dye 

molecules, and secondly their degradation. The photocatalytic 30 

performance of the resulting product was tested by decomposing 

the MB dye under visible light source. The absorption spectra of 

the aqueous solution of MB in the presence of different 

concentrations (20 mg, 30 mg and 100 mg) of the as-synthesized 

WO3 octahedra and percentage degradation along with 35 

corresponding rate constants under visible light irradiation at 

room temperature can be found in Fig. S1 (ESI†). The highest 

photocatalytic efficiency was achieved by sample 4 (i.e., 100 mg) 

of WO3 octahedra with a high rate constant 0.03254 min-1 and it 

degraded about 95 % of the dye in 60 minutes. Fig. 9 (a) shows 40 

the plot of ln (C0/C) versus irradiation time, where C is the 

concentration of MB at any time t and C0 is its initial 

concentration when adsorption-desorption  equilibrium was 

attained while the Fig. 9 (b) shows pseudo-first order rate 

constants of all the samples respectively. The photodegradation 45 

of MB in the presence of sample material followed the pseudo-

first order linear equation with reaction rate constant k. By the 

comparison of results from Fig. 9 (b), it could be found that the 

photocatalytic performance of the as-synthesized WO3 octahedra 

(100 mg) was 5.33 times higher than that of the bulk which is the 50 

evidence of high photocatalytic efficiency of the product. 

 
Figure 9 (a) The plot of ln (C0/C) for all samples, and (b) The 

first-order rate constants for all samples 

 55 

The determination coefficient (R2) for all the samples of Fig. 9 

(a), which explains the variability of response at a confidence 

level, was calculated according to the literature [51] and is given 

against each line. It was noted that the adjusted R2 value was very 

close to 1, so the predicted values are in good agreement with the 60 

experimental data. The R2 of the graph of ln (C0/C) versus t for 

all samples were found to be greater than 0.95, therefore the 

experimental data fit the pseudo-first-order model in good 

manners. In Fig. 9 (b), the error bars are mentioned. The error 

bars indicates the standard deviations of triplicate experiments  65 

 

It is well known fact that compared to bulk material, the specific 

morphology based materials show best properties. Moreover, the 

size and morphology of photocatalysts exert significant 

influences on their photocatalytic properties. Generally, for 70 

higher photocatalytic activity two things are more important; (i) 

high crystallinity (i.e., less number of defects) which helps to 

reduce the photogenerated electron-hole pairs that take part in 

photocatalytic reaction, and (ii) large surface area that increases 

the number of active sites on the surface of photocatalyst [52, 75 
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53]. But, during the synthesis of metal oxides, it is often found 

difficult to satisfy these two requirements at the same time 

because to make a highly crystalline catalytic material high 

calcination temperatures are required which often reduce the 

specific surface area of the fabricated material. However, to attain 5 

these two conditions together is not impossible at all. Agarwala et 

al. [54, 55] group synthesized the mesoporous TiO2 films and 

successfully obtained the highly crystallinity as well as the high 

surface area together in the presence of calcination temperatures. 

Therefore, to obtain an appropriate surface area and effective 10 

crstallinity, we have calcined the synthesized product at 450 ˚C 

for 2 hours. Thus, the fabricated octahedron structure of WO3 

maintained a large active surface area (15.26 m2/g) which was 

favourable for photocatalytic degradation of MB, and provided 

more reaction sites and increased the efficiency of 15 

photogenerated charge carrier separation that resulted in the 

enhancement of charge-transfer rates in the photocatalyst. The 

photodegradation process of the semiconductors basically 

depends on the separation of photogenerated electron-hole pairs 

[31] and the transfer of separated electrons to the organic 20 

pollutant molecules. When a light of energy equal to or greater 

than the bandgap of WO3 octahedra fell on their surface, the 

electron-hole pairs were generated, the electrons reacted with the 

neighboring O2 to produce superoxide radicals (·O2
−) and at the 

same time holes reacted with water molecules on the 25 

photocatalyst surface to give rise highly reactive hydroxyl 

radicals (·OH). The formed ·O2
− and ·OH radicals finally 

degraded the organic dye. Herein, we have tried to study the 

influence of our WO3 octahedra on the photocatalytic properties. 

For this purpose, we have degraded the methylene blue under the 30 

visible light irradiation. The absorption peak corresponding to 

MB was gradually decreased and almost disappeared after about 

60 min, showing the excellent photocatalytic activity of exposed 

{120} reactive facet of the WO3 octahedra as shown in Fig. S1 

(d) (ESI†).. For comparison, the photodegradation of MB over 35 

bulk WO3 sample was measured and also studied the effect of 

photolysis on MB decolorization under visible light at the same 

time. It was clearly observed that under the same experimental 

conditions, the exposed facet {120} octahedra of WO3 exhibited 

the excellent photocatalytic properties as compared to bulk WO3 40 

sample that might be attributed to the high surface area, high 

crytallinity and as well as the increased number of surface active 

sites for octahedron microstructures. In addition, the exposed 

surface of the octahedron WO3 microstructures might be more 

significant for their enhanced photocatalytic activities due to the 45 

increase in light transmission under visible light irradiation.  

Conclusion 

In summary, three dimensional tungsten trioxide (WO3) novel 

octahedra were successfully synthesized by surfactants/catalysts-

free hydrothermal method.  FESEM results showed that the 50 

average size of octahedra was in the range of 1-5 µm. The optical 

bandgap with a value of 2.84 eV and room temperature PL 

spectrum were measured. The blue PL emission at 437 nm is 

attributed to band-to-band transition. The exposed facet {120} of 

WO3 octahedra with large surface area (15.26 m2/g), effective 55 

crystallinity and increased number of surface active sites 

exhibited superior photocatalytic performance for the degradation 

of MB under visible light irradiation. The photocatalytic activity 

of WO3 octahedra was found 5.33 times greater in comparison to 

bulk material which can be ascribed to increased number of 60 

active sites due to high surface area.  
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