
ASPIRING RESEARCHER (JOURNAL FOR SHAPING THE RESEARCH LANDSCAPE OF STUDENTS) 
VOLUME 1 - 2024 

12 
 

ISBN: 9789348505767 

Chapter- 2 

 

Adsorption and Photocatalytic Degradation Studies of 

Methylene Blue on Sol –Gel Derived CdS -Ti MCM-41 

 

                                  K. Fasna, V.P Fathima Shahana,    

Dr. K.P. Sreenivasan * 

Centre for Sustainable Chemical Research, University of Calicut 

Approved Research Centre, MES Kalladi College,  

Mannarkkad- 678583, Kerala, India 

Corresponding author Tel: 9947753498   

E-mail address  : drsreenivasan@meskc.ac.in 

 

Abstract 

We suggested a simple method for the synthesis of CdS modified Ti MCM-

41 catalyst materials by sol- gel method and studied the calcined 

materials were well characterized by Powder X-ray Diffraction, 

Ultraviolet-Visible diffuse reflectance spectroscopic analysis, ATR FT-IR 

Spectroscopy, N2 Sorption analysis and transmission Electron 

Microscopy. The powder X -ray diffraction data showed the presence of 

hexagonal phase CdS and variation in crystallinity of the material as we 

changed the composition of the materials. Upon increasing the amount 

of CdS concentration, the intensity of the spectra in the visible region also 

increased. From transmission electron microscopy analysis, noticed the 

presence of CdS nanoparticle along with TiO2. The textural properties of 

CdS modified Ti MCM 41 was found to be lower than that of the parent Ti 

MCM41. Up on studying the photocatalytic activity of the material, CdS 

modified Ti MCM 41 showed lower photocatalystic activity under direct 

sunlight irradiation. This might be attributed to lower surface area, 

crystallinity, and visible light sensitivity of the CdS modified Ti MCM 41.  

 

Keywords: Sol- gel method, mesoporous material, TM -41, CdS 
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1. Introduction 

Meso structured silica, like MCM-41, has small pore size 

distributions, high surface areas, and organised frameworks, making it 

the most suitable support [1-3]. However, the visible light supported 

photocatalytic performance of mesoporous silica-TiO2 is very poor. 

Therefore, structural and surface modification of TiO2 is necessary for 

improving visible light absorption capacity and thereby enhancing the 

efficiency of photocatalyst. An efficient photocatalyst consisting of Cd 

chalcogenide nanoparticle dispersed mesoporous silica-titania mixed 

oxide  materials are efficient photocatalyst for discolouration of textile 

effluent [4]. Material scientists are always trying to find out the most 

efficient photocatalysts that is visible light activated, chemically or 

photochemically stable and low cost[5]. Cadmium sulfide has garnered 

significant attention as a promising visible light-driven photocatalyst due 

to its narrow band gap (2.4 eV), high absorption coefficient and suitable 

conduction and valence band positions [6,7]. The sol-gel method was 

employed for the preparation of TM-41-CdS nanocomposite. Here we are 

trying to explore the applications of this kind of material by studying 

photocatalytic degradation of methylene blue. 

 

2. Experimental  

2.1 Chemicals required 

Cetyl trimethyl ammonium bromide (CTAB) (Labochemie), 

Titanium isopropoxide (Aldrich 98 %), Tetra ethyl ortho silicate (TEOS) 

(Aldrich), aqueous ammonia, Isopropyl alcohol, Cadmium acetate and 

sodium sulphide (Nice chemicals), Distilled water. 

 

2.2 Preparation of Ti MCM 41  

About 0.75g of CTAB was added to 15 ml of deionised water under 

vigorous stirring in a 250 ml beaker. After CTAB was completely 

dispersed in water, 17.5 ml of aqueous NH3 was poured into the clear 

solution.  About 23 ml isopropyl alcohol was added to the surfactant 

solution under vigorous stirring. After stirring for 30 minutes, 3 ml TEOS 

was added and stirred continuously for further 30 minutes. Then 2.2 ml 

titanium isopropoxide was added slowly to the solution during stirring. 

The resultant gel was kept for drying at room temperature. Calcination 
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was done at 5500C in a static air environment. The obtained sample was 

labelled as TM 41. 

 

2.3. Preparation of CdS modified Ti MCM 41 

For the preparation of the CdS -modified Ti MCM 41, 0.5g of 

previously prepared TM 41 was added to 10 ml of water. After stirring 

for 30 minutes add 80 mg of cadmium acetate into it. After stirring for 15 

minutes, 0.02 g of sodium sulphide in 10 ml of water was added to in it. 

The resultant mixture was keep drying for 5 days and then washed with 

500 ml water.  The samples obtained were dried in static atmosphere. 

The sample was labeled as TM 41- CdS- 80. The same procedure was 

repeated with 160 mg, 40 mg of cadmium acetate and 20 mg of sodium 

sulphide respectively to obtain TM 41- CdS-160, TM 41-CdS-40 

respectively.  

 

2.4 Characterization 

The XRD measurements were performed at room temperature 

using a Rigaku Ultima IV X-ray diffractometer with Cu Kα radiation. The 

diffractometer was operated at 40 kV, and 44 mA, scanned with a step 

size of 0.02°, and a count time of 1°/min in the range of 2θ angle 10 to 80. 

The FT-IR analysis were carried out using a Bruker ALPHA instrument 

with ATR Pt diamond holder and the spectra were acquired in the range 

4000 cm-1 to 500 cm-1 with a resolution of 4cm-1 The TEM images were 

recorded on a HRTEM Jeol/JEM 2100 instrument operating at 200 kV. 

Prior to TEM analysis, the sample was dispersed in ethanol and the 

suspension was sonicated for 1h. For each material, one drop of 

suspension was placed on a copper grid coated with carbon film, and 

allowed to dry overnight. The textural properties, such as surface area 

and pore size distribution of TM 41 and as TM 41-CdS 160 materials were 

analyzed by using N2 physisorption measurements. After the samples are 

dried overnight at 70 °C and degas at 200 °C for at least 1 h, N2 isotherms 

are obtained at -196 °C using a BELSORP-max surface area and pore size 

analyzer. The surface areas of the synthesized materials were calculated 

by using the Brunauer-Emmett-Teller (BET) equation within a relative 

pressure range (P/P0) of 0.05–0.30. The pore volume was determined 

from the amount of N2 adsorbed at the highest relative pressure of P/P0 
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≈ 0.99. The pore diameter and pore size distribution plots are defined by 

applying the Barrett-Joyner-Halenda (BJH) model to the desorption 

isotherm. The UV-Vis diffuse spectra were recorded by a JascoV-550 UV-

Visible spectrophotometer with Jasco model ISV 469 reflection 

accessory. 

 

3. Results and discussion 

3.1 Powder XRD Analysis 

The powder XRD patterns of the materials TM 41, TM 41- CdS- 40, 

TM 41- CdS- 80, and TM 41- CdS- 160, were shown in Fig.1. All the 

mesoporous materials showed a fairly broad peak between 2θ values of 

20 and 30. This is typical of amorphous silica support. The broad peaks 

due to TiO2 and CdS indicated that both of these species were highly 

dispersed on the mesoporous silica support. This suggested that the TiO2 

and the CdS were amorphous in nature. Upon modification of TM 41 with 

CdS nanoparticle  a new peak at 17 appeared. Peaks due to d100, d002, d101, 

d110, d103, and d112, at 25.6, 26.4, 30.1, 43.7, 48.2 (overlapping with TiO2), 

and 52.0, indicated that the hexagonal phase of CdS [8]. 

 

 
Fig .1 XRD patterns of TM41, TM 41-CdS-40, TM41-CdS- 80, Tm 41-

CdS-160   respectively 
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3.2 UV-Visible DRS Analysis 

UV-Visible diffuse reflectance spectroscopic analysis was carried 

out to knowing the optical properties of the materials. The UV-Vis 

spectra of TM41, TM41-CdS-80, TM41-CdS-160, and TM41-CdS-40 were 

shown in Fig .2. All the CdS modified samples showed a broad bands 

between 400 and 500 nm corresponding to band gap absorption of CdS 

[9, 10]. Intensity of the band increased with concentration of CdS 

precursor. Two types of absorption onsets, one in the UV and another in 

the visible region were seen. These distinct absorption bands were due 

to the presence of CdS and TiO2 species, respectively.  

 
Fig .2 UV-Vis spectra of TM41, TM 41-CdS-40, TM41-CdS- 80, Tm 41-

CdS-160 respectively 

 

3.3 ATR-FT-IR Spectroscopy 

In order to acquire information about the different functional 

groups, the materials were further characterized by using FT-IR analysis. 

The spectrum was shown in Fig.3. All the samples showed typical IR 

spectra of TM 41 as reported earlier. It was reported that the 

characteristic broad peak for Si-O-Si observed in between 900-1200 cm-

1, while the peak observed at 870 cm-1 was due to Si-O-Si symmetric 

stretching. The broad peak observed at 1600 cm-1 was due to OH bending 

vibrations and is attributed to chemisorbed water molecules [11]. 
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Fig.3. ATR FT-IR  spectra of TM 41, TM 41-CdS-40, TM41-CdS- 80, 

Tm 41-CdS-160   respectively 

 

3.4 TEM Analysis 

TEM images of TM 41 and representative material TM 41 -CdS-

160 were shown in Fig. 4. From the TEM images of TM 41 and 

representative material, TM 41-CdS-160, the TiO2 particles were 

randomly distributed with a particle size of 10-15 nm. The TEM image of 

TM 41 CdS-160 showed lattice fringes due to CdS nanoparticle [10]. 

 

 
Fig. 4. TEM images of TM41 (A, C) and TM 41-CdS-160 (B, D) 
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3.5 Nitrogen physisorption studies 

The N2 isotherms and pore size distribution curve of TM41-CdS-

160, TM 41 prepared in these studies were shown in Fig. 3.5. The N2 

isotherms of TM41 and TM41-CdS-160 indicated that, the materials 

exhibited type IV isotherms typical of mesoporous materials. The 

hysteresis loops featured in the isotherms were reflection of porosity of 

these materials. The initial part of type IV isotherm was due to monolayer 

adsorption at low relative pressures. As the relative pressure increases, 

multilayer adsorption occurs followed by capillary condensation. The 

material TM41-CdS-160 and TM41 suggested a set of pores with a BJH 

pore diameters of 8.2 nm and 3.65 nm respectively. The textural property 

details of these materials were also shown in Table 1. 

 

 Table 1. Textural properties of TM41 and TM41-CdS-160 

Materials Specific surface  

area m2/g 

Pore 

diameter(nm) 

Pore 

volume 

 TM41-CdS-160 22.55 8.2 0.04 

Ti MCM41 (TM 41) 385 3.65 0.35 

 

  
Fig.5. N2 isotherms and pore size distribution curve of TM 41 and 

TM41-CdS-160 

The TM-41 having the surface area 385 cm-1 showing type IV 

behaviour with H3 type hysteresis loop have an average pore diameter 

of 3.65 nm and pore volume 0.35cm3g-1 which was shown in Fig. 5 and in 
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Table 1. This study indicated that upon modification with the CdS 

nanoparticle the surface area of the TM -41 has been reduced and is more 

prominent. 

 

3.6 Adsorption studies of dye molecule. 

Absorbance corresponding to methylene blue and methylene blue 

unabsorbed on catalyst materials at same interval of time were shown in 

Fig.6. The plot corresponding to the absorbance of methylene blue using 

TM 41 was lower compared to TM41-CdS-40, TM41-CdS 80, TM41-CdS-

160) materials. Which, indicated that maximum amount of dye species 

were adsorbed on TM 41surface. Upon modification with CdS 

nanoparticle absorbance of methylene blue was slightly higher 

compared to TM 41 sample [13]. 

 
Fig. 6. Adsorption properties of methylene blue over TM41, TM41-

CdS-40, TM41-CdS 80, TM41-CdS-160 respectively 

 

3.7 Phocatalytic degradation studies 

UV/ Visible Absorbtion spectra corresponding to methylene blue 

degraded on catalyst materials at same interval of time were shown in 

Fig. 6.  The absorbance of methylene blue   corresponding to the λ max was 

lowered in presence of TM 41 compared to TM41-CdS-40, TM41-CdS 80, 

TM41-CdS-160 materials which indicated that maximum amount of dye 

species were degraded by TM41 material by photocatalytic reaction.  
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Upon treatment with CdS modified materials TM41-CdS-40, TM41-CdS 

80, TM41-CdS-160 the absorbance of methylene blue was slightly higher 

compared to TM41, which also indicated the controlled modification 

cause degradation of dye molecule on catalyst surface [14]. 

 
Fig.7. Phocatalytic degradation of methylene blue over TM41, 

TM41-CdS-40, TM41-CdS 80, TM41-CdS-160 respectively 

 

4. Conclusion 

The TM 41 nanomaterial with CdS modification was successfully 

done by sol-gel process. X ray diffraction analysis indicated that the 

synthesised material consists of anatase phase TiO2. The UV-Vis DRS 

spectra of the synthesized material indicated band width intensity 

increased with increasing concentration of the CdS. From the TEM 

images, we observed that the TiO2 particles are randomly distributed 

with a particle size of 10-15 nm. From photocatalytic studies it was 

proved that upon modification with CdS nanoparticle absorbance of 

methylene blue was   slightly higher compared to TM 41.Through the 

surface area studies we could identify that the textural properties of the 

material  was lowered upon modification with CdS. This work provided 

an insight to explore various method and their effects on the physico-

chemical properties of mesoporous materials. 
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