
 

Abstract—The paper presents the studies regarding the 

impregnation of Florisil with Cyphos IL-101 using a new 

method of impregnation instead of the classic methods: the 

ultrasonication. In order to determine the efficiency of the 

ultrasonication methods of impregnation, the work conditions 

were varied, and the obtained supported ionic liquids were 

characterized through scanning electron microscopy (SEM), 

energy dispersive XRay analysis (EDX) and FTIR- Fourier 

transform infrared spectroscopy. From the experimental data 

was observed that only the amplitude of ultrasonication had a 

significant influence onto the impregnation process efficiency. 

The impregnated material obtained in the optimum conditions 

showed good adsorption performance in the removal process of 

Cs+ developing a maximum adsorption capacity of 2.95 mg/g.  

 

Index Terms—Ultrasonication, impregnation, ionic liquid, 

Cs+ adsorption. 

 

I. INTRODUCTION 

The impregnation of a solid support, with various 

functionalized groups in order to enhance its adsorbent 

properties and selectivity, is a new trend in the removal 

process of various metals ions from aqueous solutions. In this 

way were developed four methods for the impregnation of the 

desired extractant into a solid support: the dry method, wet 

method, modifier addition method and dynamic column 

method [1]–[6]. Instead of the traditional methods mentioned 

in the specialty literature for the impregnation of a solid 

support, we studied in this paper, the impregnation through 

ultrasonication. 

Due to their superior characteristic compared to organic 

extractants, the use of ionic liquids reached a higher attention, 

in special in the removal process of radionuclides from 

aqueous solutions [7]–[11]. The immobilization of the ionic 

liquids in a suitable solid support prevents the drawbacks of 

the liquid-liquid extraction like: the loss of the ionic liquid in 

water and a possible ion-exchange occurrence between the 

metal ion and the ionic-liquids cation [12]–[15]. Therefore 

the studies regarding the ultrasonication method of 

impregnation were realized for the system Cyphos IL-101 

onto Florisil. We focused on this ionic liquid due to its 

commercial availability and low price, and also because in our 
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previous studies and literature survey, Cyphos IL-101 showed 

to be a favourable extractant for Cs
+
 removal from aqueous 

solutions [12], [16]–[19]. As a solid support was used Florisil, 

because the inorganic solid supports have several superior 

qualities compared with the organic solid supports such as: 

higher thermal and chemical stabilities, well-ordered periodic 

pore structure, and controllable pore diameter, and 

particularly in liquid radioactive waste treatment: radiation 

stability and great selectivity for certain radiological 

important species [5], [9], [11], [20]–[23]. Supported ionic 

liquid (SILs) have the advantages of small amount of ILs used, 

high interface area, short diffusion distance and accelerated 

transport rate [13], [24]. In order to determine the efficiency 

of the ultrasonication methods of impregnation, the work 

conditions were varied, and the obtained supported ionic 

liquids were characterized through scanning electron 

microscopy (SEM), energy dispersive XRay analysis (EDX) 

and FTIR- Fourier transform infrared spectroscopy. The 

obtained material, in the optimum conditions of impregnation, 

was applied in the removal process of Cs
+
 from aqueous 

solutions and the maximum adsorption capacity was 

determined. 

 

II. EXPERIMENTAL 

For the impregnation of the studied solid support through 

the ultrasonication method in the first step the studied ionic 

liquid (Cyphos IL-101) was dissolved in acetone (0,1 g of IL 

in 5 mL of acetone). It was used a ratio of IL:solid support of 

0.1:1, this being the main advantages of the use of solid 

supports ionic liquid: the use of a small amount of IL. The 

ultrasound impregnation was realized using a Sonorex Super 

10 P ultrasonic bath, using the indirect ultrasonication method.  

It was varied the time of ultrasonication (10, 20, 30, 40, 50 

and 60 minutes) and the amplitude (10, 30, 50, 70 and 100%).  

In order to evaluate if the studied solid support was 

impregnated with the Cyphos IL-101, the obtained SILs were 

characterized by energy dispersive X-ray analysis (EDX), 

scanning electron microscopy (SEM) and Fourier transform 

infrared spectroscopy FTIR. The surface morphology of the 

impregnated materials was investigated by Scanning Electron 

Microscopy (SEM) using a Quanta FEG 250 Microscope, 

equipped with EDAX ZAF quantifier. The FTIR spectra (KBr 

pellets) of the obtained materials were recorded on a 

Shimadzu Prestige- 21 FTIR spectrophotometer in the range 

4000–400 cm
-1

. In order to established the best work 

conditions the obtained impregnated solid supports were used 

in the removal process of Cs
+
 from aqueous solutions, and the 

dependence of the Cs
+
 uptake versus the ultrasonication work 
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conditions was established. In this aim a specified amount of 

each impregnated solid support (0.1 g) was treated with 25 

mL of 10 mg/L Cs
+
 solution, under continuous stirring for 1h 

using a Julabo shaker. After the time elapsed the samples were 

filtrated and the residual concentration of Cs
+
 was analysed 

through atomic emission spectrometry using a Varian 

SpectrAA 280 type atomic absorption spectrometer using 

air/acetylene flame. 

 

III. RESULTS AND DISCUSSION 

A. Characterization of the Impregnated Support 

The experimental data regarding the SEM images of the 

Florisil impregnated with Cyphos IL-101 at different time of 

ultrasonication and at 100% amplitude are presented in Fig. 1.  

 
Fig. 1. SEM images of Florisil impregnated with Cyphos IL-101 using 

various time of ultrasonication a) 10 min; b) 20 min; c) 30 min; d) 40 min; e) 

50 min; f) 60 min. 

 

From the SEM images it can be observed that the particles 

of the studied IL (white particles from Fig. 1) adhered to the 

Florisil surface. It can be notice that the time increasing didn’t 

lead to a significant increase of the quantity of the 

impregnated IL onto the Florisil surface. At the same time the 

increasing of ultrasonication period has an undesired effect, 

the conglomeration of the IL particle, their dispersion being 

patchy. This effect can influence the reproducibility of the Cs
+
 

adsorption experiments.  

The SEM images of the materials obtained through 

impregnation of the Florisil with Cyphos IL-101 using 10 

minutes of ultrasonication at various amplitudes are presented 

in Fig. 2.  

The intensity of sonication is proportional to the amplitude 

of vibration of the ultrasonic source and, as such, an 

increment in the amplitude of vibration will lead to an 

increase in the intensity of vibration and to an increase in the 

sonochemical effects. In our case the increasing of the 

amplitude lead to an increase in the IL quantity which is 

impregnated onto the Florisil surface. 

The increasing of the amplitude assures an easier 

transmission of the IL particles through the liquid media until 

reach the cavities of the solid support, the impregnation being 

realized inside the pore of the solid support. Therefore we will 

expect that the material, obtained through impregnation of the 

Florisil with the studied IL using the ultrasonication method 

for 10 minutes at an amplitude of 100%, will develop the 

highest efficiency in the removal process of Cs
+
 from aqueous 

solutions.  

 
Fig. 2. SEM images of Florisil impregnated with Cyphos IL-101 using 

various amplitude of ultrasonication. 

a) 10 %; b) 30 %; c) 50 %; d) 70 %; e) 100 %. 

 

The impregnation of the Florisil with Cyphos IL-101 

through ultrasonication was highlighted by the EDX analyse.  

The content of phosphorous and chlorine (two elements 

specific for the studied IL) from the obtained impregnated 

materials resulted from the EDX analysis is presented in 

Table I. 

 
TABLE I: THE QUANTIFICATION OF P AND CL FOR THE OBTAINED 

IMPREGNATED MATERIALS RESULTED AT EDX ANALYSIS 

Time of 

ultrasonication 

P, 

 wt % 

Cl, 

 wt % 

Amplitude of 

ultrasonication 

P,  

wt % 

Cl,  

wt % 

10 min 0.40 1.62 10% 0.15 0.46 

20 min 0.42 1.63 30% 0.23 0.68 

30 min 0.47 1.66 50% 0.25 0.81 

40 min 0.48 1.65 70% 0.36 1.11 

50 min 0.56 1.61 100% 0.40 1.62 

60 min 0.56 1.63    

 
Fig. 3. The FTIR spectra of the a) Cyphos IL-101; b) Florisil before 

impregnation; c) Florisil impregnated at a 10% ultrasonication amplitude; d) 

30%; e) 50%; f) 70%; g) 100%. 
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EDX analyze confirmed that the impregnation of the 

Florisil with the studied IL, through ultrasonication method, 

occurred. From the experimental data presented in Table I, it 

can be concluded that the highest quantity of IL impregnated 

onto the Florisil was lead in case of solid support 

impregnation at  a 100% amplitude for 10 minutes.  

Because from the SEM and EDX analyze was observed 

that the ultrasonication time hasn’t a significant influence 

onto the impregnation process, only the samples obtained at 

various amplitude were submitted to the FTIR analyze. The 

FTIR spectra of the studied IL, studied solid support before 

and after impregnation at various amplitudes are presented in 

Fig. 3.  

The impregnation of the Florisil with the studied IL, in all 

the cases is confirmed by the IR peaks around 2957 cm
-1

, 

2933cm
-1

, 2858 cm
-1

 and 1395 cm
-1

 were the stretching 

vibration of CH3 and CH2 in Cyphos IL 101. The bands at 

1100 cm
-1

, 1050 cm
-1

 and 800 cm
-1

 are attributed to the group 

of vibrations νa (C-C)+ ν (M-O)+P-C stretching [25]-[28]. 

B. Adsorption of Cs
+
 from Aqueous Solutions 

In order to determine the adsorption performance of the 

obtained impregnated materials, these were used in the 

removal process of Cs
+ 

from aqueous solutions. The 

adsorption performance was expressed as the metal uptake, q, 

mg/g, and the corresponding mass balance expression is [8], 

[19], [21]: 

m

VCC
q e

e




)( 0

                             

(1) 

where C0 and Ce are the concentrations of Cs
 +

 (mg/L) in the 

solution initially (t  0) and at equilibrium, respectively, V is 

the volume of the solution and m is the mass of adsorbent. In 

order to determine the optimum conditions of impregnation 

through ultrasonication the dependence of Cs
 +

 uptake versus 

the impregnation conditions (time and amplitude of 

ultrasonication) was established. The experimental data are 

presented in Fig. 4. 

It can be observed that the increasing time of the 

impregnation process through ultrasonication didn’t lead to 

an increasing of the adsorption performance of the obtained 

materials. Instead the increasing of the amplitude had this 

effect. This means that the Cs
 +

 uptake is dependent by the 

quantity of IL impregnated onto the Florisil. These results are 

in agreement with the conclusions resulted from the analysis 

of the impregnated materials.  

The material obtained in the optimum conditions of 

impregnation (10 minutes of ultrasonication at amplitude of 

100%) was treated with Cs
 +

 aqueous solutions having various 

concentrations (5-50 mg/L) in order to determine its 

maximum adsorption capacity.  

The experimental data were fitted with the Langmuir 

isotherm. The relation between the amounts of Cs
 +

 adsorbed 

by the adsorbent can be expressed by the linearized Langmuir 

adsorption isotherm as [5], [11], [12]: 

m

e

mLe

e

q

C

qKq

C





1
                          (2) 

where qe is the amount of Cs
+
 adsorbed per unit of the 

adsorbent (mg/g), KL the adsorption constant related to the 

enthalpy of adsorption (L/mg), Ce the equilibrium 

concentration of the Cs
+
 (mg/L), qm the maximum adsorption 

capacity (mg/g). 
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Fig. 4. Cs+ uptake versus the ultrasonication work conditions.  
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Fig. 5. The equilibrium isotherm of Cs+ adsorption onto the Florisil 

impregnated with Cyphos IL-101 through ultrasonication. 
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Fig. 6. Langmuir plot of Cs+ adsorption onto the Florisil impregnated with 

Cyphos IL-101 through ultrasonication. 
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The equilibrium isotherm and the Langmuir isotherm of 

Cs
+
 adsorption onto the Florisil impregnated with Cyphos 

IL-101through ultrasonication are presented in Fig. 5 and Fig. 

6, respective. 

From the experimental data can be observed that the Cs
+
 

uptake increase with equilibrium concentration of caesium 

increasing. Then, it approached a constant value at high 

equilibrium concentrations. The maximum adsorption 

capacity obtained by the studied material in the removal 

process of Cs
+
 from aqueous solutions is 2.6 mg/g.  

It can be noticed that the Langmuir model effectively 

describes the Cs
+
 adsorption onto the studied material, the 

obtained correlation coefficient being close to 1 (R
2
=0.9978). 

From the slope and intercept of the Langmuir plot (Fig. 6) 

were determined the KL (KL=0.182 L.mg) and qm 

(qm=2.95mg/g) parameters. It can be observed that the 

maximum adsorption capacity obtained experimentally is 

close to those obtained from the kinetic plot, this means that 

the Langmuir isotherm describe the Cs
+
 adsorption onto the 

entire concentration interval studied. Compared with our 

previous studies when was used a contact time between 

adsorbent and adsorbate of 2 h [19], or with the literature 

studies when was used a contact time of 10 days and obtained 

a maximum adsorption capacity of 0.2128 mg Cs
+
/g of 

adsorbent [29] we can conclude that the studied method of 

impregnation enhance the adsorption properties of the studied 

materials in the removal process of Cs
+
 from aqueous 

solutions. 

 

IV. CONCLUSIONS 

The present paper showed that the ultrasonication method 

can be used for the impregnation of solid support with ionic 

liquid. From the experimental data was observed that only the 

amplitude of ultrasonication had a significant influence onto 

the impregnation process efficiency. Therefore, the optimum 

work conditions in order to obtain an impregnated solid 

support with an IL are: ultrasonication time of 10 minutes 

using amplitude of 100%. Through ultrasonication method of 

impregnation the particles of the IL adhere inside the cavities 

of the used solid support, not only at the surface, in this way 

being avoid the loss of the IL in the aqueous phase. This 

method is advantageous because the impregnation is realized 

in a shorter time, and some steps, like washing of the materials, 

are skipped. The impregnated material obtained in the 

optimum conditions showed good adsorption performance in 

the removal process of Cs
+
 developing a maximum adsorption 

capacity of 2.95 mg/g. 

ACKNOWLEDGMENT 

This work was supported by a grant of the Romanian 

National Authority for Scientific Research, CNCS – 

UEFISCDI, project number PN-II-RU-TE-2012-3-0198”. 

REFERENCES 

[1] B. Saha, R. J. Gill, D. G. Bailey, N. Kabay, and M. Arda, “Sorption of 

Cr(VI) from aqueous solution By Amberlite XAD-7 resin impregnated 

with Aliquat 336,” React. Funct. Polym, vol. 60, pp. 223-244, July, 

2004. 

[2] R. N. Mendoza, I. S. Medina, A. Vera, and M. A. Rodriguez, “Study of 

the sorption of Cr(III) with XAD-2 resin impregnated with 

di-(2,4,4-trimethylpentyl)phosphinic acid (Cyanex 272),” Solvent Extr. 

Ion Exch., vol. 18, pp. 319-343, May, 2000. 

[3] D. Muraviev, L. Ghantous, and M. Valiente, “Stabilization of solvent 

impregnated resin capacities by different techniques,” React. Funct. 

Polym., vol. 38, pp. 259-268, November, 1998. 

[4] R. S. Juang, “Preparation, properties and sorption behaviour of 

impregnated resin containing acidic organophosphorus extractants,” 

Proc. Natl. Sci. Counc. ROC(A), vol. 23, pp. 353-364, August, 1999. 

[5] M. Benamor, Z. Bouariche, T. Belaid, and M. T. Draa, “Kinetic studies 

on cadmium ions by Amberlite XAD7 impregnated resin containing 

di(20ethylhexyl) phosphoric acid as extractant,” Sep. Purif. Technol., 

vol. 59, pp. 74-84, February, 2008. 

[6] A. Negrea, M. Ciopec, L. Lupa, C. M. Davidescu, A. Popa, G. Ilia, and 

P. Negrea, “Removal of As-V by Fe-III-Loaded XAD7 impregnated 

resin containing Di(2-ethylhexyl) phosphoric acid (DEHPA): 

equilibrium, kinetic, and thermodynamic modeling studies,” J. Chem. 

Eng. Data, vol. 56, no. 10, pp. 3830-3838, August, 2011. 

[7] C. Xu, X. Shen, Q. Chen, and H. Gao, “Investigation on the extraction 

of strontium ions from aqueous phase using crown ether-ionic liquid 

systems,” Sci. China Ser. B: Chemistry, vol. 52, no. 11, pp. 1858-1864, 

November,  2009. 

[8] X. Sun, Y. Li, J. Chen, and J. Ma, “Solvent impregnated resin prepared 

using task-specific ionic liquids for rare earth separation,” J. Rare 

Earth., vol. 27, no. 6, pp. 932-936, December, 2009. 

[9] Y. Liu, L. Zhu, X. Sun, J. Chen, and F. Luo, “Silica materials doped 

with bifunctional ionic liquid extractants for Yttrium extraction,” Ind. 

Eng. Chem. Res., vol. 48, pp. 7308-7313, July, 2009. 

[10] L. Guo, Y. Liu, C. Zhang, and J. Chen, “Preparation of PVDF-based 

polymer nclusion memebrane using ionic liquid plasticizer and Cyphos 

IL 104 carrier for Cr(VI) transport,” J. Membrane Sci., vol. 372, pp. 

314-321,April, 2011. 

[11] M. E. Mahmoud, “Surface loaded 1-methyl-3-ethylimidazolium bis 

(tri fluoro methyl sulfonyl) imide [EMIM+Tf2N
-] hydrophobic ionic 

liquid on nano-Silica sorbents for removal of lead from water 

samples,” Desalination, vol. 266, pp. 119-127, January, 2011. 

[12] V. Gallardo, R. Navarro, I. Saucedo, M Avila, and E. Guibal, “Zinc(II) 

extraction from hydrochloric acid solutions using Amberlite XAD7 

impregnated with Chyphos IL101 (tetradecyl(trihexyl) phosphonium 

chloride),” Sep. Sci. Technol., vol. 43, pp. 2434-2459, January, 2008. 

[13] L. Zhu, L. Guo, Z. Zhang, J. Chen, and S. Zhang, “The preparation of 

supported ionic liquids (SILs) and their application in rare metals 

separation,” Sci. China Chemistry, vol. 55, no. 8, pp. 1479-1487, July, 

2012. 

[14] S. Kalidhasan, A. S. K. Kumar, V. Rajesh, and N. Rajesh, “An efficient 

ultrasound assisted approach for the impregnation of room temperature 

ionic liquid onto Dowex 1x8 resin matrix and its application toward the 

enhanced adsorption of Cr(VI),” J. Hazard. Mater., vol. 213-214, pp. 

249-257, April, 2012. 

[15] A. Negrea, L. Lupa, M. Ciopec, and P. Negrea, “Characterization of 

strontium adsorption from aqueous solutions using inorganic materials 

impregnated with ionic liquid,” International Journal of Chemical 

Engineering and Applications, vol. 4, no. 5, pp. 326-331, October, 

2013. 

[16] K. Campos, R. Domingo, T. Vincent, M. Ruiz, A. M. Sastre, and E. 

Guibal, “Bismuth recovery from acidic solutions using Cyphos IL-101 

immobilized in a composite biopolymer matrix,” Water Res., vol. 42, 

pp. 4019-4031, August, 2008. 

[17] T. Vincent, A. Parodi, and E. Guibal, “Pt recovery using Cypos IL-101 

immobilized in biopolymer capsule,” Sep. Purif. Technol., vol. 62, pp. 

470-479, September, 2008. 

[18] M. Regel-Rosocka and M., Wisniewski, “Selective removal of znic(II) 

from spent pickling solutions in the presence of iron ions with 

phosphonium ionic liquid Cyphos IL101,” Hydrometallurgy, vol. 110, 

pp. 85-90, December, 2011. 

[19] L. Lupa, A. Negrea, M. Ciopec, and P. Negrea, “Cs+ removal from 

aqueous solutions through adsorption onto Florisil impregnated with 

trihexyl(tetradecyl) phosphonioum chloride,” Molecules, vol. 18, no. 

10, pp. 12845-12856, October, 2013. 

[20] A. Nilchi, R. Saberi, M. Moradi, H. Azizpour, and R. Zarghami, 

“Adsorption of cesium on copper hexacyanoferrate-PAN composite 

ion exchanger from aqueous solution,” Chem. Eng. J., vol. 172, pp. 

572-580, October, 2011. 

[21] A. M. El-Kamash, “Evaluation of zeolite A for the sorptive removal of 

Cs+ and Sr2+ ions from aqueous solutions using batch and fixed bed 

columns operations,” J. Hazard. Mater, vol. 151, pp. 432-445, March, 

2008. 

International Journal of Chemical Engineering and Applications, Vol. 5, No. 5, October 2014

427



[22] L. Zhu, C. Zhang, Y. Liu, D. Wang, and J. Chen, “Direct synthesis of 

ordered N-methylimidazolium functionalized mesoporous Silica as 

highly efficient anion exchanger of Cr(VI),” J. Mater. Chem., vol. 20, 

pp. 1553-1559, December, 2010. 

[23] A. Negrea, M. Ciopec, L. Lupa, P. Negrea, and A. Gabor, “Influence of 

the solid support base impregnated with IL on the sorption of various 

radionuclides from aqueous solutions,” AWERProcedia Advences in 

Applied Science, vol. 1, pp. 241-250, March, 2013.  

[24] J. Lemus, J. Palomar, M. Gilarranz, and J. Rodriquez, 

“Characterization of supported ionic liquid phase (SILP) materials 

prepared from different supports,” Adsorption, vol. 17, no. 3, pp. 

561-571, February, 2011. 

[25] D. Cholico-Gonzalez, M. Avila-Rodriguez, G. Cote, and A. Chagnes, 

“Chemical properties of trihexyl(tetradecyl)phosphonium chloride and 

bis(2,4,4-trimethylpentyl)phosphinic acid mixtures: Interaction study 

by FT-IR and NMR spectroscopies,” J. Mol. Liq., vol. 187, pp. 

165-170, November, 2013. 

[26] I. Plinio, “Infrared spectroscopy of sol-gel derived silica-based films: a 

spectra-microstructure overview,” J. Non-Cryst. Solids, vol. 316, pp. 

309-319, February, 2003. 

[27] K. Nakamoto, Infrared spectra of inorganic and coordination 

compounds, fourth edition, A wiley-Interscience Publishers John 

Wiley & Sons, New York, 1968. 

[28] P. K. Sinha, P. K. Panicker, and R. V. Amalraj, “Treatment of 

radioactive liquid waste containing caesium by indigenously available 

synthetic zeolites: A comparative study,” Waste Manage., vol. 15, pp. 

149-157, February, 1995. 

[29] M.Y. Miah; K. Volchek, W. Kuang, and F. H. Tezel, “Kinetic and 

equilibrium studies of cesium adsorption on ceilin tiles from aqueous 

solutions,” J. Hazard. Mater., vol. 183, pp. 712-717, November, 2010. 

 

 

Adina Negrea was born on September 19, 1967 in 

Hunedoara, Romania. She is currently a lecturer at 

Faculty of Industrial Chemistry and Environmental 

Engineering, University Politehnica Timisoara, 

Romania. She has obtained her PhD diploma in 

engineering science in 2002. Her research interest 

include environmental engineering and waste waters 

treatment. 

 

Lavinia Lupa was born on June 29, 1980 in Deva, 

Romania. She is currently a teaching assistant at 

Faculty of Industrial Chemistry and Environmental 

Engineering, University Politehnica Timisoara, 

Romania. She has obtained her PhD diploma in 

engineering science in 2008. Her research interest 

include environmental engineering and waste waters 

treatment. 

 

 

Mihaela Ciopec was born on October 8, 1977 in 

Timisoara, Romania. She is currently a scientific 

researcher at Faculty of Industrial Chemistry and 

Environmental Engineering, University Politehnica 

Timisoara, Romania. She has obtained her PhD 

diploma in  Engineering Science  in 2008. Teaching 

and research interest within the environmental 

engineering and waste waters treatment. 

 

 

Petru Negrea was born on July 7, 1967 in Resita, 

Romania. He is currently a professor at Faculty of 

Industrial Chemistry and Environmental 

Engineering, University Politehnica Timisoara, 

Romania. He has obtained his PhD diploma in 

engineering science in 1996. His research interest 

include chemical engineering and environmental 

protection. 

 

 

 

Iosif Hulka was born on September 6, 1985 in Ineu, 

Romania. He is currently a scientific researcher at 

Office Accounting and Monitoring of Research, 

Development and Innovation Contracts, University 

Politehnica Timisoara. He is responsible with the 

SEM and EDX analysis. 

 

International Journal of Chemical Engineering and Applications, Vol. 5, No. 5, October 2014

428


