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The paper presents the adsorption capacity of 

magnetite nanomaterial for a cationic surfactant removal 
from wastewater. Kinetic studies were performed by adding 
the magnetite nanomaterial to a wastewater solution of 
benzethonium chloride having the concentrations of 2 mg/L 
and 20 mg/L. The wastewater systems were investigated at 
1, 2, 4, 6, 24 and 48 h. The highest removal efficiency 
(86,98%) was obtained for wastewater containing 2 mg/L 
benzethonium chloride concentration. The results obtained 
for the magnetite nanomaterial demonstrates the possibility 
of applying this nanomaterial for the removal of 
benzethonium chloride cationic surfactant from wastewater. 
 

  
Lucrarea prezintă capacitatea de adsorbție  

a nanomaterialului magnetită pentru îndepărtarea unui 
agent tensioactiv cationic din apele uzate. Studiile cinetice 
au fost efectuate prin adăugarea nanomaterialului 
magnetită într-o soluție de apă uzată care conţine clorură 
de benzetoniu, având concentrații de 2 mg / L și 20 mg / L. 
Sistemele de ape uzate au fost investigate la intervale de 1, 
2, 4, 6, 24 și 48 ore. Cea mai mare eficiență de epurare 
(86,98%) a fost obținută pentru apele uzate care conțin 
concentrație de 2 mg/L de clorură de benzetoniu. 
Rezultatele obținute pentru nanomaterialul magnetită 
demonstrează posibilitatea aplicării acestui nanomaterial 
pentru îndepărtarea agentului tensioactiv cationic de 
clorură de benzetoniu din apele uzate.  
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1. Introduction 

 
An increasing number of products containing 

cationic surfactants are excessive used worldwide in 
care products (hair conditioning, cosmetics industry) 
and in household cleaning products (softening 
disinfectants, biocides). After utilization, residual 
amounts of surfactants and their degradation 
products are discharged into wastewater treatment 
plants or directly to surface waters and groundwater 
[1].  The concentration of surfactants in domestic 
wastewater is between 1 and 10 mg/L [2]. Cationic 
surfactants were frequently found in water but at 
lower concentrations. Some of the cationic 
surfactants such as quaternary ammonium salts 
belong to the category of emerging pollutants [3]. 
The presence of these compounds into environment 
will lead to serious environmental problems 
including ecological risk and human health damage 
[4].  In wastewater are found all type of surfactants 
(anionic surfactants, cationic surfactants, nonionic 
surfactant and amphoteric surfactants) and their 
interaction between them may provide an additional 
complexity to their removal treatment. For these 
reasons it is important to find the most efficient 
method of removing surfactants from wastewater. 
Three methods are used to remove surfactants from 
wastewaters such as physical methods, chemical  

 methods and biological methods, but for cationic 
surfactant removal are recommended to find new 
and efficient alternative methods. Current research 
about the removal of surfactants were focused on 
the optimization of existing biological and chemical 
wastewater treatment [5]. Only few alternative 
methods have been studied to remove cationic 
surfactants from wastewater. Adsorption 
technologies have been considered most suitable 
for cationic surfactants removal from wastewater. 
Removal of cationic surfactants from wastewater 
using adsorption processes have been studied 
using a number of adsorbent materials like silica 
gel [6], bentonites [7], fly ash [8], clays [9], 
montmorillonite [10], activated carbon [11] and 
charcoal [12].  

New adsorbent nanomaterials such as 
carbon nanotubes [13], unmodified multi-walled 
carbon nanotubes [14], zero-valent iron [15], 
magnetite nanomaterial [16] were investigated for 
applying within alternative treatment methods for 
removal cationic surfactants from wastewater.  
Benzethonium chloride (diisobutyl-
phenoxyethoxyethyl)dimethylbenzylammonium 
chloride), is an organic cationic surfactant, from the 
quaternary ammonium salt class, known 
as Hyamine 1622. Benzethonium chloride is 
utilized as antimicrobial and antibacterial  
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ingredients in many consumer, industrial and 
medical products, including eye and nasal drops, 
soaps, mouthwash, and cosmetics [16]. In 
composition of medical products, benzethonium 
chloride is usually found at concentration below 1%[ 
17].  Benzethonium chloride can be found in the 
food industry where it is used as a surface 
disinfectant [18]. The methods used for analysis of 
benzethonium chloride, used as preservative, in 
Grapefruit Seed Extract [19, 20] are based to HPLC/ 
UV /MS.   A HPLC/DAD method for determining 
anionic (sodium dioctyl sulfosuccinate and sodium 
1-dodecane sulfonate), amphoteric (CHAPS  
(3-[(3-Cholamidopropyl) dimethylammonium]-1-
propanesulfonate hydrate)) and cationic 
(benzethonium chloride) surfactants mixture from 
surface water has been developed [21]. A 
spectrophotometric method was developed for the 
determination of benzethonium chloride in 
pharmaceutical formulation [22,23]. 

Although in the scientific literature are found 
many studies about adsorption materials used for 
removal from water of  other quaternary ammonium 
salts such as benzalkonium chloride, 
cetylpyridinium chloride, 
dodecyltrimethylammonium bromide, 
hexadecyltrimethylammonium bromide and 
dodecylamine hydrochloride,  the removal of 
benzethonium chloride from water has been poorly 
investigated.  

In this study magnetite nanomaterial was 
obtained and tested as new adsorbent for removal 
of the cationic surfactant, benzethonium chloride, 
from wastewater. 

 
2. Materials and methods 
 

Benzethonium chloride, Hyamine 1622 
(molecular formula: C27H42ClNO2, molecular weight: 
448,09 g/mol) was obtained from Sigma-Aldrich.  
The structure of benzethonium chloride is shown in 
Figure 1. 

The wastewater standard solution had 1000 
mg/L of benzethonium chloride. 

The magnetite nanomaterial (Fe3O4) was 
synthesized through modified coprecipitation 
method. Ferric chloride (FeCl3. 6H2O), ferrous 
chloride (FeCl2.6H2O), polyvinylpyrrolidone (PVP), 
polyethylene glycol 400, sodium hydroxide (NaOH) 
were supplied from Sigma Aldrich and were used as 
received. 
 

 The preparation of magnetite nanomaterial 
tested in the wastewater process was 
accomplished using 0.8 mol L-1 aqueous solution 
of sodium hydroxide and the reaction pH was 12. 
The molar ratio Fe2+: Fe3+: PEG: PVP unit was 
1:2:3:4. The precipitate was separated by 
centrifugation and washed several times with water. 
Finally, Fe3O4 powder was obtained by precursor 
calcination at 4100C for 2 h. The X-ray diffraction 
(XRD) analysis was obtained using a X’PERT PRO 
MPD with Cu-Kα radiation (λ = 0.15418 nm).   

The morphology and crystalline properties 
of the Fe3O4 powder was assessed using a 
TecnaiTM F30 G2 S–TWIN transmission electron 
microscope with a line–resolution of 1.2 Å and with 
energy dispersive X-ray (EDAX) spectrometer. 

Kinetic studies were performed by adding 
0,05 g of magnetite nanomaterial to 500 mL 
benzethonium chloride wastewater of 
concentrations 2 mg/L and 20 mg/L. The mixtures 
were homogenized at 200 rpm for 1, 2, 4, 6, 24 and 
48 h. During the experiments, the collected samples 
were taken for analysis. The concentrations of 
surfactant were measured by SPECORD 205/ UV-
VIS spectrophotometer, at 217 nm wavelength.  

The removal efficiency (RE) of the 
benzethonium chloride from wastewater using 
magnetite nanomaterials was determined using the 
following equation: 

𝑅𝐸% = 100 𝑥 ൬1 −
𝐶௧

𝐶௜

൰ 

where Ct and Ci are the benzethonium chloride t 
moment and initial. 
 
3. Experimental section 

X-ray characterization  
The powder obtained from synthesis was 

analyzed by XRD. The XRD pattern (Fig.2) of oxide 

 
Fig. 2 - XRD patterns of Fe3O4 nanomaterial / 
Difracția de raze X a nanomaterialului Fe3O4. 

 
Fig. 1 - Chemical structures of benzethonium chloride./ Structura chimică a clorurii de benzetoniu. 
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Fig. 3 -  TEM of Fe3O4: a) BF-TEM image of Fe3O4 nanoparticles agglomeration; b) selected-area electron diffraction (SAED) pattern for 

the Fe3O4 powder associated to the nanoarea in image a; c), d) HR-TEM images; e) EDAX spectrum acquired on the nanoparticles 
agglomeration from image a. / Rezultate TEM obținute pe nanomaterial Fe3O4: a) Imagine BF-TEM a unei aglomerări de 
nanoparticule; b) imagine de difracție de electroni (SAED) asociată nanoariei din a); c), d) imagini HR-TEM; e) spectru EDAX 
achiziționat pe aglomerarea de nanoparticule din a). 

 

powder has proved the formation of single phase 
compound with inverse spinel structure and cubic 
symmetry for Fe3O4, in accordance with the  
 

 PDF database, ICDD file no. 01-072-8149.   The 
average crystallite size was 15 nm.   
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TEM analysis  
       Result of transmission electron microscopy 
(TEM) investigation are shown in Figure 3. 

Figure 3. a), c), d) are TEM micrographs of 
the Fe3O4 nanoparticles. The bright field 
transmission electron microscopy (BF-TEM) image 
(Figure 3. a) and high resolution transmission 
electron microscopy (HR-TEM) image (Figure 3.c)  
show that the Fe3O4 nanoparticles are nearly 
spherical with diameters between 15 and 25 nm. 
Nanocrystalline particles with diameter size 
between 15 and 21 nm are highlighted in Figure 3. 
c, d. The crystalline structure of the sample was 
investigated by selected area electron diffraction 
(SAED) and high resolution transmission electron 
microscopy (HRTEM). Indexing of SAED image 
(Figure 3. b) shows that the Fe3O4 sample is 
nanocrystalline (diffraction rings), with a typical face 
centered cubic (fcc) crystalline structure. The lattice 
spacing measured on SAED image is in accordance 
with the standard lattice spacing of Fe3O4 from the  

 PDF database, ICDD file no. 01-072-8149. The 
parallel fringes existing on HRTEM images (Figure 
3. c, d) show the single crystallinity of Fe3O4 

nanoparticles. In the HRTEM image from Figure 3. 
d it can be seen the crystalline planes with 2.96 Å 
interplanar distance corresponding to crystalline 
family planes with (220) Miller indices of Fe3O4 
phase.  

The chemical composition of the 
nanoparticles analyzed has been verified by energy 
dispersive X-ray microanalysis (EDAX). Fe and O 
are major elements in EDAX spectrum (Figure 3. e) 
collected on Fe3O4 nanoparticles agglomeration 
from Figure 3.a, confirming the nature of 
nanoparticles as magnetite. The minor carbon and 
oxygen elements present in the EDAX spectrum 
come from the copper TEM grid coated with a thin 
amorphous carbon film. 
Adsorption study  

The concentration of benzethonium chloride 
represented versus time (hours) is presented in 
Figure 4. 

 

 

Fig. 4 - Variation of 
concentration of 
benzethonium 
chloride (20 mg/L 
and 2 mg/L) versus 
time (h)/  Variația 
concentrației de 
clorură de 
benzetoniu (20 mg/L 
and 2 mg/L) versus 
timp (ore). 
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Fig. 5 - The variation of the removal efficiency (RE) % of benzethonium chloride concentration from wastewater versus time (h). 

Variația eficienței de îndepărtare (RE) % a clorurii de benzetoniu din apa uzată versus timp (h) 
 

For the wastewater having the concentration 
of 2 mg /L pollutant the results showed that 
benzethonium chloride concentration decreased to 
0,25 mg /L. The difference of 1,75 mg/L 
benzethonium chloride represents the absorption 
capacity of Fe3O4 nanomaterial which was about 35 
mg benzethonium chloride/ g Fe3O4  nanomaterial. 

For the wastewater having the concentration 
of 20 mg/L benzethonium chloride, the results 
showed that this concentration decreased to 16,87 
mg/L, which means that this concentration 
exceeded the adsorption capacity of Fe3O4 

nanomaterial. The maximum amount of 
benzethonium chloride adsorbed on the magnetite 
nanomaterial was 57 mg/ g nanomaterial. 

The variation of the removal efficiency (RE) 
% of benzethonium chloride concentration from 
wastewater versus time (h) was presented in Figure 
5. 
The maximum benzethonium chloride removal 
efficiency obtained was 87,5 % for wastewater 
containing 2 mg/L benzethonium chloride  and 0,05 
mg magnetite nanomaterial, after 48 h of treatment. 

 
4.Conclusions 

 
Increasing number of products containing 

cationic surfactants excessive used worldwide in 
care products (hair conditioning, cosmetics industry) 
and in household cleaning products (softening 
disinfectants, biocides) leads to the need of finding 
more efficient ways of wastewater depollution. In 
this regard, the study that we made was based on  
 

 the use of Fe3O4 nanomaterial in order to remove 
benzethonium chloride from wastewater.  

Kinetic studies were performed by adding 
magnetite nanomaterial adsorbent to a wastewater 
solution of benzethonium chloride having the 
concentrations of 2 mg/L and 20 mg/L. The 
wastewater systems were investigated during 1, 2, 
4, 6, 24 and 48 h. The highest removal efficiency 
(86.98%) was obtained for wastewater containing 2 
mg/L benzethonium chloride concentration. The 
results obtained for the magnetite nanomaterial 
sustains the possibility of applying it for the removal 
of benzethonium chloride cationic surfactant from 
wastewater. 

 
Acknowledgment 
This work was supported by a grant of the Romanian Ministry of 
Research and Innovation, CCCDI-UEFISCDI, project number 
PN-III-P2-2.1-PTE-2019-0628, 39PTE/2020. 

 

REFERENCES 

 

[1] I.Arslan-Alaton, E. Erdinc, Effect of photochemical treatment 
on the biocompatibility of a commercial nonionic surfactant 
used in the textile industry. Water research, 2006 40, 3409–
3418.  

[2] M. I. Bautista-Toledo, J. Rivera-Utrilla, J. D. Méndez-Díaz, M. 
Sánchez-Polo, F. Carrasco-Marín, Removal of the surfactant 
sodium dodecylbenzenesulfonate from water by processes 
based on adsorption/bioadsorption and biodegradation, 
Journal of Colloid and Interface Science, 2014, 418, 113-119. 

[3] B.O. Clarke, S.R. Smith, Review of ‘emerging’organic 
contaminants in biosolids and assessment of international 
research priorities for the agricultural use of biosolids. 
Environment international, 2011, 37, 226–247 

[4] K. Jardak, P. Drogui, R. Daghrir, Surfactants in aquatic and 
terrestrial environment: occurrence,behavior, and treatment 
processes, Environ Sci Pollut Res, 2016, 23, 3195-3216. 

4.10 7.20 8.95 9.95 13.05 15.65

27.50

37.00

49.50
53.00

58.50

87.50

0.00

10.00

20.00

30.00

40.00

50.00

60.00

70.00

80.00

90.00

100.00

1 2 4 6 24 48

RE
[%

]]

time [h]

20 mg/l 2 mg/l



      306                C.I. Covaliu, I. Păun, E. Vasile / New application of magnetite nanomaterial for cationic surfactant removal from wastewater 
                                                                                                                                                                                     
                                                                                                                                

[5] M. Palmer, H. Hatley, The role of surfactants in wastewater 
treatment: Impact, removal and future techniques: A critical 
review, Water Research, 2018,147, 60-72. 

[6] S, Koner, A. Pal, A.  Adak, Utilization of silica gel waste for 
adsorption of cationic surfactant and adsolubilization of 
organics from textile wastewater: a case study. Desalination, 
2011, 276, 142–147. 

[7] R. Zhu, T. Wang, J. Zhu, F. Ge,  P. Yuan, H. He, Structural 
and sorptive characteristics of the cetyltrimethylammonium 
and polyacrylamide modified bentonite, Chem. Eng. J., 
2010,160, 220–225. 

[8] S.S. Banerjee, M.V. Joshi, R.V Jayaram, Effect of quaternary 
ammonium cations on dye sorption to fly ash from aqueous 
media. J. Colloid Interface Sci, 2006, 303, 477–483. 

[9] S.Mykola, N. Olga,  M Dmitry,. The influence of 
alkylammonium modified clays on the fungal resistance and 
biodeterioration of epoxy-clay nanocomposites. 
Int.Biodeterior. Biodegrad. 2016, 110, 136–140. 

[10] M. Kozak, L. Domka, Adsorption of the quaternary 
ammonium salts on montmorillonite.J. Phys. Chem. 
Solids,2004, 65, 441–445. 

[11] H.D. Choi, J.M. Cho, K Baek, J.S. Yang, J.Y Lee, Influence 
of cationic surfactant on adsorption of Cr (VI) onto activated 
carbon, J. Hazard. Mater, 2009,161, 1565–1568. 

[12] Mahmoud M. Saleh I,Asem A. Atia,  Removal of Some 
Surfactants from Dilute Aqueous Solutions Using Charcoal, 
Adsorption Science & Technology 1999,17 ,1,53-63. 

[13] M. Lopez-Lopez, E. Bernal, M.L. Moy, F. Sanchez, P Lopez-
Cornejo, Study of ionic surfactants interactions with 
carboxylated single-walled carbon nanotubes by using ion-
selective electrodes. Electrochem. Commun., 2016. 67, 31-
34. 

[14] M.C. Ncibi, S. Gaspard, M. Sillanpaa, As-synthesized multi-
walled carbon nanotubes for the removal of ionic and non-
ionic surfactants. J. Hazard Mater. 2015, 286, 195–203. 

 
 

 [15] H.M. Abd El-Lateef, M.M. Khalaf Ali, M.M.,Saleh,. 
Adsorption and removal of cationic and anionic surfactants 
using zero-valent iron nanoparticles. J. Mol. Liq. 2018, 268, 
497–505 

[16] Iuliana Paun, Cristina Ileana Covaliu, Florinela Pirvu , Gigel 
Paraschiv , Mihai Nita-Lazar Benzalkonium Bromide 
Cationic Surfactant Removal from Wastewater Using 
Magnetite Nanomaterial, Rev. Chim., 2020,71 (4), 289-296 

[17]  M. A. Rub, A. Alabbasi, N. Azum, A. M. Asiri, Aggregation 
and surface phenomena of amitriptyline hydrochloride and 
cationic benzethonium chloride surfactant mixture in 
different media, 2020, 300,112346 

[18] Final Report on the Safety Assessment of Benzethonium 
Chloride and Methylbenzethonium Chloride, Journal of The 
American College Of Toxicology, 1985, 4(5), 65-106 

[19] M. Malmstein, Surfactants and Polymers in Drug Delivery, 
Ed. Swarbrick James,Pharmaceu Tech, Inc. Pinehurst, 
North Carolina, USA, 2002,  1–26. 

[20] B. Avula, S. Dentali, I. A. Khan, Simultaneous Identification 
and Quantification by Liquid Chromatography of 
Benzethonium Chloride, Methyl Paraben and Triclosan in 
Commercial Products Labeled as Grapefruit Seed Extract, 
Pharmazie. 2007, 62(8), 593-596 

[21] M. Ganzera, A. Aberham, H. Stuppner, Development and 
validation of an HPLC/UV/MS method for simultaneous 
determination of 18 preservatives in grapefruit seed extract, 
J. Agric. Food Chem. 2006, 54, 3768−3772 

[22 I. Paun, V. I. Iancu, L. Cruceru, M. Niculescu, F. L. Chiriac, 
Simultaneous Determination of Anionic, Amphoteric and 
Cationic Surfactants Mixtures in Surface Water, Rev.Chim. 
2018, 69 (1), 27-30 

[23] Y. M. Issa, H. M. Abdel-Fattah, M. A. S. Allahgi, 
Spectrophotometric Determination of Benzethonium 
Chloride Using Some Chromotropic Acid Azo Dyes, 
Egypt.J.Chem.  2019, 62, Special Issue, Part 1, 267 – 279 

 

   
   

**************************************************************************************************************************** 
 


