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The increasing number of factories with the 
heavy metal wastes, especially lead, such as 

a battery, dye, and fertilizer manufacturing, etc. 
[1], in consequence of the fast developments of 
agricultural and industrial fields, threaten the 
ecological environment and human health. The 
heavy metal ions cannot be degraded, and resulted 
in an accumulation in the living organism tissues 
[2]. The lead limits in drinking water allowed by the 
World Health Organization is 10 µg/L [3]. Moreover, 
even very little concentration of lead can cause severe 
consequences for living things including humans [4]. 
Because its high affinity to enzymes having thiol (-SH) 
and phosphate ions (PO4

3-), ligands and biomolecules 
inhibiting the haem biosynthesis, Pb2+ ions are very 
hazardous for the permeability of cell membranes in 
kidney, liver, and brain and likewise toxic for nervous 
and reproduction system, resulting in abortion, dead 
and neonatal birth, mental retardation [5, 6], etc. 
Additionally, it may form complexes with the oxo-
groups of enzymes which are very active in porphyrin 
metabolism and haemoglobin synthesis [7]. Besides 
the potential neurological and carcinogenic effects of 
lead, it may cause cognitive and physical retardation 
in child development, especially in the interval of 0-7 
age [8]. Lead has been classified as a carcinogenic 
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element by the US Environmental Protection Agency 
and International Agency for Research on Cancer [9].

To date, many of methods were reported on 
the removal of heavy metal from aqueous solutions 
such as flocculation, coagulation, electrochemical 
treatment, and solvent extraction etc. [10-12]. Most of 
these methods are insufficient and not cost-friendly for 
controlling heavy metal levels in wastewater, and also 
for effectivity and environmental care [7]. The affinity 
adsorption method is the most promising method for 
the heavy metal removal process [13]. The adsorption 
technique is simple, cost-friendly and non-toxic [14-
17]. Thereupon, useful and easy-to-prepare adsorbents 
are needed to developed for the heavy metal removal 
[18] such as iron oxide [19, 20], activated carbon [21], 
kaolinite [22] and zeolite [23]. On the contrary, these 
materials have some drawbacks such as aggregation, 
low adsorption capacity and poor mechanical strength 
resulting in low yields [24].

In this study, we developed polymeric cryogels, 
poly(2-hydroxyethylmethacrylate-N-methacryloyl-
(L)-histidine methyl ester), poly(HEMA-MAH), for 
the removal of lead ions from aqueous solution and 
wastewater obtained from an inorganic material 

A B S T R A C T

In this study, the heavy metal removal performance of poly(2-hydroxyethyl 
methacrylate-N-methacryloyl-(L)-histidine methyl ester), poly(HEMA-MAH) 

cryogel, a known polymer, in HNO3 was investigated. To determine the heavy metal 
removal performance of cryogel, wastewater was used as obtained from an inorganic 
material manufacturer. The characterization studies using scanning electron microscopy 
(SEM), Fourier transform infrared (FT-IR) spectroscopy, elemental analysis, water-
swelling tests and surface area analysis were conducted. The effect of HNO3 on the 
adsorption process, especially for metals, was found very effective even in trace amounts.
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manufacturer. The aim of the synthesis of this polymeric 
material was to develop an alternative to conventional 
methods for heavy metal removal. The application of 
cryogels is very simple compared to other adsorbents, and 
thus it may be a good contribution to the literature for the 
removal of heavy metals.

MATERIALS and METHODS

2-Hydroxyethyl methacrylate (HEMA), ethylene glycol 
dimethacrylate (EGDMA), lead(II) nitrate, ammonium 
persulphate, (APS), sodium dodecyl sulphate (SDS), 
N,N,N′,N′-tetramethyl ethylene diamine (TEMED) were 
purchased from Sigma (St. Louis, USA). N-methacryloyl-
(l)-histidine (MAH) was synthesized in accordance with 
the literature [25]. All other chemicals were in analytical 
grade and ultra-pure water was used in all experiments.

Synthesis and characterization of poly(2-
hydroxyethylmethacrylate-N-methacryloyl-(L)-
histidinemethylester cryogels
For the synthesis of poly(HEMA-MAH) cryogels, MAH 
(200 mg) and HEMA (5 mL) were used as the functional 
monomer and solid support, respectively. HEMA and 
MAH were mixed with distilled water of 5 mL before 
adding to the dispersant phase comprising SDS (1 g), 
EGDMA (1.2 mL) and distilled water of 18.8 mL. The 
solution obtained was stirred in a magnetic starrier for 
5 minutes and remained in an ice-bath for 15 minutes 
before the addition of APS (30 mg) and TEMED (150 µL). 
The resulting gel was poured into the two glass plates 
and remained at -20°C for 24 hours for the cryogelation. 
A day later, the polymeric cryogel plate was taken, and cut 
in the shape of a circular disk and washed with distilled 
water to get rid of unwanted chemicals and foam.

The achievement on the structure of cryogels was 
tested via FT-IR (Thermo Scientific Nicolet 6700 FT-IR 
spectrometer, Waltham, USA) (Figure 1). The stretching (at 

3390.05 and 1713.53 cm-1) and amide (at 1650.32 and 1540.38 
cm-1) bands were the proof of the MAH incorporation (195 
µmole/g polymer, via Elemental analysis (Elementar Vario 
PYRO cube, Hanau, Germany) into the structure. Because 
of cryogelic polymerization, there were big cavities formed 
as a result of water removal at the end of the polymerization. 
The cavities with rough surface (approximately 3.343 m2/g, 
via Quantachrome AutosorbVR iQ-Chemi, Florida, USA, 
which was comparable with the literature [26-28]) suitable 
for the adsorption of lead ions could be seen it SEM (Carl 
Zeiss AG—EVO® 50 Series, Germany) images given in Figure 
2. The water uptake amount of cryogels was found (376%
on average) using the difference between the weights of dry
and water retained cryogel according to the formula given
by Equation 1. This means that approximately 376 times
cryogel mass diffuse into the cryogels with target molecules 
inside, resulting the long-time interaction, providing high
yields in spite of low surface area. 

Water uptake %=[((Wswollen-Wdry ))/Wdry ] x 100    (1)

Where Wswollen is the weight (g) of swollen after 
removal from the water bath and Wdry is the dry weight 
before entering the water bath. 

The Adsorption-Desorption Experiments
The nitric acid solution (5%, v/v) was used as a solvent for 
the lead removal from aqueous solution. All experiments 
were performed via a rotator at the speed of 20 rpm for 
15 minutes batch wise. The lead adsorption capacities 
of cryogels were estimated using the formula given by 
Equation 2. 

q=([(Ci-Cf ) x V])/m    (2)

Where, q, Ci, Cf, V and m are adsorption capacity (mg/g), 
initial concentration (mg/L), final concentration (mg/L), 
the volume of the adsorption medium (mL) and amount 
of cryogel (g), respectively. 

The atomic absorption spectrophotometry (Thermo 

Figure 1. FT-IR spectra of poly(HEMA-MAH) cryogels.
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Scientific / ICE 3500, UK) and inductively coupled plasma 
optic emission spectrophotometry (Thermo Scientific / 
ICAP 6500, UK) were used for the determination of lead 
amount adsorbed, and each experiment was repeated thrice 
for the statistical reliability. 

RESULTS and DISCUSSION
To determine the lead amount adsorbed onto the cryogels, 
wastewater sample was obtained from an inorganic 
material manufacturer. The electrostatic interaction was 
dominant throughout all experiments. 

The Adsorption-Desorption Experiments
Because of highly recommended electrostatic interaction 
between the ligand and target molecules was achieved 
during this study, the interaction between cryogels and 
lead was almost completed in 5 minutes. (Figure 3). The 
plateau observed after 5th minute was because all binding 
sites were engaged with the lead atoms in the solution 
and no more interaction can occur. On the contrary, 
the adsorption onto poly(HEMA-MAH) cryogels was 
increased with increasing concentration with no plateau 
observed up to 1000 ppm due to the fact that the number 
of ligands attached to the structure was high and also the 
target lead ion was quite small as compared to a polymeric 
structure resulting high number of interactions with each 
functional group on the polymeric cryogel (Figure 3).

The poly(HEMA-MAH) cryogels had uptake lead of 
approximately 747 µmole in a fast and cost-friendly single 
step process for the removal of Pb2+ ions. 

The Pb2+ adsorption capacity of poly(HEMA-MAH) 
cryogel was determined from a sample of wastewater 
from a local fabric manufacturer. To run the experiment, 
sample and HNO3 ratio was specified in the ratio of 1:1. 
The lead adsorption capacity of cryogel was determined as 
approximately 34% of all wastewater which is quite high. 

The lead-adsorption behaviour of cryogel was 
ascertained by the isotherm estimation. For that purpose, 
the Langmuir and Freundlich adsorption isotherm’s 
constants were calculated primarily. According to the 
graphs given in Figure 4 (time and concentration versus 
adsorbed lead amount), the single layer interaction was 
preponderant on the homogeneous surface (Table 1). The 
adsorption isotherm constants can be found in Table 1. 
The Redlich-Peterson adsorption isotherm model was also 
investigated which gave quite an effective result, especially 
for heavy metal adsorption interactions. in Table 1, β (0.36) 
value was in good agreement with the Langmuir adsorption 
model. In this adsorption system, the dominating model is 
the pseudo-second-order kinetic model due to the higher 
correlation coefficient value (1.00) meaning that the process 
was run as chemically controlled. 

Figure 2. SEM images of poly(HEMA-MAH) cryogels.

Figure 3. Lead adsorption onto poly(HEMA-MAH) cryogel.

C
Pb

: 10 mg/L, T: 25°C,a in HNO
3
 of 5 %(v/v)

t
Adsorption

: 30 minutes, T: 25°C, in HNO
3
  of 5 %(v/v)
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CONCLUSION
The importance of lead removal is getting more and 
more increased because of increasing number of diseases, 
especially anaemia, encephalopathy, and colic disease. 
We are exposed to heavy metals, especially lead, every 
day from air, water, soil and food products. In this 
study, poly(HEMA-MAH) cryogel was synthesized to 
provide a polymeric material for the removal of lead from 
wastewater. It was observed that chemical dynamics 
were dominated during adsorption occurring in one layer 
homogenously. The wastewater sample obtained from 
the manufacturer was the important target medium to 
see the lead adsorption performance of the cryogel to see 
whether this polymeric material will run or not. A cost-
effective, short-timed and simple method was applied in 
this study. As a concluding remark, it can be said that the 
poly(HEMA-MAH) cryogel is promising alternative for 
efficient heavy metal, especially Pb2+ removal, contrary to 
conventional techniques.

R E F E R E N C E S

1. Lalhruaitluanga H, Jayaram K, Prasad MNV, and Kumar

KK, Lead(II) adsorption from aqueous solutions by raw

and activated charcoals of Melocanna baccifera Roxburgh

(bamboo)—A comparative study. Journal of Hazardous

Materials  175 (2010) 311-318.

2. Ochieng H, de Ruyter van Steveninck E, and Wanda

F, Mouthpart deformities in Chironomidae (Diptera) as

indicators of heavy metal pollution in northern Lake Victoria, 

Uganda. African Journal of Aquatic Science  33 (2008) 135-

142.

3. WHO, WHO Guidelines for Drinking-Water Quality, fourth

ed., WHO Press, Geneva.  (2011).

Table 1. Adsorption isotherm and kinetic parameters for the aluminium adsorption process.

Langmuir Isotherm Freundlich Isotherm Redlich-Peterson Isotherm

Qexp Qmax b R2 n Kf R2 K a b R2

6,12 11,98 0,005 0,9986 0,812 0,118 0,9978 0,18 0,69 0,36 0,9713

Pseudo-First-Order Pseudo-Second-Order

Qexp (mg/g) qeq (mg/g) k1 (1/min.) R2 qeq (mg/g) k2 (g/mg.min.) R2

1,96 3,58 0,0044 0,81 1,90 0,3792 1.00

Figure 4. A) Langmuir, B) Freundlich and C) Redlich- Peterson 
Adsorption Isotherms.



05

E.
 B

ilg
in

 e
t a

l./
 H

itt
ite

 J 
Sc

i E
ng

, 2
01
7,
4 

(1
) 0

1–
05

4. Mazaheri H, Ghaedi M, Hajati S, Dashtian K, and Purkait MK, 

Simultaneous removal of methylene blue and Pb2+ ions

using ruthenium nanoparticle-loaded activated carbon:

response surface methodology. RSC Advances  5 (2015)

83427-83435.

5.	 Vuković GD, Marinković AD, Škapin SD, Ristić MĐ, Aleksić R,

Perić-Grujić AA, and Uskoković PS, Removal of lead from

water by amino modified multi-walled carbon nanotubes.

Chemical Engineering Journal  173 (2011) 855-865.

6. Salem A and Akbari Sene R, Removal of lead from solution

by combination of natural zeolite–kaolin–bentonite as a new 

low-cost adsorbent. Chemical Engineering Journal  174

(2011) 619-628.

7. Pawar RR, Bajaj HC, and Lee S-M, Activated bentonite as a

low-cost adsorbent for the removal of Cu (II) and Pb (II) from 

aqueous solutions: Batch and column studies. Journal of

Industrial and Engineering Chemistry  34 (2016) 213-223.

8. Martins BL, Cruz CCV, Luna AS, and Henriques CA, Sorption 

and desorption of Pb2+ ions by dead Sargassum sp. biomass. 

Biochemical Engineering Journal  27 (2006) 310-314.

9. 9.	 Tchounwou PB, Yedjou CG, Patlolla AK, and Sutton 

DJ, Heavy metal toxicity and the environment, in Molecular, 

clinical and environmental toxicology. 2012, Springer. p. 

133-164.

10. Jamshidi M, Ghaedi M, Dashtian K, Hajati S, and Bazrafshan 

A, Ultrasound-assisted removal of Al3+ ions and Alizarin

red S by activated carbon engrafted with Ag nanoparticles:

central composite design and genetic algorithm optimization. 

RSC Advances  5 (2015) 59522-59532.

11. Jamshidi M, Ghaedi M, Dashtian K, Ghaedi AM, Hajati

S, Goudarzi A, and Alipanahpour E, Highly efficient

simultaneous ultrasonic assisted adsorption of brilliant

green and eosin B onto ZnS nanoparticles loaded activated

carbon: Artificial neural network modeling and central

composite design optimization. Spectrochimica Acta Part

A: Molecular and Biomolecular Spectroscopy  153 (2016)

257-267.

12. Roosta M, Ghaedi M, Daneshfar A, and Sahraei R,

Experimental design based response surface methodology

optimization of ultrasonic assisted adsorption of safaranin

O by tin sulfide nanoparticle loaded on activated carbon.

Spectrochimica Acta Part A: Molecular and Biomolecular

Spectroscopy  122 (2014) 223-231.

13. Say R, Birlik E, Denizli A, and Ersöz A, Removal of heavy

metal ions by dithiocarbamate-anchored polymer/

organosmectite composites. Applied Clay Science  31

(2006) 298-305.

14. Nasiri Azad F, Ghaedi M, Dashtian K, Montazerozohori M, Hajati 

S, and Alipanahpour E, Preparation and characterization of

MWCNTs functionalized by N-(3-nitrobenzylidene)-N[prime 

or minute]-trimethoxysilylpropyl-ethane-1,2-diamine for

the removal of aluminum(iii) ions via complexation with

eriochrome cyanine R: spectrophotometric detection and

optimization. RSC Advances  5 (2015) 61060-61069.

15. Lalhmunsiama, Lee SM, and Tiwari D, Manganese oxide

immobilized activated carbons in the remediation of

aqueous wastes contaminated with copper(II) and lead(II).

Chemical Engineering Journal  225 (2013) 128-137.

16. Gupta SS and Bhattacharyya KG, Kinetics of adsorption of

metal ions on inorganic materials: a review. Advances in

Colloid and Interface Science  162 (2011) 39-58.

17. González MA, Pavlovic I, and Barriga C, Cu(II), Pb(II) and

Cd(II) sorption on different layered double hydroxides. A

kinetic and thermodynamic study and competing factors.

Chemical Engineering Journal  269 (2015) 221-228.

18. 18.	 Liu Z and Zhang F-S, Removal of lead from water

using biochars prepared from hydrothermal liquefaction of

biomass. Journal of Hazardous Materials  167 (2009) 933-

939.

19. Massalimov IA, Il’yasova RR, Musavirova LR, Samsonov

MR, and Mustafin AG, Use of micrometer hematite particles 

and nanodispersed goethite as sorbent for heavy metals.

Russian Journal of Applied Chemistry  87 (2015) 1456-

1463.

20. Kumari M, Pittman Jr CU, and Mohan D, Heavy metals

[chromium (VI) and lead (II)] removal from water using

mesoporous magnetite (Fe3O4) nanospheres. Journal of

Colloid and Interface Science  442 (2015) 120-132.

21. Erto A, Giraldo L, Lancia A, and Moreno-Piraján JC, A

comparison between a low-cost sorbent and an activated

carbon for the adsorption of heavy metals from water. Water, 

Air, and Soil Pollution  224 (2013).

22. Sen Gupta S and Bhattacharyya KG, Adsorption of heavy

metals on kaolinite and montmorillonite: a review. Physical

Chemistry Chemical Physics  14 (2012) 6698-6723.

23. Nguyen TC, Loganathan P, Nguyen TV, Vigneswaran S,

Kandasamy J, and Naidu R, Simultaneous adsorption of Cd,

Cr, Cu, Pb, and Zn by an iron-coated Australian zeolite in

batch and fixed-bed column studies. Chemical Engineering

Journal  270 (2015) 393-404.

24. Yang W, Tang Q, Wei J, Ran Y, Chai L, and Wang H, Enhanced 

removal of Cd (II) and Pb (II) by composites of mesoporous

carbon stabilized alumina. Applied Surface Science  369

(2016) 215-223.

25. Say R, Garipcan B, Emir S, Patır S, and Denizli A,

Preparation of poly (hydroxyethyl methacrylate-co-

methacrylamidohistidine) beads and its design as a affinity

adsorbent for Cu (II) removal from aqueous solutions.

Colloids and Surfaces A: Physicochemical and Engineering

Aspects  196 (2002) 199-207.

26. Kose K and Uzun L, PolyGuanine methacrylate cryogels for

ribonucleic acid purification.

27. Köse K, Erol K, Özgür E, Uzun L, and Denizli A, PolyAdenine 

cryogels for fast and effective RNA purification. Colloids and 

Surfaces B: Biointerfaces  146 (2016) 678-686.

28. Erol K, Köse K, Uzun L, Say R, and Denizli A, Polyethyleneimine 

assisted-two-step polymerization to develop surface

imprinted cryogels for lysozyme purification. Colloids and

Surfaces B: Biointerfaces  146 (2016) 567-576.


