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ABSTRACT

In this study, glutaraldehyde cross-linked magnetic chitosan nanoparticles (GMCNs) were
prepared through cross-linking modification of magnetic chitosan nanoparticles using glu-
taraldehyde as a cross-linker that exhibited excellent Metanil Yellow (MY) adsorption per-
formance. The characterization of the GMCNs was performed by Fourier transform infrared
spectroscopy, transmission electronmicroscopy, scanning electron microscopy, dynamic light
scattering, and vibrating sample magnetometry analyses. Adsorption characteristics of MY
from aqueous solution onto GMCNs have been studied. During the studies, various essen-
tial factors influencing the adsorption, like adsorbate concentration, amount of adsorbent,
pH of the solution, and contact time have been monitored. The equilibrium was achieved
within 17 h at pH 4, and the adsorption data obeyed the Langmuir equation with a maxi-
mum adsorption capacity of 625 mg/g and a Langmuir adsorption equilibrium constant of
5.2 × 10−4 dm3/mg at 25˚C. The adsorption kinetics of MY at different initial dye concentra-
tions was evaluated by the first-order and second-order models. The kinetic studies of MY
adsorption showed that the adsorption process followed a second-order kinetic model. Fur-
thermore, the GMCNs can be regenerated and reused through dye desorption in alkaline
solution at pH 10. Adsorption results for reusability were 100, 93, and 65%, respectively, for
three repeats.

Keywords: Adsorption; Cross-linked-magnetic chitosan; Metanil Yellow; Regeneration;
Adsorption isotherm; Adsorption kinetics

1. Introduction

Metanil Yellow (MY) is a highly water-soluble azo
dye. It is widely used for the coloring of soap, spirit
lacquer, shoe polish, bloom sheep dip for the prepara-
tion of wood stains, dyeing of leather, manufacture of

pigment lakes, colored water-fast inks, and for stain-
ing paper [1–3]. Although the use of MY as a colorant
agent is not permitted, it is still widely used as a col-
orant in many food industries. Therefore, it is often
released in effluents during processing and transform-
ing and causing a lot of health and environmental
problems [1–3]. Hence, it is a major pollutant and
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various workers have made attempts to remove MY
from wastewater [1–4].

A number of chemical and physical methods such
as chemical coagulation, activated sludge, biodegrada-
tion, oxidation, membrane separation, adsorption, and
photodegradation have been reported for the removal
of azo dye compounds [5–10]. Among the physical
and chemical processes, the adsorption procedure is
effective in producing high-quality effluent without
the formation of harmful substances [9,10]. A number
of adsorption materials have been used to remove
dyes and organic compounds including ion exchange
resins, hen feather, eggshell, bottom ash, and Hibiscus
cannabinus fiber [11–16].

In recent years, there has been increased interest in
the use of magnetic-assisted separation technique
(MAT) which is an alternative to centrifugation or fil-
tration separation methods based on the use of mag-
netic nanoparticles (MNPs) [17,18]. In the MAT,
functionalized MNPs are dispersed into the samples
containing target compounds, and then the adsorption
of the compounds on the surface of functionalized
particles takes place, and subsequently, the magnetic
particles containing the adsorbed compounds are col-
lected rapidly and conveniently with an external mag-
netic field for separation. The removal of these
magnetic particles from the solution with the use of
magnetic field is more selective and efficient than
centrifugation or filtration processes [17,18].

Chitosan is a product of deacetylation process of
chitin which is the most popular natural polymer that
has increasingly been applied in medicine, pharmacol-
ogy, biotechnology, as well as plant or environment
protection [19,20]. Owing to the fact that it possesses
amine and hydroxyl functional groups, it is character-
ized by a high adsorptive effectiveness of metal ions
[21] and dyes from aqueous solutions [10,19–21]. A
drawback of chitosan is its solubility in acidic solu-
tions. At pH < 5.5, it dissolves and loses its adsorption
capacity for sorbate binding. Cross-linking can be con-
sidered as a solution to this problem. The cross-linked
chitosan maintains constant reactivity in a wide pH
range and is characterized by high mechanical resis-
tance [22]. The cross-linking may also affect the
improvement of its regeneration properties [23,24].

The aims of this study are to prepare glutaralde-
hyde cross-linked magnetic chitosan nanoparticles
(GMCNs) and to investigate the adsorption charac-
teristics of MY from aqueous solutions onto GMCNs.
Furthermore, the influence factors of the adsorption
such as pH, contact time, and dye concentrations were
studied; the equilibrium isotherm parameters and
regeneration were determined and discussed. To the
best of our knowledge, there were no reports of

the adsorption characteristics of MY from aqueous
solutions onto GMCNs.

2. Material and methods

2.1. Chemicals and reagents

Iron(III) chloride hexahydrate (FeCl3·6H2O), iron(II)
chloride tetrahydrate (FeCl2·4H2O), glutaraldehyde
solution (25 wt% in H2O, C5H8O2), chitosan poly
(D-glucosamine) deacetylated chitin, (low molecular
weight), sodium acetate trihydrate (C2H3NaO2·3H2O),
mineral oil, Tween 80, and acetone (C3H6O) were pur-
chased from Sigma–Aldrich. MY (C18H14N3NaO3S) was
obtained from Fluka. All regents were of analytical
grade and used without further purification. Deionized
water was used throughout the experiments.

2.2. Preparation of cross-linked magnetic chitosan
nanoparticles

MNPs were prepared by co-precipitation method
as reported in our previous work [25,26]. One gram
Fe3O4 nanoparticles were washed with ethanol and
dispersed in a solution with 165-mL mineral oil and 2-
mL tween-80; then, 10-g chitosan was completely dis-
solved by stirring in a solution of 1.0 dm3, 1.5 wt%
acetic acid. Seventy-five milliliters chitosan solution
was dropped into a dispersed solution. The chemical
cross-linking reagent glutaraldehyde (15 mL, 25 v/v%)
was mixed and shaken for 4 h at 1,500 rpm within the
incubator. The adsorbent (GMCNs) was gained after
the reaction mixture was separated with a magnet and
washed several times with acetone, and finally dried
in a freeze dryer.

2.3. Characterization of the adsorbent

The particles were analyzed by transmission elec-
tron microscopy (TEM) (JEOL 2100 F, Japan) for parti-
cle size and morphology. Quanta 400F Field Emission
Scanning Electron Microscopy (FE-SEM (FEI)) was
used for morphological characterization of GMCNs
and MY-adsorbed GMCNs. Fourier transform infrared
(FT-IR) spectra was measured on a Thermo Scientific
Nicolet IS10FT-IR spectrometer (USA). Sixteen scans
were collected at a resolution of 4 cm−1. The particle
size and distributions of the MNPs and GMCNs were
determined using dynamic light scattering (DLS) tech-
nique (Zeta Sizer Nano-ZS, Malvern). Magnetization
measurements as a function of magnetic field were
carried out using a vibrating sample magnetometer
(VSM) (Q-3398, Cryogenic).
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2.4. Batch studies

The experiments were conducted with 25-mg
GMCNs and 10-mL initial dye concentration within
the range of 0.4–7.4 mM at pH 4 using 0.1-M acetate
buffer solution, then incubated about 24 h with con-
stant shaking at 200 rpm and at 25˚C. The aqueous
phase was separated from GMCNs by Nd–Fe–B
permanent magnet. The dye concentration remaining
in the solution was determined at 434 nm using a UV/
visible spectrometer (Perkin Elmer Lamda 25) after the
pH was adjusted to 6 using either hydrochloric acid or
sodium hydroxide standardized solutions since the

λmax of dye solution can be varied at different pH
[27,28]. The preparation steps of GMCNs and using for
the adsorption of MY dye are shown in Fig. 1.

The effect of MY adsorption was studied in the pH
range 3–8. The pH of the initial solution was adjusted
to the required pH value using either HCl or NaOH
solution. All experiments were conducted in triplicate
and the mean values have been reported.

2.5. Regeneration and reusability of the adsorbent

Regeneration of the adsorbent was studied by plac-
ing 150-mg GMCNs into 10-mL dye solutions

Fig. 1. Schematic illustration for the preparation steps of glutaraldehyde (GA) cross-linked magnetic chitosan nanoparticles
(GMCNs) and using for MY adsorption.
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(7.4 mM, pH 4.0) with constant shaking at 150 rpm
and 25˚C for 120 min. Dye-loaded GMCNs were col-
lected and removed from the solution by a magnet,
and then the dye-loaded GMCNs were agitated with
10-mL NH4OH/NH4Cl buffer at pH 10.0 for 120 min
at 25˚C. The reusability of the adsorbents was studied
by reusing the desorbed GMCNs in adsorption experi-
ments. The process of experiments was repeated three
times.

3. Results and discussions

3.1. Characterization of the GMCNs

The magnetic properties of MNPs and GMCNs
were investigated by VSM analysis at room tempera-
ture. The saturation magnetization of MNPs (see
Fig. 2(A)) and GMCNs (see Fig. 2(B)) were about 66.0
and 22.0 emu g−1, respectively. The decrease in the
saturation magnetization of nanoparticles after coating
can be explained by the decrease in the amount of the
magnetic moments per unit weight due to the diamag-
netic contribution of chitosan shell [29]. The solid
phase was separated from the mixture by magnetic
separation with the help of a permanent magnet. As
can be seen in Fig. 2(C), the GMCNs were highly
responsive to a magnetic field, where the slurry was
clarified in 30 s using a permanent magnet.

The particle agglomeration size distributions of the
MNPs and GMCNs were shown in Fig. 3(A) and (B).

These results suggest that the particle agglomeration
size of the MNPs increased significantly from 126 to
762 nm when they were coated with glutaraldehyde
cross-linked chitosan. As can be seen from the TEM
image in Fig. 3(C), for the GMCNs, the number length
(arithmetic) mean size of the primary particles is
approximately 11 nm. The observation of surface mor-
phology of the unloaded and MY-loaded GMCNs is
shown in Fig. 3(D) and (E). As can be seen from the
SEM image, the surface is rough, non-porous, folded,
and non-hollow.

The FT-IR spectra of pure chitosan, GMCNs, and
MY-adsorbed GMCNs are shown in Fig. 4. The spec-
trum of chitosan displays a number of absorption
peaks, an indication of different types of functional
groups present in chitosan beads. The broad and
strong band ranging from 3,200 to 3,600 cm−1 corre-
sponds to the presence of –OH and –NH2 groups,
which are consistent with the peak at 1,024 and
1,650 cm−1 assigned to alcoholic C–O stretching vibra-
tion and the characteristic of amine (N–H) deforma-
tion. After chitosan was coated on MNPs, O–H and
C–H stretching vibration and –NH2 deformation peaks
of chitosan appear at 3,287, 2,867, and 1,650 cm−1 [29],
respectively, in the spectra of GMCNs. The existence
of these characteristic peaks of chitosan indicates that
chitosan was coated onto MNPs. After the adsorption
of MY onto GMCNs, the characteristic peaks of S=O
and N=N groups are observed at 1,139and 1,584 cm−1,
respectively. Presence of these peaks in the FT-IR

Fig. 2. Magnetization vs. magnetic field for nanoparticles. (A) MNPs, (B) GMCNs, and (C) response of the cross-linked
magnetic chitosan nanoparticles to the magnetic field.
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spectrum of GMCNs indicates that MY molecules
were adsorbed onto the GMCNs.

3.2. Investigation of sorption parameters

In order to optimize the pH for maximum removal
efficiency, experiments were conducted in the pH
range from 3.0 to 8.0 using 50-mg GMCNs with 50-mL
of 2.5-mM adsorbate solutions at room temperature
(see Fig. 5). The experimental adsorption capacities of
MY increased from 208- to 221-mg/g adsorbent as the
initial pH of the solution decreased from 8.0 to 3.0.
The protonation of amino groups of chitosan is much
easier in the acidic solution. Thus, increasing the elec-
trostatic attraction between –SO�

3 of the dye and
–NHþ

3 of chitosan causes an increase in the dye
adsorption process [30,31]. The results indicated that
the removal of dye increased between pH 3 and 4
then decreased with pH variation from 4 to 8.

The effect of agitation time on the extent of adsorp-
tion of MY at different concentrations is shown in
Fig. 6. The extent of adsorption increases with time
and attains equilibrium for all the concentrations of
MY studied (2.5, 3.8, and 5.6 mM) at 17 h. After this
equilibrium period, the amount of MY adsorbed did
not change significantly with time, indicating that this
time is sufficient to attain equilibrium for the maxi-
mum removal of MY from aqueous solutions by
GMCNs.

The adsorption data of MY concentration vs. per-
cent dye removal and amount of dye adsorbed (qe), by
GMCNs (see Fig. 7(A)) indicated that as the initial
concentrations of MY increased from 0.5 to 2.5 mM,
the percent dye removal remained approximately
stable. However, the percent dye removal after
2.5 mM decreased from 99 to 48%, as the initial MY
concentration increased from 2.5 to 7.6 mM (see
Fig. 7(A)).

Fig. 3. (A) Particle agglomeration size distribution of the naked Fe3O4, (B) particle agglomeration size distribution of
GMCNs, (C) TEM for GMCNs, the bar is 50 nm, (D)SEM for GMCNs, and (E) SEM for MY-adsorbed GMCNs, the bars
are 1 μm for each sample.

S. Tural et al. / Desalination and Water Treatment 57 (2016) 13347–13356 13351



The effect of the adsorbent dose on the biosorption
of MY was conducted at an initial MY concentration
of 5.6 mM and 200 rpm stirring rate for 17 h at 25˚C.
As can be seen in Fig. 7(B), the percentage removal of
MY increases with increase in the adsorbent doses,
while the sorption capacity, qe (mg/g), at equilibrium
decreases. This can be attributed to the increased
adsorbent surface area and availability of more sorp-
tion sites on the adsorbent. The results clearly indi-
cated that the removal efficiency increases up to an
optimum dose of 70 mg and thereafter the percent
removal of MY remained to be constant. The maxi-
mum percent removal of MY is about 99% with 70-mg
GMCNs.

3.3. Adsorption isotherm models

Distribution of MY between the liquid phase and
the solid phase can be described by Langmuir and
Freundlich isotherm models. The Langmuir model
assumes that the adsorption of the dye occurs on a
homogenous surface by monolayer adsorption with
no transmigration of the dye in the plane surface
[32,33]. The Langmuir equation may be written
as (1, 2):

Ce

qe
¼ 1

KLqm
þ Ce

qm
(1)

qm ¼ KL

b
(2)

Fig. 4. FT-IR spectra of samples for chitosan, GMCNs, and
MY-adsorbed GMCNs.

Fig. 5. The effect of pH for adsorption capacities of MY
onto GMCNs as 2.5-mM initial dye concentration and
50-mg GMCNs.

Fig. 6. The kinetics of the adsorption capacity of MY for
different initial concentrations onto GMCNs.
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where qe is amount of dye adsorbed (mg/g), Ce is
equilibrium concentration of MY in solution (mg L−1),
and qm is maximum monolayer adsorption capacity of
dye onto 1-g adsorbent (mg/g). The constant b
(L mg−1) in the Langmuir equation is related to the
energy or the net enthalpy of the sorption process.
The constant KL (L g−1) can be used to determine the
enthalpy of adsorption [34]. The constants b and KL

are the characteristics of the Langmuir equation and
can be determined from the linearized form of the
Langmuir equation (2) [34]. A linearized plot of Ce/qe
against Ce gives KL, qm, and b. The Langmuir isotherm
constants and qm are given for anionic dye MY at pH
4 and at 25˚C in Table 1.

The essential features of the Langmuir adsorption
isotherm parameter can be used to predict the affinity
between the adsorbate and adsorbent using a dimen-
sionless constant called separation factor or equilib-
rium parameter (RL), which is expressed by the
following relationship (3) [35]:

RL ¼ 1

1þ bC0
(3)

where C0 is the initial dye concentration (mg/dm3)
and b is the Langmuir equilibrium constant (dm3/mg).
The value of RL indicates the type of Langmuir

isotherm: irreversible (RL = 0), linear (RL = 1), unfavor-
able (RL > 1), or favorable (0 < RL < 1)) [35]. The values
of RL calculated for different initial MY concentrations
were found to be between 0.88 and 0.99, indicating
that the adsorption of MY onto GMCNs is favorable.

The Freundlich equation characterized by the
heterogeneity factor 1/n is an empirical equation and
it can be written as follows (4) [33,36]:

log qe ¼ logKF þ 1

n
logCe (4)

where qe is the solid-phase sorbate concentration in
equilibrium (mg/g), Ce is the liquid-phase sorbate
concentration in equilibrium (mg/dm3), KF is the
Freundlich constant (dm3/g), and 1/n is the hetero-
geneity factor. “n value” indicates the degree of
non-linearity between solution concentration and
adsorption as follows: if n = 1, then adsorption is lin-
ear; if n < 1, then adsorption is a chemical process;
and if n > 1, then adsorption is a physical process [37].
In the present study, since n was calculated as 4.47
(see Table 1), the adsorption of MY onto GMCNs is a
physical process.

The correlation coefficients (R2) for the different
models given in Table 1 suggest that the experimental
data for MY adsorption onto GMCNs can be better

Fig. 7. Effect of (A) concentration and (B) adsorbent dose on the removal of MY.

Table 1
Langmuir and Freundlich isotherm parameters for adsorption of MY onto GMCNs

Langmuir constants Freundlich constants

KL (dm3/g) b (dm3/mg) qm (mg/g) R2 KF (dm3/g) n R2

0.032 5.2 × 10−4 625 0.99 143.1 4.47 0.88
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represented by the Langmuir equation compared to
the Freundlich model. The value of qm obtained from
the Langmuir plots is mainly consistent with the
experimental data, suggesting that the adsorption
process is mainly monolayer.

3.4. Adsorption kinetics

In order to investigate the mechanism of adsorp-
tion, the pseudo-first-order and pseudo-second-order
models were used to correlate the experimental data.
The pseudo-first-order model of Lagergren (5) is given
as [33,38]:

log qe � qtð Þ ¼ log qe � k1
t

2:303
(5)

where qe and qt are the amounts of MY adsorbed onto
GMCNs (mg/g) at equilibrium and at time t, respec-
tively, and k1 is the rate constant of the first-order
adsorption (min−1). The straight line plots of
log(qe− qt) against t were used to determine the rate
constant, k1, and correlation coefficients.

The pseudo-second-order model (6) can be
expressed as [33,39]:

t

qt
¼ 1

k2q2e
þ t

qe
(6)

where k2 is the rate constant of the second-order
adsorption (mg/g min−1). The straight line plots of t/qt
against t were used to determine the rate constant, k2,
and correlation coefficient [29]. It is more likely to pre-
dict behavior over the whole range of adsorption.

The first-order and second-order adsorption rate
constants, calculated qe and R2 values for different ini-
tial MY concentrations at 25˚C and at pH 4, are given
in Table 2. As shown in Table 2, the pseudo-second-
order model is more suitable to represent the experi-
mental data on the adsorption process.

3.5. Reusability

Desorption studies as a function of pH were
conducted to analyze the possibility of reusing the
adsorbent for further adsorption and to make the pro-
cess more economical. After adsorption experiments,
the dye-loaded GMCNs were washed with distilled
water to remove any non-adsorbed dye and then were
incubated with NH4OH/NH4Cl buffer. To investigate
the reusability of the adsorbent, for each period,
GMCNs after desorption were separated with the help
of a magnet and reused in adsorption experiments
and the process was carried out three times (see
Fig. 8). Desorption results for reusability were 97, 70,
and 40%, respectively, for three repeats.

4. Conclusions

Thus, on the basis of the above-mentioned findings,
it can be safely concluded that the dye MY can be
easily removed by the adsorbent, GMCNs. The adsorp-
tion process is pH dependent and highest amounts of
dye can be removed at pH 4.0. The maximum removal
of MY is achieved at its 2.5-mM concentration using

Table 2
Comparison of the linear first-order and second-order adsorption rate constants, calculated qe and R2 values for different
initial dye concentrations

Initial concentration (mM)
First-order kinetic model Second-order kinetic model

k1 (h
−1) qe (mg/g) R2 k2 (g/mg h) qe (mg/g) R2

2.5 0.14 261 0.79 3.6 × 10−4 370 0.96
3.8 0.33 632 0.88 1.03 × 10−3 500 0.99
5.6 0.28 500 0.96 1.07 × 10−3 667 0.99

Fig. 8. Adsorption and desorption yield of MY onto
GMCNs.
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70-mg GMCNs. It is also established that almost 17 h
are sufficient to attain equilibrium in the present case
and the adsorption follows pseudo-second-order rate
expression. The values of thermodynamic parameters
obtained for the adsorption process indicated that the
Langmuir isotherm model agrees with experimental
data better than the Freundlich. The values of separa-
tion factor (RL) calculated for different initial MY con-
centrations showed that the adsorption of MY onto
GMCNs is favorable. Since n was calculated as 4.47
from the Freundlich equation (see Table 1), the adsorp-
tion of MY onto GMCNs is a physical process.

In addition, GMCNs can be regenerated efficiently
using alkaline solution at pH 10.0; thus, the adsorbent
was used for three repeated cycles for the dye
removal. The technique used in this study offered a
convenient and efficient method for the preparation of
GMCNs, which facilitated a more efficient adsorption
of dye from aqueous solution (adsorbed 65% of MY
after three repeats) and avoided secondary pollution
of the adsorbent to water.
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