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a b s t r a c t
Low-cost adsorbent based on sewage sludge was studied on the adsorption of cadmium ion (Cd(II)) in 
a batch system. The raw sewage sludge was treated using sulfuric acid and then heated at 300°C. The 
as-obtained material was characterized by thermogravimetric analyses, Fourier transform infrared 
spectroscopy, scanning electron microscopy and Brunauer–Emmett–Teller surface area. The treated 
sewage sludge (TSS) exhibits a higher surface area than the raw material due to the activation process. 
Some parameters such as adsorbent dose, solution pH, initial concentration and contact time were 
investigated in the batch system to study the optimum adsorption condition of the adsorbent. The 
kinetic study showed that the adsorption is well described by the pseudo-second-order kinetic model, 
while sorption isotherms gave better fit for the Langmuir model yielding an adsorption capacity of 
56.2 mg/g. Moreover, adsorption mechanism was proposed on the basis of infrared spectroscopy and 
elemental analyses after adsorption.
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1. Introduction

Pollution with heavy metals has attracted public concern 
because it is one category of the most significant contaminants 
causing many environmental issues that threaten human health 
and ecological systems [1]. Large amounts of agricultural and 
industrial heavy metals are discharged everyday causing con-
siderable contamination of ground water [2]. Cadmium ions 
have been recognized as a potential metallic toxicant by differ-
ent international agencies including EEC black list and United 
Kingdom red list substances [3,4] and it becomes a serious 
threat because of its biological accumulation and solubility [5]. 
According to the US Environmental Protection Agency, the limit 
concentration of cadmium in drinking water is 0.005 mg/L [6], 
whereas the World Health Organization and American Water 
Works Association have recommended a limit of 0.003 mg/L [7].

Several methods have been used to sequester cadmium 
ions and heavy metals from aqueous solutions including 
membrane technology, ion exchange, phytoremediation, 
coagulation, chemical precipitation and ion exchange 
[8–11]. However, these methods have high operational 
costs, incomplete metal removal and enormous amount of 
residual sludge; so to overcome these drawbacks adsorp-
tion is considered a better choice, an inexpensive and 
eco-friendly method and it requires minimum skills for 
implementation.

Sewage sludge (SS) is a kind of colloidal sediment waste 
product in the precipitation process using coagulant, an 
increased amount of SS is produced in large quantities world-
wide. SS is reused in landfilling, in forestry, in sea dumping, 
as soil improver and so on [12,13]. Nevertheless, sometimes it 
causes a second pollution due to the harmful pollutants that 
it contains [14]. Given that clean water resources are used to 
produce the drinking water, the amount of hazardous pollut-
ant in Agadir sewage sludge is relatively low.
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In this study, we have analyzed different key factors 
including pH, initial concentration and contact time to 
understand the adsorption of cadmium ions onto treated SS 
of the region of Ait Melloul, Oued Souss, Agadir, Morocco, 
and adsorption kinetics and isotherm modeling were 
discussed.

2. Experimental setup

2.1. Preparation of the adsorbent

A desired amount of SS was mixed with a volume of 
distilled water respecting to ratio of 1:5 (mRM : VDW) and pH 
was adjusted to 3 using H2SO4, the mixture was stirred for 
12 h. Then, the treated sewage sludge (TSS) was filtered 
and washed several times with distilled water and etha-
nol. Finally, the filtered solid (TSS) was heated at 300°C 
for 4 h.

2.2. Batch adsorption study

Batch adsorption was performed at different initial Cd(II) 
concentrations to obtain equilibrium isotherms. For isotherm 
studies, adsorption experiments were carried out by shak-
ing 20 mg of TSS with 250 mL flasks filled with 200 mL of 
Cd(II) solution at a concentration range 1–5 mg/L at a room 
temperature for 2 h. After equilibrium, the suspension was 
filtered and the metal solution then was analyzed using 
atomic absorption spectrometer (AAS). In order to obtain 
the adsorption capacity, the amount of ions adsorbed per 
mass unit of TSS (mg/g) was evaluated using the following 
expression:

Qe = (Ci – Ce)V/M� (1)

The removal percentage of Cd(II) was calculated as 
follows: 

% Removal = 100 (Ci – Ct)/Ci � (2)

where Qe is the amount of Cd(II) adsorbed at equilibrium 
(mg/g), Ci is the initial metal ions concentration (mg/L), Ce 
is the equilibrium metal ions concentration (mg/L), V is the 
volume of the aqueous phase (L) and M is the amount of the 
TSS used (g). 

The initial pH was adjusted to the required pH value 
(4–12) by using NaOH and HCl solutions. For adsorption 
kinetics, the mixture of the test solution 200 mL (5 mg/L) and 
TSS (20 mg) was stirred in a shaker at 25°C continuously for 
2 h. Separate samples for Cd(II) were drawn after 10, 15, 20, 
30, 60 and 120 min intervals. The suspension was filtered and 
then analyzed using AAS.

2.3. Characterizations

2.3.1. Thermogravimetric analyses

Thermogravimetry was performed to determine the 
dehydration kinetics of the prepared samples. The thermal 
decomposition of the precursor was followed under air 
between 25°C and 1,000°C with a rate of 10°C/min.

2.3.2. Scanning electron microscopy

SEM was used to observe the samples morphology. 
Preliminary images were obtained with a Philips XL30 SEM 
using a maximum voltage of 20 kV.

2.3.3. FTIR

The Fourier transform infrared spectra of TSS sample 
were obtained in the mid infrared region (400–4,000 cm–1) 
using a Shimadzu 4800S. The spectrum was scanned at reso-
lution of 2.0 cm–1 and with 20 scanning.

2.3.4. Specific surface area BET and pore size distribution

The Brunauer–Emmett–Teller (BET) surface area (SBET) 
was determined by the nitrogen adsorption and desorption 
isotherm, pore size distribution and specific surface area 
were measured using an Autosorb-1 surface area and pore 
size analyzer at 77 K.

2.3.5. Atomic absorption spectrometer

A flame atomic absorption spectrometer (AA-7000), 
equipped with an optical double-beam photometric sys-
tem is automatically set for flame measurements, and the 
high-throughput, single-beam photometric system is auto-
matically set for furnace measurements. It possesses a max-
imum performance for metal detection through optimal 
adjustment of the light beam and digital filter, and by using 
optical components that restrict light loss. The wavelength 
used for monitoring Cd is 324.8 nm.

3. Results and discussion

3.1. Thermogravimetric analyses

Fig. 1 shows the thermogravimetric analyses of both 
treated and bare SS. Remarkable weight loss of ~58% and 
~64% was observed for SS and TSS, respectively. The first 

 

Fig. 1. Thermal decomposition of sewage sludge and treated 
sewage sludge under air.
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weight loss of 4.58% in the range of 50°C–200°C corresponds 
to the dehydration of the materials meaning the elimination 
of both surface and lattice water. The second weight loss of 
59.51% might be attributed to elimination of different vapors 
such as NH3, NO2 and O2. The plateau at higher temperatures 
(i.e., above 600°C) corresponds to some oxide minerals in the 
samples (SiO2, MgO and Al2O3).

3.2. Scanning electron microscopy

Fig. 2 illustrates the morphology of bare and TSS, it can 
be clearly seen that the morphology of SS (Fig. 2(a)) consists 
of rough aggregated micrometric plates with irregular orien-
tations and size. After sulfuric acid activation, the morphol-
ogy became more regular with rounded aggregated particles.

3.3. FTIR

The Fourier transform infrared spectroscopy (FTIR) spec-
trum of prepared adsorbent is presented in Fig. 3. The peaks 
at 3,400, 2,848, 1,442 and 1,627 cm−1 are related, respectively, 
to several organic functional groups such as –OH stretch-
ing vibration [15], C–H stretching vibration [16], C=C band, 
C=O and COO– [17]. These features show the surface carbon 
structure of the TSS which consists of high content of car-
boxylic, chain hydrocarbons and aromatic compounds. The 
peak at 3,400 cm−1 might be associated also to the stretching 
of the N–H bond of organic compounds [12], while the band 
at ~1,420 cm–1 will be attributed to the C–H stretching of CH2 
and CH3 [15,18]. Additionally, the aromatic rings will pro-
mote π-electron bonding which is reported to have a strong 
affinity with heavy metal cations [19]. The heat treatment at 
300°C may have increased the distribution of the functional 
groups such as –OH and –CH2– structures. Furthermore, 
the strong band in the range of 1,030–1,080 cm−1 might be 
attributed to the O–H functional group in mineral com-
ponents or to the C–O functional group [20,21]. The band 
around 1,080 cm−1 is due to siloxane Si–O–Si and Si–O–C 
groups [22]. This observation is in agreement with the ther-
mal analyses which shows the existence of mineral oxides in 

the bare and treated samples. Finally, the weak bands in the 
region of 760–780 cm–1 are associated with the aromatic ring 
C–H [18].

3.4. BET surface area

Fig. 4 illustrates the nitrogen adsorption–desorption 
isotherm for the treated sample; reliable analysis of sur-
face area and porosity are obtained. Raw material and TSS 
have the same adsorption features: the amount of adsorbed 
quantity has increased after treatment. The adsorption iso-
therm of the TSS exhibited a type IV isotherm. The hystere-
sis loop at medium and high pressure can be categorized as 
H3 in IUPAC classification, this type of loop indicates the 
existence of disordered mesoporous networks and slit-like 
pore structure [23,24]. The total pore volume is 0.0361 cm³/g 
and the average pore size (aperture) is 3.38 cm³/g (Table 1) 
meaning that the TSS has a mesoporous structure which is 
very suitable for the adsorption of Cd(II) ions in aqueous 
solution.
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Fig. 2. SEM micrographs of the raw (a) and treated sewage sludge (b).
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Fig. 3. FTIR of the treated sewage sludge.
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4. Data analysis

4.1. Equilibrium modeling

Three adsorption isotherm models were used to simulate 
information about the distribution of adsorbate molecules at 
the solid–liquid interface. The equilibrium adsorption data 
were analyzed by Langmuir [25], Freundlich [26] and Temkin 
[27]; Table 2 highlights the mathematical parameters of the 
as-cited models.

4.2. Adsorption kinetic models

In order to clarify the adsorption kinetics of cadmium 
ions onto TSS, the Lagergren pseudo-first-order, pseudo- 
second-order and intraparticle diffusion kinetic models were 
applied to fit the present experimental data. The equations of 
the selected models are listed in Table 3.

5. Adsorption study

5.1. pH effect

It is well known that adsorption and distribution of heavy 
metal ions on different adsorbents depends on their nature, 
surface as well as pH of the solution. Fig. 5 shows the pH 
effect on the removal of Cd(II) using TSS. The removal of cad-
mium ions increased with increasing pH value; for instance, 
at low values of pH, the percentage removal is low which is 
due to the protons competition with metal ion for the bind-
ing sites on the TSS surface meaning an important electro-
static repulsion was promoted; at this stage, protons also 
decrease the negative charges by association of the functional 
group with protons [33]. As the pH increases, the removal 
percentage increases as well; this can be associated with the 

Table 1
BET surface area and average pore size of the treated sewage 
sludge

BET surface 
area (m²/g)

Langmuir 
surface area 
(m²/g)

Total pore 
volume 
(cm³/g)

Average 
pore size 
(nm)

RM 4 6 0.0075 7.73
TSS 43 58 0.0361 3.38

Table 2
Isotherm models

Isotherm Equation Description References

Langmuir 1/Qe = 1/Qm + 1/(KLQmCe) (3) Ce = concentration at equilibrium; Qe= uptake at equilibrium; 
Qm= maximum adsorption capacity; KL= energy of adsorption

[28]

Freundlich ln(Qe) = lnKF + 1/n ln(Ce) (4) KF = adsorption capacity; n = intensity of adsorption; 
1/n = 0 irreversible, 1/n > 1 unfavorable, 0 < 1/n < 1 favorable 

[26]

Temkin Qe = B ln(ATCe); B = RT/bT (5) R (8.314 J/mol K) universal gas constant; T (K) = temperature; 
bT (J/mol), Temkin constant related to heat of sorption; 
AT (L/g), Temkin equilibrium binding constant

[29]

Table 3
Kinetic models used to fit the experimental data

Kinetic models Equation Description References

Pseudo-first-order ln(Qe – Qt) = logQe – K1t/2.303	 (6) Qt = uptake at time t, Qe = uptake at equilibrium, 
K1 = rate constant

[30]

Pseudo-second-order t/Qt = 1/(K2Qt
2) + 1/Qe K2 = rate constant [31]

Elovich Qt = 1/b ln(ab) + 1/b lnt	 (7) a (mg/g min) = initial sorption rate, and the b 
parameter (g/mg) is related to the extent of surface 
coverage

[31]

Intraparticle diffusion Qt = Kdit0.5 + C	 (8) Kdi = rate constant [32]

0

5

10

15

20

25

30

35

0 0.2 0.4 0.6 0.8 1

Q
ua

nt
ity

 A
ds

or
be

d 
(c

m
³/g

 S
TP

)

Relative Pressure (P/Po)

RM

TSS

Fig. 4. Nitrogen adsorption–desorption isotherms of the raw 
material (red) and treated sewage sludge (green).



H. Ait Ahsaine et al. / Desalination and Water Treatment 85 (2017) 330–338334

decrease of H+ on the surface, which results in less repulsion 
with metal ions [34]. According to Fig. 5, the TSS adsorbent 
presents a maximum removal capacity of Cd(II) in the pH = 6. 
At higher pH values, soluble hydroxylated complex of cad-
mium ions enters in a competition with the TSS active sites 
and therefore the retention decreased [35].

5.2. Initial cadmium concentration effect and contact time

High Cd(II) concentration is always found in the case of 
industrial wastewater (in the range of mg/L); however, in the 
case of ground water contamination, the Cd(II) is much lower 
(in the range of µg/L). Herein, we have studied series of differ-
ent Cd(II) solutions ranging from 1 to 5 mg/L under the opti-
mized conditions (at pH 6.0, an adsorbent amount of 20 mg and 
at room temperature for 2 h). The obtained results showed that 
the removal of Cd(II) is dependent on the initial concentration, 
the adsorption capacity increases with increase of the initial 
concentration (Fig. 6) inferring that the cadmium adsorption 
is processed in specific sites. At higher initial concentration 
(figure not presented) up to 10 mg/L, we have remarked a 
sudden drop in the adsorption capacity which is due to the 
saturated active sites and filled exchange sites and pores [36]. 
We should note that we have selected 5 mg/L to investigate the 
effect of contact time. Fig. 6(b) shows that the removal rate of 
5 mg/L Cd(II) is higher and rapid in the first 30 min due to the 
large surface area, mesoporous structure and to the existing 
of numerous sites and functional radicals on the TSS surface.

5.3. Adsorption kinetics

Linear forms of kinetic models and rate constants along 
with coefficient of determination (R2) were used to investi-
gate the interaction between adsorbent–adsorbate.

According to the data modeling presented in Table 4 
and Fig. 7, the pseudo-second-order model was found to be 
the best fit for the experimental study as the values of the 
correlation coefficients (R2) were greater than those of the 
pseudo-first-order and Elovich models. Also, the adsorp-
tion capacity predicted by the pseudo-second-order model is 
closer to that obtained experimentally. This result suggests 
that the experimental data of the Cd adsorption onto the TSS 
is governed by the pseudo-second-order model.

The Weber–Morris plot Qt vs. t1/2 (Eq. (6)) was used to 
understand the diffusion mechanism [34,37]. The plot pre-
sented in Fig. 8 gives multilinear aspect, the intraparticular 
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contact time on the adsorption process.

Table 4
Adsorption kinetic model rate constants for Cd(II) removal

Qe,exp (mg/g) Pseudo-first-order Pseudo-second-order Elovich
Qe,cal (mg/g) K1 (min–1) R2 Qe,cal (mg/g) K2 (g/mg min) R2 α (mg/g min) β (g/mg) R2

48.89 31.38 0.077 0.858 52.63 0.002 0.996 0.071 0.087 0.923

Intraparticle diffusion model
Kd1 (mg/g min1/2) C1 (mg/g) R2 Kd2 (mg/g min1/2) C2 (mg/g) R2

7.2513 0.3027 0.9885 0.4199 44.292 1
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Fig. 7. Kinetic models for Cd(II) adsorption by TSS.

Fig. 8. Langmuir, Freundlich and Temkin isotherm plots for adsorption of Cd(II) on TSS.
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diffusion rate (Kdi) and C were determined from the plot, as 
one can see there are two steps controlling adsorption:

•	 The initial stage indicates mass transfer of Cd(II) mole-
cules from the liquid phase to the solid exterior surface 
(external surface adsorption or boundary layer diffusion).

•	 The second stage is the intraparticle diffusion: transport 
of the adsorbate within the pores starts and the equilib-
rium is established.

The adsorption of cadmium ions onto TSS is a combina-
tion of both external surface adsorption and intraparticle dif-
fusion as rate-controlling steps.

5.4. Adsorption isotherm modeling 

Isotherm models of Langmuir, Freundlich and Temkin 
[37] were applied to the adsorption of Cd(II) on TSS at room 
temperature. The results are shown in Fig. 8 and the isotherm 
parameters are listed in Table 5. 

The Langmuir adsorption capacity, which assumes mono-
layer adsorption, was equal to 56.2 mg/g. This result is much 
better than different adsorbent reported in the literature. For 
instance, Liang et al. [38] have reported a capacity of 7.9 mg/g 
of the titanium dioxide nanoparticles. Li et al. [39] have uti-
lized carbon nanotubes and indicated an adsorption capacity 
of 1.1 mg/g. Also, recently Phuengprasop et al. [40] reported 
an adsorption capacity of 14.7 mg/g of iron oxide coated SS. 

Commercial activated carbon which is a common adsorbent 
in many countries was also studied by Chen et al. [41] giv-
ing an adsorption capacity of 2.5 mg/g. The adsorbent used 
in this study presents a low-cost material with a remarkable 
adsorption capacity compared with other materials reported 
earlier. Table 5 highlights a comparison with other materials 
for the removal of Cd(II).

The essential characteristic of Langmuir isotherm is the 
dimensionless separation factor which can be expressed as 
follows [48]:

RL = 1/(1 + KLC0)� (9)

where C0 is the initial concentration (mg/L) and b is the 
Langmuir constant (L/mg). The value of RL was found to 
0.0049 indicating that the adsorption of Cd(II) on TSS is 
favorable. In contrast to the Langmuir isotherm, Freundlich 
isotherm is derived by assuming heterogeneous surface of 
studied adsorbent TSS [49]. The value of Freundlich constant 
N is found to be 3.997 implying that cadmium mass was 
adsorbed instantaneously. This confirms a favorable adsorp-
tion of cadmium on the TSS.

Temkin isotherm constant AT is related to the bending of 
adsorbate–adsorbent at equilibrium corresponding to maxi-
mum binding energy and bT is associated with heat of adsorp-
tion. The bT value for Cd(II) adsorption on TSS is 0.206 kJ/mol 
meaning that the adsorption process is physical in nature. 
Based on these experimental data, the adsorption of Cd(II) 
on TSS is physisorption process. The obtained values of R2, 
presented in Table 6, signify the applicability of Langmuir 
followed by Temkin isotherm to experimental data. The fit-
ting of the two isotherms reflects the homogeneous surface 
of TSS (Fig. 8).

5.5. Adsorption mechanism

Table 7 presents the elemental analyses of the TSS after 
and before adsorption of Cd ions. Elemental analyses clearly 
confirm the presence of cadmium ions on the surface of the 
support. Fig. 9 reports the FTIR of the TSS before and after 
adsorption, a significant increase of the intensities band was 
observed in the region of the –OH stretching vibration at 
3,400 cm–1 when compared with the pristine TSS, this can be 
due to the adsorbed water after adsorption. Additionally, all 
the others bands in the region 200–2,600 cm–1 were found to 
be decreased in intensity; this might be due to the electrostatic 
interactions between the functional groups COO–, –NH and 
–CO and cadmium ions [50,51]. This phenomenon was also 
reported by Gutiérrez-Segura et al. [52] when they studied the 
removal of cadmium by Na- and Fe-modified zeolitic tuffs and 
carbonaceous material from pyrolyzed SS. These results can 
serve as clear evidence of the removal of Cd ions by the TSS.

Table 5
Comparison of adsorption capacity with other adsorbent

Adsorbent Adsorption 
capacity (mg/g)

References

Titanium dioxide 
nanoparticles

7.9 [38]

Carbon nanotubes 
(CNTs)

1.1 [39]

Iron oxide coated 
sewage sludge

14.7 [40]

Commercial activated 
carbon

2.5 [41]

Waste slurry 15.73 [42]
Banana peel 35.52 [43]
Sugar beet pulp 46.10 [44]
Black gram husk 38.76 [45]
Scolymus hispanicus 54.05 [46]
Activated carbon from 
coconut coir pith

93.4 [47]

TSS 56.2 This study

Table 6
Langmuir, Freundlich and Temkin constants for adsorption of Cd(II) on TSS

Langmuir Freundlich Temkin
Qmax (mg/g) KL (L mg–1) RL R2 KF (mg/g) N R2 AT (L/mg) B bT (J/mol) R2

56.2 25.43 0.0049 0.9800 54.32 3.997 0.5542 317.29 11.791 206.598 0.9201
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6. Conclusion

The adsorption of cadmium ions onto TSS was described 
by the pseudo-second-order model and Langmuir isotherm. 
Batch adsorption experiments can be affected by various 
key parameters such as contact time, solution pH and initial 
metal ion concentration. The TSS presented a higher Cd(II) 
uptake than different low-cost adsorbent described in the 
literature even at 5 ppm of cadmium ions concentration. 
The TSS adsorbent yielded an adsorption capacity of the 
56.2 mg/g due to its high BET surface area, mesoporous struc-
ture and availability of different functional groups acting as 
chelating agent to adsorb heavy metal ions through differ-
ent approaches. Thus, the TSS can be used as an efficient 
low-cost adsorbent for the removal of cadmium ions even in 
small quantities (in the range of 5 ppm).
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