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ABSTRACT

In this study, polyamidoamine dendrimer of generation 4 was successfully immobilized
on titania nanoparticles to synthesize a new nanohybrid (Den/TiO2) with the capability
of encapsulation for phenol removal from the polluted effluents. Characterizations of the
adsorbent using SEM, TEM, XRD, and FTIR analyses indicated the successful immobili-
zation of dendrimers onto the surface of titania. The effect of important parameters on
removal efficiency such as retention time, pH, phenol concentration, Den/TiO2 dosage,
and temperature was investigated. The isotherm, kinetic, and thermodynamic parameters
of the removal process were demonstrated, and the experimental data followed the
Langmuir and pseudo-second-order model with high correlation coefficients. The calcu-
lated thermodynamic parameters showed that the removal of phenol using Den/TiO2

was an endothermic and spontaneous process. The obtained results indicate that the pre-
pared nanohybrid can be effectively used for the removal of phenol from industrial
wastewaters.
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1. Introduction

Phenol intoxication even at relatively low concen-
trations is a serious environmental threat due to the
carcinogenic and toxic nature of this organic com-
pound [1,2]. The major sources of phenol introduction
into the environment are industrial processes. Various
removal methods such as membrane processes (dialy-
sis, electrodialysis, reverse osmosis, etc.), neutraliza-
tion precipitation, extraction, and adsorption have
been extensively employed for the removal of phenol

from contaminated effluents [3]. However, the devel-
opment of more economical alternatives remains a
major goal. The encapsulation is one of the low-cost
and environmentally friendly techniques which has
the potential to overcome the limitations of other
removal strategies especially adsorption processes
using polymers, activated carbon, and natural
adsorbents [4,5].

Recently, high surface area materials particularly
dendrimers, are appealing for the separation applica-
tions [6]. Dendrimers are hyperbranched molecules
composed of monomers, which radiate from a central
core. These molecules are recently emerging as an
important class of polymers and their physical and*Corresponding author.
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chemical properties are affected by their structure.
Dendrimers of higher generations have a close-packed
spherical periphery surrounding the interior cavities
which will cause crowding of the surface functional
groups [7]. The unique behavior of dendrimer
molecules makes them suitable for a wide range of
applications including environmental remediation,
nanoparticle synthesis, and nanomedicine [8–10].
Polyamidoamine (PAMAM) is among the least toxic
and most studied dendrimers which is made of read-
ily available materials [11]. In general, dendrimers
have attracted attention because of their well-defined
structures and chemical versatility.

However, the commercial applications of these
materials have not been well explored. Initial efforts
in the application of PAMAM dendrimers have been
focused on their early generations having the flat ellip-
soidal shape [12–14]. On the other hand, dendrimers
of higher generations (generation 4 and above) are
starburst shaped and are particularly appealing to
modern applications. One of the specific properties of
PAMAM dendrimer is their ability to encapsulate
organic compounds like phenol to remove from solu-
tions. This attribution has been primarily exploited in
the synthesis of metal nanoparticles; and dendrimer-
based encapsulation or dendrimer-based hybrids
(nanohybrids) have gained great interests [9,15–20].

In the present study, PAMAM dendrimers with
ethylenediamine cores of generation 4 (G4-NH2) were
immobilized on the surface of titania (TiO2) nanoparti-
cles to synthesize a new nanohybrid material (Den/
TiO2). The properties of the prepared adsorbent were
investigated for the encapsulation of phenol mole-
cules. The synthesis of the new inorganic/organic
nanohybrid is based on the popularity of the amine-
terminated PAMAM dendrimer for the environmental
applications. On the other hand, titania nanoparticles
with high thermal and chemical stability are selected
for the initial effort of making a novel nanohybrid
material to combine the extraordinary properties of
both materials, such as their nanodimensions, and
non-toxic nature. The immobilization and retention of
dendrimer on titania was demonstrated by scanning
electron microscope (SEM), transmission electron
microscope (TEM), X-ray diffraction (XRD), and Fou-
rier transform infrared (FTIR) analysis; and the newly
synthesized Den/TiO2 was used as a novel adsorbent
for the removal of phenol from synthetic solutions.
The main advantage of TiO2 nanoparticles was the
occupation of the terminated amino groups of
PAMAM to exclude the repulsion forces between the
phenol molecules and dendrimer surface groups.
Critical parameters that influence the removal effi-
ciency including pH, time, phenol concentration, and

adsorbent dosage have been investigated. The iso-
therm, kinetic, and thermodynamic parameters have
also been studied in this research.

2. Materials and methods

2.1. Materials

Generation 4 PAMAM dendrimer (G4-NH2) was
purchased from Sigma Aldrich (10% (w:w)) with
methanol as the solvent and it was used without
further purification. The diameter of dendrimer mole-
cules was 4.5 nm with ethylenediamine as the core
(2-carbon core) containing 64 external amino func-
tional groups. Its overall formula is shown in Table 1.
Titanium(IV) dioxide (TiO2) (99.5% purity, 50–100 nm
particle size) was purchased from Merck. All the other
reagents were of analytical grade and were supplied
from Sigma Aldrich or Merck.

2.2. Synthesis and characterization of Den/TiO2

nanohybrid

The first step of the simple and economical synthe-
sis of Den/TiO2 nanohybrid was the dilution of the
G4-NH2 PAMAM-methanol solution (1 g) in a large
amount of deionized water. TiO2 nanoparticles were
slowly added to the diluted dendrimer solution to
achieve a slurry mixture (1:99 (w:w)). The solution
was sonicated (VWR ultrasonic cleaner, 150 W,
50 kHz) for 120 min, and the Den/TiO2 material was
then dried on a hot plate (T = 60˚C) and drying oven
(T = 90˚C) to remove the solvent and excess moisture,
respectively [21].

2.3. Characterization of Den/TiO2

FTIR spectra of TiO2, PAMAM, and the prepared
Den/TiO2 were obtained by employing a Perkin-Elmer
Spectrophotometer Spectrum One within the range of
350–4,000 cm−1.

XRD of TiO2 and Den/TiO2 was performed using
a Philips powder diffractometer PW 1800.

TEM and SEM were also employed to analyze the
morphology of TiO2 and Den/TiO2.

Table 1
Formula and properties of PAMAM dendrimer (G4)

Generation
Molecular
weight (g/mol)

Measured
diameter (nm)

Surface
groups

4 14,215 45 64
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2.4. Phenol removal process

The removal of phenol was carried out in 100 mL
conical flask by the combination of the appropriate
amount of phenol and Den/TiO2 nanohybrid. The
solution was mixed using a magnetic stirrer at
200 rpm. The pH of the aqueous solutions was
adjusted from 3 to 9 using HCl (1 M) or NaOH (1 M)
monitored by a pH meter. Experiments were con-
ducted for 90 min. The samples were taken from the
solution at various time intervals and they were cen-
trifuged at 7,000 rpm for 10 min. The phenol concen-
trations were analyzed by spectroscopy measurements
according to ASTM D1783-01 method using 4-amino-
antipyrine (20.8 mM in 0.25 mM NaHCO3) and potas-
sium ferricyanide (83.4 mM K3Fe(CN)6 in 0.25 mM
NaHCO3). Phenol reacts with 4-aminoantipyrine
under the alkaline condition and it will be oxidized in
the presence of potassium ferricyanide reagent. The
obtained quinone-type dye compound absorbs light at
510 nm [22]. The efficiency of phenol removal was
calculated using Eq. (1):

% Phenol removal efficiency ¼ ðC0 � CÞ=C0 � 100 (1)

where C0 and C are the initial and retained phenol
concentration, respectively.

Adsorption isotherm indicates the relation between
the mass of phenol adsorbed at a constant tempera-
ture per unit mass of the adsorbent and phenol con-
centration in liquid phase at equilibrium. In addition,
it shows how phenol molecules can be distributed
between the liquid and solid phases at various equilib-
rium concentrations, and how efficiently a given
adsorbent interacts with the adsorbate. Several factors
such as the number of compounds in the solution,
their relative adsorbabilities, initial concentration of
adsorbate in the solution, and the degree of competi-
tion among the solutes for the adsorption sites deter-
mine the shape of the isotherm [23]. In this research,
the Langmuir and Freundlich isotherms have been
surveyed.

The pseudo-first- and pseudo-second-order kinetic
models have been investigated for the removal of phe-
nol from contaminated solutions. Kinetic data provide
information (such as the adsorbate residence time and
reactor dimension) about the mechanism of a process.
It is important to know the rate of the adsorption dur-
ing the removal of contaminants from wastewater in
order to optimize the design parameters and to
achieve high efficiencies. As a result, predicting the
removal rate for a given system is probably the most
important factor to design an adsorption system [24].

3. Results and discussion

3.1. Characterization of Den/TiO2

3.1.1. FTIR spectra

The immobilization of dendrimer onto titania
nanoparticles was verified by FTIR analysis. Fig. 1
shows the FTIR spectra of pure TiO2, PAMAM dendri-
mer, and Den/TiO2. The peaks at 2,972 and
2,855 cm−1 are corresponding to C–H stretching bond.
The peaks appearing at 1,648, 1,279, and 1,546 cm−1

indicate the amide functionality through C=O stretch-
ing, C–N stretching, and amide C–N–H bending/
closing or bending/opening, respectively. The
corresponding peaks at 1,459, 1,428, and 1,349 cm−1

associate, respectively, with the H–C–H scissoring,
H–C–H asymmetric deformation, and H–C–H rocking,
wagging, and twisting (Fig. 1(b)).

These appeared peaks for PAMAM dendrimer also
exist in the FTIR spectra of the synthesized Den/TiO2

(Fig. 1(c)). In addition, the peak at 1,092 cm−1 can be
attributed to the Ti–O–C bond, which confirms the
chemical interaction between the dendrimer and tita-
nia nanoparticles. Similar to TiO2 nanoparticles

Fig. 1. FTIR patterns of (a) TiO2 nanoparticles, (b) PAMAM
dendrimer, and (c) Den/TiO2.
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(Fig. 1(a)), the broad peak in the range of 500–
700 cm−1 related to the Ti–O–Ti stretching bond is
appeared in Den/TiO2 too.

Moreover, electrostatic interactions and hydrogen
bonding can also be possible for the dendrimer
adsorption onto titania. The loading process of
PAMAM onto TiO2 was performed in a solution of
pH 7, and since the isoelectric pH (point of zero
charge) of titania is 4, the surface of titania was nega-
tively charged unlike the positively charged PAMAM
dendrimers. Therefore, a strong electrostatic interac-
tion exists between the dendrimer molecules and TiO2

nanoparticles. Moreover, PAMAM dendrimers are ter-
minated with 64 amino groups which can form multi-
ple hydrogen bonds with the adsorbed hydroxyl
groups on the surface of titania in water [21].

3.1.2. XRD analysis

Fig. 2 shows the XRD patterns of TiO2 and Den/
TiO2. The peaks corresponding to the anatase TiO2

phase appeared at 2θ = 24.9˚, 37.4˚, and 47.5˚. It is evi-
dent that the major phase of the synthesized Den/
TiO2 is predominantly anatase. High intensity of TiO2

peak is the evidence of the availability of TiO2 com-
pound. The existence of rutile (27.5˚) peaks is also evi-
dent. Changes in the pattern of the new Den/TiO2

between 2θ = 18.00˚ and 40.00˚ indicates the intercala-
tion of dendrimer in comparison with the XRD pattern
of TiO2. Also, the significant decrease in the intensity
and a slight shifts at 2θ = 21˚, 23˚, 26.66˚, and 35.34˚,
were observed as broadening in the Den/TiO2 pattern,
which are also attributable to the delamination and
disorientation of dendrimer structure [25].

3.1.3. SEM and TEM images

SEM and TEM images of TiO2 and Den/TiO2 are
shown in Fig. 3. SEM images show the spherical and
porous surfaces of TiO2 and Den/TiO2 (Fig. 3(a) and
(b)). According to these images, TiO2 nanoparticles
exhibited more aggregation rather than the synthe-
sized Den/TiO2. This can be confirmed by TEM
images of both TiO2 (Fig. 3(c)) and Den/TiO2

(Fig. 3(d)). More adherence of TiO2 nanoparticles are
observed in TEM images rather than Den/TiO2, which
displays the dispersion of TiO2 nanoparticles in the
structure of Den/TiO2. The lower levels of aggregation
in the Den/TiO2 are expected to improve the adsorp-
tion properties [26]. Therefore, the combined results of
FTIR, XRD, SEM, and TEM analysis confirm the
immobilization of TiO2 nanoparticles on the surface of
PAMAM dendrimer.

3.2. Effect of operating parameters

3.2.1. Effect of pH

The effect of pH on the adsorption capability of
Den/TiO2 was investigated. According to Fig. 4, vary-
ing the pH of solution do not affect the removal effi-
ciency significantly. This can be explained by the
possible electrostatic interactions between the posi-
tively charged dendrimer and negatively charged tita-
nia, and also by the formation of multiple hydrogen
bonds between the adsorbed hydroxyl groups on the
surface of titania and terminal amino groups of
PAMAM. These interactions could occupy the termi-
nated amino groups of PAMAM and prevent them
from interacting with phenol molecules at different
pH values. Therefore, the suggested mechanism for
the removal of phenol is the encapsulation of phenol
molecules in the internal cavities of dendrimer and
Van der Waals attraction between the aromatic
benzene ring and alkane chains in the structure of
PAMAM dendrimer.

On the other hand, if the removal mechanism was
on the basis of the electrostatic interactions between
the Den/TiO2 and phenol molecules, the removal effi-
ciencies would be very low, because the surface
charge of both adsorbent and adsorbate at various pH
values are the same. Therefore, the neutral pH (pH 7)
was chosen as the optimum pH value for the
subsequent experiments.

3.2.2. Effect of Den/TiO2 dosage

Fig. 5 represents the effect of adsorbent dosage on
the removal of phenol using Den/TiO2. As shown inFig. 2. XRD patterns of TiO2 and Den/TiO2.
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Fig. 5, with the increase of adsorbent dosage, the
removal efficiency steadily increases. The increase in
adsorption with adsorbent dosage can be attributed to
the higher adsorbent surface and the availability of
more interior cavities to trap the phenol molecules.
However, if the adsorption capacity was expressed in

mg of phenol adsorbed per gram of Den/TiO2, the
adsorption capacity would decrease by increasing the
adsorbent dosage. This may be due to the overlapping
or aggregation of the adsorption sites resulting in a
decrease in total adsorbent surface area available to
phenol and increase in diffusion path length [27].

Fig. 3. SEM and TEM images of (a, c) TiO2 and (b, d) Den/TiO2.

Fig. 4. Effect of pH on phenol removal by Den/TiO2

(CAdsorbent = 0.3 g/L, C0 = 20 mg/L, and T = 25˚C).
Fig. 5. Effect of adsorbent dosage on phenol removal using
Den/TiO2 (pH 7, C0 = 20 mg/L, and T = 25˚C).
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3.2.3. Effect of time

Fig. 5 also shows the removal of phenol as a func-
tion of contact time. Referring to this figure, the per-
centage of phenol removal is found to increase with
increase in the contact time. In other words, contact
time is used to assess the practical application of the
adsorption process. It is observed that the removal of
phenol by Den/TiO2 is a slow process, where the
adsorption takes place after 20 min and equilibrium is
attained within 70 min. Beyond the equilibrium time,
adsorption is found to be nearly constant. It can be
explained that at the initial stage of the removal,
unfilled cavities of Den/TiO2 are available, and when
the equilibrium is attained, the adsorption process will
become slow, probably because of the repellent forces
between the phenol molecules trapped in the Den/
TiO2 and the ones in the bulk solution [28].

3.2.4. Effect of temperature

The effect of temperature on adsorption process
was investigated at four different temperatures (25, 35,
45, and 55˚C) with phenol concentration of 20 mg/L.
Fig. 6 exhibits the variation of phenol removal at these
temperatures. The increase in temperature can affect
the adsorption rate by altering the molecular interac-
tions and the solubility. It may increase the mobility
of phenol molecules and also produce a swelling effect
within the internal structure of Den/TiO2 to enable
the phenol molecules to penetrate further through the
structure of Den/TiO2 [29–32].

3.2.5. Effect of initial phenol concentration

The influence of varying the initial phenol concen-
tration (10, 20, 30, and 40 mg/L) was assessed on the

removal efficiency, while the other parameters were
kept constant at the previously obtained optimum
values (Fig. 7). It is obvious that at the constant
Den/TiO2 dosage, the higher the initial phenol con-
centration, the lower the percentage of phenol
removal. The resulted removal efficiency is acceptable
(~85%) at phenol concentration of 20 mg/L, thus it
was chosen as the optimum value for the phenol
removal process [33].

3.3. Isotherms studies

In this study, two isotherm models (Langmuir and
Freundlich) have been examined to describe the exper-
imental data of the removal process to optimize the
design of an adsorption system for the removal of
phenol from solutions.

3.3.1. Langmuir isotherm

The Langmuir equation is often described by a
monolayer adsorption. This model assumes a uniform
energy of adsorption and a single layer of adsorbed
solute at a constant temperature. The Langmuir model
is the most frequently employed model and is given
by Eq. (2) [34]:

qe ¼ Q0KLCe=ð1þ KLCeÞ (2)

where qe, Ce, Q0, and KL are the amount of solute
adsorbed at equilibrium (mg/g), the concentration
of adsorbate at equilibrium (mg/L), maximum

Fig. 6. Effect of temperature on phenol removal using
Den/TiO2 (CAdsorbent = 0.3 g/L, C0 = 20 mg/L, and pH 7).

Fig. 7. Effect of initial phenol concentration on phenol
removal by Den/TiO2 (CAdsorbent = 0.3 g/L, T = 25˚C, and
pH 7).
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adsorption capacity (mg/g), and Langmuir constant
(L/mg), respectively. The linear form of the Langmuir
equation is written as Eq. (3) [35]:

Ce

qe
¼ 1

KLQ0
þ Ce

Q0
(3)

To study the applicability of the Langmuir iso-
therm for the phenol encapsulation by Den/ TiO2, lin-
ear plot of Ce/qe against Ce is plotted and the values of
Q0, KL, RL, and R1

2 (correlation coefficient) are shown
in Table 2. The essential characteristics of the Lang-
muir isotherm can be expressed by a dimensionless
constant called equilibrium parameter, RL, which is
defined by Eq. (4) [22]:

RL ¼ 1=ð1þ KLC0Þ (4)

The RL values determine the nature of the adsorp-
tion process to be either unfavorable (RL> 1), linear
(RL= 1), favorable (0 < RL< 1), or irreversible (RL= 0).
The obtained values of RL indicated that the removal
process was favorable (Table 2) [36].

3.3.2. Freundlich isotherm

The Freundlich equation is another well-known
model to investigate the adsorption process. It is an
empirical equation to describe the distribution of sol-
ute between the solid and aqueous phase at the point
of saturation. The basic assumption of this model is
that there is an exponential variation in the site ener-
gies of the adsorbent and surface adsorption is not the
rate limiting step [37]. The Freundlich isotherm is
derived by assuming a heterogeneous surface with a
non-uniform distribution of heat of adsorption over
the surface. This isotherm can be expressed by Eq. (5)
[30,38–40]:

qe ¼ KFC
1=n
e (5)

where KF is the adsorption capacity at unit concentra-
tion and 1/n is the adsorption intensity. 1/n values

indicate the type of isotherm to be irreversible
(1/n = 0), favorable (0 < 1/n < 1), and unfavorable
(1/n > 1) [41]. Eq. (5) can be rearranged to the linear
form as Eq. (6):

log qe ¼ logKF þ 1=n logCe (6)

The linear plot of log qe vs. log Ce was plotted and
the values of KF, n, and R2

2 (correlation coefficient) are
also shown in Table 2. The results demonstrate that
the removal of phenol from solution follows the Lang-
muir isotherm with high correlation coefficient values.

3.4. Kinetic studies

In this study, pseudo-first-order and pseudo-
second-order kinetic models have been used to test
the obtained experimental data [42,43].

3.4.1. Pseudo-first-order kinetic

Pseudo-first-order equation is generally repre-
sented by Eq. (7) [44,45]:

dqt=dt ¼ k1ðqe � qtÞ (7)

where k1 is the equilibrium rate constant of pseudo-
first-order kinetic model (1/min). After integration
and applying the conditions (qt= 0 at t = 0 and qt= qt at
t = t) Eq. (7) can be written as Eq. (8):

log ðqe � qtÞ ¼ log ðqeÞ � k1=2:303t (8)

The straight-line plots of log (qe−qt) vs. t for the
removal of phenol by Den/TiO2 have been used to
obtain the rate parameters. k1, the experimental qe, and
correlation coefficients (R2) at different phenol concen-
trations were calculated and given in Table 3.

3.4.2. Pseudo-second-order kinetic

The experimental data were applied to the pseudo-
second-order kinetic model which is expressed by
Eq. (9) [41,43]:

dqt=dt ¼ k2ðqe � qtÞ (9)

where k2 is the equilibrium rate constant of pseudo-
second-order kinetic model (g/(mg min)). Integration
of Eq. (9), will result the following equation:

t=qt ¼ 1=k2qe
2 þ ð1=qeÞt (10)

Table 2
Isotherm parameters for phenol removal by Den/TiO2

(CAdsorbent = 0.3 g/L, C0 = 20 mg/L, and pH 7)

Langmuir isotherm Freundlich isotherm

Q0 KL RL R1
2 KF 1/n R2

2

77 1.869 0.001 0.996 48 0.111 0.993
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The linear plots of t/qt vs. t for the phenol removal
were drawn, and the obtained k2, experimental qe, and
correlation coefficients (R2) are also given in Table 3.

The kinetic of phenol removal using Den/TiO2 can
be approximated as pseudo-second-order (Table 3)
due to the high R2 values [36]. The results (Fig. 8)
indicate that the experimental qe values agree with the
calculated qe obtained from the linear plots of pseudo-
second-order kinetic model (Table 3).

3.5. Thermodynamic studies

Thermodynamic parameters including the Gibbs
free energy (ΔG), enthalpy (ΔH), and entropy (ΔS) are
the actual indicators for the practical application of an
adsorption process. According to the values of these
parameters, the spontaneous nature of the process can
be determined. The thermodynamic parameters were
determined using the Eqs. (11)–(13): [40]

DG ¼ DH � TDS (11)

Kc ¼ qe=Ce (12)

lnKc ¼ DS=R� DH=RT (13)

where Kc, qe, Ce, R, and T are the equilibrium constant,
the amount of phenol adsorbed on the adsorbent at
equilibrium (mg/g), the equilibrium concentration of
phenol in the solution (mol/L), the gas constant
(8.314 J/mol K), and the absolute temperature (K),
respectively. By plotting the graph of ln Kc vs. 1/T, the
values of ΔH and ΔS can be estimated from the slope
and intercept, respectively (Fig. 9).

The obtained thermodynamic parameters are given
in Table 4. Positive ΔH value suggests that the adsorp-
tion process is an endothermic reaction. On the other
hand, positive value of ΔS indicates the increased ran-
domness at the solid/solution interface during the
encapsulation of phenol using Den/TiO2. The negative
values of ΔG imply the spontaneous nature of the
removal process. Furthermore, the decrease in the val-
ues of ΔG by increasing the temperature indicates that

Table 3
Kinetic constants for pseudo-first- and pseudo-second-order model for phenol removal by Den/TiO2 (CAdsorbent = 0.3 g/L,
C0 = 20 mg/L, and pH 7)

Phenol (mg/L) (qe)Exp

Pseudo-first-order Pseudo-second-order

(qe)Cal. k1 R2 (qe)Cal. k2 R2

10 100 58 0.074 0.927 103 0.003 0.999
20 170 113 0.071 0.956 178 0.001 0.999
30 216 147 0.069 0.954 227 0.001 0.999
40 228 181 0.066 0.976 243 0.001 0.999

Fig. 8. Linear form of pseudo-second-order kinetic model
for phenol removal using Den/TiO2 (CAdsorbent = 0.3 g/L,
T = 25˚C, and pH 7).

Fig. 9. Thermodynamic study for phenol removal using
Den/TiO2 (CAdsorbent = 0.3 g/L and pH 7).
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the removal process is more spontaneous at higher
temperatures. In addition, the change in Gibbs free
energy for physisorption is between −20 and 0 kJ/
mol, but chemisorption is in the range of −80 to
−400 kJ/mol [36,46]. The values of ΔG obtained in this
study are within the ranges of the physisorption
mechanism, which also confirms the physical
entrapment of phenol molecules in the cavities of
Den/TiO2.

4. Conclusion

In this research, the preparation, characterization,
and phenol encapsulation of a new biocompatible
nanohybrid (Den/TiO2) were investigated. Character-
ization of Den/TiO2 was studied by FTIR, XRD, TEM,
and SEM analysis, which demonstrated the successful
synthesis of Den/TiO2 and confirmed the effective
surface area for the removal of phenol from aqueous
solutions. TiO2 nanoparticles played an important role
to block the surface amino groups of the PAMAM
dendrimer and to prohibit them from repelling the
phenol molecules. The suggested mechanism for the
removal of phenol (which was resulted from the inef-
fectiveness of pH on the removal efficiency) was the
encapsulation of phenol molecules in the internal cavi-
ties of dendrimer and Van der Waals attraction
between the benzene ring of phenol and alkane chains
of PAMAM dendrimer. The effect of key parameters
including pH, time, initial phenol concentration, Den/
TiO2 dosage, and temperature was investigated on
removal efficiency, and the results demonstrated that
the phenol removal by Den/TiO2 was a rather slow
process. The Langmuir and Freundlich isotherm mod-
els were investigated and the obtained data were best
fitted to the Langmuir model with high correlation
coefficient values. In addition, the kinetic data were
well fitted to the pseudo-second-order model rather
than the pseudo-first-order. The thermodynamic
parameters indicated that the removal of phenol was
an endothermic and spontaneous process. The overall
obtained results showed that the novel Den/TiO2

nanohybrid synthesized in this research can effectively
remove phenol from aqueous solutions and improve
the wastewater quality.
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