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Mesoporous silica SBA-15 meets most criteria for selection of water treatment adsorbents such as high
speciﬁc surface area, large pore-size, chemical inertness, repertory of surface functional groups, good
thermal stability, selectivity, regenerability, and low cost of manufacture. However, its use for water
treatment is still largely unexplored. SBA-15 and its functionalized derivatives of aminopropyltriethoxysilane (SA) and tripolyphosphate (ST) were synthesized, characterized, and used to
investigate pentachlorophenol (PCP) removal from aqueous solutions. Functionalization improved SBA15 capacity for PCP removal from solution in accordance with the trend SBA-15 < ST < SA. Sorption rate
experiments data ﬁt the Lagergren pseudo-second order kinetics model. Intra-particle diffusion indicated
that the sorption is controlled by two mechanisms: intra-particle and equilibrium diffusion. Adsorptive
pore-ﬁlling and electrostatic interactions were implicated in the removal of PCP from solution. Electrostatic interaction led to 75% increase in sorption upon functionalization. The equilibrium sorption
data of the PCP on these mesoporous materials ﬁts the Freundlich isotherm. Desorption hysteresis was
low for the pristine SBA-15, but the functionalized SBA-15 materials showed higher hysteresis. The results imply that functionalized SBA-15 sorbents are promising materials for microscale scavenging of PCP
in solution.
© 2014 Elsevier Ltd. All rights reserved.
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1. Introduction
Pentachlorophenol (PCP) and its water soluble salt, sodium
pentachlorophenate, are commercially produced synthetic organochlorine compounds used primarily as preservatives for wood and
wood products, and secondarily as herbicides, insecticides, fungicides, molluscicides, and bactericides. PCP persists in the environment for a long and is well known for its toxicity to biota (Abdel
Salam and Burk, 2009; EPA, 1980). Before 1984, it was one of the
most widely used biocides, and this has led to its prevalence in the
environment. This has exposed humans to signiﬁcant amounts of
PCP especially through water sources (Fisher, 1991). Detectable PCP
levels have been found in most people living in industrialized societies, probably as a result of food chain exposure to PCP in the
environment (Eisler, 1989; Fisher, 1991). PCP is sparingly soluble in
water but the removal of this toxic compound from aqueous systems represents a problem especially at low concentrations (Abdel
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Salam and Burk, 2009); hence, there is need to develop efﬁcient
removal methods.
The conventional treatment methods for wastewater include
reverse osmosis, electrochemical treatment, solvent extraction, and
adsorption on activated carbon, biological treatment (Olu-Owolabi
et al., 2012). Several techno-economic considerations, such as efﬁciency and cost, plague these techniques. Of these techniques,
adsorption is the most promising for the removal of solution PCP
because via the adsorptionedesorption processes, the water and
sorbent can be recycled. Thus, there is need to develop viable sorbents as well as understand the adsorption characteristics of PCP
from aqueous solutions.
There is a growing interest in the adsorption chemistry of ordered
meso-porous silica (SBA-15) in relation to organic pollutants
(Bernardoni and Fadeev, 2011). This interest stem from the fact that
SBA-15 meets most criteria for selection of adsorbents: sorption capacity, selectivity, regenerability, kinetics, compatibility, and cost. It
has such remarkable properties as high speciﬁc surface area, large
poreesize, chemical inertness, abundant repertory of surface functional groups, good thermal stability, and low cost of manufacture, as
well as the recent successful applications of this material in adsorption
(Bui et al., 2011; Momcilovic et al., 2013). SBA-15 are hexagonally
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ordered mesoporous molecular sieves which can be synthesized to
include a wide variety of functionally active chemical compositions by
exploiting the structure-directing functions of electrostatic, hydrogenbonding, and van-der Waals interactions associated with amphiphilic
molecules. Sulfonic acid functionalized SBA-15 (Margolese et al.,
2000), carboxylate functionalized SBA-15 (Bruzzoniti et al., 2007)
and amine functionalized SBA-15 (Wang et al., 2004) have been synthesized this way. Typically, these materials are synthesized under
conditions where silica-surfactant self-assembly occurs simultaneously with condensation of the inorganic species, yielding mesoporous ordered composites. In general, the organic functionality can
be introduced by chemical attachment onto the silanol groups in the
mesoporous silica or by co-condensation during the templateedirected synthesis of the mesoporous material, as well as post
synthetic modiﬁcation of SBA-15. Pure and functionalized SBA-15 have
been used for adsorption of both organics and inorganics (Choi et al.,
2011; Corriu et al., 2004; Dou et al., 2011; Katiyar et al., 2006). However, no study till date has investigated the ability of SBA-15 and its
functionalized derivatives for the sorption of PCP.
The aim of this study was to synthesize and functionalize SBA15 with amine and tripolyphosphate groups, and apply the functionalized SBA-15 sorbents for the removal of PCP from aqueous
solution. The sorptions data were explained using kinetics and
adsorption isotherm models.
2. Materials and methods
2.1. Synthesis of pristine and functionalized SBA-15
SBA-15 was synthesized using the modiﬁed methods of Zhao
et al. (1998) and Wang et al. (2004). Triblock copolymer Pluronic
P123 (EO20PO70EO20) was used as structure-directing agent, and
tetraethyl orthosilicate (TEOS) as substrate. In a typical synthesis,
TEOS (2.10 g) was introduced into aqueous HCl (30 mL; 2 M HCl)
solution containing Pluronic P123 (1.00 g) and hydrolyzed for 1 h
while stirring at 40  C followed by addition of 7.5 mL Millipore H2O.
The resultant mixture was stirred at 40  C for 20 h followed by aging
for 24 h at 85  C under static conditions. The solid crystals were
obtained by vacuum ﬁltration and the template (pluronic P123) was
removed by washing using the 1x half batch system proposed by
Thielemann et al. (2011) by alternating ethanol, water, and ethanol
under pressure. Finally, the material was dried at room temperature.
The amine functionalized SBA-15 (SA) was synthesized using
Pluronic P123 as template, TEOS and 3-aminopropyltriethoxysilane
(APS) as substrates. In the synthetic process, TEOS (2.10 g) was
introduced to 25 mL 2 M HCl solution containing 1.00 g Pluronic P123
and hydrolyzed for 1 h under stirring at 40  C. Then APS (1.10 g) was
added into the mixture slowly followed by 7.5 mL of Millipore H2O.
The molar composition of the mixture was kept at:
(1  x) TOES: x APS: 0.017 P123: 6.1 HCl: 169.4 H2O
where x is equal to 0.1 M (10% of proportion of Si in the APS).
The resultant mixture was incubated, washed, and ﬁltered as
above.
Synthesis of tripolyphosphate functionalized SBA-15 (ST) was
done by ﬁrstly synthesizing SA as above. Before the 24 h aging,
30 mL of 0.25 M NaTPP solution was added to the synthesis mixture
and then aged for 24 h at 85  C under static condition. The ﬁltration,
template removal and drying are same as above.
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analyzer. The samples were degassed at 80  C and the nitrogen
adsorptionedesorption isotherms obtained were evaluated to give
the BrunauereEmmetteTeller (BET) speciﬁc surface area and pore
volume. Infra-red (IR) spectra have been obtained using a
Spectrum-1 FTIR spectrometer (PerkineElmer instruments Co. Ltd,
USA) in the scanning frequency of 4500e450 cm1. Scanning
electron microscope (SEM) images were obtained using a Hitachi S4800 microscope (Hitachi Ltd., Japan) with an accelerating voltage
of 6.0 kV and equipped with a Horiba energy dispersive X-ray
spectrometer. Thermo-gravimetric analysis (TGA) was carried out
on the various powdery samples using Pyris Diamond thermogravimetricedifferential thermal analyzer by heating the samples
at 5  C min1 to 800  C in nitrogen atmosphere.
2.3. PCP sorption study
Stock PCP solution (500 mg L1) was prepared by dissolving the
appropriate mass of solid PCP in 10% ethanol:water and stored in
the refrigerator at 4  C to be used within 14 days of preparation.
Working solutions were prepared from the stock in ethanol/
deionized water (10% v/v) using 0.005 M CaCl2 and 0.01 M NaN3 as
background electrolyte and biocide to eliminate microbial degradation, respectively. During the sorption study, mass of sorbent to
PCP concentration ratios were carefully chosen to ensure that between 10 and 90% of the PCP in solution were removed. The loss of
PCP by photochemical decomposition, volatilization, and sorption
on the brown glass vials were compensated for by the use of blanks,
and were found to be negligible.
Sorption experiments were done on the SBA-15 sorbents by
investigating the effects of incubation time, pH, equilibrium, and
desorption. These experiments were done using 40 mg of the sorbents in 10 mL PCP solution in brown vials sealed tightly with
Teﬂon lined screw caps and covered with aluminum foil to minimize possible losses by photochemical decomposition.
The effect of time was done using vials which were equilibrated
in the dark by shaking at 100 rpm in a temperature (25  C)
controlled shaker at various time intervals (60e2880 min). The
effects of pH and PCP concentration on sorption were studied using
40 mg of the sorbents, 10 mL PCP solution, at 25  C, incubation time
of 1440 min, and shaking speed of 100 rpm. For the effect of pH, the
solution pH was varied from 3 to 9; while for effect of concentration, concentrations were varied between 10,000 and 40,000 mg L1
at pH of 6.5. After each experiment, the vials were centrifuged and
the amount of PCP in solution determined. Desorption experiments
were immediately carried out after the effect of concentration experiments by carefully decanting the aqueous solution in each
centrifuged vial and replacing with the same amount of background solution containing no PCP. The vials were again equilibrated at the respective temperatures for 1440 min, centrifuged,
and PCP in solution determined. All experiments were carried out
in duplicate. The vial centrifugations were done at 4000 rpm for
15 min, and the PCP determined using the PerkineElmer Lamda
950 high performance UV-vis-NIR spectrophotometer and 1 cm
path length quartz cells. The peak at 320 nm was used to monitor
the PCP sorption.
2.4. Data treatment
The amounts of PCP sorbed were calculated using Equation (1):

ðCO  Ce ÞV
M

2.2. Characterization of synthesized SBA-15 sorbents

qe ¼

The surface area and porosity were measured using Micromeritics ASAP 2020M þ C accelerated surface area and porosimetry

where (Co) and (Ce) are initial and ﬁnal PCP concentrations (mg L1)
in solutions, respectively, qe , V and M are the amount of PCP sorbed

(1)
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(mg/g), volume of the solution (mL) and mass (g) of sorbent,
respectively.
Two adsorption models e Langmuir (1916) and Freundlich
(1906), in their linear forms were employed in describing the
adsorption process. The Lagergren (1898) pseudo-ﬁrst order and
pseudo-second order models, the Elovich (Olu-Owolabi et al.,
2014), and the Weber and Morris (1963) intraeparticle diffusion
(IPD) models were used to describe the adsorption data (Supporting material).
3. Results and discussions
3.1. Synthesis and characterization of the SBA-15 sorbents
The structure of SBA-15, the schematics of the synthesis of SA
and ST, as well as the proposed interaction of tripolyphosphate with
SA within a mesopore of SBA-15 are shown in Fig. 1(aed). SBA-15 or
its derivatives can be synthesized over a narrow range of reaction
mixture compositions and conditions. Thus, care was taken to avoid
unintended results during the synthesis because the use of concentrations of Pluronic P123 higher than 6 weight % yields only
silica gel or produces no precipitation of silica, whereas concentrations below 0.5 weight % result in only amorphous silica; again,
at room temperature or temperatures lower than 40  C, only
amorphous silica powder or poorly ordered patterns are obtained,
whereas at higher temperatures, silica gel is produced; at pH values
from 2 to 6, above the isoelectric point of silica (pH e 2), no precipitation of silica gel occurs, at neutral pH; only disordered or
amorphous silica is obtained (Zhao et al., 1998). Hence, SBA-15
sorbents were synthesized using 5% weight Pluronic P123 copolymer at 40  C at pH 1 following the combined methods of
Zhao et al. (1998) and (Wang et al., 2004). Calleja et al. (2011) have

Table 1
Characterization data of the SBA-15, SA, and ST mesostructures.
Sample

SBA-15
SA
ST

Surface area m2 g1
BET

Langmuir

539.19
125.18
248.62

757.68
175.33
350.86

Pore volume cm3 g1

Pore diameter nm

0.85
0.10
0.49

6.44
4.81
7.72

shown that primary amines give products of higher surface areas
than the secondary or tertiary amines, and that low temperature
(room temperature) is better for SBA-15 drying; hence the use of
APS and room temperature for drying.
The shapes of the isotherm curves obtained from the nitrogen
adsorptionedesorption of SBA-15, SA, and ST (See SI, Figure S1)
suggested a type IV BrunauereEmmetteTeller (BET) isotherm, an
indication of the uniformity and stability of the mesoporous structure of these materials even after the functionalization. The stability
varies according to the trend: SBA-15 > ST > SA. Signiﬁcant desorption hysteresis were observed for SBA-15 and ST between 0.5 < P/
Po < 0.9, but not the SA. Upon functionalization of the SBA-15
framework wall, signiﬁcant decreases in the surface areas were
observed (Table 1) due to the attachment of the APS on the framework mesopores. The surface areas of SBA-15, SA, and ST are 539.19,
125.18, and 248.62 m2 g1, respectively. Similar size reductions were
also observed for the pore volumes of ST and SA (Table 1; Figure S1).
However, the pore diameter of ST increased while that of SA
decreased. These observed changes are indications of the successful
modiﬁcations of SBA-15 mesopores as shown in Fig. 1. Similar results
have been observed by Xu et al. (2011) and Mureseanu et al. (2008).
The infrared spectra of the pure and functionalized SBA-15
mesoporous silicas are shown in Fig. 2a (black spectra). The pure

Fig. 1. (a) cross section of ordered SBA-15 mesoporous silica (Fattori et al., 2012); schematics of the synthesis of SBA-15 materials showing reactions with (b) 3aminopropylethoxysilane and (c) tripolyphosphate; (d) proposed interaction of tripolyphosphate with 3-aminopropylethoxysilane within a mesopore of SBA-15 showing a ﬂip
electrostatic interaction/covalent bond between the phosphate and amine group e a similar reaction to that reported by Laus et al. (2010), Lee at al. (2011), and Sureshkumar et al.
(2010) but with little modiﬁcation.
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Fig. 2. (a) IR spectra of SBA-15, SA, and ST (the black and red curves are the spectra before and after sorption, respectively); (b) thermo-gravimetric analysis spectra.

SBA-15 showed a typical broad peak around 3450 cm1 associated
with the presence of silanol groups. After functionalization with the
amino-propyl group of the APS, the width of this peak in the new
materials (SA and ST) decreased with corresponding increase in
intensity in both new materials. This is typical of the immobilized
amino-propyl group on the framework of the SBA-15 (Bui et al.,
2011). The functionalized SBA-15 materials also showed additional peak around the 1560 cm1 which is indicative of the amide-I
structure from the condensed amino-propyl-tri-ethoxy-silane.
These peaks suggested successful reaction between the hydroxyl
groups on the silica framework and the ethoxy groups of the
amino-propyl-tri-ethoxy-silane substrate. The peaks observed between 2800 and 3000 cm1 were attributed to both symmetric and
asymmetric stretching vibrations of the eCH3 and eCH2 groups of
the APS (Mureseanu et al., 2008). On functionalization with the
tripolyphosphate, the intensity of the peak around 1070 cm1
increased and a new peak appeared at 953 cm1. These peaks are
associated with phosphate and phosphoramide groups, and it
þ
suggests reaction between eP3 O5
10 and eNH3 of the APS group.
Similar observations have been reported by Panda et al. (2003),
Parikh and Chorover (2006), and Lee et al. (2001).
The infrared spectra of the SBA-15 sorbents after PCP sorptions
are also shown in Fig. 2a (red spectra). Signiﬁcant changes where
observed in the intensity and broadness of the initial peaks
observed in the pure and functionalized SBA-15 materials; these
are clear indications of the adsorption of PCP on these sorbent
materials.
Fig. 2b shows the thermogravimetric analysis (TGA) of SBA-15,
SA, and ST. The quantity of organic and inorganic functional
groups incorporated into the mesoporous SBA-15 was estimated
from this analysis. The weight losses at temperatures below 150  C
have been attributed to removal of the physisorbed water. Weight
losses below this temperature indicated that the functionalized
silica materials adsorbed more water than the pristine silica, and
SA > ST. The large weight losses from 200 to 600  C have been
linked to the decomposition of the bridged organic moieties which
are anchored on the SBA-15 surface. The percentage of materials
left at 700  C shows that ST has better thermal stability than SA.
TGA results demonstrated that both new materials have a good
degree of surface functionalization. Dou et al. (2011) and Li et al.
(2007) have reported similar ﬁndings for SBA-15 materials.

The scanning electron microscope (SEM) images of SBA-15, SA,
and ST are shown in Fig. 3. The morphology of these materials
clearly exhibited hexagonal arrangements of relatively uniform
short particles as shown in Fig. 1a. The SEM images of the functionalized SBA-15 materials exhibited similar mesoestructure
type, indicating no change in the morphology of SBA-15 after
functionalization with the amino-propyl-tri-ethoxy-silane and
tripolyphosphate. Thus, the ordered mesoestructure of the
mesoporous SBA-15 is preserved after functionalization of the
surface.
3.2. Sorption of PCP by SBA-15 materials
Determining how fast a pollutant is removed from solution by a
sorbent is an important way of accessing the efﬁciency of the sorbent for removal of that pollutant from aqueous solution. This is
done by determining the time it takes for 1.0 g of an adsorbent to be
saturated by a sorbate. Hence, the effect of time on the sorption of
PCP from solution using the synthesized SBA-15, SA, and ST was
determined over a 2880 min period. Data generated were used to
study the adsorption kinetics. The effect of time on PCP sorption is
shown in Fig. 4a. The steep portion of the curve represents PCP
sorption prior to equilibrium where the rate of sorption exceeded
the rate of desorption. At equilibrium, the rate of sorption and
desorption is insigniﬁcant and the curve becomes nearly horizontal. Equilibrium was attained for the adsorbents at 720 min. At this
point, 5.8% (579.8 mg g1), 32.8% (3279.6 mg g1), and 24.6%
(2462.8 mg g1) of PCP had been removed from solution by SBA-15,
SA, and ST, respectively. The low PCP sorption on SBA-15 was
attributed to the nature of its surface (Fig. 1a) which has no active
functional groups to interact with the predominantly negatively
charged PCP (pentachlorophenolate) species in solution (Fig. 5e
right) which is its ionization state at the solution pH (6.5 ± 0.2) (Li
et al., 2009). Thus, the two mechanisms thought to be responsible
for the removal of PCP by SBA-15 are via very weak interactions
with SBA-15 external wall surfaces, which accounts for very little
PCP removal, and the ﬁlling of SBA-15 mesopores by charged PCP
species in solution which was signiﬁcant for SBA-15. The situation
is, however, different for the amineefunctionalized SBA-15 (SA)
with a positively charged amine group (NHþ
3 ) at the sorption
solution pH. Electrostatic interaction between the positively
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Fig. 3. SEM images SBA-15 (above), SA (middle), and ST (below) mesoporous silica at resolutions of 5 and 1 mm.

charged amine group of SA and the anion of PCP species as well as
the ﬁlling of SBA-15 mesopores by charged PCP species in solution
are responsible for PCP removal from solution. The efﬁciency of the
electrostatic interaction as a PCP removal mechanism is conﬁrmed
by the 82% increase in adsorption upon amine functionalization.
PCP removal via ﬁlling of SBA-15 mesopores might be implicated as
a signiﬁcant removal mechanism because functionalization attaches dangling amino-propyl-triethoxy-silane groups on the surface of SBA-15 mesopores (Fig. 1b), and this acts as obstacle to the
free movement of trapped PCP species within the mesopores into
the bulk solution, thus enhancing PCP removal from solution by
pore ﬁlling/trapping on these mesopores. PCP sorption by ST
showed z76% increment in sorption when compared to the SBA15. The proposed structural interactions of NaTPP with SBA-15
are shown in Fig. 1 (c and d). The relatively lower sorption performance of ST in comparison with SA was attributed to reduction in
the amounts of the NHþ
3 groups in ST resulting from interaction of
the NHþ
3 groups with the tripolyphosphate ions. This interaction
reduces the availableNHþ
3 , but increases the mesh-like nature of
the pores hence the ability of the PCP species to be trapped in the
pores. However, due to the better efﬁciency of electrostatic interactions for removal of PCP, SA having more NHþ
3 groups
showed higher sorption capacity than ST at the prevailing experimental conditions.

3.3. SBA-15 PCP sorption kinetics
Sorption data was evaluated using the Lagergren pseudo-ﬁrst
and second order kinetics models as well as the Elovich and IPD
kinetics models. The model parameters of all SBA-15 sorbents are
shown in Table 2. Comparison of the estimated model sorption
capacity (qe ) and the correlation coefﬁcient (r2) values of the
pseudo-ﬁrst-order and pseudo-second-order kinetics showed that
the PCP sorptions ﬁt the pseudo-second order kinetics model better. The r2 values of the pseudo-second-order model (0.998e0.999)
were closer to unity than those of the pseudo-ﬁrst-order model
(0.122e0.372) and qe values were also better correlated with the
experimental sorption values. This is an indication that the sorption
of PCP by these SBA-15 sorbents involves chemisorption occurring
by sharing or exchange of electrons between the SBA-15 materials
and the anionic PCP species in solution (Olu-Owolabi et al., 2012).
The Elovich and intra-particle diffusion kinetics models gave
further insight into PCP sorption mechanism. The estimated Elovich
model sorption capacity parameter e qe values (Table 2) suggested
that PCP sorption may signiﬁcantly be explained by this model. The
model plot depicted in Fig. 4b implies that for PCP sorption on these
SBA-15 materials, there is some degree of boundary layer control
between the solution PCP species and the SBA-15 surface active
sorption sites. This boundary layer control is assumed to be related
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Fig. 4. (a) Effect of time on PCP removal, (b) Elovich model kinetics plot, (c) intra-particle diffusion model kinetics plots, (d) PCP sorption (half ﬁlled symbols) and desorption
(unﬁlled symbols) trends at varying solution PCP concentrations.

to the rate controlling mechanism and involves electrostatic
interactions.
The IPD kinetics model parameters and plot are shown in Table 2
and Fig. 4c, respectively. These parameters were employed in predicting the sorption mechanism. The plot showed two portions: an
initial linear but steep and rapid portion, and a later horizontal
portion. Since the linear plot of qt versus t 1=2 is about 75% linear at
the initial sorption stages, intra-particle diffusion was the main
sorption mechanism in this part of the plot. The later portions of the
plot were slow and controlled by equilibrium diffusion mechanism
which occurred when the rate of the sorptions and desorptions are
insigniﬁcant. The values of IPD model parameter, C (mg g1), indicated the thickness of the sorbed PCP species at the boundary layer;
and it implies that since the values are about 40% less than the
sorption capacity of the corresponding SBA-15 materials, sorptions
of PCP are on sorption sites other than those on the surfaces such
those within the mesopores.
3.4. Equilibrium sorption of PCP on pristine and functionalized SBA15
Another important method for describing a sorbent is through
evaluation of the adsorption isotherm (Olu-Owolabi et al., 2014).
Fig. 4d showed that PCP sorption (half ﬁlled symbols) on these

sorbents increase with PCP solution concentration until equilibrium is reached where no further signiﬁcant sorption is recorded.
The sorption trend is SA > ST > SBA-15. The higher sorption capacity of SA was attributed to the presence of NHþ
3 groups on both
the surface and the pores which are available for electrostatic interactions with the anionic PCP species.
Desorption experiments results (Fig. 4d e unﬁlled symbols)
showed that SBA-15 exhibited the least desorption hysteresis. This
ease of desorption of PCP by SBA-15 can be related to the earlier
proposed PCP sorption mechanism: that insigniﬁcant forces hold
PCP species onto the surfaces of SBA-15; thus shaking (at 100 rpm)
of the SBA-15 with the adsorbed PCP can result in up to 50%
desorption. Hysteresis was signiﬁcantly higher for SA and ST
mesoporous silica. Desorptions of z15 and 20%, respectively, were
observed for SA and ST. These observations were attributed to the
charge and nature of the PCP sorption forces: the electrostatic
Table 2
Kinetics model parameters for PCP sorption on SBA-15, SA, and ST.
Kinetics model

Model parameters

pseudo-ﬁrst-order

qe (mg g1)
K1 (min1)
r2
qe (mg g1)
K2 (g mg1 min1)
r2
qe (mg g1)

pseudo-second-order

Elovich

b

Intra-particle diffusion

Fig. 5. Unionized PCP in acidic pH medium (left) and ionized PCP in neutral/basic pH
medium (right).

Experiment

R2
C (mg g1)
Kid
r2
qe (mg g1)
qe (mg g1)

SBA-15 samples
SBA-15

SA

ST

73.45
0.001
0.122
568.18
3.54E05
0.998
551.70
0.015
0.835
350.40
4.85
0.655
534.37
579.84

468.81
0.001
0.184
3225.81
6.46E06
0.997
3232.17
0.002
0.750
1787.00
33.66
0.493
3064.31
3279.59

366.44
0.001
0.372
2500.00
8.45E06
0.999
2468.50
0.003
0.858
1476.00
23.56
0.622
2370.04
2462.82
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interaction holding the PCP species in place as well as the mesh-like
nature of the mesopores act in tandem to hold back the PCP species
within these mesoporous materials, hence the reduced desorption
and hysteresis. The observed desorption trend is SBA-15 > ST > SA.
3.5. Adsorption isotherm models
The equilibrium sorption data of the PCP on SBA-15, SA, and ST
were ﬁtted to two different isotherm models e Langmuir and
Freundlich adsorption models, and values of the isotherm parameters for both models are shown in Table 3. The isotherm plots of
PCP sorption onto SBA-15 materials were all non-linear as evidenced in the small n values of less than 1 (ranging from 0.29 to
0.87) e Table 3. Small n values represent sorption on predominantly
heterogeneous sorption sites and since these n values decreased
with increasing sorption capacity, it may be regarded as an index of
site energy distribution (Olu-Owolabi et al., 2014; Weber et al.,
1992). In the case of PCP sorption on these SBA-15 sorbents, part
of the PCP species in solution has been partitioned by ﬁlling the
empty or mesh-like pores of the SBA-15 sorbents, while the bulk
has been sorbed by a more speciﬁc electrostatic interaction between the PCP anionic species and the cationic amine groups of the
sorbents to give an n of less than 1. SBA-15 and its functionalized
derivatives are high surface area mesoporous materials, and
Nguyen et al. (2007) have reported that adsorptive pore-ﬁlling is an
important sorption mechanism for porous materials. Hence, two
processes are involved in the sorption of PCP species from solution:
adsorptive pore-ﬁlling and electrostatic interactions.
Comparing the qe (mg g1) and r2 values showed that PCP
sorption data ﬁt the Freundlich isotherm better than the Langmuir.
The regression coefﬁcients (r2) values of the Freundlich isotherm
were closer to unity than the Langmuir and the qe values calculated
from the model were also better correlated with the experimental
qe values than those of the Langmuir isotherm. The Langmuir
isotherm model assumes that the adsorption sites possess equal
afﬁnity for the species, and a monolayer is formed at saturation of
these sorbent surface sorption sites; the Freundlich isotherm,
however, assumes that the adsorption is on heterogeneous surface
sites and multi-layer of the sorbate is formed at surface sites at
saturation. The observed ﬁt of the equilibrium data to the
Freundlich isotherm is in line with the earlier predicted mechanism
of PCP sorptions on the SBA-15 materials' that sorption is via
adsorptive pore-ﬁlling and electrostatic interactions.
One potential application of SA and ST may be in soil amendments to immobilize pesticides; the immobilized pesticide can
then be manipulated for controlled pesticide release, hence
reducing the continuous use of such chemicals and the consequent
pollution of surface and aquifer waters. Further investigations are
in progress on the use of functionalized SBA-15 for pesticide
immobilization.
4. Conclusion
In this study, SBA-15, amine functionalized SBA-15 (SA), and
tripolyphosphate functionalized SBA-15 (ST) were synthesized.

Table 3
PCP sorption models parameters for the Langmuir and Freundlich models.

SBA-15
SA
ST

Langmuir sorption model

Freundlich sorption model

qe (mg g1)

b

r2

qe (mg g1)

n

Kf

r2

2083.33
4166.67
3448.28

0.01
0.23
0.12

0.302
0.980
0.987

720.01
3626.05
2855.02

0.87
0.29
0.43

31.99
1383.57
663.74

0.867
0.908
0.906

These were used for the removal of PCP from aqueous solution.
SBA-15 was not efﬁcient for the PCP removal due to its low sorption
and high desorption. SA and ST showed marked improvements for
PCP sorption and higher desorption hysteresis. Two processes were
implicated in the sorption of PCP species from solution: adsorptive
pore-ﬁlling of the empty mesopores and electrostatic interactions
between charged surface groups on the functionalized SBA-15
mesostructure and the anions of PCP species in solution. Results
of this study suggest that functionalized SBA-15 may be applicable
for removal of PCP from aqueous phase especially in wastewater
treatment.
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