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Abstract: Adsorption of the polyelectrolyte polydiallyldimethylammonium chloride (PDADMAC)
onto nanosilica (S5i0O,) fabricated from rice husk was studied in this work. Nanosilica was
characterized by X-ray diffraction, Fourier-transform infrared spectroscopy (FTIR), and scanning
electron microscopy (SEM). Adsorption of PDADMAC onto SiO, increased with increasing pH
because the negative charge of SiO; is higher at high pH. Adsorption isotherms of PDADMAC onto
silica at different KCI concentrations were fitted well by a two-step adsorption model. Adsorption
mechanisms of PDADMAC onto SiO, are discussed on the basis of surface charge change, evaluation
by C potential, surface modification by FTIR measurements, and the adsorption isotherm. The
application of PDADMAC adsorption onto SiO, to remove amoxicillin antibiotic (AMX) was also
studied. Experimental conditions such as contact time, pH, and adsorbent dosage for removal of
AMX using SiO; modified with PDADMAC were systematically optimized and found to be 180 min,
pH 10, and 10 mg/mL, respectively. The removal efficiency of AMX using PDADMAC-modified SiO,
increased significantly from 19.1% to 92.3% under optimum adsorptive conditions. We indicate
that PDADMAC-modified SiO; rice husk is a novel adsorbent for removal of antibiotics from
aqueous solution.

Keywords: polyelectrolyte; PDADMAC adsorption; nanosilica; rice husk; amoxicillin

1. Introduction

Removing organic pollutants is of great importance in environmental remediation, because
numerous organic wastes are toxic. Techniques based on biological processes, chemical processes,
physical processes, or a combination of these can be used to remove organic pollutants [1-4].
Processes that have been used to remove pollutants from wastewater include membrane process,
ozonation [5], Fenton oxidation, chlorination, photocatalytic degradation using UV-vis radiation [6-8],
and adsorption [9-13]. Some new water treatment processes for sustainability have been reported.
Osmosis-membrane distillation has been used to recover water from oily wastewater, while various
adsorbents have been selected to purify water. Some novel adsorbents are biochar [14], vegetable
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coconut palm [15], imprinted materials [16], natural soils [17-19], and metal oxides [20]. Recently,
many studies have reported that adsorptive removal of organic contaminants from aqueous solutions is
significantly enhanced by using a solid surface modified with an ionic polymer (polyelectrolyte) [21-24].
In these systems, an understanding of adsorption characteristics and mechanisms is important to
control and increase the efficiency of removing organic contaminants. Therefore, adsorption of
polyelectrolytes on a solid surface has been a topic of much research [25-27].

Antibiotics in the water supply is a type of organic pollutant, because antibiotic residue can
cause serious problems [19,28]. Thus, removal of antibiotics by a suitable method, such as adsorption,
using inexpensive adsorbents becomes preferable [19,29]. Numerous effective adsorbents for antibiotic
removal have been studied [28,30,31]. Rice husk is a very popular agricultural resource in many
countries. Therefore, adsorbent synthesized from rice husk is very cheap. Silica is a common
adsorbent that can be easily synthesized from rice husk [32]. However, nanosilica fabricated from rice
husk is a nonporous and low-charge-density material, so it is difficult to remove organic pollutants
directly. In this case, surface modification of silica is necessary to enhance removal efficiency.
Polydiallyldimethylammoniym chloride (PDADMAC) is a strong polycation so that its structure is
independent of pH. PDADMAC can be used to modify a solid surface or to form composites, which are
novel materials for removing some organic pollutants [23,33,34]. Adsorption of PDADMAC onto silica
(quartz crystal) at different ionic strengths has been systematically studied [35]. However, PDADMAC
adsorption onto nanosilica used for removal of beta lactam antibiotics has not been studied.

Adsorption is normally studied under isothermal conditions. For adsorption isotherms,
Langmuir [36], Freundlich [37], and Brunauer-Emmett-Teller [38] models are often discussed. The
Langmuir model is used to describe isotherms of some polymers at solid surfaces. However, these
three models cannot be applied to polyelectrolyte adsorption. The two-step model proposed by
Zhu et al. [39], with a general adsorption isotherm equation, was successfully applied to various types
of adsorbates, including polyelectrolyte, for numerous systems [39-41]. Additionally, two-step kinetics
could evaluate the growth of polyelectrolyte layers [42]. Thus, the two-step model can be used to fit
adsorption isotherms of PDADMAC onto nanosilica.

The aim of the present study is to investigate adsorption of PDADMAC onto nanosilica
synthesized from rice husk. The characterizations of silica were examined by X-ray diffraction
(XRD), Fourier-transform infrared spectroscopy (FTIR), scanning electron microscopy (SEM), and
potential measurements. The adsorption isotherm of PDADMAC on nanosilica was studied at different
pH values and ionic strengths. Adsorption mechanisms are suggested based on the adsorption
isotherm, surface modification by FTIR, and the change in surface charge by electrokinetic ( potential)
measurements. The application of PDADMAC adsorption to amoxicillin antibiotic removal is also
investigated. To the best of our knowledge, this is the first systematic study of PDADMAC adsorption
onto nanosilica synthesized from rice husk to relate electrokinetics with FTIR spectroscopy, modeling
an adsorption isotherm by the two-step model and applying it to the removal of antibiotics using
PDADMAC-modified nanosilica.

2. Experimental

2.1. Materials

The rice husk used in the present study was collected from the Food Commerce Company
(Bacninh, Vietnam). Nanosilica was synthesized by the hydrothermal method from the rice husk.
Polycation polydiallyldimethylammonium chloride (Figure 1A) 20 wt % in HyO with a molecular
weight of 400-500 kg/mol was purchased from Sigma-Aldritch. Amoxicillin trihydrate (AMX) with
purity higher than 98% was supplied by Tokyo Chemical Industry (Chuo-ku, Tokyo, Japan). The
chemical structure of AMX is indicated in Figure 1B. Ionic strength and pH were adjusted by the
addition of KCl (p.A, Merck, Frankfurter, Germany), HCl and KOH (volumetric analysis grade, Merck).
Solution pH was measured using an HI 2215 pH meter (Hanna, Woonsocket, RI, USA). The pH
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electrode was calibrated with three standard buffers of 4.01, 7.01, and 10.01 (Hanna). Other chemicals
with analytical grade were purchased from Merck. An ultrapure water system (Labconco, Kansas
City, MO, USA) with a resistivity of 18.2 M() was used to produce ultrapure water in preparing all
aqueous solutions.
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Figure 1. Chemical structure of polydiallyldimethylammonium chloride (PDADMAC) (A) amoxicillin
(AMX) (B).

2.2. Fabrication of Nanosilica from Rice Husk

Nanosilica was synthesized from rice husk according to our previously published paper, with
a minor modification [41]. About 80 g of milled rice husk was placed in a 1 L beaker containing
386 g of ultrapure water (about 5 mL per gram of milled rice husk) and 14 g of concentrated H,SO4
and stirred for at least 5 h at 120 °C. Subsequently, the pretreated milled rice husk was washed with
ultrapure water until neutral pH was reached. Then, the rice husk was dried at 110 °C for 1 h and
calcined in a thermal furnace at 800 °C for 12 h to obtain nanosilica [32]. After that, nanosilica was
washed two times with diluted sulfuric acid (0.2 M H»SOy4) before being rinsed with ultrapure water.
The volumes of ultrapure water and 0.2 M H,SOy are about 10 mL per gram of adsorbent. Finally,
nanosilica particles were heated at 800 °C for 24 h and then cooled to room temperature before being
dispersed in ultrapure water to form a nanosilica solution [43]. Figure 2 shows pictures of rice husk,
milled rice husk, and synthesized nanosilica.

(A) (B)

Figure 2. Pictures of (A) rice husk; (B) milled rice husk; and (C) synthesized nanosilica.

2.3. Characterization Methods

The nanosilica synthesized from rice husk was characterized by XRD, FTIR, SEM, and ¢
potential measurements.
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The XRD pattern was collected on a Bruker D8 Advance X-ray Diffractometer with CuK, radiation
(A = 1.5418 A). Intensity of the diffraction peaks was recorded in the 1-70° (20) range with a step size
of 0.03°.

The FTIR spectra were collected with an Affinity-1S spectrometer (Shimadzu, Kyoto, Japan). The
FTIR spectra of PDADMAC solution, nanosilica particles, nanosilica after PDADMAC adsorption at
the maximum level, and PDADMAC solution salt were obtained at 25 °C and atmospheric pressure
(with nanosilica) and in PDADMAC solution at a resolution of 4 cm™!.

The morphology and average size of synthesized SiO, were examined by SEM (Hitachi 54800,
Chiyoda-ku, Tokyo, Japan). The average size of nanosilica particles was calculated by using
Image] software.

The charging behavior of synthesized SiO, with and without PDADMAC adsorption at different
pH values was examined using Zetasizer Nano ZS (Malvern, Worcestershire, UK) in a background
electrolyte of 1 mM KCL

The zeta (() potential was calculated from electrophoretic mobility with Smoluchowski’s
equation [44]

Uel]
— 1
Ers€Q M

where ( is the ¢ potential (mV), u, is the electrophoretic mobility (um cm/sV), # is the dynamic
viscosity of the liquid (mPa-s), € is the relative permittivity constant of the electrolyte solution, and &
is the electric permittivity of the vacuum (8.854 x 10~!2 F/m).

2.4. Adsorption Studies

All adsorption experiments were carried out by batch technique in 15 mL Falcon tubes at 25 + 2 °C
controlled by an air conditioner. Initial concentration of PDADMAC (20%) was precisely diluted with
ultrapure water to a stock solution of 20 g/L (20,000 mg/L). Then, the stock solution was appropriately
diluted according to experimental requirements.

A 10 g/L SiO; solution was fixed and thoroughly mixed in 10 mL of PDADMAC in the range of
0.200 to 12 g/L for 2 h. After that, the PDADMAC solution was separated by centrifugation at 6000 rpm
for 20 min. The effects of pH and ionic strength on PDADMAC adsorption were systematically
studied. The concentration of PDADMAC was quantitatively determined by a total of nitrogen
measurement with photoluminescence technique using a TNM-1 (TOC-V cpy, Shimadzu, Kyoto, Japan).
The adsorption capacity I' (mg/g) of PDADMAC onto nanosilica was calculated by Equation (2)

x 1000 )

where C; (g/L) and C, (g/L) are the equilibrium concentration and final concentration of PDADMAC,
respectively, and m (g /L) is adsorbent dosage. The experimental adsorption studies were carried out
in triplicate.

For adsorptive removal of AMX, a different adsorbent dosage was shaken well with 10 mL
PDADMAC under optimum conditions to modify the silica surface. After that, the adsorbent was
washed with pure water before AMX in different concentrations was added. The concentrations of
AMX were determined by UV-vis spectroscopy with a quartz cuvette with a 1 cm optical path length
using a spectrophotometer (UV-1650 PC, Shimadzu, Kyoto, Japan). The relationship between the
absorbance and concentrations of AMX at a wavelength of 228 nm as standard calibration curves in
different conditions with a correlation coefficient of at least 0.999 was confirmed.

The removal efficiency (%R) of AMX was calculated by Equation (3)

Removal ef ficiency (%R) = % x 100% 3)

1
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The obtained isotherms were fitted by a general isotherm equation that could be applied to
describe PDADMAC adsorption isotherms onto SiO,. The general isotherm equation is

r Took1C(L + ko Cl 1)

- n—1 (4)
14+ kC(1+ k)

where I' (mg/g) is the adsorbed amount of PDADMAC, I'«, (mg/g) is the maximum adsorption, I',
can be determined from the data of adsorption isotherm at high PDADMAC concentrations, k1 (g/mg)
and ky (g/ mg)”’1 are equilibrium constants for first layer of adsorption and clusters of n molecules,
and C, (g/L) denotes the equilibrium concentrations of PDADMAC in the aqueous solution. We used
a trial-and-error method with Origin Professional 8 Edition software to find appropriate values of k;,
ko, and n for every isotherm.

3. Results and Discussion

3.1. Characterizations of Nanosilica from Rice Husk

The nanosilica from rice husk was characterized by XRD, FTIR, and SEM.
The XRD pattern of the nanosilica particles fabricated from rice husk is shown in Figure 3.
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Figure 3. XRD pattern of nanosilica synthesized from rice husk.

The powder diffraction pattern of synthesized silica indicates a broadened peak at 26 = 20°-24°,
which reveals the amorphous nature of the nanosilica particles [32].

The FTIR spectrum of the nanosilica particles shown in Figure 4 indicates that the peaks at
1037.77, 812.03, and 470.63 cm ! were due to the asymmetric, symmetric, and bending modes of 5iOy,
respectively [45]. The band at 3466.08 cm ! and the peak at 1633.71 cm™! for the sample are due to
the -OH groups. These results confirm the existence of Si-O-5i stretch [32,45]. In addition, the FTIR
spectrum of nanosilica revealed that unexpected peaks of any organic and inorganic compounds did
not appear. In other words, the presence of silica is evident.
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Figure 4. FTIR spectrum of nanosilica particles in the wave number range 400-4000 cm ™.

The SEM images of silica in Figure 5 show that silica has nearly spherical particles. Based on SEM
images, we can calculate an average diameter of silica particles in the range of 40-60 nm, demonstrating
that silica synthesized from rice husk is a nanosized powder.

S4800-NIHE HD.0KY B mm x100k SE(M,LAC) 6/9/2017 .~ '« 500nm

(A) (B)

Figure 5. SEM images of SiO; nanoparticles at different scales: (A) 500 nm; and (B) 300 nm.

Based on the results of XRD, FTIR, and SEM, we demonstrate that silica nanoparticles are
successfully synthesized from milled rice husk with a simple procedure.

3.2. Adsorption of PDADMAC onto Nanosilica

3.2.1. Effect of pH

Figure 6 shows that adsorption of PDADMAC increases with an increase of pH from 3 to 10. With
increasing pH, the surface of nanosilica has a higher negative charge that can enhance adsorption of
strong polycation PDADMAC [46]. Further increased pH can cause dissolution of silica so that the
standard deviations of replicates are high at higher pH. However, adsorption capacity at pH < 6 is
much lower than that at high pH. Thus, a pH less than 10 and greater than 6 is better for the study of
PDADMAC adsorption on nanosilica.
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Figure 6. Effect of pH on PDADMAC adsorption on nanosilica. (C; (PDADMAC) = 1.0 g/L, adsorbent
dosage 10 mg/mL, 100 mM KCl). Error bars show standard deviations of three replicates.

3.2.2. Effect of Ionic Strength

Ionic strength strongly affects adsorption of PDADMAC, because adsorption of polyelectrolyte can
be induced by both electrostatic and nonelectrostatic interactions [10]. The experimental PDADMAC
adsorption on nanosilica was conducted in KCI from 0.1 mM to 100 mM at pH 6 and pH 10.

Figure 7 shows that the adsorption capacity of PDADMAC onto nanosilica increases with
increasing KCl concentration at both pH 6 and pH 10. It suggests that both electrostatic and
nonelectrostatic attraction can induce adsorption of PDADMAC on nanosilica. When salt is increased,
the electrostatic attraction is screened, but polyelectrolyte with more loops and tails can form [10].
In order to evaluate the effect of ionic strength, adsorption isotherms were conducted, and this is
discussed below.

20

—5-pH 6 —6—pH 10

0.1 1 10 100

KCl concentration (mM)

Figure 7. Effect of KCl concentration on PDADMAC adsorption on nanosilica (C; (PDADMAC) =
1.0 g/L M, adsorbent dosage 10 mg/mL). Error bars show standard deviations of three replicates.
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3.2.3. Adsorption Isotherms

The effect of ionic strength on adsorption of PDADMAC onto nanosilica is clearly demonstrated on
the isotherms (Figure 8). At pH 10, adsorption of PDADMAC increases with increasing ionic strength.
The adsorption capacity of PDADMAC at 100 mM KCl is always higher than that at 10 mM KCL

70

['ppapMac (ME/g)

0w T T T T T
0.0 2.0 4.0 6.0 8.0 10.0 12.0

Cppapmac (g/L)

Figure 8. Adsorption isotherms of PDADMAC onto nanosilica at different KCI concentrations (pH 10).
Points are experimental data; solid lines are the results of the two-step adsorption model. Error bars
show standard deviations of three replicates.

For PDADMAC adsorption, an increase in salt concentration increases the number of cations
K* (counter ions) on the negatively-charged nanosilica surface, reducing the electrostatic effect
of nanosilica and polycation (at pH 10). The electrostatic attraction between the positive
charge of PDADMA™ ions and negatively-charged nanosilica surface is effectively screened by
increasing salt concentration [47]. However, other interactions—such as hydrophobic, hydrogen
bonding, surface complexation, and Van der Waals interactions—can induce adsorption [48].
This implies that adsorption of PDADMAC on nanosilica is controlled by both electrostatic and
nonelectrostatic interactions, similar to adsorption of negatively charged polystyrene sulfonate onto a
positively-charged alumina surface [10]. Polyelectrolyte adsorption in the presence of salt also releases
counter ions to the bulk solution, so the driving force for adsorption can be induced by an increase of
entropy [35,49].

Figure 8 shows that at different KCl concentrations, the experimental results of PDADMAC onto
nanosilica can be represented well by general isotherm Equation (2) with the fitting parameters in
Table 1 (solid lines in Figure 8). As shown in Table 1, increasing the ionic strength from 10 mM to
100 mM causes an increase in ki (about 25 times), which shows that the number of sites increases for
PDADMAC with increasing KCI concentration. Nevertheless, the value k, does not change and is
much lower than kj, suggesting that the amount of adsorbed loops and tails of polymer increases
with an increase of salt. Furthermore, the value of n does not change significantly for PDADMAC
adsorption. Our results are different from the case of polyelectrolyte adsorption onto cotton fiber, in
which adsorption took place into a porous structure with a high value of k;. In our case, PDADMAC
adsorption only occurred on the silica surface with a multilayer formation.
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Table 1. Fit parameters for polydiallyldimethylammonium chloride (PDADMAC) adsorption
onto nanosilica

CKCl (mM) I'w (mg/g) k1 (g/mg) k; (g/mg) "1 n
10 50 2.1 0.1 3.6
100 64 50 0.1 3.5

Adsorption of PDADMAC onto nanosilica at different ionic strengths reaches a plateau when the
initial PDADMAC concentration is 10 g/L (1.0%). Therefore, PDADMAC at a concentration of 1.0% is
used to modify the nanosilica surface for removal of antibiotic in the next section.

3.2.4. Adsorption Mechanisms

Adsorption of polycation PDADMAC onto nanosilica from rice husk is discussed in detail based
on the change in surface charge and functional groups by ¢ potential and FTIR, respectively, as well as
the adsorption isotherm (Section 3.2.3).

Zeta (C) potential measurement calculated from electrophoretic mobility is useful for evaluating
the charging behavior of many nano- and micro-sized materials [50,51]. The ( potentials of silica
nanoparticles without and with PDADMAC adsorption as a function of pH are indicated in Figure 9.
Square points in Figure 9 show that the { potentials of nanosilica are negative and decrease with
increasing pH, demonstrating that the surface charge of silica nanoparticles is negative. These results
are in good agreement with the literature [43,52,53]. On the other hand, the ¢ potentials of nanosilica
after PDADMAC adsorption (circles in Figure 9) increase dramatically in the range of pH 4 to pH
10. Zeta potential values of silica nanoparticles increase due to the presence of strong polycation
ammonium groups. Due to the various cationic ammonium groups in the polyelectrolyte molecules,
charge reversal takes place so that the charge of nanosilica is highly positive. The results of { potentials
also indicate that PDADMAC molecules adsorbed onto the silica surface through electrostatic attraction.
The charge of silica after PDADMAC adsorption is independent of pH, and polycation molecules
strongly remain after centrifuging, which is good for adsorptive removal of anionic pollutants.

80

It

40

{ potential (mV)

(]
e
Q.
Lea]
=
(=]
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(o]
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0 Without FDADMAC e With PDADMAC adsorption

Figure 9. The ( potentials of nanosilica particles without and with PDADMAC adsorption as a function
of pH in 1 mM KCl background electrolyte.
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The PDADMAC adsorption mechanism is also supported by the FTIR spectrum of nanosilica
after adsorption (Figure 10). The peaks of the functional group N-H of ammonium ions in PDADMAC
molecules at 1473.62 cm ! (Figure 10, inset spectrum) disappeared after adsorption onto nanosilica [54].
Furthermore, the peaks of 812.03 cm ! assigned for symmetric Si-O (Figure 4) shifted to a shorter
wavelength (806.25 cm™), while bending modes at 470.63 cm™ did not change after PDADMAC
adsorption. The results demonstrate that PDADMAC molecules attached to the SiO, surface through
electrostatic attraction and hydrophobic interaction.

PDADMAC

65

4E70[JI o I36|UE; o ‘32|00I o ‘ZB‘UO‘ o I24‘0[]I o ‘ZD‘UD‘ o <W B‘DU‘ o ’15‘00‘ o ‘14‘00‘ o IW 2|0E7I o ‘IO‘DD‘ o IBE)D‘ o ‘SDDI ' I?WDU
Figure 10. FTIR spectrum of nanosilica particles after PDADMAC adsorption in the wave number
range of 400-4000 cm™. The inset is an FTIR spectrum of PDADMAC solution.

Figure 11 shows a cartoon representation of the adsorbed structure of PDADAMC onto nanosilica,
where the PDADMAC adsorbed onto silica via electrostatic attraction between positive PDADMAC
molecules and the negatively charged SiO; surface. This is similar to ammonium ion adsorption on
graphite oxide/aluminum and graphite oxide/zirconium-aluminum polyoxycation composites, where
the interaction is via hydrogen bonding with surface structure oxygen and functional groups [55]. In
addition, PDADMAC molecules can create a lateral interactions and bridge the silica particles due to
the interactions of hydrocarbon chains. Thus, PDADMAC adsorption onto nanosilica is induced by
both electrostatic and non-electrostatic interactions.

Si0, rice husk

PDADMAC

Figure 11. Cartoon representation of PDADMAC adsorption onto nanosilica rice husk.
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3.3. Adsorptive Removal of Amoxicillin Using PDADMAC-Modified Nanosilica
3.3.1. Influence of Contact Time

Contact time strongly induces to equilibrium of the adsorption process. The effect of contact
time on the adsorptive removal of AMX using PDADMAC-modified nanosilica (PMS) is presented in
Figure 12. As can be seen, removal of AMX increases with an increase of the contact time from 10 min
to 180 min. After 180 min, removal changes insignificantly. This suggests that the adsorption reaches
equilibrium at 180 min. Thus, 180 min is chosen for removal of AMX using PMS.

100

& 3 &

Removal Efficiency %)
]
o

0 1 1 1 1 1 1 1
10 30 60 9 120 150 180 210

Contact time (min)

Figure 12. Influence of contact time on removal of amoxicillin (AMX) using PDADMAC-modified
silica (PMS). Error bars show standard deviations of three replicates.

3.3.2. Influence of pH

The pH of the solution plays an important role in adsorption of AMX onto PMS, because it can
affect the PMS surface charge and the AMX charging behavior. The effect of initial pH on removal of
AMX using PMS was investigated in the range of pH 4-11 in 1 mM KCI (Figure 13).

100

80

60

Removal Efficiency (%)

Figure 13. Influence of pH on removal of AMX using PMS. Error bars show standard deviations of
three replicates.
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As seen in Figure 13, removal of AMX increases with increasing pH of the solution from 4 to 10,
then slightly decreases. At lower pH, the form of AMX has a neutral charge from pH 2.7 to 7.5; at pH
higher than 7.5, AMX has a negative charge [13] that can easily adsorb onto the positively-charged
PMS. However, dissolution of silica can take place at pH > 10, so removal decreases. Thus, optimum
pH for removal of AMX by PMS is pH 10.

3.3.3. Influence of Adsorbent Dosage

The adsorbent dosage has a significant effect on the adsorption process, because it affects the total
surface area of the adsorbent and the number of binding sites. The amount of PMS varied from 2.5 to
50 mg/mL.

Figure 14 indicates that removal of AMX using PMS increases rapidly with increasing adsorbent
dosage from 2.5 to 10 mg/mL. This may be explained by a large number of available binding sites
for adsorption or an increased net specific surface area with increased dosage [56]. However, further
increasing the adsorbent dosage over 10 mg/mL results in significantly decreased removal efficiency
due to the very fast aggregation of silica particles at high adsorbent dosage [43,53]. The error bar
showing the deviations of triplicates with 10 mg/mL is smaller than those of other dosages. Thus,
optimum adsorbent dosage is found to be 10 mg/mL, and it is fixed for adsorptive removal studies.

100
go:
%80_
[+
=
Y
S 60 -
=
S 40 |
[=]
£
B o L
0 L L L L

25 5 10 25 50
Adsorbent dosage (mg/mlL)

Figure 14. Influence of adsorbent dosage on removal of AMX using PMS. Error bars show standard
deviations of three replicates.

3.4. Adsorptive Removal of AMX onto Silica without and with Surface Modification with PDADMAC

According to the results of PDADMAC adsorption on nanosilica (Section 3.2), the conditions to
modify silica surface are 1% PDADMAC, pH 10, and 100 mM KCl. As a result, the surface charge of
nanosilica is positive due to the presence of the polycation. Figure 15 shows that removal of AMX (at an
initial concentration of 10 mg/L) in 1 mM KCl increases significantly from 19.1% to 92.3% after surface
modification of nanosilica by PDADMAC. AMX adsorption onto bare nanosilica is highest at pH 11, at
which low adsorption can be promoted by lateral interaction with the negatively-charged AMX. AMX
adsorption onto PMS was significantly enhanced by electrostatic attraction between the negatively
charged AMX and the positively charged PMS surface. This implies that PDADMAC-modified
nanosilica rice husk can be used as a potential adsorbent more than bare nanosilica.
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100

80

20

Removal Efficiency (%)

® Without PDADMAC adsorption
m With PDADMAC adsorption

Figure 15. Removal of AMX using silica without and with PDADMAC modification. Error bars show
standard deviations of three replicates.

Although the silica synthesized from rice husk is a cheap adsorbent, the regeneration experiment
is important to evaluate the stability and reuse potential of PMS. Thus, three sets of experiments
were performed. The number of reuses in our case is quite small compared with L-phenylalanine
methyl ester-imprinted polymer adsorption regeneration cycles [57], or 10 cycles of Pb?* on alginate
halloysite nanotube nanocomposite beads [58], but it is important to evaluate the economic and the
environmental aspects of PMS for antibiotic removal. The AMX loaded onto PMS was released in
0.1 M KOH before being washed with ultrapure water for subsequent AMX adsorption experiments
with the same conditions. Figure 16 shows that the efficiency of removing AMX with PMS after being
reused three times decreased slightly. Removal efficiency was still greater than 83%. The decrease
of removal efficiency is similar to the adsorption/desorption of arsenic on the material magnetic
silica [59]. However, the removal efficiency is suitable for reuse PMS. This implies that PDADMAC is
irreversibly attached to the nanosilica rice husk. In other words, PMS is a novel adsorbent in terms of
economic and environmental aspects.

100

40

Removal Efficiency (%)

20

1 2 3
Number of reuses

Figure 16. Efficiency of removing AMX with PMS after being reused three times. Error bars show
standard deviations of three replicates of independently-prepared adsorbent.
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3.5. Comparison of the Effectiveness of PMS and Other Adsorbents

Some published articles have reported on removal of AMX using different kinds of adsorbents.
However, adsorptive removal of AMX using PMS has not been studied. In addition, the PMS used in
the present study has very high removal efficiency compared to adsorbents (Table 2). PMS is also a
cheap adsorbent because rice husk is an agricultural byproduct. This demonstrates that PMS is a novel
material for the removal of antibiotics from aqueous solutions.

Table 2. Adsorption capacity and removal efficiency of polydiallyldimethylammonium
chloride-modified silica (PMS) and other absorbents for removing amoxicillin (AMX).

Adsorbent Adsorption Capacity (mg/g) Removal Efficiency (%) References
Activated carbon 7.367 50.26 [60]
Chitosan beads 8.71 NF [61]
Organobentonite 26.18 61.5 [13]
Bentonite 18.75 88.01 [31]
Organoclays 24.29 34.80 [62]
PMS 7.50 92.30 This study

NF: no information.

4. Conclusions

In the present study, we investigated adsorption of the polyelectrolyte
polydiallyldimethylammonium chloride (PDADMAC) onto nanosilica (SiO;). Nanosilica that was
successfully fabricated from rice husk was characterized by X-ray diffraction (XRD), Fourier-transform
infrared spectroscopy (FTIR), and scanning electron microscopy (SEM). Adsorption of PDADMAC
onto SiO; increased with increasing pH due to the less negative surface charge of SiO; at lower pH,
while PDADMAC adsorption onto SiO, decreased with decreasing KCl concentration from 0.1 to
100 mM. Experimental results of adsorption isotherms of PDADMAC onto silica at different ionic
strengths were well represented by a two-step adsorption model. Based on adsorption isotherms,
surface charge effects by evaluating the change in ¢ potentials, and the surface modification by FTIR,
we suggest that the adsorption mechanism of PDADMAC onto SiO, is induced by electrostatic
attraction between cationic polymer and the negatively charged SiO; surface and non-electrostatic
interactions, including hydrophobic and lateral interactions. Furthermore, surface modification of SiO;
by pre-adsorption of PDADMAC caused a significant increase in efficiency of removing amoxicillin
(AMX). The optimum conditions of contact time, adsorbent dosage, and pH for removing AMX using
PDADMAC-modified SiO; were found to be 180 min, pH 10, and 10 mg/mL, respectively. Under
optimum adsorption conditions, AMX removal from aqueous solution increased significantly from
19.1% to 92.3%. Our results demonstrate that PDADMAC-modified nanosilica synthesized from rice
husk is a novel adsorbent for the removal of beta lactam antibiotics from aqueous solutions.
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