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Adsorption of a cationic surfactant allowed to probe the surface reactivity of montmorillonite encapsulated
in a composite of alginate hydrogels (A-MMT). Dodecylbenzyldimethylammonium chloride (BAC-12) was
the surfactant used for these studies. BAC-12 is part of the widely used surfactant mixture known as
benzalkonium chloride. XRD showed that up to three different types of basal spacing (dgg1) were present
within the composite indicating that as the concentration of adsorbed BAC-12 increases, populations
with different adsorption conformational arrangements are present, even unexpanded clay remains.
From the SEM-EDS spectra it is observed that the clay is distributed in the whole composite. In addition,
the effect of the presence of cationic and anionic biocides on BAC-12 adsorption was studied. Cationic
biocides such as tetradecyllbenzyldimethylammonium chlorides (BAC-14) and paraquat (PQ) show
a competitive behavior for the clay adsorption sites at BAC-12 low concentration indicating an
electrostatic adsorption mechanism. However, the presence of anionic contaminants such as 2,4-D and
metsulfuron methyl do not affect surfactant adsorption. In all scenarios is observed an abrupt increase of

, 4218t N ber 2002 BAC-12 adsorbed amount reaching values higher than the clay CEC suggesting strong tail-tail
eceive st November . . . . .
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encapsulation in the composite. In these composites the alginate does not affect the surface reactivity of
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Introduction

Adsorption is one of the most important technologies used to
retain pollutants for water remediation and purification
purposes. The development of future adsorbents depends on
the knowledge of the role of each component, the interactions
between adsorbate and adsorbent and/or the adsorption
mechanisms.

Composites formed by inorganic solids and biopolymers are
among the materials that have being studied for water pollutant
retention."™ Regarding the inorganic solids, the clays as
montmorillonite (MMT) are commonly applied for cationic
pollutant retention due to these clays show mainly structural
negative charges.® Besides, MMT is ubiquitous in nature,
nontoxic, environmental-friendly and low cost.*” It has large
specific surface area, exhibits high cation exchange capacity and
excellent adsorbent ability.>* Since clay forms stable suspen-
sions, the incorporation of MMT into biopolymer matrices

INQUISUR (UNS-CONICET), Departamento de Quimica, Universidad Nacional del
Sur, Av. Alem 1253, BSOOOCPB-Bahia Blanca, Argentina. E-mail: gzanini@uns.edu.ar
t Electronic ~ supplementary information (ESI) available. See DOIL

https://doi.org/10.1039/d2ra07405b

© 2022 The Author(s). Published by the Royal Society of Chemistry

the clay, but the formation of the hydrogel allows it to be easily extracted from aqueous media which
makes it an interesting material with a potential use in water remediation.

simplifies the separation procedures compared to the use of
natural clays.'® Alginate is a biopolymer widely used in synthe-
sizing materials with different shapes due to its ability to form
hydrogels in the presence of multivalent cations such as
Ca”*."*8 In addition, MMT improves the mechanical properties
of alginate hydrogels.

Alginate-montmorillonite beads (A-MMT) are composites
that consist of spheres around 3 mm in diameter which have
been used as adsorbents for the removal of heavy metals,*
dyes®*** and herbicides from aqueous media.*> However, most
of the information available in the literature reports the
percentage of adsorption, the maximum amount adsorbed and
the isotherm fittings and not the interactions of the contami-
nants with the material components.

Among the pollutants widely discharged into the environ-
ment are the surfactants. These substances are commonly used
in personal care products, hospital and household cleaners,
laundry detergent, oil recovery industries, agriculture and
nanotechnology.”* After use, residual surfactants can reach
surface waters or groundwater, and end up dispersed in soil,
water or sediments.?**”

There are different types of surfactants; however, the most
used are the ionic ones.* In this regard, benzalkonium chloride
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(BAC) consists of a group of cationic surfactants that are highly
effective as antimicrobial agents, thereby ranking as one of the
most popular antiseptics and disinfectants in the world.”®* In
terms of chemistry, BAC is a mix of alkylbenzyldimethy-
lammonium chlorides having different alkyl chain lengths (C8-
C18). Most of the biocidal activity is associated with the C12-
C14 derivatives, which are the main constituents of the mix.?**
In addition, BAC is an active ingredient in common disinfec-
tants recommended for use as prophylaxis protocol for viruses
such as SARS-CoV-2.** In consequence, it has been noted that
after their use, BACs accumulate in public facilities, trans-
portation, hospital effluents, wastewater treatment plants, and
even common households.*

Due to their molecular structure, BACs interact with nega-
tively charged surfaces as MMT.*** The interaction between
cationic surfactant and clay minerals such as MMT is well
documented but lately most of these studies have focused on
the synthesis of organoclays in order to modify clay surface
reactivity.**** However, the interest of our research is to study
these surfactants as contaminants dissolved in water.

Although composites formed by alginate and clay have been
studied as adsorbents of pollutants dissolved in water, there is
no information on their use in surfactant adsorption and even
less on such adsorption is affected by other cationic and anionic
substances. In addition, there is a lack of information on the
adsorption process inside the material.

The novel purpose of this work is to study the surface reac-
tivity of the clay inside the bead through the adsorption of BAC-
12. In addition, the work evaluates how this adsorption process
is affected by the presence of other biocides (cationic and
anionic) and by the encapsulation of the clay in a bead-like
composite.

Experimental

Materials and methods

Sodium alginate biopolymer (CAS: 9005-38-3, M,, = 231.5 g
mol ') was purchased from Fluka. Na-montmorillonite (MMT,
99.4% purity) was obtained from Lago Pellegrini (Rio Negro,
Argentina). The CEC of clay is 0.91 mEq g ' and this clay was
fully described by Lombardi et al..** According to these authors,
the MMT structural formula is [(Sis.g,Aly.13)(Aly.44Fe>" o 27M80 20)
04(OH),]Na"; 4, where Na' is the exchangeable cation.***

Surfactants BAC-12 and BAC-14 were purchased from Fluka
(CAS: 139-07-1; 139-08-2, 99.0% purity). For the studies, 5 mM
stock solutions at pH 6.0 + 0.2 of BAC-12 and BAC-14 were
prepared in 0.01 M NaCl. The critical micellar concentration
(CMC) was determined by dynamic light scattering with a Zeta-
sizer ZS90 (Malvern, UK) by Zanini et al. obtaining values
around 3.8 mM and 1.18 mM for BAC-12 and BAC-14, respec-
tively (0.01 M NacCl).?®

Herbicides. Metsulfuron methyl, MM (CAS: 74223-64-6,
99.3% purity, pK,: 3.3), 2,4-dichlorophenoxyacetic acid, 2,4-D
(CAS: 94-75-7, 99.3% purity, pK,: 2.98) and paraquat, PQ (CAS:
75365-73-0, 98.0% purity) were purchased from Riedel-de Haén,
Sigma-Aldrich. The 10 mM stock solutions at pH 6.0 & 0.2 were
prepared in 0.01 M NaCl. pH 6.0 £ 0.2 was adjust for all
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solutions using small volumes of HCI and/or NaOH solutions (1
M). pH measurements were performed by using a Cole Parmer
Model 59003-25 pH meter with an Alpha® model PY-41
electrode.

The molecular structures of all contaminants are shown in
Table S1 of the ESIf. Considering the pK, values of 2,4-D and
MM their anionic species are predominant at working pH; on
the other hand, BAC-12, BAC-14 and PQ are quaternary
ammonium salts, therefore they only form cations in aqueous
solution.**

Calcium chloride CaCl,-2H,0O (CAS: 10035-04-8, 99.0%
purity) was supplied by Sigma-Aldrich Company. All other
chemicals were analytical grade.

Preparation alginate-clay composite beads

Briefly, 100 mL of a 1% (w/v) alginate solution was mixed with
4 g of MMT and stirred at room temperature. This mixture was
added drop by drop through a micropipette tip using a peri-
staltic pump to a reservoir containing 0.1 M CaCl, under
moderate magnetic stirring. Each drop produces a spherical
hydrogel which was referred to as an A-MMT composite bead.
The beads were left in this solution for 30 min to harden. A-
MMT were separated and rinsed with distilled water and
stored in NaCl 0.1 M until use. Simultaneously, alginate beads
were synthesized following the same steps without the addition
of clay, these hydrogels were named AA beads. Fig. S1 (ESIf)
shows digital photographs of A-MMT and AA beads.

Characterization

Fourier transform infrared (FTIR) spectra were recorded
between 4000-400 cm ™' using KBr pellets by Nicolet Nexus 470
FTIR spectrometer equipped with a DTGS detector. Thermog-
ravimetric analysis (TGA) was carried out with the aid of
STDQ600 Thermal Analysis system operated in air. Each powder
sample was placed in a ceramic crucible. A constant heating rate
of 10 °C min~" was applied from 20 to 1000 °C. The internal
structure of the lyophilized beads was examined using a scan-
ning electron microscopy (SEM-EDS) LEO microscope model
EVO 40. Samples were analyzed at 10.0 kV. A-MMT composite
beads were washed with doubly distilled water, ground to
powder and dried at 30 °C for analysis by powder X-ray
diffraction (XRD). XRD patterns of A-MMT beads and A-MMT
beads with BAC-12 adsorbed were performed. Powder samples
X-ray diffraction patterns data were collected using a PAN-
alytical Empyrean 3 diffractometer with a Ni-filtered CukK,
radiation (2 = 1.54 A) and a PIXcel3D detector. It was operated
at a voltage of 45 kV and a current of 40 mA. Diffractograms
were collected using a continuous scan mode with slit FDS of 1/
16 and FDS IBASS of 1/8°. The measurement conditions were
step size: 0.0131303; time per step: 480 s; scan speed: 0.041683
and run time: 30 min for the 26 range 2°= 26 = 10°. The d-
values of clay incorporated in the composite with and without
BAC-12 adsorbed were calculated by using Bragg's equation (ni
= 2d sin 6).

© 2022 The Author(s). Published by the Royal Society of Chemistry
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Adsorption experiments

Adsorption experiments were performed by batch equilibration
method. Briefly, four wet beads were placed in 15 mL poly-
propylene centrifuge tubes with 10 mL of surfactant and/or
herbicide solutions. The initial concentrations (C;) were from
0.025 to 0.625 mEq L' in 0.01 M NaCl. Then, the tubes were
shaken during 6 h at room temperature and pH was kept at 6.0 +
0.2 using small volumes of 1 M HCl and NaOH solutions.
Preliminary kinetic experiments showed that this period (6 h) is
enough to reach equilibrium adsorption. BAC-12 adsorbed as
a function of time is shown in Fig. S2 (ESIt). All experiments were
carried out at room temperature (25 £+ 1 °C) and 0.01 M NaClL

The adsorption experiments of BAC-12 on A-MMT were also
performed at pH 4.0 + 0.2, 6.0 & 0.2 and 8.0 £ 0.2 (see Fig. S3,
ESIt). Since no significant changes were observed at the pH
studied, it was selected pH 6.0 £ 0.2 for the rest of the
experiments.

After equilibration reached, the beads were easily removed
leaving a clear supernatant. Beads were kept for further analysis
and the supernatants were withdrawn for surfactants and/or
herbicides quantification.

For comparative purposes, BAC-12 adsorption onto MMT
aqueous suspension was performed following experiments
described in our previous work.**

The concentrations of PQ, 2,4-D, MM, BAC-12 and BAC-14, in
the supernatant were determined by UV-vis spectroscopy using
an Agilent 8453 UV-vis diode array spectrophotometer. PQ, 2,4-
D and MM were quantified at 258, 283 and 233 nm respectively,
and BAC-12 and BAC-14 were quantified using the dye method
proposed by Few et al.*®

The amounts of surfactant and herbicide adsorbed on A-
MMT (Qaqs, in mEq g~ ") were calculated using the following
equation:

(CO - Ceq) 4

gzads = W

where: C, and C.q (mEq L") are the pollutants initial and
equilibrium concentrations respectively; V is the volume of the
solution (L); and W is the weight of the dry beads (g). To
determine W, ten groups of four dry beads were weighted. The
average W obtained was 0.0050 + 0.0002 grams.

Adsorption isotherms of BAC-12 in presence of BAC-14 (BAC-
12:BAC-14), PQ (BAC-12:PQ), 2,4-D (BAC-12:2,4-D) and MM
(BAC-12:MM) on A-MMT were performed as described above. In
these experiments the adsorbates were added simultaneously,
and proper volumes of stock solutions were mixed to obtain the
concentration ratio (1:1), pH was kept at 6.0 £ 0.2, the ionic
strength was 0.01 M NaCl and the initial concentration range
studied in these binary systems were from 0.025 to 0.625 mEq
L. The isotherms were performed in triplicate.

Results and discussion
Characterization of beads

Infrared spectroscopy. The FTIR spectra revealed the func-
tional groups of alginate beads (AA), MMT clay and A-MMT

© 2022 The Author(s). Published by the Royal Society of Chemistry
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Fig.1 FTIR spectra of (a) AA bead (blue line), (b) MMT (purple line) and
(c) A-MMT bead (black line).

beads (Fig. 1). As can be seen in Fig. 1a the FTIR spectrum of
AA shows absorption bands at 3410 cm™ ' (OH stretching),
2920 cm ™' (CH, stretching), 1610 cm ' (COO- asymmetric
stretching), and 1420 cm™' (COO- symmetric stretching). The
bands that occur at 1170-1130 cm ™" can be attributed to the
presence of O-C-O bonds typical of polysaccharide rings.'**¢
Fig. 1b shows the characteristic bands for MMT, the band at
3630 cm™ ' corresponds to the stretching mode of OH band of
Si-OH. The broad band near 3440 cm ™" due to -OH stretching
for interlayer absorbed H,O and the band at 1640 cm ™' due to -
OH deformation of H,O. The band observed at 1040 cm ' is
attributed to the asymmetric stretching vibrations of Si-O-Si,
the band at 918 em ™" is attributed to Al-AI-OH bending vibra-
tions. Furthermore, the band at 523 cm™* corresponds to Si—O-
Al deformation and the band at 465 cm ' corresponds to
bending vibrations of Si-O-Si.*”** The FTIR spectrum of A-MMT
beads (Fig. 1c) shows that the bands at 1610 and 1420 cm™*
corresponding to COO- stretching of AA are shifted to higher
wavenumbers occurring at 1620 and 1422 cm ™' respectively.?>*
According to Amarasinghe et al., this behavior could be attrib-
uted to the electrostatic interaction of the carboxyl group of
alginate with the MMT edge positive charge.*® Alginate interacts
with clay edge hydroxyl groups, which brings about many
contact sites and formed a three-dimensional network.>*>
Thermal analysis. TGA analyses of AA beads, MMT clay and
A-MMT beads were performed to determine the thermal
stability of the beads over a given heating profile (Fig. S4, ESIT).
TGA and DTG curves show a weight-decreasing pattern as
a function of temperature and the maximum temperature
needed for the complete thermal degradation of the sample,
respectively. Generally, the thermal decomposition of poly-
saccharides exhibits three main thermal events as can be seen
in Fig. S4a.7 The first event that can be seen in the range of 40 to
160 °C is associated with the loss of physically absorbed water
and removal of structural water.”> The second event occurs in
the temperature range of 250-350 °C due to depolymerization,
decomposition of alginate carbon chains and formation to
intermediates products of sodium carbonate (Na,COj3). At the

RSC Adv, 2022, 12, 35469-35476 | 35471
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end, the third event involves the decomposition of the Na,CO;
at 550 °C.>>>*

As can be seen in Fig. S4b, MMT clay shows two steps. The
first step at 30-100 °C is attributed to the loss of free water and
the second weight loss at 550-700 °C is due to the loss of
structural OH.>

For A-MMT beads, the curves show an initial weight loss up
to 150 °C suggesting that corresponds to the dehydration
(Fig. S4ct). DTG curve shows that the thermal behavior of the A-
MMT beads seems to be a combination of the behavior of AA
and MMT.*

From Fig. S4t analysis it can be estimated that the residual
weight percentages are 19.66, 67.97 and 84.15% for AA beads, A-
MMT beads and MMT respectively after heating at 1000 °C.
From these results, it can be concluded that A-MMT beads
exhibit an improvement of thermal stability compared with AA
beads.

SEM analysis. The morphologies of AA and A-MMT
composite beads were investigated by scanning electron
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microscopy. Fig. 2 shows the SEM images of the beads. Fig. 2a, ¢
and e (left side) show the cross-section of lyophilized AA beads
at different magnification. The interior of the bead has thin
walls that form holes giving rise to a structure known in the
literature as “egg box”.*® Fig. 2b, d and f (right side) show the
cross-section of lyophilized A-MMT beads, it is observed that the
inner structure of the bead is similar to the AA beads indicating
that alginate is responsible for the structure of the bead inner
holes.

The main difference between both composites can be seen
by comparing the micrographs at higher magnification (Fig. 2e
vs. 2f). Fig. 2e shows thin walls and smooth surfaces*** while
Fig. 2f shows a rough surface.®” The presence and distribution
of MMT in the beads was confirmed by energy dispersive
spectroscopy (EDS). Fig. S5 (ESIt) shows the EDS elemental
mapping of A-MMT, the presence of elements such as Si and Al
are observed both outside and inside the bead. Since these
elements are the main constituents of clay, it can be assumed
that MMT is distributed throughout the composite.

e rumy Wi timm eectors 861

ENTetmsAY

WO timm Ostectors ST1

Fig.2 SEM micrographs of cross-section of lyophilized beads at different magnifications AA bead (a) bar =200 pm, (c) bar =100 pm, (e) bar = 20
um, A-MMT bead, (b) bar = 200 pm (d) bar = 200 um, and (f) bar = 20 pm.
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XRD analysis. Fig. 3a shows the clay diffraction patterns
within A-MMT with and without BAC-12 adsorbed (Q,qs from
0t0 0.91 mEq g ') and Fig. 3b shows a simple scheme that helps
to understand the behavior of the clay in the composite as the
surfactant is adsorbed. The roman numbers in Fig. 3a corre-
spond to those in Fig. 3b.

A-MMT composite beads XRD pattern (Fig. 3a-I) shows
a peak at 26 = 7.08° corresponding to a clay basal spacing dyo, =
12.48 A. Comparing this value with dgp; = 12.3 A of the MMT,*
it is observed that the biopolymer increases only by 0.18 A the
laminar spacing of the clay. This indicates that the alginate does
not fully intercalate between the layers but, as shown by FTIR
spectra, the carboxyl groups could interact with the edge sites of
the clay thus slightly increasing the dgyy; without modifying its
layered structure.** Zhang et al. reported a similar increase in
basal space for montmorillonite included in this type of
composites.*®

Fig. 3a from II to V shows that the peak is shifted to lower
angles as the adsorbed amount of BAC-12 increases indicating
that the basal spacing increases due to the clay expansion by the
intercalation of the surfactant. These experimental data are
represented in a simple scheme in Fig. 3b. Table S2 (ESI}) shows
the 260 angle and its respective dyo, for all the adsorbed amount
of BAC-12 studied. Fig. 3a-II shows two peaks, one of them at 26
= 7.08° and the other at 26 = 6.19° corresponding to 12, 48 A
and 14.27 A of dy,, respectively. The presence of two peaks
indicates that within the bead, BAC-12 is adsorbed on certain
sites in the clay interlayer and does not have access to other
ones, probably in the core of the bead. It is known from cationic
dyes adsorption on A-MMT beads that adsorption occurs by dye

a)
Q_ =0.91mEqg’
/'\ ads V
= |
- -1
N\ Q, =056 mEqg v
>
= »
() r Q,.=030mEqg
c a3~—-~«,,//“m““”‘“\\“‘~_Tﬂ_—
[0
i
= Q,,=0.15mEqg’ Il
ST TR
1 | 1 1 1

Fig. 3 (a) X-ray diffraction patterns of montmorillonite as a compo-
nent of A-MMT beads with different amounts of BAC-12 adsorbed, (b)
scheme showing montmorillonite expansion as a component of A-
MMT beads.
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migration from bead surface to inner bead and that the extent
of this migration depends on the initial concentration.*
Therefore, at low concentrations of BAC-12 adsorbed two clay
populations with different interlaminar spacing are observed.
Fig. 3a-III shows three peaks at 20 = 7.08°, 20 = 6.14° and 20 =
5.23° corresponding to a basal spacing of 12.48, 14.27 and 16.89
A, respectively. This indicates that there are three clay pop-
ulations present with different interlaminar spacing, two of
them correspond to clay with adsorbed BAC-12 in different
molecular arrangement and there are still interlaminar clay
surfaces that have not been reached by the surfactant at these
concentrations.®**® The increase in interlayer spacing from
12.48 A to 16.89 A is similar to those found for BAC-12
adsorption on montmorillonite in aqueous suspension for
similar adsorbed amount. Remarkably, this indicates that clay
as part of the composite does not modify its surface reac-
tivity.>**® Fig. 3a-IV shows two peaks around 26 = 7.10° and 26 =
5.07° corresponding to a basal spacing around 12.48 A, and 17.3
A, respectively demonstrating that exist two clay populations.
Fig. 3a-V shows only one peak at 7.10°. This indicates that there
is a unique clay population and that every interlaminar spaces
contain BAC-12 intercalated with the same conformation.

Adsorption isotherms

BAC-12 adsorption onto beads on A-MMT composite. Fig. 4
shows the adsorption isotherms of BAC-12 on MMT (blue dia-
monds) and on A-MMT composites beads (red squares). It can
be observed that the adsorption isotherm on MMT increases
abruptly at low concentrations and reached a plateau at 0.91
mEq g ' which correspond to the cation exchange capacity
(CEC) of the clay. This behavior is typical of an interaction
mechanism with a strong electrostatic character.>>*"** The BAC-
12 adsorption isotherm on A-MMT shows that the surfactant
maximum adsorbed amount overcomes CEC of the clay at the
same initial concentrations studied, indicating the presence of

1.2
| ]
1.0F oy
i)
o~ o ¢ ¢ ¢ ¢ ¢ 5 CEC
'S, 0.8 :
o T3 12
w o iiis
0.6 A 5
é 4 . "®08 o e
0 - [ & 17 s
[ [S .
@] 040 o __— %04 ! C :
u o "
02pm -
F 0.0 0.04 0:(‘)8 0.12
0.0 ) Ceq(mEq L)
0.0 0.1 0.2 0.3 04 0.5
-1
Ceq(mEq L)

Fig. 4 Adsorption isotherms of BAC-12 on MMT (blue diamonds) and
of BAC-12 on A-MMT composites (red squares). Dashed line denotes
the CEC value. The inset show regions (i), (ii), and (iii) for adsorption
isotherm of BAC-12 on A-MMT composite.
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other interactions besides the electrostatic one. The isotherm of
BAC-12 on A-MMT can be analyzed by three defined regions that
can be better visualized in the inset of the figure. In region (i)
(Qaas = 0-0.30 mEq g '), the surfactant-clay interactions are
predominantly electrostatic. In region (ii) (Qaas = 0.30-0.47
mEq g '), the experimental results seem to reach a plateau
lower the CEC value of MMT possibly due to there are still some
remaining interlaminar MMT surfaces that the surfactant was
not able to access as indicated by the diffractogram patterns
(Fig. 3). In region (iii) (Qaqs higher than 0.47 mEq g ") it can be
seen an abrupt rise in the amount adsorbed that exceeds the
CEC of the clay at Ceq around 0.1 mEq g~ ' (C; from 0.38 to 0.625
mM). This behavior often occurs due to bilayer formation and/
or micellization as a consequence of surfactant tail-tail
interactions.

It is noteworthy that although the CMC of the BAC-12 in
aqueous solution is 3.8 mM the formation of bilayers or
micelles on A-MMT composite beads occurs at lower initial
concentration (C; from 0.38 to 0.625 mM). Undoubtedly the clay
encapsulated within A-MMT composite bead has a significant
effect on the micellization of BAC-12.

Simultaneous adsorption of BAC-12 and BAC-14 on A-MMT
composite. Fig. 5 shows BAC-12, BAC-14 and a mixture of
BAC-12:BAC-14 (1:1) adsorption isotherms on A-MMT
composite. The experimental results are clearly similar to that
discussed for BAC-12 adsorbed on A-MMT (Fig. 4 red squares).

It is also observed in Fig. 5 that a strong tail-tail interaction
occurs at equilibrium concentration around Ceq = 0.10 mEq L™
corresponding to C; around 0.38 mEq L~ for both surfactants
and for the mixture of them. Considering that these surfactants
have different carbon chain length, it seems clear that the clay
encapsulated in the bead promotes the micellization of
surfactants.

Simultaneous adsorption of BAC-12 and herbicides on A-
MMT composite. Fig. 6 shows the adsorption isotherms of
BAC-12, PQ and (BAC-12:PQ) on A-MMT composites. The PQ
adsorption isotherm on A-MMT (black circles) shows an abrupt
increase at low Cq to reach a plateau around 0.84 mEg g™, the
same behavior was reported by Etcheverry et al.>
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Fig. 5 Adsorption isotherms of surfactants on A-MMT composites.
BAC-12 (red squares), BAC-14 (green diamonds) and BAC-12:BAC-14
(grey triangles).
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Fig. 6 Adsorption isotherms on A-MMT composites. PQ (black
circles), BAC-12 (red squares), PQ in presence of BAC-12 (empty
circles) and BAC-12 in presence of PQ (empty squares).

The BAC-12 adsorption isotherm on A-MMT beads (red
squares) was analyzed in Fig. 4. It is noticeable in Fig. 6 that at
equilibrium concentrations lower than 0.10 mEq L' PQ
adsorbed amounts are higher than BAC-12 adsorbed amounts,
this suggests that PQ has more freedom to move within the
bead and is therefore more probable to reach the surface of the
clay. On the other hand, at equilibrium concentrations higher
than 0.10 mEq L' the amount of adsorbed PQ does not
increase, continuing the plateau reached around C.q = 0.05
mEq L. This would indicate the absence of intermolecular
interactions among the adsorbed herbicide molecules.

Comparing PQ adsorbed in the absence and presence of
BAC-12, it is observed that the adsorbed amount of PQ in (BAC-
12:PQ) decreases in the whole range of concentrations (empty
circles), this indicates that the herbicide competes with the
surfactant for the same adsorption sites. Comparing BAC-12
adsorbed in the absence and presence of PQ, a decrease in
the adsorbed amount of BAC-12 in (BAC-12:PQ) is observed
when the equilibrium concentrations are less than around 0.10
mEq L. At higher values of this C.q no changes in adsorption
behavior are observed. These results indicate that, at low
concentrations the adsorption of BAC-12 onto the composite is
governed by electrostatic interactions while at higher concen-
trations the adsorption is governed by hydrophobic interactions
of the surfactant tails. Fig. S6a (ESIf) shows the adsorption
isotherms of BAC-12 in absence and presence of 2,4-D (BAC-
12:2,4-D) and of MM (BAC-12:MM). As can be seen, BAC-12
shows the same behavior in presence and absence of anionic
herbicides. These results indicate that 2,4-D and MM do not
affect BAC-12 adsorption on A-MMT composites because they
do not have affinity for the clay surface due to their negative
charge. Fig. S6bt shows that neither 2,4-D nor MM adsorb on A-
MMT. On the other hand, the inset in Fig. S6bf shows that the
BAC-12 presence slightly affects the adsorption of 2,4-D at
equilibrium concentrations above 0.36 mEq L. This behavior
may be due to the hydrophobic interaction of the aromatic ring

© 2022 The Author(s). Published by the Royal Society of Chemistry
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of 2,4-D with the surfactant tails. These types of interactions are
responsible for the adsorption of organic molecules on
organoclays.**

Conclusions

This work explores through the adsorption of a cationic
surfactant the surface reactivity of montmorillonite included in
an alginate hydrogel composite. These studies demonstrated
that the clay is capable of adsorbing cationic surfactants even
when it is part of a composite. Furthermore, it is noteworthy
that XRD was a powerful tool to elucidate the surface reactivity
of the clay encapsulated in the hydrogel and thus understand
the adsorption process of cationic substances inside the
composite. Besides, the diffractograms showed that the 26
angle of the clay remained at 7.08° (do; = 12.48 A) while other
peaks, up to a total of 3, occurred as the adsorbed amount of
surfactant increased. Finally, at the maximum concentration
studied, only one peak was observed around 4.89° (dgp; = 17.91
13). This evidenced the presence of different clay populations
inside the bead at different concentrations of adsorbed
surfactant. At present, no similar results have been reported. In
addition, it is important to note that the increase from 12.48 A
to 17.91 A of the basal spacing coincides with that obtained in
our previous work with the adsorption of the same surfactant on
clay in aqueous suspension.

Although the reactivity of the clay within the composite is not
affected, its encapsulation in a hydrogel promotes tail-tail
interaction of the BAC-12 at much lower concentrations of its
CMC.

Regarding the effect of the presence of cationic biocides on
the adsorption of BAC-12, it was observed that at low concen-
trations they compete for the adsorption sites, indicating elec-
trostatic interaction between the surfactant and the clay, while
at high concentrations the competition does not take place
since the hydrophobic interactions of this surfactant govern. As
for the presence of anionic biocides, no appreciable changes in
surfactant adsorption were observed.

The results of this article show that the alginate biopolymer
allows the formation of composites in which the surface reac-
tivity of the encapsulated solid retains its reactivity. This gives
these composites a great potential for their use in water
remediation.
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