minerals

Article

Stability of Atrazine-Smectite Intercalates: Density Functional
Theory and Experimental Study

Daniel Moreno-Rodriguez

check for

updates
Citation: Moreno-Rodriguez, D.;
Jankovi¢, L.; Scholtzova, E.; Tunega,
D. Stability of Atrazine-Smectite
Intercalates: Density Functional
Theory and Experimental Study.
Minerals 2021, 11, 554. https://
doi.org/10.3390/min11060554

Academic Editor: Jinwook Kim

Received: 28 April 2021
Accepted: 21 May 2021
Published: 24 May 2021

Publisher’s Note: MDPI stays neutral
with regard to jurisdictional claims in
published maps and institutional affil-

iations.

Copyright: © 2021 by the authors.
Licensee MDPI, Basel, Switzerland.
This article is an open access article
distributed under the terms and
conditions of the Creative Commons
Attribution (CC BY) license (https://
creativecommons.org/licenses /by /
4.0/).

1,%

1

, Lubos Jankovi¢ !, Eva Scholtzova 1 and Daniel Tunega 23

Institute of Inorganic Chemistry, Slovak Academy of Science, Dubravskd Cesta 9, 84536 Bratislava, Slovakia;
uachljan@savba.sk (L.]J.); uacheva@savba.sk (E.S.)

Institute of Soil Research, University of Natural Resources and Life Sciences, Peter-Jordan-Strasse 82,

Wien 1190, Austria; daniel.tunega@boku.ac.at

School of Pharmaceutical Sciences and Technology, Tianjin University, Tianjin 300072, China

*  Correspondence: uachdamo@savba.sk

Abstract: Atrazine (A) is one of the most applied herbicides and has a negative impact on the
environment and health. Density functional theory (DFT) and experimental methods were used in
the study of the immobilization of atrazine in two smectites, montmorillonite (Mt) and beidellite
(Bd), as well as in their organically modified structures. Four systems were examined: A-Mt and
A-Bd, as well as the structures modified by tetramethylphosphonium cation (TMP), A-TMP-Mt and
A-TMP-Bd. The calculations revealed a flat arrangement of the atrazine in the interlayer space of
both smectites with higher stability of beidellite structures. The presence of the TMP cation increased
the fixation of atrazine in both organically modified smectites. The calculated vibrational spectra
allowed a detailed analysis of the overlapping bands observed in the experimental FTIR spectra
and their correct assignment. Further, selected FTIR bands unambiguously assigned to atrazine and
both smectites served for the estimation of the adsorbed amount of atrazine. It was shown that the
adsorption capacity of both TMP-modified smectites did not increase in comparison to the adsorption
capacity of unmodified smectite samples.

Keywords: organoclay; beidellite; montmorillonite; atrazine; Density Functional Theory; infrared spectra

1. Introduction

Atrazine (2-chloro-4-ethylamino-6-isopropylamino-s-triazine) (Scheme 1) belongs
to the s-triazine family and is one of the most used herbicidal ingredients. Due to the
extensive use of herbicides containing atrazine, it remains as a residue in the natural
environment [1]. Atrazine presents a negative impact on biodiversity, with impacts on fish
and amphibians [2-4], mammals [5,6] and human health [7-11]. Atrazine may affect the
endocrine and reproductive systems in animals [12-20], and there is a possible association
between atrazine exposure and cancer in humans [10,21]. Atrazine has been banned in the
European Union since 2004 [22]; however, in the United States [23], it is commonly used,
e.g., on corn and sugarcane crops. Atrazine is a very weak base that shows a moderate
hydrophobicity, and it is almost insoluble in water at room temperature since its solubility
is below 0.1 mol L~1 [24].
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Scheme 1. Atrazine molecule.

Clay minerals, such as smectites, being natural components of soils, can play an impor-
tant role in the immobilization of numerous organic contaminants, e.g., atrazine and other
pesticides [24-30], Moreover, they are an interesting option for the preparation of sorbents
for remediation and purification processes because of their low cost and high abundance
in nature [31]. Montmorillonite (Mt) and beidellite (Bd), as smectites, have a high cation
exchange capacity, swelling behavior, adsorption properties and large surface area [32].
Smectites have a layered structure based on tetrahedral (T) and octahedral (O) sheets
linked together to the TOT layers through the apical oxygens of the tetrahedra. The isomor-
phous substitutions in the T sheet (e.g., AI>* /Si**) and O sheet (e.g., Fe?* and Mg?*/A**)
generate a negative net charge, which is compensated by the presence of exchangeable
inorganic cations (e.g., CaZt, Mg2+, Na*, K* or Li*) in the interlayer space. Owing to
the hydration of inorganic exchangeable cations, smectites are mainly hydrophilic [33,34],
limiting their capacity to adsorb weakly polar or non-polar molecules into their interlayer
space and/or onto their surface [35-37]. The cation exchange reaction in the interlayer
space with organic cations (e.g., of alkylammonium type) forms complexes that produce a
hydrophobic surface and yield organoclay [38]. The properties of the organically modified
clays depend on the concentration and spatial arrangement of the organic cations in the
interlayer space. The length of the alkyl chain and charge density in smectite layers play
a key role. Longer alkyl chains of the organic surfactants increase the hydrophobicity by
displacing water in the interlayer space [36,38-40].

The interactions and the arrangement of the surfactants are determined by the length
of the alkyl chains and the concentration of the amphiphilic molecules [41]. The most
used organic surfactants in organoclay preparation are quaternary alkylammonium com-
pounds [37,38]. Recent studies have shown that using phosphonium-based organic cations
can improve the physicochemical properties and stability of organoclays in comparison to
organoclays prepared from alkylammonium cations [42—-48].

Organoclays have been successfully used in several environmental applications [37,49-52],
showing their capacity to remove, adsorb and immobilize herbicides with different solubili-
ties such as soluble 2-4-D [53] or dicamba [54]; moderately soluble malathion, butachlor [55],
diuron and ametryn [31]; and weakly soluble penconazole and atrazine [26,56].

Despite the numerous experimental works devoted to the immobilization of organic
pollutants by clay minerals, a detailed description of the structure and interactions of
these organic molecules in clay minerals is still lacking. Thus, in this situation, molecular
simulation methods are very useful to provide a detailed, molecular-scale view, in the
local environment, e.g., the arrangement of organic species in the interlayer space or at the
mineral surfaces [57-59]. The density functional theory (DFT) method is a good option to
study the models of organoclays with acceptable computational demand and the provision
of reliable results [60-62].

This study was focused on the adsorption and stability of atrazine, as one of the fre-
quently used herbicides, in montmorillonite and beidellite smectites. The sorption capaci-
ties of unmodified and organically modified (by tetramethylphosphonium cation) smectites
were compared. The work also aimed to explain the arrangement of atrazine molecules and
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their interactions in the interlayer space of clays at the molecular level by performing molec-
ular simulations at the DFT level. Moreover, the DFT results were also used in the detailed
interpretation of experimental FTIR spectra of atrazine—clay/organoclay structures.

2. Materials and Methods
2.1. Experimental Details

Tetramethylphoshonium chloride and atrazine were obtained from Sigma-Aldrich Inc.
(Milwaukee, WI, USA) and used without further purification.

The smectites used in this study were beidellite (SBId-1) and charge-reduced mont-
morillonite (SAz-2) [63] obtained from the Clay Minerals Society, Source Clay Repository
(Department of Agronomy, Purdue University, West Lafayette, IN, USA).

The purified beidellite fractions were obtained by dispersing 20 g of beidellite lumps
(SBId) in 10 L of deionized water (0.2% (w/v)). They were allowed to swell overnight and
then stirred (200 rpm) for 90 min. The supernatant slurry having the desired clay particles
size (<2 pm) was collected at a specific time (12 h) and height (18 cm) at room temperature
(25 °C) and a pre-calculated time according to Stoke’s law of sedimentation. The clay slurry
obtained was Na-saturated by repeated treatment with 1 M NaCl, and the <2 um fraction
was collected. The excess salt was removed by washing with deionized water until the
AgNO:j test for chlorides gave a negative result. The sample was dried at 60 °C and ground
to pass a 0.2 mm sieve.

The organobeidellites were prepared from Na-Bd and tetramethylphosphonium chlo-
ride. The organic salt was used as received from Sigma-Aldrich. Two grams of Na-Bd were
dispersed in 400 mL of distilled water and stirred overnight. An ethanolic solution (50 mL),
containing the alkylphoshonium salt in an amount corresponding to 50% of the CEC of
Na-Bd, was slowly (2mL min~!) added to the stored suspension of sodium beidellite under
extensive stirring (500 RPM). Afterwards, the slurry was stirred for another 24 h at 40 °C
and left to cool to laboratory temperature. The final product was obtained by repeated
centrifugation and washing with water to remove soluble side products (NaCl) created
during the cation-exchange procedure. A similar procedure was used for preparation of
atrazine—(organo)clay (beidellite, montmorillonite or modified clays) samples, and only
one concentration (30 mg L~!) was used. The synthesized samples were then quickly
frozen, freeze dried (Labconco Freezone 4.5 freeze drying instrument) and stored in a
desiccator for later use.

The pure beidellite, montmorillonite and organoclay samples were characterized by
powder XRD, FT-IR and thermal analysis. X-ray powder diffraction data were collected on
a D8 Advance Bruker diffractometer using Cu Ko (40 kV, 40 mA, A =1.541 78 A) radiation
and a secondary beam graphite monochromator (Bruker EAS GmbH, Hanau, Germany).
Diffraction patterns were collected in the 1-10° 2@ range in steps of 0.02° 2@ and with 2 s
counting time per step. XRD results were used for the determination of the changes in the
basal spacing (dgg1) after intercalation.

The infrared spectra were obtained on a Nicolet 6700 FTIR spectrometer from Thermo
Scientific by co-addition of 128 scans at a resolution of 4 cm~! (Thermo Fisher Scientific,
Waltham, MA, USA). The KBr pressed disk technique (1 mg of sample and 200 mg of KBr)
and Smart Diffuse Reflectance Accessory were used to measure the spectra in the mid-IR
(MIR, 4000-400 cm~!) region. Spectra manipulations were performed using the OMNIC™
software package from Thermo Scientific (OMNIC version 9.1, Thermo Fisher Scientific,
Waltham, MA, USA).

2.2. Computational Details

The DFT calculations were performed using the Vienna ab initio simulation package
(VASP) program Scientific (VASP 5 version, VASP Software GmbH, Vienna, Austria) [64,65].
Blochl’s projector augmented wave (PAW) technique [66,67] was used to describe the
electron—ion interactions. The exchange-correlation energy was defined as a generalized
gradient approximation (GGA), and the functional proposed by Perdew, Burke and Ernzer-
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hof (PBE) [68] was used in combination with the D3 scheme for dispersion corrections [69].
Owing to the large computational cells, the Brillouin-zone sampling was restricted to
the I'-point [70,71].

The calculations were completed by ab initio molecular dynamics (AIMD) simulation
to obtain additional information about the vibrational dynamics of atrazine molecule.
Owing to the computational demands of AIMD, the energy cut-off was reduced to 400 eV
and the required convergence in total energy was reduced to 10~ eV. The Verlet velocity
algorithm [72] with a time step of 1 fs was chosen for the numerical solution of the
equations of motion. As a first step, the finite-temperature calculations were performed
on a canonical NVT ensemble (constant number of particles (N), constant volume (V)
and constant temperature (T)) applying the Nosé—-Hoover thermostat procedure [73] at
the simulation temperature of 300 K to equilibrate the structure and using the molecular
dynamics (MD) length of 10 ps. Then, the system was changed to microcanonical NVE
(E indicates constant energy) ensemble to obtain the vibrational density of states (VDOS).
In this case, the total length of the MD run was 10 ps. The results of the AIMD calculations
were interpreted in a wavenumber domain by calculating the Fourier transform of the
velocity autocorrelation functions to obtain VDOS.

2.3. Computational Models

Clay minerals usually present a wide diversity in structure and composition. Hence, a
simplification of the models is necessary, especially in quantum chemical modeling. The
structural models of clay minerals from our previous studies were used: montmoril-
lonite [36] and beidellite [47]. To build the smectite models, the most abundant isomor-
phous substitutions, i.e., AI** by Mg?* in the octahedral sheet of Mt and Si** by AI** in
the tetrahedral sheet of Bd, were considered. Six substitutions were introduced in each
model without considering the neighboring positions, which were close to the experimen-
tal structure of clays used in the experimental part. The negative layer charge (—6 lel)
was compensated by six hydrated Na cations and/or five hydrated Na cations and one
organic cation, tetramethylphosphonium (TMP), in the interlayer space. Each Na cation
was coordinated with four water molecules, [Na(H,0)4]", to be close to a water content in
the experimental samples.

The final computational cell of the models was 4a2bc of the Na-Bd /Mt elementary
cell to cover the size of the surfactants with the initial lattice parameters a = 20.966 A,
b =18.178 A and ¢ = 19.000 A. The chemical composition of the extended Na-Bd model
(Nag(SisgAlg)(Al32)O160(OH)3;) corresponded to the structural formula of Nag 75(Siz 25 Al 75)
(Al4)O20(OH)4, being in agreement with the composition of the beidellite mineral
(Cap 02Ko03Nap 68(Siz 28 Al 72)(Alz 78Fep 10 Mgo20)O20(OH)s), and the extended Na-Mt model
(Nag(Siga) (AlpeMgg)O160(OH)s32) corresponded to the structural formula of Nag 75(Sig)
(Al325Mgp.75)020(OH)4, agreeing with the composition of the montmorillonite mineral
(Nag 4Cap.03K0.02(Sig.00)(Alz 13Fe0.00Mgo.78)O20(OH)a).

Three models were proposed for each smectite in total: (1) pure Mt/Bd clay with six hy-
drated Na cations in the interlayer space of Mt/Bd (Na-Mt/Bd); (2) the atrazine intercalated
into the Na-Mt/Bd structures in a parallel arrangement with the interlayer space, A-Mt/Bd,
with the summary formulae (CgH14CIN5)[Nag(Sigs)(AlrsMge)O160(OH)32(H20)04] and /or
(CgH14CIN5)[Nag(Sisg Alg)(Alzp)O160(OH)32(H20)24], respectively; and (3) the one TMP
cation replaced by one of the [Na(H,O)4]" cations in the A-Mt/Bd structures to reveal its
influence on the adsorption of atrazine and the stability of the A-TMP-Mt/Bd model struc-
tures with summary formulae (C4H12P)(C8H14C1N5)[Na5(Si64)(A126Mg6)Oléo(OH)g,z(HzO)zQ]
and/or (C4H12P)(CgH14CIN5)[Nas (Sisg Alg)(Alz2)O160(OH)s2 (H20)20], respectively.

The structure of the proposed models was fully relaxed. Furthermore, the stability of
the atrazine—smectite complexes (A-Mt, A-Bd, A-TMP-Mt and A-TMP-Bd) was determined
as an intercalation energy (AE;y;), calculated according to a general reaction scheme:

AEint = ZEproducts - ZEreactants
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where Eproducts 18 the sum of the total energies of the products and Ereactants is the sum of the
total energies of the reactants; e.g., for the A-Bd model, AE; apq = (Eapd) — (EnaBd + Ea)-

3. Results and Discussion
3.1. Structural Relaxation

The optimized interlayer distances (dyy;) of the proposed models were in a good
agreement with the experimental values determined by means of powder X-ray diffraction
(XRD) (Table 1). The partial discrepancy with the experimental dyg; value (14.1 A) for A-
TMP-Mt structure can be caused by the fact that the theoretical model represents the ideal
structure, while the experimental A-TMP-Mt sample exhibits a little higher value, probably
due to heterogeneity of charge densities frequently present in the natural smectites [74].
In addition, in the case of the modified organobeidellite, a small deviation exists between
the calculated (13.0 A) and experimental (13.9 A) dyoy values for the same reason as in
the case of the A-TMP-Mt organoclay. This indicates that individual smectite tactoids (or
at least domains larger than the coherence lengths of the X-rays) exhibit various slightly
diverse and overlapping hydration levels, which most likely is caused by different charge
density levels of these nanolayers [74].

Table 1. Calculated (dgg; calc) and experimental (dgg; exp) values (A) for Na-Mt, Na-Bd, A-Mt, A-Bd,
A-TMP-Mt and A-TMP-Bd structures.

Models d g1 calc d 901 exp
Na-Mt 12.1 12.4
Na-Bd 12.0 12.3
A-Mt 12.7 12.8
A-Bd 12.7 12.7
A-TMP-Mt 13.0 14.1
A-TMP-Bd 13.0 13.9

3.1.1. Montmorillonite Complex Structures

The [Na(H,0O)4]" cations in the DFT optimized structure of the Na-Mt model with
doo1 = 12.1 A are positioned in a monolayer configuration, near the octahedral substitutions
(Ogubs)- The Na* cation is coordinated by four water molecules on the plane with average
Na---O,, distances of ~2.4 A (Figure 1a).

In the A-Mt model structure with dog; = 12.7 A, the atrazine has a quasi-planar
arrangement, nearly parallel to the Mt surface, in the central part of the computational
cell. The chlorine of the atrazine is located in the center of a ditrigonal hole with two
octahedral substitutions on both interlayer sides (Figure 1b). The [Na(H,O)4]* cations are
located in the ditrigonal holes next to the Ogps. The water molecules are in a monolayer
configuration near the Na* cations with Na--- O,, distances from ~2.4 to 4.7 A.

In the case of the A-TMP-Mt structure (dgp; = 13.0 A), the atrazine molecule also
has a quasi-planar configuration parallel to the clay surface, and its chlorine atom is out
of the center of the ditrigonal hole, pointing mildly towards the TMP cation (Figure 2).
Water molecules coordinate the Na* cation planarly with Na--- O,, distances of ~2.4 A;
however, four water molecules are out of the coordination shell of Na*, reaching the
distance of ~4.3 A, due to the presence of a further organic compound (TMP cation) in
the interlayer space. The organic cation TMP is located near an isomorphous substitution
(Osubs) (Figure 1c).
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(e) ®

Figure 1. Interlayer space arrangement from c-view of: Na-Mt (a); A-Mt (b); A-TMP-Mt (c); Na-Bd (d);
A-Bd (e); and A-TMP-Bd (f). The Si** tetrahedra are in yellow, the AI** tetrahedra and octahedra are
in cyan and the Mg?* octahedra are in magenta.
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Figure 2. The hydrogen bonds in the A-TMP-Mt model as an example: green (C-H:--O}), magenta (C-H---Oy), yellow
(Ow—H:--Oy,), blue (Ow—H::-Oy) and cyan (N-H:--Oy). Only the tetrahedral sheets are illustrated for better viewing of the
hydrogen bonds.

3.1.2. Beidellite Complex Structures

The [Na(H,0)4]* cations are located closer to the tetrahedral substitutions (Tgy,) in the
interlayer space in the optimized Na-Bd model with dgg; of 12.0 A (Figure 1c and Table 1).
The hydrated sodium cations form a monolayer in the interlayer space with Na--- Oy
distances from ~2.3 to 3.7 A in the Na-Bd model (Figure 1c).

In the A-Bd model (dyy; = 12.7 A), the atrazine molecule has a quasi-planar arrange-
ment (the triazine ring shows a small slope) in the middle of the interlayer space with an
angle of ~12° for chlorine with regards to its triazine ring (Figure 3). Chlorine is centered in
a ditrigonal hole near the Tg,s. The [Na[(H,O)4]" cations form a vague monolayer and tend
to be closer to the Tgps. The water molecules coordinate Na* on the plane with Na--- Oy,
distances from ~2.4 to 4.4 A (Figure 1e).

N \ e x.~\ PREFEY 2 L% ¢
v "?.’\\ I A RN / j\ ' \i LYy 0 f
L «’ 1} N Lo\ ¢
: \

¢

Figure 3. The hydrogen bonds in the A-Bd model as an example: green (C-H:--Oy,), magenta (C—H:--Oy), yellow (Oy—
H:--Oy), blue (Oy—H:--Oy), cyan (N-H---Oy ) and red (N-H---O}); b-view. Only tetrahedral sheets are illustrated for better
viewing of the hydrogen bonds.

Finally, in the A-TMP-Bd model with doy; = 13.0 A, the atrazine molecule displays
planar arrangement, being centered in the interlayer space. The chlorine is not bent,
slightly oriented towards the TMP cation, which is close to the Tgyps. The TMP and
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[Na(H;O)4]" cations form a messy monolayer. The water molecules have a planar coordi-
nation of the Na cations with Na---O,, distances from ~2.4 to 4.4 A (Figure 1f).

3.2. Hydrogen Bonding

The atrazine molecule and TMP cation in the interlayer space are anchored onto
the Mt/Bd surface through weak hydrogen bonds [75]. The -CHj3; and -CH; groups of
the atrazine molecule and —CHj; groups of the TMP cation form weak hydrogen bonds
with the basal oxygen atoms (Oy,) of the Mt/Bd tetrahedral sheets, C-H---Oy,, and with
the water molecules, C-H---O,,. The NH groups of atrazine are involved in the hydro-
gen bonding with the water molecules, forming the N-H---O,, hydrogen bonds, as well
as with the O, atoms of the Mt/Bd surface, forming the N-H---O,, hydrogen bonds.
Water molecules mutually interact, forming the Oy —H:--Oy, hydrogen bonds of moderate
strength. The interactions among the water molecules and the basal oxygen atoms of both
smectites generate weaker Oy —H---Op, hydrogen bonds (Table 2).

Table 2. The hydrogen bond distances, H:--A, (min; median; max) (A), intercalation energy, AEint,
[kJ.mol 1], in the A-Mt, A-Bd, A-TMP-Mt and A-TMP-Bd models.

Models/H A-Mt A-Bd A-TMP-Mt A-TMP-Bd
Bonds/
Caty=H---Oy 246;2.72;274  2.48;255;2.75 2.56; 2.98; 2.99 2.62;2.77:2.88
Catz—H:--Op, 238;261;3.14  2.42:2.62;3.05 2.43;2.63;2.85 2.39; 2.56; 2.93
Crvp-H--Oy, - - 2.32;2.53;2.81 2.21;2.55;2.91
N-H---Oy 215 2.57:2.83 230,255,267  2.31;2.79:2.90
N-H---O,, - 298 . .
Oyw-H---Oy 1.74; 1.88; 2.75 1.76; 1.95; 2.95 1.72;1.81; 2.97 1.78;1.95; 2.94
Ow-H---Oy 1.85; 2.53; 2.98 1.71; 2.63; 2.99 1.86; 2.47; 2.99 1.75; 2.57; 2.95
Ejn 481 —67.6 ~189.0 2211

The interactions of the atrazine with the surface of both smectites through -CH, and
—CHj3 groups and basal oxygens revealed slight differences between the models with and
without organic surfactant (TMP cation). The Ca,—H---Op, hydrogen bond distances in
the range of 2.38-3.14 and 2.42-3.05 A are present in the A-Mt and/or A-Bd structures,
respectively. They are very similar, slightly favoring the A-Bd structure, especially with
the numbers of the present Ca,—H---O}, hydrogen bonds (16 for A-Bd and 13 for A-Mt).
Further, in the A-TMP-Mt model, the C,i,—H:--Oy, distances are in the range of 2.43-2.85
(Figure 2) and 2.39-2.93 A for the A-TMP-Bd model. The C,i,—H - -Op, hydrogen bonds are
stronger in the presence of TMP cation. The -CHj groups of TMP cation are involved in
the weak hydrogen bonds, having Ctyp—H---Oy, distances in the range of 2.32-2.81 Ain the
A-TMP-Mt and 2.21-2.91 A in the A-TMP-Bd, respectively. There are no hydrogen bonds
between the TMP cation and the water molecules in the interlayer space of both smectites.

The atrazine -NH groups form a few N-H---O,, weak hydrogen bonds, stronger in
the A-Mt structure than in the A-Bd structure, which is similar in the structures with the
TMP cation. Together with the stronger mutual interactions of moderate strength among
the water molecules (Oy—H---Oy), it can cause the lower stability of the Mt intercalates
compared to in the Bd structures. The weaker O—H:--Oy, hydrogen bonds also support
this fact, and they are stronger in the A-TMP-Bd structure.

A weak N-H:--Ob hydrogen bond was found in the A-Bd model with a distance
of 2.98 A (Table 2), which might also contribute to the higher stability of this structure
compared with the A-Mt one.

The intercalation energies (AEint) calculated as a measure of stability of the model
structures correlate well with the strength of hydrogen bonds among the atrazine molecule
and the basal surfaces of both clays (Table 2). The beidellite models show a higher sta-
bility than montmorillonite complexes, without and with TMP cation in the interlayer
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space. The presence of the TMP cation remarkably improves the stability of the systems
(e.g., —67.6 k].mol~! for A-Bd vs. —221.1 k].mol~! for A-TMP-Bd).

Assuming experimental knowledge, we could estimate that the main driving force
for the adsorption of the atrazine molecules on unmodified smectites covers ion—-dipole
interaction and hydrogen bonds. For pure neutral molecules, e.g., atrazine, the adsorption
on hydrophilic clay mineral differs from electrostatic interaction or ion exchange (as in
the case of TMP) and keeps in the clay structure the inorganic exchangeable cations,
which play an important role for the interactions with other species. However, in the case
of TMP organocations, the generally accepted explanation is the extensive intercalation,
underlining electrostatic interaction as the main force for their adsorption [37].

3.3. Infrared Spectra

The measured FTIR spectra of the A-Mt/Bd and A-TMP-Mt/Bd organoclays show
a good agreement with the calculated VDOS from the AIMD simulations (Figures 4-8).
The advantage of calculating the projected VDOS is the possibility to unambiguously
assign the particular vibrations, which can help to interpret the overlapped broad bands in
the experimental FTIR spectra.
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Figure 4. The experimental (red) and calculated total VDOS (black), the projected VDOS of the -NH
groups (green) and the projected VDOS of the triazine ring (orange) for the A-Mt model.
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3.3.1. A-Mt and A-TMP-Mt Structures

Measured FTIR and calculated spectra of atrazine-montmorillonite organoclays agree
well for the A-Mt and A-TMP-Mt structures (Figures 4 and 5). The typical bands of mont-
morillonite in the highest energy region (3700-4000 cm~!) and below 2000 cm~! were dis-
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cussed in detail by Scholtzova (2019). N-H stretching vibrations were assigned at 3592 and
3508 cm ™! for A-Mt and 3564 cm~! for A-TMP-Mt (calculated). These bands correspond to
bands at 3255 and 3100 cm ™! in the FTIR spectra, respectively. One slightly broader band
in the calculated spectra for both -NH groups of A-TMP-Mt (3564 cm~!) was analyzed
in detail, and it was revealed that the N-H stretching vibration energies of both -NH
groups are close to each other (3560 and 3581 cm 1), differing only by 21 cm~! (Figure 5).
The analysis of the N-H::-O,, hydrogen bonds revealed this tiny effect. The N-H:--Ow
hydrogen bond distances in values, with 2.30 A for the -NH1 group and 2.67 and 2.55 A
double-centered hydrogen bonds for the -NH2 group, are close to each other. The N-H
bending vibration appeared at 1535 cm ™! (calculated), which corresponds to the experi-
mental band at 1555 cm 1.

The triazine ring vibrations in the atrazine molecule appeared at 1580, 1503, 1433,
1265 and 1130 cm ! in PDOS, corresponding well with 1570, 1434, 1268 and 1103 cmlin
the measured FTIR spectra (Figures 4 and 5). These bands overlap with the O-H bending
vibrations from water molecules (1570 cm '), N-H vibrations (~1535 cm ™), C-H bending
(~1430 and ~1260 cm™!) and Si-O stretching vibrations (1100 cm™ ). Overlapped bands
from the triazine ring in the experimental FTIR spectrum below 1000 cm~! (e.g., by Si-O-
Al stretching and bending modes and skeletal vibrations from clay structure) were well
resolved in calculated spectra (960, 870, 764, 642, 215, 90 and 35 cm 1) in both A-Mt and
A-TMP-Mt intercalates (Figures 4 and 5).

The C-H stretching vibrations were assigned in the range of 3199-2958 cm~! in
the calculated spectrum (2972-2840 cm~! in FTIR) and bending vibrations in the range
of 1450-1270 cm~! (calculated) and 1430-1260 cm~! (experimental) for both atrazine-
montmorillonite intercalates (Figures 4 and 5). The calculated C-H stretching vibrations
of the TMP cation in the A-TMP-Mt structure (Figure 6) have higher energy than those of
the C-H stretching vibrations from the atrazine molecule (Avcy = 97 cm ! for the highest
energy bands), correlating well with the strength of hydrogen bonds (Table 2), which are
slightly stronger than those for the C-H group of atrazine.

The blue shifts to the higher wavenumbers of the C—H stretching vibrations of the
TMP cations in the both Bd /Mt intercalates are not obvious because, in standard X-H---Y
hydrogen bonds, a red shift of X—H stretching vibration is typical [75]. However, mainly for
the sp® hybridized carbon, examples where the blue shift of C~-H wavenumbers is observed
have been found. Several theories exist for this effect, which can be found (see, e.g., [76])
together with examples showing that the C—H bonds are shortened, being involved in
hydrogen bonding [36].

3.3.2. A-Bd and A-TMP-Bd Structures

The characteristic beidellite bands (925, 534, 474 and 418 cm ™) visible in the ex-
perimental spectrum were recognized in the measured and calculated spectra for both
beidellite organoclays. The detailed analysis of beidellite spectrum was done in our pre-
vious work [47]. The focus on the N-H and C-H vibrations of the atrazine molecule was
done in the present work as in the Mt organoclays discussed above.

Projected N-H stretching vibrations from the atrazine molecule appeared at 3562
and 3431 cm™~! for A-Bd (Figure 7) and at 3595 and 3492 cm~! for A-TMP-Bd (Figure 8),
corresponding with 3268 and 3113 cm™! in the FTIR spectra of both intercalates.
N-H bending vibrations appeared at 1550 cm ! in the calculated spectra and at 1556 cm !
in the experimental spectra for both intercalates.

The typical bands of triazine ring vibrations in atrazine molecule appeared at 1582 cm ™!
with a shoulder at 1530 cm~!; furthermore, bands at 1463, 1258 and 1170 cm ! in PVDOS
corresponded with 1576, 1555, 1462, 1260 and 1160 cm~! in the measured FTIR spectra
(Figures 7 and 8). Well resolved calculated bands at 964, 840, 765, 642, 205, 85 and 40 cm !
in PDOS could not be easily detected in the experimental spectra due to overlapping bands
in the FTIR spectra of both A-Bd and A-TMP-Bd intercalates (Figures 7 and 8). The overlap-
ping of bands in this region is the same as for the montmorillonite clays discussed above.
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Contributions of C-H stretching vibrations are well resolved in the experimental
spectra (2975-2846 cm™ 1), as well as the bending vibrations (1400-1295 cm™1) for both Bd
intercalates. In the case of A-TMP-Bd, the calculated projected VDOS clearly distinguishes
among the C-H vibrations from the TMP cation and the atrazine molecule, as shown in
Figure 9.

The energy of C-H stretching vibrations from the TMP cation is higher (3143 cm ')
than that from the atrazine molecule (3108 cm~!), which corresponds with the slightly
stronger hydrogen bonds of these functional groups (Table 2). The energy of C-H stretching
vibrations of the TMP cation is also higher in the A-TMP-Bd intercalate than in the A-TMP-
Mt structure (~26 cm ™! for the highest energy bands).
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Figure 9. The contribution of the calculated projected VDOS of the C-H vibrations for atrazine
(blue) and the TMP cation (magenta), the calculated total VDOS (black) and the experimental FTIR
spectrum (red) for the A-TMP-Bd model.

When the experimental spectra from Bd and Mt organoclays are compared,
noticeable changes are observed in the area of the C—H stretching modes, and the Bd
structures are favored with regard to the higher energy of C-H vibrations. The bands of
C-H vibrations in the A-Bd structure have higher energy than those for the A-Mt structure
(Figure 10). The same conclusion can be applied for the modified clays (Figure 11).

The most noticeable band splitting corresponding to the blue shift of the C-H stretch-
ing vibrations was observed for A-TMP-Bd (Figure 11) in comparison with the other
structures (Figures 10 and 11).
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Figure 10. The calculated total VDOS (black) of A-Mt (left) and A-Bd (right), the calculated VDOS of the atrazine molecule
(violet) and the calculated VDOS of water molecules in the interlayer (cyan).
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Figure 11. The calculated total VDOS (black) of A-TMP-Mt (left) and A-TMP-Bd (right), the calculated VDOS of the atrazine
molecule (violet) and the calculated VDOS of water molecules in the interlayer (cyan).

This finding is also supported by the projected VDOS of water molecules (Figures
10 and 11). The presence of band splitting in the C-H region in the modified organoclays
is caused by interactions of water molecules with the TMP cation. No bands are present
in the VDOS spectra of water molecules of unmodified clays in this region. In addition,
the bands of OH bending vibrations of water molecules are more structured in the spectra
of modified clays than in those of the unmodified clays. The sharper bands with the highest
energy are caused by stronger interactions in the Bd modified clay.

The modification of clays thus facilitates better adsorption of nonpolar pollutant
molecules, such as atrazine. These findings can explain the shifts in the C-H region in
the experimental spectra. The changes are not so evident at first glance, but some tiny
changes of the C-H vibrations can be seen (Figure 12) for both clays after using the organic
surfactant. The small shift to the highest energies was obtained for the A-TMP-Bd-modified
clay, confirming the findings from the analysis of the theoretical results (Figure 13).
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Figure 13. Comparison of the FTIR spectra (red) and the calculated total VDOS (black) in A-TMP-Bd
as an example. vy, stretching vibration of hydroxyl groups of clay; vop, stretching vibration of
water molecules; vy, stretching vibration of -NH groups; vcy, stretching vibration of -CH groups;
donw, bending vibrations of water; vg;o, stretching vibrations of S5i-O bonds; dnc, bending of -NC
triazine ring; mixed v aj0g;, stretching vibrations of Al-O-5Si bonds; dnca+ dsio+ da10si, the region of
mixed dnc bending from triazine ring of atrazine and skeletal vibrations of clay (8sio+ da10s)-

3.4. Estimation of Adsorption Amount of Atrazine through FTIR Spectra Analysis

The changes in the adsorbed amount of atrazine in pure and modified clays were
estimated from the relation between the intensities of bands that do not overlap with other
bands, particularly the band at 806 cm ™~ for atrazine and the bands at 925/914 cm ™! for
beidellite/ montmorillonite clays (Figures 14 and 15). The calculated w o/ wpq /Mt Tates
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of 0.39/0.37 for unmodified /modified beidellite and 0.71/0.65 for unmodified /modified
montmorillonite indicate almost no change in the adsorbed amount of atrazine in the
unmodified and modified clays, respectively. It means that the modification of both clays
by TMP did not improve their sorption capacities with respect to a nonpolar organic moiety
such as atrazine. This could be explained by fact that the TMP cation is too small to signifi-
cantly improve the hydrophobicity of the organoclay and, therefore, the sorption capacity
for nonpolar molecules. Such assumption, however, should be proved by further adsorp-
tion experiments with different concentrations of atrazine as well as using organoclays
modified by organic surfactants with longer alkyl chains.
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Figure 14. Comparison of the FTIR spectra for atrazine, pure beidellite (Na-Bd) and modified beidellite samples (A-Bd,
TMP-Bd and A-TMP-Bd). For clarity, the spectra are consecutively shifted with respect to 0.0 au baseline and the spectrum
of atrazine is scaled by a factor 0.3: (Left) spectra in the range 500-1200 cm~!; and (right) complete spectra in the range
500-4000 cm 1.
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Figure 15. Comparison of the FTIR spectra for atrazine, pure montmorillonite (Na-Mt) and modified montmorillonite
samples (A-Mt, TMP-Mt and A-TMP-Mt). For clarity, the spectra are consecutively shifted with respect to 0.0 au baseline
and the spectrum of atrazine is scaled by a factor 0.3: (Left) spectra in the range 500~1200 cm~!; and (right) complete spectra
in the range 500-4000 cm .

4. Conclusions

The stability and the way of anchoring of atrazine in beidellite and montmorillonite
clays was studied and quantified at the molecular level for the first time. The DFT-D3
calculations applied to the models of the montmorillonite and beidellite structures inter-
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calated with the atrazine molecule and the TMP cation showed good agreement with the
calculated and experimental dyg; values. The atrazine molecule had a flat arrangement in
the interlayer space of both smectites.

Regarding the interactions, the TMP cation and atrazine formed weak hydrogen bonds
among the C-H groups and the basal surface oxygen atoms of the Mt and Bd layers.

The analysis of the hydrogen bond distances, the dgg; value and the intercalation
energies showed that the presence of the TMP cations in the interlayer space improves
the interactions and, consequently, the stability of atrazine in the interlayer space of both
modified smectites. Furthermore, the beidellite organoclays A-Bd and A-TMP-Bd were
found to be more stable than the equivalent montmorillonite organoclays, A-Mt and
A-TMP-Mt.

The calculated vibrational spectra of the models were interpreted in terms of the
individual vibrational modes, which showed good concordance with the experimental
FTIR spectra. The employment of the projected VDOS allowed a detailed interpretation
of the vibrational modes of the respective functional groups, e.g., N-H groups and the
triazine ring, and to distinguish the C-H group vibrational modes of the TMP cation and
the atrazine molecule.

The analysis of the calculated data showed a stronger fixation of atrazine into the two
organically (TMP) modified clay minerals, which was notably higher into beidellite than
into montmorillonite. However, the comparison of the intensities of the selected typical
bands in the measured FTIR spectra showed that the adsorption capacity of the modified
Bd /Mt clays practically did not change with respect to unmodified original clays.
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