Journal of Solution Chemistry (2023) 52:838-858
https://doi.org/10.1007/s10953-023-01273-4

®

Check for

Unraveling the Molecular Interactions of Imidazolium-Based
Surface-Active lonic Liquid [C,;mim][Br] with Biologically
Active Amino Acids Glycine, L-Alanine, L.-Valine

Ramanjeet Kaur' - Harsh Kumar'® . Meenu Singla’

Received: 2 April 2022 / Accepted: 9 March 2023 / Published online: 30 April 2023
© The Author(s), under exclusive licence to Springer Science+Business Media, LLC, part of Springer Nature 2023

Abstract

Molecular interactions present between 1-pentadecyl-3-methylimidazolium bromide and
the biologically important amino acid additives (glycine, L-alanine, and L-valine) have
been examined in aqueous media by employing conductivity, UV—Visible, refractive index,
and FT-IR spectroscopy at different compositions and temperatures. Furthermore, using
the electrical conductivity data, critical micelle concentration, degree of counter-ion dis-
sociation, and various thermodynamic parameters of micellization have been computed. To
study the interactions in the micellar system, the effects of additives on these parameters
have been carefully analyzed. UV-Visible and refractive index are carried out to outline
the results stated above, along with FT-IR results to confirm the various interactions pre-
vailing in the system.
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1 Introduction

Exploration of various kinds of interactions existing among the protein/amino acid-sur-
factant systems has attracted the interest of many academic researchers around the globe
by virtue of their wide applications in foods and cosmetics, detergency, biosciences, drug
delivery, and biotechnological processes [1-7]. The drug delivery application is the most
appealing of them because different amino acid-surfactant combinations can be used to
modulate drug distribution [8—11]. The application is intently associated with the sur-
factant’s micellization process since this is possible by understanding the interactions
between amino acids and surfactants, which include both hydrophobic and electrostatic
attraction forces. In the process of micellization, the surfactant monomers in an aqueous
solution undergo self-association resulting in structures known as micelles. This self-
association is found to take place at a threshold concentration termed as critical micelle
concentration (CMC) of surfactant where micelles form. Usually, as the CMC is reached,
the monomer surfactant concentration remains constant, and adding more surfactant results
only in an increase in the concentration of micelles [12, 13]. The CMC value of a surfactant
has been well recognized as an important parameter in several applications of medical,
chemical, and biotechnology, for the evaluation and optimization of distinguished proper-
ties of micelles. Consequently, this leads to the increased investigation of these surfactants
in aqueous as well as in the presence of numerous additives.

ITonic liquids (ILs) are now the subject of intense research because of their property of
containing both hydrophobic and hydrophilic groups within the same molecule. As a result
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Scheme 1 Chemical structures of the investigated IL, 1-pentadecyl-3-methylimidazolium bromide
[C,smim][Br], and three amino acids, glycine, L-alanine, and L-valine

of this property, ILs have the potential to be utilised in a diverse array of contexts [14-20].
The ones consisting of long hydrophobic (alkyl chain) parts are found to possess surface-
active properties analogous to those of traditional surfactants and as a consequence, ILs
can form self-assembled structures in an aqueous solution such as micelles [21-25], gels
[26, 27], vesicles [28-31], and lyotropic liquid crystals [32—35]. In these amphiphilic mol-
ecules, the aggregation phenomenon is governed by both attractive as well repulsive inter-
actions. The repulsive interactions take place between polar head groups [36], while the
hydrophobic interactions [37] among the non-polar tail constitute attractive interactions.
Hence, it shows that any changes in the alkyl chain length (hydrophobic part) [38—40], the
nature of the head group (hydrophilic part) [41, 42] as well as the nature of counter ions
[43, 44] will influence the aggregation process, altering the CMC value, shape, size and
also the aggregation number (N,,,) of aggregates. The aggregates formed provide impor-
tant functional properties to the ionic liquids which in turn get modified in the presence of
additives. In our previous researches, the micellization behavior of long-chain imidazolium
ionic liquids, [C,ymim][Br] [45] and [C,;smim][Br] [46] in the presence of carbohydrates
as additives has been explored with the main focus on the effect of hydrocarbon chain
length on the CMC values as well as the IL-carbohydrates interactions. Therefore, we have
expanded our previous published work as the literature survey and behavior of these ionic
liquids have propelled us to carry out our investigation in this direction by studying the
effect of different additives on their micellization behavior. So, in our present investiga-
tion, the aggregation study of the ionic liquid has been carried out in the presence of amino
acids.

To explore the role of Tonic Liquid—amino acids mixtures in potential industrial applica-
tions, the study has been carried out involving the ionic liquid, 1-pentadecyl-3-methylim-
idazolium bromide [C;smim][Br], and three amino acids, glycine, L-alanine and L-valine
(Scheme 1) at different concentrations and temperatures. Amino acids find use in a wide
range of applications across many disciplines; nevertheless, the majority of their consump-
tion occurs in the food industry. In addition to this, they are also useful as supplements in
animal diets. The human nutrition industry makes use of technology that is analogous to
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that which is used for animal nutrition in order to treat the symptoms of mineral deficien-
cies, such as anemia [47, 48]. Combinations of amino acids and ILs may have a wide range
of potential uses in the aforementioned fields. The techniques which are employed to study
the present system are electrical conductivity, UV—Visible, Refractive index, and FT-IR
spectroscopy. The ionic liquid [C;smim][Br] has been chosen based on its long hydro-
phobic alkyl chain along with its good water solubility. Since it is observed that with a
decrease in the hydrophobic alkyl chain length, the CMC value of ionic liquid increases,
due to which the amount of ionic liquid needed to form micelles also increases which ulti-
mately poses a greater risk of toxicity. However, with increased alkyl chain length solubil-
ity issue arises. Therefore, a 15-carbon-atoms-long chain is used which forms micelles at
lower micellar concentrations with good water solubility. Moreover, most of the micelliza-
tion studies have been reported based on even-numbered alkyl chain ionic liquids and very
less literature is available for odd-numbered alkyl chain ionic liquids. Further, the three
amino acids have been selected keeping into consideration their commercial and biochemi-
cal importance and also their reproducible character of charged biomolecules. Also, these
three amino acids differ in hydrophobicity, so chiefly the ionic liquid-amino acid hydro-
phobic interactions are investigated.

2 Experimental
2.1 Materials

All experiments have been accomplished with the use of double-distilled water having
conductivity=~1.0x107% S-em™!, prepared from double distilling the water from alka-
line KMnO, to remove organic matter. The amino acids used in the experiment, i.e., gly-
cine (mass fraction purity>98%), L-alanine (mass fraction purity >99%), and L-valine
(mass fraction purity >99%) have been purchased from HIMEDIA Laboratories Pvt. Ltd,
Mumbai, S D Fine Chem Ltd. India, and Merck, Germany, respectively and were used as
received. 1-methylimidazole (mass fraction purity >99%) and 1-bromo pentadecane (mass
fraction purity >97%) used in the synthesis of ionic liquid, 1-pentadecyl-3-methylimida-
zolium bromide have been procured from HIMEDIA Laboratories Pvt. Ltd, Mumbai and
TCI Co. Ltd., Tokyo, Japan, respectively. The acetonitrile (mass fraction purity >99.5%)
solvent used in the experiment has been bought from LOBA Chemie Pvt. Ltd, Mumbai,
and Hexane (mass fraction purity >96%) from TCI Co. Ltd., Tokyo, Japan. A summary of
the provenance and purity of chemicals used has also been provided in Table S1. All these
chemicals have been vacuum dried in a vacuum desiccator for about 2 days to remove any
moisture content prior to their use in an experiment.

2.2 Synthesis of [C,;mim][Br]

The IL, 1-pentadecyl-3-methyl imidazolium bromide [C,smim][Br] has been synthesized
according to the previously reported procedures [45]. Briefly, 1-methylimidazole and
an excess molar amount of 1-bromopentadecane were mixed in acetonitrile solvent in a
500 ml round bottom flask, and then, the mixture was refluxed with continuous stirring
at about 80 °C for at least 48 h. With the use of the thin-layer chromatography technique
(TLC), the number of components present in the mixture was analyzed. After product
formation, the resulting mixture was removed from refluxing and cooled down to room
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temperature (R.T.). Then, using the rota-evaporator, the acetonitrile solvent was removed.
The end product was given washing with hexane 2 to 3 times using a separating funnel
to eliminate any residual impurities and lastly, the purified product was vacuum dried in
a vacuum desiccator for 18 h before use. The characterization of synthesized ionic liquid
[C;smim][Br] was carried out with the help of '"H-NMR and FT-IR spectroscopy, which
are given as Figs. S1-S2, respectively, in the supplementary data.

2.3 Instruments and Methods

Double distilled deionized water having a conductivity of~1.0x107% S-cm™, prepared
from alkaline KMnO, has been used in the preparation of stock solutions of ionic liquid
as well as amino acids. The weighing balance Sartorius CPA 225 D with +0.00001 g pre-
cision has been utilized to accurately weigh the required amounts of chemicals used in
the experiment and finally, the prepared solutions were homogenized using the magnetic
stirrer. The pH of the amino acid solutions has been maintained at pH 7 using phosphate
buffer, therefore they are expected to be present in their zwitter ionic forms. The change
in pH may result in the ionization/protonation of their characteristic functional groups
—COOH and -NH, leading to different equilibrium forms of amino acids. Thus, the pH of
amino acid solutions has been maintained equal to 7.

2.3.1 Conductivity Measurements

The conductivity measurements for the present system i.e., ionic liquid, 1-pentadecyl-
3-methylimidazolium bromide [C,smim][Br] have been performed in the absence and the
presence of different concentrations (0.05, 0.25, and 0.50) mol-dm™ of three amino acids,
glycine, L-alanine, and L-valine in a water-jacketed flow dilution cell in a range of tem-
peratures (298.15 to 318.15) K with an interval of 10 K. For the measurements, a digital
conductivity meter (Systronics 308) has been employed with a dip-type cell of unit cell
constant. The calibration of the conductivity meter was done using 0.01 geq-dm~ aque-
ous KCl solution in which the conductance value of 1413 uS-cm™'was noted at 298.15 K,
afore the measurements. The various temperatures i.e., 298.15 K, 308.15 K, and 318.15 K
at which conductivity measurements have been performed were kept constant by circulat-
ing the water around the solution under investigation through the jacket cell surrounding
it. This is carried out with the aid of a refrigerated circulated water thermostat which is
having an accuracy of +0.1 °C for a temperature range of 0—100 °C and is purchased from
Macro Scientific Works Pvt. Ltd. Delhi. After the calibration has been performed and the
constant temperature is maintained, the conductivity of the amino acid solution in the cell
is measured first, and afterward, measuring the conductivity by stepwise adding 200 pL
portions of the stock solution (concentration 15-20 times the CMC) of aqueous solution of
IL [C;smim][Br] into the cell employing a micropipette (10-100 pL). At least three meas-
urements were performed for each concentration and only the mean values have been taken
into consideration with an uncertainty of +0.002 pS-cm™!.

2.3.2 UV-Vis Spectroscopic Studies

UV-Vis spectroscopic studies have been employed to determine the CMC of 1-pentade-
cyl-3-methylimidazolium bromide [C;smim][Br] in the absence and presence of aqueous
solutions of amino acids, glycine, L-alanine, and L-valine at 298.15 K temperature. This
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is achieved with the help of the UV-Vis spectrophotometer of Agilent Technologies. The
quartz cuvette of a 1 cm path length has been used to obtain the UV absorption plots and
the measurements were performed at a fixed wavelength. The UV-Vis spectroscopic meas-
urements are carried out without any external probe since the imidazolium ring is present
in the ionic liquid. 1-pentadecyl-3-methylimidazolium bromide is found to absorb in the
entire UV region of 200-800 nm [49, 50]. The obtained spectra corresponding to absorb-
ance versus the concentration of IL [C;smim][Br] for the investigated system produced two
straight lines with different slopes which intersect at a point and that point signifies the
CMC value of the ionic liquid.

2.3.3 Refractive Index Measurements

An Abbemat 300 refractometer by Anton Paar has been employed for the determination of
the refractive indices of the mixtures of ionic liquid and amino acids under investigation,
which has a resolution of 0.00001 np,. The instrument has an inbuilt temperature regulator
which maintains a particular temperature with an accuracy of +0.05 °C. The calibration
of the instrument is carried out by recording the refractive index value of distilled water
(1.3325 np). Very little quantity of the sample is required for the measurements and the
value of the refractive index is displayed within seconds. Before each measurement, the
prism is cleaned with acetone and the reading is taken at least 3 times, and then the mean
value is finally reported.

2.3.4 FT-IR Spectroscopic Studies

Fourier Transform-Infrared (FT-IR) spectra for the system composed of ionic liquid
[C;smim][Br] in the absence as well as in the presence of aqueous solutions of different
concentrations i.e., (0.03, 0.25, and 0.50) mol-dm™ of three amino acids; glycine, L-ala-
nine, and L-valine at 298.15 K have been obtained. These measurements are advantageous
to study the various interactions prevailing among the ionic liquid and the three amino
acids. Therefore, the FT-IR studies have been accomplished with the Shimadzu spectrom-
eter 84008 operated in the accessible wavenumber region of 4000 to 400 cm™".

3 Results and Discussion

The micellization properties of the aqueous solution of imidazolium-based ionic liquid
[C;smim][Br] in the absence and the presence of amino acids have been studied employing
conductivity, UV-Visible, refractive index, and FT-IR spectroscopic measurements. The
details of the results and discussion acquired from each of the techniques are presented in
the following subsections.

3.1 Conductivity Measurements

The experimental conductivity values for the aqueous solution of ionic liquid [C,smim]
[Br] and the ternary ([C,smim][Br] + water + amino acids) solutions at different concen-
trations and temperatures are measured and have been reported in Tables S2—-S4. The
critical micelle concentration (CMC) of [C;smim][Br] from the conductivity measure-
ments has been evaluated by determining the change in the specific conductivity (x)
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for the aqueous solutions of [C;smim][Br] in the absence as well as in the presence
of different molar concentrations (i.e., 0.05, 0.25, and 0.50) mol-dm™> of amino acids;
glycine, L-alanine, and L-valine at different temperatures (i.e., 298.15 K, 308.15 K, and
318.15 K) as a function of the ionic liquid [C;smim][Br] concentration. The conductiv-
ity measurements have been performed by following the titration method which is car-
ried out by adding fixed aliquots of concentrated stock solution of the ionic liquid into
the fixed amount of water and the aqueous solution of different concentrations of the
chosen three amino acids taken in a cell. Figures 1 and 2 plot the electrical conductiv-
ity versus concentration plot of ionic liquid [C;smim][Br] in the aqueous medium and
in the presence of various concentrations of the amino acid glycine at different tem-
peratures, respectively, while in the presence of L-alanine, and L-valine have been repre-
sented as Figs. S3-S4, respectively, in the supplementary data.

The experimentally obtained values of specific conductivity fit into two straight lines
having dissimilar slopes and the location where the slope changes mark the value of
CMC. Prior to reaching the CMC value, the measured conductivity primarily corre-
sponds to the movement of free ions [C;smim]* and [Br]~ which is larger in value. As
the CMC value is reached, this rate of increase of specific conductivity is lowered since
the formed micelles possessing lesser mobility contribute less to the charge transport in
comparison to the free ions, and also binding of some of the counter-ions to the micel-
lar surface takes place which results in the effective loss of ionic charge [51-53]. The
extent of counter-ions dissociating is specified by the degree of counter-ion dissocia-
tion (a) and is evaluated from the ratio of the slopes above and below the CMC from
the specific conductivity vs ionic liquid concentration plot [54]. On the other hand, the
degree of counter-ion binding (f) can be evaluated as f=1—a. The values of CMC and
o for the investigated ionic liquid [C;smim][Br] in the aqueous and in the presence of
three amino acids, glycine, L-alanine, and L-valine at various concentrations and tem-
peratures that are obtained from conductivity measurements have been listed in Table 1.
The obtained CMC value of the ionic liquid [C;smim][Br] in the aqueous media is
1.448 mmol-dm~2, 1.591 mmol-dm~* and 1.710 mmol-dm~> which is approximately par-
allel with the literature values [55] at 298.15 K, 308.15 K, and 318.15 K, respectively,
determined by conductivity measurements.

Fig. 1 Plots of electrical con- 260
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Fig.2 Plots of electrical conductivity versus concentrations of ionic liquid [C;smim][Br] in the presence of
(0.05, 0.25, and 0.50) mol-dm~3 glycine at different temperatures (298.15, 308.15, and 318.15) K

3.1.1 Variation in CMC of IL with Change in Concentration and Nature of Amino Acid

The various interactions that are taking place between these amino acids and an aqueous
solution of [C;smim][Br] can be categorized into four types; Type-1 interactions are the
ion-ion interactions existing among ions of the amino acids (-NH;* and -COO7), and the
ionic liquid ([C;smim]* and [Br]7). Type-2 interactions are the ion—hydrophobe interac-
tions that involve the ions of amino acids and the hydrophobic chain of ionic liquid i.e.,
C,5 chain and the methyl group. Type-3 interactions comprise hydrophobe-hydrophobe
interactions involving the hydrophobic parts of the amino acids and the ionic liquid, while
the Type-4 interactions are the hydrophile—hydrophobe interactions that are present among
the hydrophilic and hydrophobic parts of amino acid and ionic liquid, respectively [56].
Some other interactions which are also prevailing in the system include ion-dipole and
dipole—dipole interactions between the ionic parts of amino acids and ionic liquid, and
hydrogen bonding interactions between the counter-ion of ionic liquid and the amino acid.
It can be seen from Table 1, that at any given temperature the values of CMC of [C,smim]
[Br] in the presence of the three investigated amino acids are lesser than that in pure water,
and also with an increase in the concentration of amino acid, the CMC values decrease
which specifies that the amino acids enhance the micellization of the ionic liquid. This can
be explained through reasons that (a) the electrostatic repulsions among the ionic liquid
head groups are reduced due to attractive interactions between the cation [C,smim]* of the
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Table 1 CMC, degree of counter-ion dissociation, and thermodynamic parameters of [C,smim][Br] in the
absence and presence of three amino acids (glycine, L-alanine, and L-valine) at different concentrations
(0.05, 0.25, and 0.50) mol-dm~> and different temperatures (298.15 K, 308.15 K, and 318.15 K)

T(K) CMC/mmol-dm™ AGY (kI'mol™") AH?(kI-mol™") AS?(J-mol™"K™")
Aqueous

298.15K 1.45+0.05 0.349 —4332+0.14 -14.63+0.32 96.24+0.61
308.15 K 1.59+0.03 0.369 —43.72+0.07 -1539+0.20 91.92+0.41
318.15K 1.71£0.04 0.382 —4445+0.10 -16.27+0.29 88.57+0.59
0.05 mol-dm™ glycine

298.15 K 1.37+0.03 0.348 —43.45+0.09 -12.39+0.25 104.17+0.52
308.15K 1.42+0.01 0.354 —44.60+0.03 -13.19+0.09 101.92+0.19
318.15K 1.68+0.04 0.372 —4483+0.10 -1391+037 97.19+0.83
0.25 mol-dm™3 glycine

298.15K 1.24+0.02 0.352 —43.78+0.07 —13.52+0.20 101.52+0.44
308.15 K 1.36£0.02 0.361 —44.61+0.06 —14.36+0.21 98.17+0.48
318.15K 1.54+0.03 0.382 —4490+0.08 —15.10+0.33  93.66+0.77
0.50 mol-dm™3 glycine

298.15 K 1.14+0.03 0.366 —43.71+0.11 —13.60+0.32 100.98+0.72
308.15K 1.27+0.02 0.369 —44.64+0.07 -14.50+0.23 97.80+0.52
318.15K 1.43+0.02 0.393 —4493+0.06 —1524+024 93.34+0.56
0.05 mol-dm3 L-alanine

298.15K 1.28+£0.02 0.338 —43.99+0.06 —14.82+021 97.87+0.47
308.15 K 1.39+0.03 0.349 —4481+£0.09 -1572+033 94.40+0.77
318.15K 1.63+0.02 0.360 —4527+0.05 —-16.64+0.23  89.98+0.56
0.25 mol-dm™> L-alanine

298.15 K 1.16+0.01 0.353 —44.00+0.04 -15.17+0.12  96.71+0.27
308.15K 1.31+0.03 0.355 —44.88+0.09 -16.18+0.37 93.15+0.89
318.15K 1.49+0.02 0.363 —4559+0.06 —17.17+0.26 89.35+0.64
0.50 mol-dm™3 L-alanine

298.15 K 1.08 £0.02 0.360 —44.11+0.08 —1545+0.25 96.12+0.60
308.15 K 1.24+£0.02 0.365 —44.87+0.07 -1645+0.27 92.21+0.66
318.15K 1.39+0.01 0.374 —4559+0.03 -1745+0.14 88.45+0.36
0.05 mol-dm™ L-valine

298.15 K 1.14+0.01 0.332 —44.65+0.04 —15.83+0.12 96.64+0.29
308.15K 1.36+0.02 0.337 —4524+0.06 -16.86+0.26 92.09+0.65
318.15K 1.47+0.01 0.357 —4582+0.03 -17.76+0.14 88.19+0.34
0.25 mol-dm 3 L-valine

298.15 K 1.06 £0.02 0.342 —44.66+0.08 —17.29+0.28 91.81+0.69
308.15 K 1.27+0.02 0.347 —4525+0.07 —-18.41+030 87.10+0.76
318.15K 1.41+0.02 0.361 —45.88+0.06 —19.46+032 83.05+0.81
0.50 mol-dm= L-valine

298.15 K 1.01+0.01 0.347 —4471+0.04 -1742+0.15 91.55+0.37
308.15K 1.22+0.02 0.349 —4537+0.07 -18.58+0.32 86.92+0.81
318.15K 1.35+0.01 0.363 —46.03+0.03 -19.64+0.17 82.92+0.43

Standard uncertainties (u): u(a)= +0.01, u(7)= +0.1 K
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IL and the amino acids which thereby enhances the micelle formation tendency of IL; (b)
also the interactions among the Br™ anion and the amino acids leads to increased solvation
radius of the Br™ anion, which is ultimately followed by an increase in polarizability [57].
This raised polarizability assists in increasing the binding of the anions at the micellar sur-
face which also results in reducing the electrostatic repulsive interactions among the ionic
liquid head groups. Therefore, these factors are responsible for the increased tendency of
ionic liquid micellization [58], resulting in the reduction of the CMC of the IL [C;smim]
[Br] in the presence of amino acids. The hydrophobic interactions are known to favor the
micellization process [3, 59, 60]. Some amino acids are more hydrophobic than others,
and this property can be measured using “hydrophobicity scales”, [61-66] which rank the
amino acids from “most hydrophilic” to “most hydrophobic”. For the studied amino acids,
the hydrophobicity scale predicted by Bianco-Peled et al. [67] according to the Black and
Mould scale was in the order: glycine (0.501) <L-alanine (0.616) <L-valine (0.825). Also,
the number of methyl groups (or hydrophobic moiety) in the case of amino acids increases
in the order: glycine < L-alanine < L-valine. Hence, the corresponding order of hydrophobic
character of these amino acids is also identical. The outcome of this increased hydropho-
bicity of amino acids is that it reduces the requirement of ionic liquid molecules for the
micelle formation as can be seen from the CMC values of ionic liquid [C;smim][Br] pre-
sented in Table 1 and the order of decreasing values of CMC of [C;smim][Br] in the pres-
ence of the investigated amino acids is the same i.e., glycine <L-alanine <L-valine as that
of hydrophobic character of these amino acids. Also, from Table 1, we can observe that
with the increase in the concentration of amino acids, the value of CMC of IL is decreas-
ing. The zwitter ionic nature of these amino acids may result in their interactions with the
surrounding water molecules which thereby leads to the dehydration of the hydrophilic
head group of the ionic liquid micelles [59, 60]. Thus ultimately, favors the micelle forma-
tion of ionic liquid molecules at lower CMC values in the presence of amino acids.

3.1.2 Variation in CMC and a of IL upon the Change in Temperature

The value of CMC of ionic liquid [C;smim][Br] is found to increase with an increase in
temperature in the aqueous as well as in the presence of all three investigated amino acids.
The temperature variation has a complex influence on the CMC values of the ionic lig-
uid surfactants [68]. The value of CMC may have two opposite trends upon temperature
change: [38, 39, 59] (a) reduction in the value of CMC is observed on increasing the tem-
perature which takes place as a result of increased dehydration of the hydrophilic layer
around the ionic liquid monomer due to rise in temperature which results in inclined prox-
imity among ionic liquid monomers and thereby, favoring the micellization process, (b)
rise in the CMC value due to increased disruption of the structured layer of water around
the hydrophobic group which thus leads to increase in value of CMC and accordingly, hin-
dering the micellization process. From Table 1, it shows that the value of CMC of ionic
liquid [C,smim][Br] is increasing upon an increase in temperature in aqueous as well as in
the presence of different concentrations (0.05, 0.25, and 0.50) mol-dm™ of the amino acids
i.e., glycine, L-alanine and L-valine and hence, it is observed that in the temperature range
studied for the present system, the second effect dominates. Also, the values of « of the IL,
[C,smim][Br] presented in Table 1 are witnessed to increase with an upsurge in tempera-
ture in aqueous as well as in the presence of amino acids which can be explained by the
fact that boost in thermal energy due to escalated temperature, leading to the dissociation
of the counter ion Br~ from the micellar surface and hence, this increase in the value of a
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is discernible. The variation of CMC of the IL, [C,smim][Br] with temperatures (298.15 K,
308.15 K, and 318.15 K) and concentrations (0.05, 0.25, and 0.50) mol-dm™> of amino
acids, glycine, L-alanine, and L-valine has been depicted by 2-D bar plots in Fig. 3.

3.1.3 Thermodynamic Parameters of Micellization

Additionally, thermodynamic parameters of micellization namely, Standard Gibb’s free
energy (AG?), Standard enthalpy (AH" ) and standard entropy (AS? ) of micellization have
been obtained from conductivity measurements. The values of critical micelle concentra-
tion determined at different concentrations and temperatures from conductivity data have
been utilized in the calculation of thermodynamic parameters of micellization using equa-
tions (S1-S3) provided in supplementary information.

All the calculated thermodynamic parameters of micellization of the ionic liquid
[C,smim][Br] in the aqueous and in the presence of different concentrations of the three
amino acids at the studied temperatures are disclosed in Table 1. From Table 1, we can
observe that the values of Standard Gibb’s free energy (AG?n) and Standard enthalpy
(AHg]) of micellization for the investigated system are negative, which directs to the fact
that the micelle formation is taking place spontaneously and is exothermic in nature.
With an increase in temperature, the values get more negative, which can be explained
by the fact that increasing temperature results in dehydration of the [C;smim][Br] mon-
omers, hence, making the micellization process more favorable. Also, with the addition
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Fig.3 Plot of variation of critical micelle concentration of [C,smim][Br] with temperature (298.15 K,

308.15 K, and 318.15 K) at (0.05, 0.25, and 0.50) mol-dm~3 of glycine, L-alanine, and L-valine from con-
ductivity measurements
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of amino acids, a comparatively more spontaneous micellization phenomenon was
observed than that in aqueous. The obtained values of Standard entropy (AS?n) of micel-
lization are positive which indicates that the micellization process is entropy-driven.
The micellization phenomenon is controlled by the entropy-enthalpy compensation
effect which explains the trend obtained for the values of Standard entropy (AS&) of
micellization. The values of ASS1 are found to decrease with an increase in temperature
indicating that the process of micellization becomes enthalpy driven at higher tempera-
tures and therefore, compensates for the contribution from entropy and enthalpy. The
variation of these parameters with the change in temperature for the [C;smim][Br] in
the aqueous and in the presence of different concentrations of amino acids has been
presented in Figs. S5-S6. The values of CMC, alpha, and thermodynamic parameters
obtained from the present study have also been compared with similar ILs and cationic
surfactants (similar chain length like tetradecyl trimethyl ammonium bromide, TTAB
and hexadecyl trimethyl ammonium bromide, HTAB) in presence of the studied amino
acids in Table 2.

3.2 UV-Vis Spectroscopic Studies

Determination of the CMC value of the IL [C;smim][Br] in the presence of amino
acids, namely glycine, L-alanine, and L-valine in the aqueous medium has been executed
using the UV-Visible spectroscopy technique. The UV spectrum technique can be uti-
lized to explore the self-organization mechanism of imidazolium-based IL in solutions
since electronic transitions are sensitive to the imidazolium ring interaction. The 1—x"
type is the lowest-lying transition found in aromatic imidazolium rings. The absorb-
ance measurements have been carried out for the system comprising of IL, [C,smim]
[Br] in the aqueous and in the presence of different concentrations (0.05, 0.25, and 0.50)
mol-dm™> of amino acids; glycine, L-alanine, and r-valine at 298.15 K temperature in
the wavelength region of 200-800 nm. Therefore, the influence of variation in concen-
trations of amino acids on the CMC value of the ionic liquid has been examined. In the
present investigation, the CMC determination using UV-visible spectroscopy does not
require any external probe for the absorption of light because the ionic liquid employed
contains the imidazolium ring which has the property to absorb in the entire UV region
[50, 79-81]. The critical micelle concentration of the ionic liquid is obtained from the
plots of absorbance versus the sample concentration [82], and the graphical plot for
the ionic liquid [C;smim][Br] in the aqueous and the presence of (0.05, 0.25 and 0.50)
mol-dm™ glycine are presented in Fig. 4, while similarly obtained plots for different
concentrations of L-alanine, and L-valine observed at wavelength A,,,, =238 nm are pre-
sented in Figs. S7-S8, respectively. From these Figs., it is observed that the absorbance
of the solution increases upon an increase in the concentration of the ionic liquid in the
aqueous as well as in the presence of different concentrations of the three amino acids,
and two straight lines are obtained with different slopes which intersect at some point,
corresponding to the value of CMC of ionic liquid. The absorbance values of [C,smim]
[Br] solutions in the absence and in the presence of (0.05,0.25 and 0.50) mol-dm™ gly-
cine, L-alanine, and L-valine in the aqueous media have been reported in Table S5. The
values of CMC obtained by UV-vis spectroscopy are compared with those obtained
from conductivity measurements and are found to be in good agreement with each other
as can be seen from the values listed in Table 3.

@ Springer



Journal of Solution Chemistry (2023) 52:838-858

850

AnswiLIo[ed uoneny [eULIYIOS],

UOISUQ) 9JBJING

9du9dsaIon] g,
Kjanonpuo)),
- WP- O
(-3 -ouuu,,
[zzl,9°0
5160 °[9L],,,55°0
[zzlLLo ‘[8L],,:80
[ctlery — [celseos — ‘[sLlez o ‘[esloco “[SL], .90 ‘[€S], 1970 Torem L] [w'y]
[sslee Lo [sSlo9+1 — [sslv9 ey — [sslye0 [SS], eL€T
‘(l1om STHT'96 ‘(from sI)THT — “(rrom s TE ey — “(from STYNSEQ ‘(rrom st G T Torem [rg][wnuEy]
[zelvsey — uruee-1
- lealse't —“[LLlocs s — ‘[LLl68 ¥T— [LLloL o [LL],,qSY'T ", 21TT ¢-wp-jowur Og g [wrut'y]
[svl1e0  [SP], 8T 9Ll 8T
[svlov6 [svloseTr — [svlos Ty — ‘[sLlzcoleslyco  “[SLI, 29T €651, 25T Torem [g][wrw' o]
LlvL €
[eLlze 0Tt [eLlsse — [eLler6e — [+Ll61°0 ‘[CLI8T°0 eelleeleLe oM qvVLL
QUIDAIS
(rZloort [1L]88C1 — [1L18¢9 — [1Ll6T0 [1L],.66°0 be | _Sy-fow 00 aVIH
QuIdAI3
[691T¥11 [691¥8°C1 — [69150°8% — [69112°0 [69],461°T “,.01°1 be |_3y-jow 700 dVIH
[1Lloss1 — [1Ll0g8y — [0L],,88°0 *,:06°0
[1L10°82T “[6916°STT ‘[69lyTer — ‘[69108°9% — [1L12L°0 ‘(6918270 1[691,486°0 *,.S6°0 Torem avVLH
(3T _Tow-[)' SV (10w 7V (j_1ow-[y)';OV 0 JIND SANIPPY  "TI/UBIORLINS OIUO]

SpIoe ourwe parpnis ay) Jo souasaxd ur [xg][wrws'H]
I (PSuQ[ ureyd Je[wiis) S)UBIORINS JIUONED pue ST Je[IWIS oY) Joj siojowered ONUBUAPOULIOY) PUEB ‘UOIBIOOSSIP UOI-ISIUNOD JO 9dISop ‘DA JO sonfea dyl g d|qel

pringer

Qs



Journal of Solution Chemistry (2023) 52:838-858 851

020
130 | 3
0.18 | @ AQUEOUS @ 0.05 mol dm™ GLYCINE
016 | 1.28 |
014}
1.26 |
8 ]
So12f H
2 g 124 |
§ 0.10 | §
L oosl 12
006 |- 120 |
004
118 |
002 . . . . . . . L . .
0.0 05 1.0 15 20 25 00 05 10 15 2.0 25
C/mmol dm C/mmol dm
132
[ @ 0.25 mol dm® GLYCINE 134 "9 0.50 mol dm* GLYCINE
130 b
132}
128 F
130 |
Q Q
S 126 e
F S128t
2 2
2 124 2
o “r 2126 1
< <
122 F 124l
120 F 1221
1.18 1 1 L 1 1 120 1 1 1 1 L
0.0 05 1.0 15 2.0 25 00 05 1.0 15 2.0 25
C/mmol dm C/mmol dm™

Fig.4 Plots of absorbance versus concentrations of ionic liquid [C;smim][Br] in aqueous medium and in
the presence of (0.05, 0.25, 0.50) mol-dm™> glycine at 298.15 K

3.3 Refractive Index Measurements

In the determination of the critical micelle concentration (CMC) value of surfactants, the
refractive index measurement is a simple and rapid method. The refractive index () of
the solution is plotted against the concentration of the ionic liquid, where the breakpoint
in the two straight lines obtained indicates the CMC value of the ionic liquid. The plots
achieved from the refractive index measurements for the system of ionic liquid [C;smim]
[Br] in the absence and in the presence of 0.25 mol-dm™ concentration of amino acid, gly-
cine, have been presented in Fig. 5, while similarly obtained plots for different concentra-
tions of glycine, L-alanine, and L-valine) have been presented in Figs. S9-S11, respectively.
Also, CMC determination is not possible at a lower concentration of amino acid (i.e.,
0.05 mol-dm~>) as no significant variation in the values of refractive index was observed
(Table 3 where * denotes the non-significant variation in refractive index values). Molecu-
lar refraction and the refractive index are found to be based on the electronic polarization
of constituent atoms and bonds [83, 84]. As a consequence, the variation of the refrac-
tive index observed for the investigated system shows that changes occur in electron distri-
bution surrounding the ionic liquid which accompanies hydrogen bonding, ionic, van der
Waals, and solvophobic interactions, and also restructuring of solvent molecules [85]. The
values of critical micelle concentration obtained by refractive index measurements are in
accordance with the results obtained by conductivity and UV-Vis measurements as can
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Fig.5 Plot of refractive index (n) of [C;smim][Br] solution in the aqueous medium and 0.25 mol-dm™ gly-
cine at 298.15 K

Table3 CMC values of [C;smim][Br] in the absence and the presence of glycine, L-alanine, and L-valine
at different concentrations (0.05, 0.25, and 0.50) mol-dm™ obtained from conductivity and refractive index
measurements at different temperatures (298.15 K, 308.15 K and 318.15 K), and UV-visible spectroscopic
studies at 298.15 K

Amino Acid CMC of [C;smim][Br] (mmol-dm™3)
(mol-dm™)
Conductivity measurements UV-Vis Refractive index measurements
spectral
studies

298.15K 308.15K 318.15K 298.15K 298.15K 308.15K 318.15K

0 1.448 1.591 1.710 1.469 1.446 1.592 1.708
glycine 0.05 1.367 1.419 1.675 1.362 * * *
025 1.235 1.356 1.542 1.236 1.234 1.356 1.541
0.50 1.141 1.271 1.428 1.140 1.141 1.270 1.426
L-alanine  0.05 1.281 1.392 1.630 1.281 * #* *
0.25 1.159 1.314 1.488 1.158 1.155 1.312 1.484
0.50 1.077 1.239 1.389 1.075 1.075 1.238 1.388
L-valine 0.05 1.137 1.362 1.470 1.135 * * *
025 1.063 1.274 1.410 1.062 1.065 1.272 1.409
0.50 1.014 1.223 1.349 1.015 1.014 1.221 1.347

Standard uncertainties (u): u(T)= +0.1 K, u(CMC) = +0.02 mmol-dm™>
*No significant variation

be noted from Table 3. The obtained values of the refractive index for all the investigated
systems are reported in Tables S6-S9.

3.4 FT-IR Spectroscopic Studies

FT-IR spectroscopy technique has proven to be a remarkable tool for analyzing the vari-
ous interactions occurring in the mixtures at a molecular scale. The mixtures composed
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of ionic liquid and amino acid additives are also found to show various structural altera-
tions upon micelle formation. Thus, in the present work, to gain further insight into the
interactions between the ionic liquid [C,smim][Br] and the three amino acids namely, gly-
cine, L-alanine, L-valine in the aqueous media having different concentrations (0.05, 0.25,
and 0.50) mol-dm~>, the system was investigated by FT-IR spectroscopy at 298.15 K in
the wavenumber range 4000-250 cm™'. FT-IR spectra have been obtained for the before-
mentioned system at below CMC, at CMC, and above CMC concentrations of the ionic
liquid. The obtained spectra are found to display two major peaks, the one peak appearing
in the wavenumber region of 1600-1690 cm™!, while the other major peak observed is
the one appearing in the 3200-3300 cm™'. The peak appearing in the former wavenumber
region may be due to N-H bending and C=C stretching, while in the latter wavenumber
region, the peak may be due to N—H stretching. The various FT-IR spectra obtained for the
system of [C;smim][Br] in the aqueous and the different concentrations (0.05, 0.25, and
0.50) mol-dm™ of amino acid, glycine, L-alanine, L-valine are presented in Figs. S12-S15,
respectively. From these figures it can be noticed that there is not much variation in the
peak appearing in 1600-1690 cm™!, which can be explained by the greater bond strength
of the C=C bond, while there is a significant shift observed for the peak appearing due to
N-H stretching in 3200-3300 cm™! region, which can be the result of breaking or making
of the hydrogen bond, present between the hydrogen atom of imidazole ring and the anion.
Therefore, we have enlisted the wavenumber values of the peaks appearing in the range
3200-3300 cm™! in Table S10, where a significant shift in wavenumber is observed. Thus,
FT-IR spectroscopy supports the fact that upon micellization, some interactions prevail in
the mixtures of the studied ionic liquid and the amino acids.

4 Conclusion

In this work, micellization study carried out at different temperatures for different con-
centrations (0.05, 0.25, and 0.50) mol-dm™> of amino acids (glycine, L-alanine, and
L-valine) +ionic liquid ([C,smim][Br])+ water systems has been reported. The values
of CMCs obtained using different techniques complement each other well. The critical
micelle concentration of the ionic liquid [C,smim][Br] increases as temperature increases,
and on the other side, the opposite trend for CMC is observed as the hydrophobic charac-
ter of amino acid increases. Furthermore, the CMC of the IL decreases in the presence of
amino acids additives in comparison to that in the absence and the ability of these amino
acids to reduce the CMC of [C;smim][Br] in an aqueous solution follows the sequence:
L-valine > L-alanine > glycine which is identical as the hydrophobic character of amino
acids. The large negative values obtained for the standard enthalpy of micellization AHI?[1
indicate the exothermic nature of the micellization process. The standard entropy of micel-
lization AS& values show that the standard state micellization process goes from entropy
to enthalpy driven with increasing temperature and also, with increasing concentration of
amino acid in the solution. This research was supposed to shed light on the interactions
between ILs and amino acids, since the investigation of interactions between ILs and bio-
molecules is of great prominence in the study of the effects of ILs on animal and human
health.

Supplementary Information The online version contains supplementary material available at https://doi.
org/10.1007/s10953-023-01273-4.
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