colloids
and interfaces

Article

Enhancing Oil-Uptake Efficiency with an Alkyl
Polyglycoside-Dodecanol Formulation

Lorenzo Veronico !

check for
updates

Citation: Veronico, L.; Colafemmina,
G.; Gentile, L. Enhancing Oil-Uptake
Efficiency with an Alkyl
Polyglycoside-Dodecanol
Formulation. Colloids Interfaces 2024, 8,
6. https://doi.org/10.3390/
colloids8010006

Academic Editors: Johnny Bullon,
Ronald Marquez and

Franklin Zambrano

Received: 3 December 2023
Revised: 26 December 2023
Accepted: 2 January 2024
Published: 4 January 2024

Copyright: © 2024 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/).

, Giuseppe Colafemmina

1,2 1,2,%

and Luigi Gentile

1 Department of Chemistry, University of Bari “Aldo Moro”, Via Orabona 4, 70126 Bari, Italy
2 Bari Unit, Center of Colloid and Surface Science (CSGI), Via Orabona 4, 70126 Bari, Italy
*  Correspondence: luigi.gentile@uniba.it

Abstract: This study provides valuable insights into biosurfactant systems, shedding light on their
behavior and potential applications in cleaning and oil recovery processes. By combining the alkyl
polyglycoside Triton® CG-110 with C1,OH fatty alcohol, a promising strategy emerges, enhancing the
efficiency of surfactant-based formulations. This innovative approach paves the way for sustainable
solutions in diverse industrial applications. A rheological analysis of the formulations containing
C12OH demonstrated a Newtonian-like behavior of up to 3.2 v/v% of Triton, while a viscoelastic
response was observed in a system containing 6.4 v/v% of Triton. Self-diffusion nuclear magnetic
resonance revealed the formation of larger aggregates with C1,OH, diverging from the classical
spherical micellar solution. Moreover, cleaning efficiency tests highlighted C;,OH’s significant
enhancement of the surfactant system’s oil-uptake capacity. This study identified the optimum
formulation point, corresponding to the Winsor III microemulsion phase, in samples containing
C12OH. This pivotal discovery showcases the potential of tailored surfactant blends, indicating a
path toward greener and more effective industrial practices.
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1. Introduction

Biosurfactants, as an environmentally sustainable alternative to conventional surfac-
tants, offer the potential to mitigate the environmental impact caused by the escalating
production of industrial surfactant-containing formulations [1,2]. In recent years, height-
ened concern for environmental issues has directed scientific and technological research
efforts. The imperative to safeguard human and environmental well-being while reducing
reliance on nonrenewable resources has stimulated investigations into the discovery and
development of novel sustainable molecules. These molecules should demonstrate high
biocompatibility and biodegradability, originating from either natural sources or a synthetic
approach grounded in the principles of green chemistry [3-6].

The extensive range of applications and markets relying on surfactant-based formula
tions—which underpin detergent formulations for both household [7] and personal care [8],
as well as diverse industrial processes [9-13], oil recovery [12,14,15], and remediation [16]—
underscores their significance. Furthermore, surfactants are important to the composition
of food [17], cosmetics [18], and pharmaceutical products [18-24]. Yet, the utilization and
synthesis of surfactants present mounting global environmental concerns. Most surfactants
stem from petrochemical sources, involving polluting industrial procedures [25,26]. Hence,
there is an escalating demand for environmentally benign surfactants that exhibit robust
biodegradability [27]. Biosurfactants derived from microorganisms such as yeasts and bac-
teria [3,18,25,28-30] encompass not only naturally sourced and microbially /enzymatically
produced agents but also surfactants chemically synthesized from biomass, plant oils,
amino acids, and sugars [26]. These surfactants, chemically synthesized from biomass, are
classified as “"bioderived” or “bioinspired” [3].
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While canonical synthetic surfactants are classified based on their polar head prop-
erties, Rosenberg and Ron [31] introduced a classification method for biosurfactants that
centers on their molecular weight. This classification system categorizes biosurfactants
into two groups: low-molecular-weight (LMW) and high-molecular-weight (HMW) vari-
ants [2,6,28,31-34]. LMW biosurfactants, which include glycolipids and lipopeptides, are
known for their ability to reduce surface and interfacial tension while enhancing wetting
abilities [33-36]. On the other hand, HMW biosurfactants consist of polymeric compounds
such as proteins, polysaccharides, lipoproteins, and lipopolysaccharides [6,30,34,37] and
are characterized by their excellent emulsifying and surface adhesion properties. LMW bio-
surfactants are notable not only for their effectiveness at low concentrations and resilience
under extreme pH, temperature, and salinity conditions but also for their high biodegrad-
ability, low toxicity, and enhanced environmental compatibility [2,3,18,25,32,34,38].

The major biosurfactant market currently features sophorolipid, rhamnolipid (Rha),
alkyl polyglycoside (APG), methyl ethyl sulfonate (MES), sucrose ester, sorbitan ester, and
lipopeptide surfactants [39-41]. The drive to develop polysaccharide-based, biodegradable,
nontoxic, and highly efficient high-end surfactants has witnessed substantial growth, as
evidenced by numerous published studies on this subject [42-45].

Rha surfactants—comprising a hydrophilic group involving one or two (L)-rhamnose
molecules with a glycosidic linkage to a hydrophobic group composed of one or two
-hydroxy fatty acids—have emerged as promising contenders for the partial or complete
substitution of anionic surfactants across a range of industrial formulations [1,2]. However,
the utilization of rhamnolipids is hindered by their elevated production costs, attributed to
fermentation and product purification processes [46—48]. In contrast, APG surfactants offer
a cost-effective alternative.

APG surfactants [49-60] belong to the category of non-ionic, low-molecular-weight
(LMW) surfactants. They are synthesized through glycosylation reactions involving sugars
and fatty oils [58]. The hydrophobic portion of APG surfactants comprises alkyl chains with
variable carbon numbers, typically ranging from 8 to 14, while the hydrophilic segment is
composed of 1-3 glucose structures.

APGs have been utilized in the composition of water-in-oil (W /O) nanoemulsions with
various solvent systems, serving as specialized detergents for the precise removal of various
graffiti coatings [61]. In the realm of detergency, APGs have been employed as degreasing
agents [62] and have even been utilized to remove radioactive contamination in low-temperature
environments [63]. As non-ionic surfactants, APGs possess impressive eco-friendly attributes
and have emerged as promising candidates for chemical flooding applications, particularly
in high-temperature, high-salinity reservoirs. Unlike other non-ionic surfactants containing
propylene oxide (PO) and ethylene oxide (EO) structures, APGs do not exhibit a cloud point at
elevated temperatures in the presence of salts, making them particularly interesting for high-
temperature, high-salinity reservoirs where traditional surfactants tend to adsorb on carbonate
surfaces [55,64]. Studies indicate that APGs show lower adsorption on carbonate surfaces
compared with anionic surfactants like alkyl ether carboxylate [64,65].

Ultra-low interfacial tension in brine/alkane or brine/xylene systems can be seen in
APG formulations. Balzer [66] observed ultra-low interfacial tension between water and
three different model oils in the presence of APG surfactants, as did Kutschmann et al. and
Kahlweit et al. with linear alcohols as co-solvents [67,68]. Dari et al. reported that it is
possible to stabilize W/W emulsions using a lamellar gel network based on different APGs
and fatty alcohols [69]. The effect of alcohol on classical surfactants has been a subject of
investigation for decades. For instance, dodecanol on dodecylamine molecules forms stable
clusters at the air/water interface through van der Waals forces between the hydrophobic
alkyl chains and hydrogen bonding between the head groups [70]. Such interactions result
in a lower critical micelle concentration (CMC), reduced interfacial tension, and more stable
micelles. Colafemmina et al. investigated the effect of fatty alcohol mixtures inserted into a
CTAC surfactant, indicating highly different effects depending on the cooling ramp rate
used after mixing [71].
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We present a formulation involving the APG surfactant Triton® CG-110, an octyl/decyl
polyglucoside, combined with the fatty alcohol dodecanol that is able to enhance oil uptake.
Dodecanol is a highly surface-active compound that significantly influences interfacial
tension when co-adsorbed with Triton® CG-110. The impact of dodecanol on Triton® CG-
110 concentrations was evaluated using both stationary and oscillatory rheology techniques,
along with 'H self-diffusion NMR. We assess the surfactant’s ability to capture oils, both
in the presence and absence of fatty alcohol. This study has the potential to enhance oil
recovery and find applications in household cleaning.

2. Materials and Methods
2.1. Chemicals

Triton® CG-110—composed of a mixture of 58.0-62.0% D-glucopyranose, oligomeric,
decyl octyl glycoside, and 38.042.0% water—and 1-Dodecanol were purchased from Sigma-
Aldrich (Darmstadt, Germany). To determine the water content, a thermogravimetric analysis
(TGA) was performed on the sample (Figure 1) leading to the determination of 36% water.
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Figure 1. The elastic modulus, G’, and viscous modulus, G”, are presented as functions of angular
frequency for systems with Triton® CG-110 at 1 v/v%, CG1; 5 v/v%, CG5; and 10 v/v%, CG10, in
water (A), as well as for Triton® CG-110 with C;,OH in a 2.56:1 ratio as a function of surfactant
concentrations for CG1C, CG5C, and CG10C (B). The red lines represent linear fits of G’ and G’ with
slopes of 0.5 and 0.8, respectively. The apparent viscosity as a function of shear rate is shown for all
investigated systems (C), while the shear stress as a function of shear rate is presented for the system
CGI10C (D). The red line corresponds to the Carreau-Yasuda model, Equation (1), while the inset is a
linear-linear plot. All measurements were conducted at 25 °C.
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The purchased surfactant might contain traces of 1-decanol and 1-octanol. In the
following text, Triton® CG-110 will be indicated as Cg_19Gm, where 8-10 are the number of
atoms in the hydrocarbon chain, and “m” is a non-definite number of pyranose (G) units
in oligomers. “C;2OH” will denote the fatty alcohol 1-dodecanol. The critical micellar
concentration (CMC) is at 1748 ppm (~0.17 v/v%) at a temperature of 25 °C [72,73].

2.2. Formulations

The Triton® CG-110 samples were prepared by blending the surfactant solution with
distilled H,O at concentrations of 1%, 5%, and 10% by volume relative to the initial solution.
In a second set of samples, an additional 0.25%, 1.25%, and 2.5% by volume of C1,OH was
added. The C1,0OH acts as a co-surfactant.

The surfactant and the C;,OH were mixed at 70 °C, applying a shear rate of 1000 s~ .
Subsequently, the system was cooled down at a rate of 1 °C/min while maintaining a
shear rate of 100 s~!. Considering the surfactant concentration in the initial solution
of approximately 64% by weight, the resulting ratio of surfactant to fatty alcohol was
approximately 2.56:1. The investigated samples are reported in Table 1.

Table 1. Samples under investigation.

Label Cs-10Gm Cs-10Gm C1,OH
(v/v% of the Initial Solution) (v/v% of the Surfactant) (vlv%)
CG1 1 0.64 -
CG5 5 32 -
CG10 10 6.4 -
CGl1C 1 0.64 0.25
CG5C 5 32 1.25
CG10C 10 6.4 2.5

The standard uncertainties of 0.1 v/v% in the concentrations are estimated based on the precision of the mi-
cropipette. The v/v% concentration is obtained by considering the initial volume of aliquots of Triton® CG-110.

2.3. Stationary and Oscillatory Rheology

Stationary and oscillatory rheological measurements were carried out using the
MCR302evolution stress-controlled rheometer (Anton Paar Gmbh, Graz, Austria) equipped
with Taylor—Couette geometry, i.e., concentric cylinder geometry (inner diameter of
16.662 mm and a gap of 0.704 mm). The temperature was controlled by a Peltier sys-
tem (£1 °C), and a water-bath circulator was used as a reference.

The stationary experiments were used to prepare the samples containing fatty alcohol,
as described in Section 2.2. Moreover, they were performed at 25 °C by incrementally
increasing the shear rate, 7, and obtaining the apparent viscosity, #7(7), from the measured
shear stress (flow curve). All samples were investigated within a range of shear rates from
0.1 to 100 s~1. The Carreau—Yasuda model, [74] was adopted to determine the zero-shear
viscosity of non-Newtonian pseudoplastic samples. The equation for the Carreau—Yasuda
model is as follows:

17(7):17(7%0)_17(,)217—:)00)+;7(’y—)oo) (1)

[1 n (Aa’y)”} ‘

where 77(7 — 0) and 7(y — o) represent the zero-shear and infinity-shear viscosities,
respectively. “a” is a constant that determines the curvature of the transition region between
the lower and higher shear rates, while “A” has the dimension of time and represents the
characteristic time of the system. “n” has the same meaning as in the Herschel-Bulkley

model; a Newtonian behavior is characterized by a flow index of 1, n = 1, whereas the
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shear-thinning and shear-thickening non-Newtonian behaviors are characterized by n <1
and n > 1, respectively.

Small amplitude oscillatory shear tests provided insights into the linear viscoelastic
behavior of materials through the determination of the complex shear modulus as a function
of the oscillatory angular frequency, w:

G*(w) = G'(w) +iG" (w) )

where G'(w) and G”(w), in the following indicated as G’ and G”, are the elastic and viscous
moduli, respectively. Frequency sweep tests were conducted between 10~! and 10? rad /s
in the linear viscoelastic regime.

2.4. 'H Self-Diffusion NMR

The NMR experiments were conducted using an Agilent/Varian VNMRS 500 MHz
spectrometer equipped with the OneNMR probe. The 'H NMR spectra were acquired
using the PRESAT pulse sequence for water suppression. Self-diffusion 'H NMR measure-
ments were carried out by employing the DOSY Gradient-Compensated Stimulated Echo
with Spin Lock (DgcsteSL) [75] to measure water self-diffusion and the PRESAT sequence
(DgcsteSL_dpfgse) to determine the self-diffusion coefficients of the surfactant while sup-
pressing the water signal. The field gradient pulses, denoted as g, ranged from 0.02 to
0.64 Tm~!. The samples were maintained at a temperature of 25 °C. The resulting spin-echo
decays were evaluated following the well-known Stejskal and Tanner equation [76]:

1n<110) =-D {('yég)Z(A - gﬂ = —Db 3)

where I represents the echo amplitude, and Ij is the amplitude at g = 0. 7y represents the
proton’s gyromagnetic ratio; A is the gradient pulse separation, ranging from 70 ms to
130 ms; and the gradient pulse duration, , varied from 2 ms to 10 ms to explore different
time scales and observe echo decays in the water or surfactant. D stands for the apparent
self-diffusion coefficient. Equation (3) can also be expressed in terms of b, the diffusion
attenuation factor, which contains information regarding the gradient duration and strength
used to produce diffusion-weighted spectra. The echo decays for water self-diffusion were
obtained at 4.8 ppm, while the surfactant self-diffusion coefficients were determined by
integrating the signal from 0.5 to 4.5 ppm.

2.5. Cleaning Efficiency and Qualitative Oil-Uptake Performance

The cleaning efficiency was evaluated using a cleaning performance procedure based
on IKW recommendations, which can also be interpreted as the amount of oil that the
system is capable of absorbing (oil uptake). A sample of greasy soil was applied to a
stainless-steel tile, which was then baked and aged at 135 °C for 2 h before being used for
the cleaning assessment. The stainless-steel tiles were treated with a solution of potassium
hydroxide (0.08 wt/vol%) and ethanol before use. The greasy soil consisted of oils and
soil in a ratio of 4:1. Specifically, the oil was composed of peanut oil, sunflower oil, and
corn oil, while the HSW soil was primarily composed of humus, cement, silica gel, and
clay. The resulting negatively charged organic matter composition included fatty acids;
carbohydrates; and, to a lesser extent, aromatics. The mixture was such that it could
be perceived as used cooking oil. The soiled stainless-steel tiles were placed in Petri
dishes and covered with pollutant-removal solutions for 18 h. The soiled stainless-steel
tiles were weighed using an analytical balance before and after the application of the
cleaning solutions.

To evaluate the oil uptake of the surfactant and the combined surfactant and fatty
alcohol (co-surfactant) system, petroleum ether was added to form microemulsions. The oil
was added to the surfactant and to the surfactant plus the co-surfactant solutions in water.
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3. Results
3.1. The Effect of Dodecanol on Triton® CG-110 Micellar Phase

The Triton® CG-110 and Cg oG surfactants exhibit a critical micelle concentration
(CMC) of approximately 0.17 v/v% at 25 °C. The pseudo-binary phase diagram in water
indicates a single micellar phase, L1 [72,73]. Figure 1A illustrates the elastic modulus (G’) and
viscous modulus (G”) as functions of angular frequency for the CG1, CG5, and CG10 samples.
The frequency sweep tests show overlapping results, resembling Newtonian-like solution
behavior, confirming the presence of pure micelles for all investigated concentrations.

The addition of C;,OH significantly affects the frequency sweep measurements. In
CGI1C and CG5C, G surpasses G’ across all angular frequencies, with G’ an order of mag-
nitude higher compared with samples without C;,0H, as shown in Figure 1B. Additionally,
CG1C and CG5C exhibit Newtonian-like behavior in their apparent viscosity, as depicted
in Figure 1C.

Conversely, the introduction of C1,0OH to the CG10C sample results in viscoelas-
tic behavior, as shown in Figure 2B. The frequency sweep of CG10C demonstrates non-
Maxwellian behavior, with the slopes of G’ and G” at low frequency, deviating significantly
from the expected values of two and one, respectively. The flow curve for this system
indicates shear-thinning behavior, particularly with no apparent yield stress, classifying
the system as pseudoplastic, as shown in Figure 1D. Applying the Carreau—Yasuda model
(Equation (1)) to the pseudoplastic system yields a flow index (1) of 0.49, a zero-shear
viscosity of 1613 4= 78 mPa, and a relaxation time (A) of 72 £ 12 s.
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Figure 2. I'H NMR spectra of the 5 v/v% of Cg_10Gm, CG5, and 5 v/v% of Cg_19Pm + 1.25 v/v% of
C120H, CG10 (A). Water self-diffusion (B) and surfactant self-diffusion (C) coefficients extracted from
the echo decays using the Stejskal and Tanner equation, Equation (3), for all investigated samples.



Colloids Interfaces 2024, 8, 6

7 of 15

3.2. Self-Diffusion NMR and Obstruction Factor

The 'H NMR spectra of CG5 and CG5C are shown in Figure 2A. The resonances of the
surfactant head (polyglycosides) are not affected by the presence of the fatty alcohol, while
the intensities are visibly affected in the alkyl region (from 0.5 to 1.8 ppm), changing the
intensity ratio between the polyglycoside region and the alkyl region as expected. Moreover,
some impurities are appreciable in the CG5 spectrum, but they are not appreciable in the
CG5C because of the high resonance intensities.

'H self-diffusion NMR was employed to evaluate the amount of C;OH entrapped in
the surfactant and to elucidate the kind of surfactant-alcohol assembly. Figure 2B shows
the water self-diffusion coefficients for all investigated samples with respect to the total
volume fraction considering the surfactant volume fraction plus the fatty alcohol content
of the samples containing fatty alcohol. It is worth noting that all echo decays were fitted
with a single-exponential decay equation (Equation (3)). Clearly, water self-diffusion was
strongly affected by the presence of the fatty alcohol even before reaching the CG10 sample
(volume fraction of 0.064).

Equation (3), used to estimate the water self-diffusion NMR coefficient, is effective
for pure isotropic systems such as the micellar phase, while for anisotropic systems, the

following holds [77]:
n <I> =—fDb 4)
Io

where f is the obstruction factor, whose value is 0 < f < 1, which accounts for the geometrical
restrictions to water self-diffusion. For any phase, the relation between water self-diffusion
and the surfactant volume fraction can be expressed as

D :f[(l _Pb)Dw“'Pth] 5)

where Pj, is the amount of water bound to interfaces with a self-diffusion equal to Dy,
and Dy, is the self-diffusion of free water (2.29 x 10~ m?/s). However, P, is not directly
available from experimental measurements, but if we have two lyotropic mixtures, i and j,
belonging to the same phase or micellar solution but with a slightly different composition,
a simple relation can be found via elementary stoichiometric considerations, locking the
fractions P; and P; to the water weight fractions W; and W;.

P Wi(1-W

= = Wil - W) = Kj (6)

o Wil= W)
Rewriting Equation (5) for i and j and considering Equation (6), we can obtain the

obstruction factor as a function of known quantities:

(D; - Ki]-D{,)

(1 - Kij) Dey 7

f =

If we consider 5 and 10 v/v% of Cg_10Gm (CG5 and CG10) to be our i and j samples, we
obtain f = 0.99, but it reduces to 0.86 considering 1 and 5 v/v% Cg_19Gm + C12,O0H (CG1C
and CG5C) and to 0.44 considering 5 v/v% and 10 v/v% of Cg_10Gm + C120OH (CG5C
and CG10Q).

The surfactant self-diffusion coefficients, shown in Figure 2C as a function of the
total volume fraction, were determined by fitting the echo decay signals with a single-
exponential decay equation (Equation (3)). This implies that the fatty alcohol and the
surfactant are located in the same assembly. The surfactant self-diffusion decreases as the
total volume fraction increases, suggesting an increase in the size of the aggregates.

Assuming a spherical shape for the micelles in the samples without C1,OH, we
calculated hydrodynamic radii of 1.3 £ 0.5 nm, 1.9 £ 0.4 nm, and 2.7 &+ 0.2 nm for CGl,
CG5, and CG10, respectively, using the Stokes—Einstein equation. These results align with
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the DLS data in Figure S1, where a hydrodynamic radius of 2.8 & 0.4 nm is observed for
both CG5 and CG10.

However, the samples containing C1,OH deviate from the classical spherical micellar
solution, as indicated by the obstruction factor. Consequently, the Stokes—Einstein equation
cannot be properly applied even though the self-diffusion coefficient is lower than the
system without C1,OH, implying the presence of larger aggregates.

3.3. Cleaning Efficiency and Oil-Uptake

The samples, both with and without C1,0OH, were tested for cleaning efficiency. Con-
taminated stainless steel tiles were immersed in the respective systems and placed in Petri
dishes for 18 h, as shown in Figure 3A-F. The cleaning efficiency, indicated by weight loss
or oil uptake, is reported in Figure 3G. The oil uptake was estimated using the follow-
ing formula:

(Wi — W)

Weight loss % = 100-
g (Win — W)

®)
where Wy represents the final weight of the contaminated stainless-steel tiles after 18 h of
treatment with the testing sample, W, is the initial weight of the contaminated stainless-
steel tiles, and W), represents the weight of the clean stainless-steel tiles.
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Figure 3. Cleaning efficiency (oil-uptake) performance test made on contaminated stainless-steel
tiles using the Cg_19Gm surfactant concentrations, CG1 (A), CG5 (B), and CG10 (C), and the Cg_10Gm
surfactant + C1,OH CG1C (D), CG5C (E), and CG10C (F). Finally, weight loss of contaminants from
stainless-steel tiles (previously contaminated with HVS soil and oils) after 18 h of immersion in the
respective solutions (G). The weight loss can be observed qualitatively as the amount of oil uptake.

Even when increasing the surfactant concentration without C1,OH, the results indicate
a lower cleaning efficiency (see Figure S2).

The system containing 1 v/v% of Cg_10Gm and 0.25 v/v% of C1,OH (CG1C) demon-
strated the highest cleaning efficiency, approximately 57%, surpassing commercial systems
and newly developed formulations [78]. A further increase in surfactant concentrations
leads to a decrease in efficiency because of the formation of a viscoelastic matrix. The CG1
without alcohol contains micelles with relatively low cleaning efficiency. Increasing the
surfactant concentration increases cleaning efficiency as well but with less effectiveness
compared with the systems containing C;,OH.

Samples were collected to measure the self-diffusion coefficients at the end of the
cleaning experiments (Figure 4). The line shape of the 'H NMR spectra was affected by
the presence of contaminants (Figure 4A). Particularly in systems containing C1,0H, the
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self-diffusion coefficients were significantly affected. For samples without C1,OH, after
collecting contaminants, monoexponential echo decays were observed, enabling the direct
application of Equation (3). However, in samples with C;,OH, a double-exponential decay
(blue line) had to be applied since the monoexponential decay (red dotted line) did not fit
the data properly (Figure 4B).
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Figure 4. '"H NMR spectra of the 1 v/v% Cg_10Gm, CG1-Dirty, and the 1 v/v% Cg_10Gm + 0.25 v/v%
C120H, CG1C-Dirty, after the cleaning procedure, i.e., containing contaminants (A). Exponential
echo decays of the surfactant resonance region (B). The red (solid and dotted) lines represent single-
exponential decay (Equation (3)), while the blue line represents double-exponential decay. The
surfactant self-diffusion coefficients extracted from the echo decays using the Stejskal and Tanner
equation (Equation (3)) and the double-exponential decay of the CG1C-dirty samples lead to the two
self-diffusion coefficients, D1 and D2 (C).

The self-diffusion coefficients decreased with increasing total volume fraction. Specif-
ically, the two self-diffusion coefficients for samples containing C;,OH are indicated as
black- and gray-filled circles in Figure 4C.

To further evaluate the oil-uptake capacity of the investigated samples at 1 v/v% of
Cs-10Gm with and without C1,OH, petroleum ether was gradually added to the respective
samples (refer to Figure 5). The quantity of oil retained before reaching the Winsor III
microemulsion phase is considered the maximum oil uptake, aligning with the optimized
formulation concept introduced for enhanced oil recovery (EOR) [79]. It is well established
that the optimal formulation corresponds to a minimum interfacial tension, described when
the hydrophilic-lipophilic deviation (HLDy) equals zero [80-82], indicating the Winsor I1I
phase [83]. In our case, Winsor III is achieved at a volume ratio of 2:0.300 for the CG1C
sample (Figure 5H), but it is not observed for the corresponding sample without C1,0H,
CGl1 (Figure 5D). However, the achieved Winsor III is referred to as “apparent” because
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the central phase does not form a bicontinuous structure, a behavior documented in other
studies involving different systems [84]. Furthermore, after an extended period of 96 h, a
Winsor II phase is observed (Figure 5I).

Figure 5. A known amount of petroleum ether was added to both the 1 v/v% Cg_19)Gm sample, CG1
(A-D), and the 1 v/v% Cg_10Gm + 0.25 v/v% C1,0H sample, CG1C (E-I). The ratio is expressed as a
volume ratio, where the first number denotes the sample volume, and the second number represents
the volume of petroleum ether. For the 2:0.3 ratio of sample CG1, panel H displays the sample after
24 h of stabilization, while panel I shows it after 96 h.

4. Discussion

The APG micellar phase has been extensively discussed in the literature. While
micelles might be spherical and homogeneous in size at the CMC [85,86], they become
larger and heterodisperse with increasing concentrations. Micelles have been demonstrated
to be anisotropic in shape [87,88]. Using the 'H NMR self-diffusion coefficient of an APG
surfactant with an eight-carbon alkyl chain and considering the contribution effects and the
assumption that micelle size does not change with concentration, it has been demonstrated
that cylindrical micelles, with a cylinder radius of 2.16 nm and an axial ratio of 0.45 nm, are
more suitable.

The water self-diffusion obstruction factor of spherical micelles was estimated to be
1/(1 + (®/2)), where P is the volume fraction [89], implying that, for our volume fraction,
0.96 < f < 0.99, whereas the obstruction of cylinders is 1/(1 + ®), implying that for our
volume fraction is 0.92 < f < 0.99 for the samples without C1,0H. In the concentration
range investigated, we cannot distinguish between spherical or cylindrical micelles. On the
other hand, it is clear that, from 1 to 10 v/v%, there is no increase in size (Figure 2C and
Figure S1) or change in Newtonian behavior (Figure 1A,C).

The effect of C1;OH on the micellar shape leads to an obstruction factor below the
0.92 value of the micelles with a cylindrical shape. This could be due to the formation of
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a worm-like micelle network, but the frequency sweep is far from being Maxwellian-like,
suggesting a more intricate structure. The frequency sweep is not typical of a lamellar
phase either [90-92] and is not birefringent. Further investigation is needed to characterize
the obtained viscoelastic system.

Employing surfactants is a recognized approach to efficiently eliminating surface
pollutants at both micro- and nanoscale levels [93]. Furthermore, in the realm of enhanced
oil recovery (EOR), surfactants play a crucial role [12-14]. In both cases, a higher amount of
oil is retained by the surfactant, leading to increased efficiency. The most effective oil uptake
is usually achieved above the surface aggregation concentration when submonolayer,
monolayer/hemimicelle, or bilayer/cylindrical micelle structures are formed at interfaces
and surfaces [94].

The Cg_19Gm in water always presents a micellar phase, which can be spherical or
cylindrical, showing a relatively low capacity for entrapping the oil phase (contaminants).
GC1 holds approximately 12% of the oil phase, while GC10 holds approximately 24% of
the oil phase. The cleaning efficiency is relatively low compared with other systems [78].
Adding C1,0OH to the surfactants results in a much lower obstruction factor, indicating
the presence of a more complex system that leads to pseudoplastic behavior, especially
in the case of the CG10C sample. The pseudoplastic behavior is not desirable for a con-
ventional formulation since it might interfere with the detergent’s ability to penetrate
surfaces effectively. When C;,OH is added to the system, the cleaning capacity, i.e., the oil
uptake, increases considerably, particularly for CP1C, accounting for approximately 57%
of the oil phase. An apparent Winsor III microemulsion phase was observed by adding
petroleum ether to the samples containing C;,0OH, enabling the estimation of the optimum
formulation point, which is at a ratio of 2:0.300 for CG1C, while no Winsor III was observed
at any time in the absence of C1,OH.

Fatty alcohols are oleochemicals characterized by hydrophobic acyl chains and hy-
droxyl groups, providing them with amphiphilic properties. As such, they are useful
co-surfactants in formulations. We have demonstrated that their oleochemical nature en-
hances the oil-uptake capacity even in the case of an alkyl polyglycoside surfactant. As
such, formulations including APGs and fatty alcohols can be adopted for detergency.

5. Conclusions

In conclusion, our study delved into the intricate behavior of the Triton® CG-110
micellar phase and the significant impact of C;,OH addition. While all concentrations of
Triton® CG-110 demonstrated Newtonian-like behavior, the introduction of C1,OH led to
a viscoelastic response in CG10C, signifying a more complex system. Through advanced
NMR techniques, we investigated the self-diffusion coefficients, unveiling significant al-
terations influenced by the presence of C1oOH. Spherical micellar structures, common in
Triton® CG-110, transitioned into anisotropic shapes, particularly cylindrical micelles, as
indicated by the obstruction factors. Moreover, our experiments highlighted the cleaning ef-
ficiency and oil-uptake capacity of the systems. Triton® CG-110 with C;,OH demonstrated
remarkable efficiency in oil uptake at more than 50%. The addition of petroleum ether
to the samples containing C1,0OH led to the formation of apparent Winsor III microemul-
sion phases, offering insights into the optimal formulation ratios. Finally, we explored
the role of fatty alcohols as co-surfactants, emphasizing, in our preliminary evaluation,
their amphiphilic nature in enhancing oil-uptake capacities, even when combined with
alkyl polyglycoside surfactants. Triton® CG-110 is still relatively expensive, but the low
concentration and the use of fatty alcohols made the system cost-effective. Our findings
provide valuable insights into the complex interplay of surfactant and co-surfactant sys-
tems, offering potential avenues for enhanced oil recovery strategies and efficient surface
pollutant removal at both the micro- and nanoscale levels.
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