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Detection of surfactants using a hydrophobic
natural deep eutectic solvent and smartphonef

Vagner Bezerra dos Santos,*® Lucas B. Ayres, (D} Helayne Santos de Sousa,®
Carlos D. Garcia @*® and Willian Toito Suarez @°

We report on the advantages of a green method to detect surfactants in environmental water samples. The
approach is based on the use of a hydrophobic natural deep eutectic solvent (NADES) to extract the
complexes formed by the surfactants and methylene blue. The concentration of the surfactant is then
determined by measuring the color intensity in the organic phase using a smartphone. Under optimized
conditions, an aliquot of 3 mL of the NADES was mixed with 15 mL of water, and then allowed to settle (to
enable the separation of the two phases) for 5 min. The procedure allowed quantification of sodium dodecyl
sulfate (SDS), as a proxy for alkyl surfactants in the range from 0.010 mg L™ to 0.600 mg L™, with a detection
limit of 2.0 pg L% Besides being a simple alternative to the traditional method (which requires chloroform and
a spectrophotometer), the proposed approach offers low waste generation, low power-consumption, and
fast analysis time, and is fully compatible with the plastic supplies (e.g. cuvettes, pipettes, tips, etc.) typically
used for on-site analysis. The applicability of the approach was demonstrated by measuring various surface

rsc.li/sensors

1. Introduction

Surfactants are a widespread class of chemical compounds®
with pivotal technological applications®> and have widespread
use across various products such as pesticides,” gasoline,*
detergents,’ shampoos,6 cosmetics,” foods,® and some
pharmaceuticals.” Given their extensive use, surfactants are
commonly present in wastewater and natural aquatic
environments, raising significant environmental concerns,'® as
these compounds can disrupt aquatic life’* and contribute to
broader ecological imbalances.'®'? Indeed, the presence of
anionic surfactants at concentrations higher than 2 mg L™ in
water can increase the biochemical oxygen demand and
ultimately affect the survival of animals and plants.”> Some
studies have reported that surfactant concentrations in the 5-15
mg L' range can cause the death of around 50% of larvae fish,
fish, and crustaceans.'*'” According to Hammer et al.® not
only the concentration but also the structure of the surfactant is
critical, as there is an increase in ecotoxicity by a factor of 4.5
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water samples and the overall green score of the method was calculated to be 967%.

for each additional hydrocarbon present in the alkyl chain of
the surfactant — an aspect that is correlated with the surfactant's
affinity for cellular membranes and its ability to inhibit
enzymes.'® As expected, high concentrations of surfactants in
drinking water can also negatively impact human health,"”
highlighting the importance of developing robust analytical
methods to detect them.

Several methods have been reported for the quantification of
surfactants in environmental waters, including those based on
high-performance liquid chromatography and capillary
electrophoresis coupled with UV-vis detection'>'® and gas
chromatography coupled with mass spectrometry.'® In addition
to fluoresecence,'® UV-vis spectrophotometry has been used due
to its low cost and simplicity."®*°* However, this method
(often referred to as the methylene blue active substance assay,
MBAS*'"%%) typically requires a large volume of chloroform (up
to 100 mL per sample) during the extraction step, representing
a serious risk due to its high toxicity.>®*' Among other
alternatives, the use of deep eutectic solvents (DESs)**® seems
to be one of the most convenient avenues to remove
chloroform.'® DESs are formed by a mixture of two or three
solid compounds that often lead to a stable liquid at room
temperature®”*® and that present a wide range of physico-
chemical properties (density, viscosity, polarity, etc.). As a
subclass of DESs, natural deep eutectic solvents (NADESs) are
formed with components of natural origin and represent one of
the most attractive options to replace traditional organic
solvents due to their low vapor pressure and low toxicity.>*"*°
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Aiming to take advantage of the extraordinary properties of
NADESs towards the extraction of analytes,®" this report
describes the development and application of a hydrophobic
NADES for the extraction of surfactants in water. Using a
recently developed algorithm,*” several NADESs were developed
and assessed to develop a methodology to quantify surfactants
from environmental waters, a process that was then coupled
with in situ detection using digital imaging. To the best of our
knowledge, this is the first report describing this combination.
Besides meeting sensitivity requirements to comply with current
regulations, this new method also meets several aspects of
green chemistry®® and provides the greenest alternative to the
traditional methodology.>**"*

2. Materials and methods
2.1. Reagents and solutions

All reagents used for the experiments were of analytical grade
and used as received. All the solutions were prepared using
deionized water (>18.0 MQ cm) from a Millipore Milli-Q system
(USA). Hydrated methylene blue was acquired from MP
Biomedics (USA), sulfuric acid from BDH (USA), and chloroform
from Thermo-Fisher Scientific (USA). Dodecanoic acid, menthol,
eucalyptol, borneol, and polyethylene glycol were purchased from
Sigma Aldrich (USA). Other compounds used include sodium
chloride (Bayer, USA), nickel chloride (Mallinckrodt, USA), copper
chloride (Sigma Aldrich, USA), calcium carbonate (Grenrel
Storage, USA), magnesium sulfate (Mallinckrodt, USA), aluminum
sulfate (Fisher Science, USA), bismuth nitrate (Alfa Aesar, USA),
iron(m) chloride (Alfa Aesar, USA), iron(u) sulfate (Acros Organics,
USA), potassium phosphate (Sigma-Aldrich, USA), potassium
bromide (Alfa Aesar, USA), sodium dihydrogen phosphate
monohydrate (Fisher Scientific, USA), sodium octyl sulfate
(Sigma, USA), sodium dodecyl sulfate (Sigma-Aldrich, USA),
sodium dodecylbenzene sulfonate (Sigma-Aldrich, USA), sodium
deoxycholate (Sigma-Aldrich, USA) and cetyltrimethylammonium
bromide (Sigma-Aldrich, USA). Methylene blue solutions (0.5 g
L") were prepared by dissolving 0.0500 g of hydrated methylene
blue in the presence of 2.8300 g of sodium dihydrogen phosphate
monohydrate and 680 pL of sulfuric acid in deionized water,
resulting in a 100 mL solution.”** Stock solutions of sodium
dodecyl sulfate (13 mg L', used as the model surfactant
representative of the LAS class)*' were prepared in ultrapure
water. Solutions for the MBAS test were prepared according to
the reference method described by the American Public Health
Association (APHA),”> with the described modifications
implemented to avoid the use of chloroform.>** In addition, the
proposed methodology allowed for reducing the volume of
reagents and solutions by 1/1000, as only 100 puL were used per
analysis.>® It is also important to note that particular care was
taken to avoid the use of surfactants in all glassware/utensils,
which were thoroughly rinsed with DI water prior to their use.

2.2. Environmental water samples

Surface water samples (2 L, collected at a depth of less than 1
m) were collected at different locations in Clemson, SC using
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brand-new polypropylene bottles. Following a previously
reported process, the bottles were thoroughly rinsed, labeled,
and filled by immersion, and then kept at 4 °C until use. Before
the analysis, the samples were filtered (0.7 pm) to separate any
particulate matter suspended in the water. A map with the
sample collection sites is provided in Fig. SI 1.}

2.3. UV-vis spectrophotometry method

The reference MBAS method was used to detect anionic
surfactants in water samples. This method is based on the
complexation of the surfactants using methylene blue,
followed by extraction with chloroform, acid rinsing (3x) to
remove interferences, and detection using UV-vis
spectrophotometry at 652 nm.””*>** In order to provide a
reasonable comparison, the spectrophotometric analysis was
performed by using 3 mL of either the NADES or chloroform.

2.4. Generation and synthesis of hydrophobic NADESs

NADESs are formed by a combination of hydrogen bond
donors (HBDs) and hydrogen bond acceptors (HBAs), leading
to stable and viscous liquids at room temperature.’® A
recently-described approach®” was used to predict the
with hydrophobic
characteristics,*” greatly streamlining the selection process.*®
Briefly, a Python script was first used to generate random
mixtures of HBDs and HBAs that varied in terms of the
stoichiometric ratio (1 to 5), number of components (1 to 5),
and chemical structure (n = 198). Then, the probability of
formation (p) for each mixture was predicted.>” In this
analysis, we focused our attention on mixtures displaying a p
> 0.85, which were more likely to lead to a liquid solvent,
stable at 25 °C for at least two weeks.
interested in obtaining hydrophobic NADESs, only the most
stable mixtures, involving components displaying logP
higher than 0.1, were considered for the experimental
validation. This step was critical as it ensured that the
generated NADESs would display the appropriate polarity to
the methylene blue-surfactant
enabling the extraction from the aqueous phase. Also, while

some of the NADESs generated by the algorithm could have
17,31,38-42 o0

formation of a group of NADESs

Since we were

interact with complex,

been also obtained by surveying the literature,
approach allowed a systematic and more rational selection of
the candidates. Thus, selected binary mixtures (with high
probability of formation and hydrophobic characteristics)
were prepared by mixing (5 min) and heating (85 °C) until a
clear liquid was formed. More information and the
composition of the selected NADESs are included in section
3.1 and Table 1 (vide infra).

2.5. Digital image-based (DIB) method

Aiming to develop a green and point-of-need method to
measure surfactants in environmental samples, a smartphone
was utilized. The utility of this approach has been previously
demonstrated for the detection of biogenic amines,** copper,*
furfural,*® peroxides,” and LAS.”" The main advantages of the

© 2024 The Author(s). Published by the Royal Society of Chemistry
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Table 1 Combinations of HBD/HBA with a high probability of forming NADESs and hydrophobic properties

log P (average & standard

NADES Component (log P) deviation) Notes

#1 Dodecanoic acid/propylene glycol 1.6 £3.6 Not stable in water

12 Menthol/eucalyptol 2.7 £0.3 Extraction yield: 53%

#3 Menthol/borneol 2.8+0.2 High viscosity,*® turbid phase formed when
mixed with water samples

4 Menthol/dodecanoic acid 3.6 £0.8 Extraction yield: 84%

DIB method include simplicity, analysis time, cost, power
consumption, and portability.***>° Here, the DIB method was
used to measure the color intensity of a 100 pL sample
dispensed on a polystyrene 92-well plate. To control the
illumination and thus increase the accuracy of the reading,*>*’
an ad hoc chamber (13 cm x 6 cm x 10 cm) was built using black
acrylic. Besides including a small hole to place the
smartphone's camera (12MP, Samsung Galaxy S22), the box also
integrated a white LED (powered by a 5 V battery)’* wrapped in
Teflon tape. This strategy enabled not only controlling the light
intensity but also providing a more homogeneous distribution
of the light inside the chamber.*"***° Analysis of the images
was performed using Image]®> and the free application
ColorGrab. In all cases, values reported correspond to the
average and standard deviation of the color intensity (R
channel) obtained for at least 3 images of 500 x 500 pixels.
Similar approaches have been reported in the literature, stating
that other color channels (G & B) should not be used because
they are not correlated with the complementary color of the ion-
pair formed.'®*"** As a summary of the overall approach, Fig. 1
schematically describes the proposed flowchart.

R channel

2.6. Analytical figures of merit

The proposed methodology was used to develop the
corresponding calibration curves and to calculate the linear
range, limit of detection (LOD = 3o/slope, n = 6), and limit of
quantification (LOQ = 10c/slope, n = 6). The repeatability of
the method was assessed by measuring the color
development of a standard (0.3 mg L™, n = 4) during three
consecutive days and calculating the relative standard
deviation (RSD).*"*>*® The recovery was evaluated by
comparing the response before and after spiking the
environmental water samples at two different levels (0.16 mg
L™ and 0.35 mg L7).*"**% The response of potential
interferences was determined using common ions present in
environmental water at a 1:100 ratio (surfactant:
interference) and at a surfactant concentration of 0.3 mg L.
The relative error was used to estimate the percentage of
interference. The accuracy of the DIB method was calculated
by analyzing the same samples by UV-vis spectrophotometry
and comparing the results using the F-test and the T-test at a
95% confidence level (n = 3).

NADES
+ MB

—_— >

v

——— =
2% .
. ) s =
s o 8-186 T
[Surfactant]

Fig. 1 Schematic representation of the method used to detect LAS in environmental water samples using the NADES and digital image method.

© 2024 The Author(s). Published by the Royal Society of Chemistry
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3. Results and discussion

The following paragraphs describe the experiments performed
to design and select the hydrophobic NADES, determine the
efficiency of the extraction using the NADES as a function of the
sample volume and extraction time, calculate the analytical
figures of merit, and demonstrate the applicability of the
method for the analysis of real samples. Considering its
widespread use,">'® SDS was selected as a model, anionic
surfactant.

3.1. Synthesis of the hydrophobic NADES

As described in section 2.6, we applied a previously described
approach®® to generate a group of hydrophobic NADESS. Briefly,
the process started by creating random combinations (n =
250000) of HBDs and HBAs. Considering that the selected
NADES should not only be safer than chloroform (logP = 2.3)
but also offer a competitive performance, only mixtures
featuring non-toxic compounds and hydrophobic components
(logP > 0.1)° were considered. Then, the probability of
formation of these mixtures was assessed by our transformer-
based model, streamlining the subsequent experimental efforts.
As can be observed in Fig. 2A, and in agreement with previous
results,®* a decreasing distribution in the probability of
formation was obtained. In other words, most of the mixtures
generated by random combinations are not likely to form a
stable NADES, leading only to a few (n = 40) mixtures with a
probability of formation higher than 0.85. Out of those, the
most frequent components leading to these mixtures include
borneol (log P = 2.7), diethylethanolamine (log P = 0.3), camphor
(log P = 2.2), hexanediol (logP = 1.4), propylene glycol (logP =
-0.9), menthol (logP = 3.0), octanoic acid (logP = 3.0), and
dodecanoic acid (log P = 4.2), as shown in Fig. 2B.

Out of those, the binary mixtures included in Table 1 were
selected and synthesized in the laboratory by mild heating (80
°C/5 min) under constant stirring. It is important to note that
while all of those NADESs were stable (remained as transparent
and liquid mixtures for at least a week at room temperature),

Z

# Hydrophobic NADES

0
0.2

03 04 05 06 07

Probability of Formation

0.8

0.9
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only NADESs #2-#4 were hydrophobic enough to be used in the
extraction process. The limited stability of NADES #1 in water
could be attributed to the large disparity in the polarity of the
components, which in turn, allows water to disrupt the
hydrogen bond network of the NADES.*>*>* As a side note, it is
worth mentioning that unlike CHCI; (1.49 ¢ mL™"),>> NADES #4
features a density (0.91 g mL™)*® that is lower than that of
water, thus simplifying its removal from the extraction mixture.

3.2. Effect of NADES composition on the extraction of the
methylene blue-surfactant complex

In its traditional format, the methylene blue active substance
(MBAS) test is based on the formation of an jon-pair complex by
the cationic methylene blue (pK, = 3.8, logP = 2.2) and the
anionic surfactant (SDS for example, log P = 1.6), which is then
extracted from the aqueous solution using chloroform. In the
last step, the concentration of the complex is measured by UV-
visible spectrophotometry (see representative spectrum in
Fig. 3). In the absence of anionic surfactants, the amount of
methylene blue transferred to the non-polar organic phase is
negligible.*® Considering the toxicological aspects of CHCl;,>*
the next goal of the project was to assess the performance of the
proposed NADESs (#2-#4) as alternative extraction solvents.
Following previous reports,*’ the efficiency of the extraction
process using the proposed NADES was compared to that of
CHCI;, which was used as a reference (100%).

As can be observed in Fig. 3, only NADESs #2 and #4 allowed
extraction of the methylene blue-SDS complex from the aqueous
phase, although with significantly different yields. The lowest
yield was obtained with NADES #2 (53%), followed by NADES #4
(84%). These results were attributed to a combination of the
hydrophobicity of these solvents (see average log P values of their
components in Table 1), the structure of the components forming
the NADES, and the specific stoichiometric ratios (1:1) selected
for these experiments.” NADES #3 provided a significantly lower
extraction efficiency (<7%) and quickly (<30 min) became turbid
after being mixed with the aqueous solution containing SDS.

B)

500

400

300

N-Diethylethanolamine Hydrochloride

E Menthol
1

Borneol
Camphor
Hexanediol

Ethylene Glycol

N,

Frequency

Decanoic acid
1,2-Decanediol

200

100

0 T | T

Compounds

Fig. 2 A: Number of generated mixtures vs. their respective probability of formation. B: Most common compounds present in the generated

NADESs, including the seven most common compounds + menthol (insert).
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Fig. 3 UV-vis spectra of the methylene blue-surfactant complex, as
extracted from aqueous solutions using NADES #2, NADES #3, NADES
#4, or CHCl;s (classic method). Conditions: 15 mL water sample
containing 0.3 mg L™ of SDS, mixed with 750 pL of a solution
containing 0.5 g L™ of methylene blue and extracted with 3.0 mL of
the selected solvent. The figure also includes the results obtained with
a blank solution (control, no surfactant) extracted with NADES #3.

Based on these results, NADES #4 was selected as the optimum
solvent for the extraction. This decision was also supported by
the high hydrophobic character of dodecanoic acid (water
solubility 0.15 mg g™* at 20 °C), leading to a NADES that is not
only very stable******> but also immiscible with water.>***
Moreover, this hydrophobic NADES can interact with various
analytes via van der Waals forces, making it suitable for various
extraction processes.>>>%13438:39

3.3. Effect of sample volume and extraction time

In order to determine the optimum conditions for the
extraction of the methylene blue-surfactant complex, the
effect of the sample volume and time used for the extraction

A)

;2501

2004

150

1004

501

Intensity (R Channel, A.U

0 T T
10 100

Volume (mL)
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was then investigated. Previous literature reports specifically
draw attention to the importance of these variables.*®>
Aiming to simplify the data acquisition, these experiments
were followed using the proposed digital image-based (DIB)
approach (as described in section 2.5), monitoring the
extraction from the water samples (5-250 mL) containing 0.3
mg L™ of SDS, during an interval of 1-60 min. These ranges
were selected from preliminary experiments that considered
not only the performance of the analysis but also the
practical aspects of the test, to be implemented for on-site
detection.

As can be observed in Fig. 4A, and in line with previous
reports,®®>>® both variables had a significant effect on the
extraction efficiency. That said, the effects were more evident
when sample volumes >50 mL and extraction times >30 min
were used. As expected, and similar to the reports involving
CHCl;,* the extraction yield was worst when 1 min was used,
across the entire range of volumes tested. For instance, when
the sample volume was 250 mL and 1 min extraction was
used, the process allowed extraction of only 1/10th of the
amount removed at 60 min (Fig. 4B). Such a short extraction
time would also need to be carefully monitored to minimize
errors, as any inconsistency in the extraction time would lead
to a large difference in the amount extracted. As also shown
in Fig. 4B, such differences were negligible when lower
sample volumes were used (Y-scale was set to cover the 0-255
range, which corresponds to the possible range of the RGB
scale). From these results, it was also evident that a higher
sensitivity could be obtained if the method tolerates/requires
larger sample volumes (i.e. 250 mL) and/or longer extraction
times (ie. 60 min). However, considering that such
experimental conditions would not align with the principles
of green chemistry (amount of waste, power consumption,
analysis time), the lowest possible sample volume (15 mL)
and extraction time (5 min) were selected as optimum and
used for all remaining experiments.

B)

~ 250+ T T T T
2
<_E. 2004 .
0]
E 15 mL
S 104 =,
N
O
@ 100- .
P
@ 501 .
2 250 mL
£ 9

1 10 100

Time (min)

Fig. 4 A: Dependence of the signal intensity with respect to the volume of the sample for various extraction times. Conditions: 3.0 mL of NADES
#4, water sample containing 0.3 mg L™ of SDS and 750 pL of a solution containing 0.5 g L™ methylene blue. B: Dependence of the signal intensity
with respect to the interaction time for two representative sample volumes. Conditions: 3.0 mL of NADES #4, water sample containing 0.3 mg Lt

of SDS and 750 pL of a solution containing 0.5 g L™* methylene blue.

© 2024 The Author(s). Published by the Royal Society of Chemistry
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3.4. Analytical figures of merit

To critically assess the analytical performance of the proposed
approach, the corresponding calibration curve was obtained.
These experiments were performed using the optimum
conditions, as previously discussed (3 mL of NADES #4, sample
volume: 15 mL, extraction time: 5 min) and the DIB approach.
As it can be observed in Fig. 5, the signal intensity (inversely
proportional to color intensity) decreased proportionally with
respect to the concentration of surfactants in the aqueous
phase. In this case, a linear range from 0.010 to 0.600 mg L™
(R* = 0.996) was obtained, leading to a competitive limit of
detection (LoD = 0.002 mg L") and limit of quantification (LoQ
=0.008 mg L™"). It is worth mentioning that the analytical range
covers the requirement of the US-EPA for water samples (0.2-0.5
mg L") and that the LoD of the proposed approach is lower
than both the value previously reported using chloroform (0.006
mg L)' and those of other methods reported in the
literature.'®** The inter-day variability of the method, assessed
by the standard deviation of the color intensity of a standard
(0.30 mg L™, n = 4) for three consecutive days, was lower than
6%. As also shown in Fig. 5, the presence of the methylene
blue-surfactant complex was also evident to the naked eye,
potentially enabling a minimally trained analyst to perform the
analysis with a printed reference instead of a smartphone.

In order to deploy the proposed methodology to quantify the
presence of surfactants in surface water, it is critical to evaluate
the response of other surfactants. For these experiments, samples
containing 0.30 mg L™ of SDS, sodium octyl sulfate (SOS),
sodium dodecylbenzene sulfonate (SDBS), sodium deoxycholate
(SDOCh, a non-linear surfactant), or cetyltrimethylammonium
bromide (CTAB, a cationic surfactant) were prepared and tested
using the optimized conditions for the analysis. As shown in
Fig. 6, only a small variation (1 + 3%) was observed for SDBS with
respect to the solution containing SDS. These results can be
attributed to the similarities in the chemical structure of the two
surfactants. In contrast, SOS and SDOCh lead to significantly

D 2104 Intensity ,,,, = -150 [SDS] . ", + 202 .,
< ¢ ]
L 180 &
% 4
s 2

1504
g == § i
=y 120
‘» 1 i
c
5 &
c
— 90 T

00 01 02 03 04 05 06
[SDS] (mg L™

Fig. 5 Analytical curve using the DIB method to determine LAS. The
volume of the standard solution used was 15 mL and the time of
extraction was 5 min. Insert includes a picture of the NADES (after
extraction) used for the calibration curve (n = 4).
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Fig. 6 Comparison of the analytical response for different surfactants:
sodium dodecyl sulfate (SDS), sodium dodecylbenzene sulfonate
(SDBS), sodium octyl sulfate (SOS), sodium deoxycholate (SDOCh), and
cetyl-trimethylammonium bromide (CTAB). All the surfactants are at
03mgLt(n=4).

lower signals (65 + 2% and 46 + 1%, respectively), a finding that
was attributed to the lower hydrophobicity of these
surfactants.”®® As expected, only a marginal response (1 + 1% of
the signal obtained for SDS 0.3 g mL™) was obtained for the
cationic surfactant CTAB, which can't form a complex with
methylene blue and partition into the organic phase. As a control,
the sample containing CTAB was also analyzed using the
extraction with CHCl;, yielding similar results (data not shown).

The effect of different cations and anions was also evaluated,
at a concentration 100x higher than the surfactants."®*"** As
can be observed in Table SI 1, with the exception of Fe*", only
marginal responses (<14%) were observed for all the selected
ions. Indeed, the presence of Fe*" led to a decrease in the signal
intensity by 71%, a finding that is in line with the high affinity
between this ion and SDS,**"*® which competes with methylene
blue. A recovery analysis, performed to determine the efficiency
of the extraction process, yielded results in the 84% to 108%
range (Table SI 27), which was considered adequate for the
proposed application.

3.5. Analysis of the environmental water samples

In order to demonstrate the broad applicability of the
proposed methodology, a number of environmental water
samples were collected and analyzed using the optimized
conditions. The collection points of the samples are included
in Fig. SI 1f In order to validate these results, we also
analyzed the same samples using the CHCl;-based reference
method. As can be seen in Table SI 2 all water samples
analyzed presented a surfactant concentration lower than the
thresholds set by the US-EPA (0.2-0.5 mg L'),”" suggesting
the success of the stormwater management plans. The results
in Table SI 31 also show that no statistical difference (for a
confidence level of 95%) was found between the results
obtained by both methods, thus supporting the applicability
of the proposed approach. It was also noted that the

© 2024 The Author(s). Published by the Royal Society of Chemistry
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Fig. 7 Final score of the NADES method (A) and the classic method
using CHCl3 (B).

proposed method also rendered higher accuracy than the
traditional methodology based on UV-vis spectrophotometry,
although a much larger study would be required to support
the broad validity of such findings.

3.6. Green metrics

Considering that the proposed method was developed to
provide a more environmentally benign and safer alternative
to the traditional test (using CHCly), the proposed approach
was evaluated using the “Analytical GREEnness Calculator”
proposed by Pena-Pereira et al.** This calculator is based on
12 principles of green chemistry, each of them expressed on
a 0-1 scale. Based on the use of the NADES as a non-toxic
solvent, requiring only 100 pL per analysis, using a
smartphone as a detector for in situ analysis, able to measure
92 samples in only 5 min, without any pretreatment (except
simple filtration), the method presented a score of 0.96 (see
Fig. 7A). The only threat of the method was the use of MB,
which can affect plants and animals if released.®* Notably,
the use of the smartphone as the detection device does not
generate a threat or penalty, because it is considered an
electronic device that the analyst will carry, regardless of the
test to be performed. On the other hand, the classic method
using chloroform and UV-vis spectrophotometry presented a
score of 0.49, mainly attributed to the large amount of
chloroform (up to 100 mL) used, limited portability, and low
throughput (see Fig. 7B).

4. Conclusions

We report on the advantages of a green method to detect
surfactants in water, based on the use of a hydrophobic NADES
(menthol:dodecanoic acid) and smartphone detection. Under
optimized conditions, an aliquot of 3 mL of the NADES was
mixed with 15 mL of water for 5 min, then allowed to settle (to
enable the separation of the two phases), leading to a linear
range from 0.010 mg L to 0.60 mg L™'. The analytical
performance of the method was successfully evaluated
considering the broad applicability of the approach to common
surfactants, the low contribution of interferences, the high
recovery values, and the applicability to real samples. Besides
enabling the replacement of chloroform, the method can be
applied for in situ analysis and allowed a significant reduction

© 2024 The Author(s). Published by the Royal Society of Chemistry
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of the waste negated, leading to a green score of 0.96. All things
considered, the proposed methodology represents one of the
simplest and most convenient routes to quantify surfactants in
environmental water samples.
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