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ABSTRACT: The behaviour of CTAB adsorbed on polycrystalline gold
electrodes has been studied using a combination of spectroelectrochem-
ical methods. The results indicate that the formation of the layer is the .| ;Au(m,y,,cm
consequence of the precipitation of the CTAB micelles on the electrode

surface as bromide ions, which stabilize the micelles, are replaced by |
perchlorate anions. This process leads to the formation of CTA" layers in ;ie.
which perchlorate ions are intercalated, in which the adlayer suffers a =

continuous rearrangement that leads to the formation of micro-dominions
of different types of hydrogen-bonded water populations throughout the -/
adlayer. After prolonged cycling, a stable situation is reached. Under these S PR

Evs.RHE/V

conditions, water molecules permeate through the adlayer toward the
electrode surface at potentials positive of the potential of zero charge, due
to the repulsion between the CTA" layer and the positive charge of the
electrode.
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1. INTRODUCTION adsorbed through its polar head and interacting with the other
one through their hydrophobic tails.'”'” The presence of
counterions through the adsorption/synthesis processes plays a
key role in the size and shape of AuNPs."*™'° Nevertheless, the
conformation of the bilayer and how it is packed, and hence
the final shape of the AuNPs, depends on multiple parameters
like the concentration of the surfactant, the ionic strength of
the solution, and the chemical nature of additional species
present in it, among other factors.'” Yet, the Au-CTAB
interphase in HCIO, is not well understood. Most studies have
been aimed at biomedical applications, focusing on eliminating
or replacing CTAB from the AuNPs surface, mainly because of
its cytotoxic properties, a consequence of its capability to
permeate through cellular membranes.'®"”

Based on all this, the adsorption behaviour of CTA" has
been studied on gold single-crystal electrodes, particularly on
Au(111), Au(100), and Au(110).>>*" CTAB adsorbs sponta-
neously on gold surfaces. Upon cycling, bromide desorbs
leading to the formation of CTA"* in perchloric acid
solutions.20 Furthermore, CTA" experiences an attachment/

The adsorption of organic molecules on different metals has
experienced an up-growing interest due to its wide number of
potential applications in corrosion prevention," as molecular
immobilizers to build sensors” or for nanoparticle synthesis.”
In this context, cetyltrimethylammonium bromide (CTAB) is
one of the most commonly used additives in the growth of
metallic nanoparticles.* ® The cetyltrimethylammonium cation
(CTA") consists of a positively charged head with three methyl
groups bonded to a nitrogen atom and a hydrophobic
hexadecyl tail, giving rise to surfactant properties. In fact,
when the CTAB is dissolved beyond its critical micelle
concentration (CMC), ~107> M, CTA" cations form surface-
charged, spherical androd-shaped micelles that are partially
ionized and surrounded and stabilized by a cloud of
counterions (Br~). The ratio of the freely dissociated
counterions in solution indicate the so-called degree of
micellar counterion dissociation (a).””® Therefore, in this
work, a CTAB micelle or adlayer conformation is referred to a
configuration in which the cations and surrounding counter-
ions are involved, and as CTA" adlayer when only the cation is —
involved. Received: November 28, 2022 LANGMUIR
This property plus its tendency to bond strongly to gold Revised:  January 30, 2023
surfaces has caused CTAB to be widely used for the synthesis Published: February 8, 2023
of gold nanoparticles (AuNPs) and, more specifically, gold
nanorods.'” CTAB was found to form bilayers on the gold
surface during the synthesis process, with one monolayer being
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Figure 1. (A) ATR absorbance spectra of 3.3 X 10™* M (black), 107 M (red) and 0.01 M (blue) aqueous CTAB solutions. (B)ATR absorbance
spectrum of CTAB precipitated from a 107> M aqueous solution. Pure water was used as the reference spectrum in all cases. The vertical lines show
the main bands in the alkane stretching region. SO interferograms were taken for each spectrum.

detachment process modulated by the charge density on the
electrode surface. As the head of CTA" is positively charged,
the molecule is electrostatically repelled from the surface at
potentials more positive than the pzc, without being diluted
into the bulk of the solution, and re-attaches back to the
surface if the charge density is made negative again. The
reversibility of this process and the subsequent stability of
CTA" adlayers is affected by the pH and the presence of anions
embedded in the adlayer.”’ When perchloric acid solutions are
used, ClO,™ anions strongly bond to the surfactant head group
breaking the micelles and forming a slightly soluble salt
bonded to the gold surface.”” The detachment process causes
water molecules to permeate through the layer towards the
surface. This phenomenon is in agreement with previous
studies with biomimetic phospholipid layers adsorbed on metal
surfaces reported by Lipkowski.”” This long-term stability of
CTA" adlayers can be exploited in the development of
biosensors for fast drug screening and selective detection of
ions, among others.”*> The behavior of the CTA" layers
differs from that observed for bromide salts of quaternary
ammonium ions with shorter alkyl chains, where, in the
absence of bromide, the ammonium ion desorbs from the gold
surface.”®

In this context, this work is focused on the study of the Au-
CTAB and Au-CTA" interactions by using spectroscopic
techniques namely, infrared reflection-absorption spectrosco-
py, attenuated total reflectance-surface-enhanced infrared
absorption spectroscopy (ATR-SEIRAS) and surface-enhanced
Raman scattering (SERS) to gain insight into the stabilization
and conformation of the adlayer.

2. EXPERIMENTAL SECTION

Electrochemical experiments were carried out in a glass cell with a
reversible hydrogen electrode (RHE) as the reference electrode and a
gold counter electrode. All potentials in the text are referred to the
RHE scale. Supporting electrolyte solutions were prepared using
concentrated perchloric acid (Merck Suprapur), and ultrapure water
(182 MQ cm, Elga Vivendi). CTAB solutions were prepared using
CTAB (BioUltra, for molecular biology, >99.0%, Sigma-Aldrich). All
solutions were deoxygenated with Ar (NSO, Air Liquide) except for
the ATR-SEIRAS experiments, where the purge was done using N,
(BOC, Research Grade NS.S). Voltammetric experiments were
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carried out at room temperature using a wave signal generator
(EG&G PARC 175), potentiostat (eDAQ 161), and digital recorder
(eDAQ_ e-corder 401) workstation. Cyclic voltammograms were
recorded at 50 mV s™'. All the experiments were done at room
temperature.

ATR absorbance experiments were performed using a Nexus 8700
(Thermo Scientific) spectrometer equipped with an MCT-A detector
and a wire grid ZnSe polarizer (Pike Tech) using p-polarized light. A
ZnSe prism bevelled at 45° was placed at the top of a Veemax (Pike
Tech.) reflectance accessory. A resolution of 8 cm™ and S50
interferograms was used to collect every spectrum.

ATR-SEIRA spectra were recorded using a Nicolet iSSOR FTIR
spectrometer equipped with a liquid nitrogen-cooled MCT detector
and a homemade ATR accessory, using unpolarized light. The
working electrode was a Au film deposited on the totally reflecting
plane of a Si prism bevelled at 60° following a previously reported
procedure.”” The Si prism was attached to the spectroelectrochemical
cell using an O-ring seal and electrical contact with the film was made
by pressing onto it a circular gold wire. Before any ATR-SEIRAS
experiment, the film was immersed in a 107> M CTAB solution for 10
s, then, it was mounted in the cell and cycled in 0.1 M HCIO, for
different times according to the respective experiment set-up
conditions. The potential-step spectra were collected with a resolution
of 4 cm™" and 200 interferograms at each potential. Specific details of
the potentiodynamic spectra are described in the Results and
Discussion section when describing each experiment.

)1 where R-reference

and Ry, are the reference and sample spectra, respectively. Positive
bands correspond to species present in the sample spectrum that were
absent in the reference spectrum, while negative bands correspond to
species present in the reference spectrum that are absent in the
sample spectrum. For all the figures, the conditions for the reference
spectrum are given.

SERS measurements were performed using the so-called nano-
particles-on-electrode approach.”*>° The Au nanostructured electro-
des were made by depositing a droplet of the corresponding aqueous
suspension of the metal nanostructure onto a polycrystalline polished
Au disk (3 mm in diameter) sheathed in a threaded poly-
(tetrafluoroethylene) (PTFE) piece by using a pipette. The droplet
was dried in air and the substrate was then mounted on a PTFE flow
cell specifically designed for the in situ Raman measurements. In
electrochemical environments, a KCl-saturated Ag/AgCl electrode
was used as a reference electrode and an Au wire was used as the
counter electrode. Raman spectra were obtained with a NRS-5000

Rample

Differential spectra are calculated as —log ( R

reference
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Table 1. IR Band Assignment

stretching modes v/cm™!
»(OH) 3750—3100
Vssym(N—CH) 3015
Vysym(CH) 2958
uasym(CH;_) 2923
Vasym(CH,) FR 2900
z/gym(CHz) 2853

“H,0 and H;0" bending modes included in the assignment.

bending modes v/cm™!
S(HOH)* 1750—1530
5(CH,)-scissoring 1447
Oym(N*=CHj;) + 8,,(N*—CH;)-umbrella 1379
5(CH,)-twisting 1297
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Figure 2. Voltammetric profiles of (A) unmodified polycrystalline Au, and (B,C) CTAB-modified polycrystalline Au in 0.1 M HCIO,. The
evolution upon continuous cycling with a positive potential limit of 1.2 V is illustrated in (B), while (C) shows the profile when the positive
potential limit is increased to 1.7 V and the subsequent profile if the limit is set again to 1.2 V immediately after the excursion up to 1.7 V and back

to0V.v =50 mVsh

laser Raman spectrometer (Jasco). The excitation line used was a 17
mW He—Ne laser at 632.8 nm. The laser beams were focused through
a X50 LWD objective (0.5 NA) into a 2 ym spot at the electrode
surface. The spectrometer resolution was better than 5 cm™" and the
detector was a Peltier cooled charge coupled device (1024 X 256
pixels).

3. RESULTS AND DISCUSSIONS

3.1. ATR Absorbance Spectrum of CTAB. Before
explaining the spectral behaviour of CTA* adsorbed on the
surface, it is important to determine the main bands of CTAB
in solution. For this reason, reference spectra of CTAB were
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taken. Figure 1A shows ATR absorbance spectra of dissolved
CTAB at different concentrations. The assignment of the main
absorption bands in the spectra is summarized in Table 1. The
water stretching, ¥(OH), and bending, S(HOH), modes which
appear in the regions at 3750—3100 cm™ and 1700—1530
cm™, respectively, grow with the concentration. On the other
hand, the alkane stretching bands at 3000—2850 cm™' are
independent of the concentration. In this region, the main
bands are the asymmetric CH, stretching (v,,m(CH,)) at
2923 cm™' and the symmetric CH, stretching (v,,,(CH,)) at
2853 cm™'. This exact position indicates the formation of

micellar clusters.”’ The Vosym(CH;) appears as a shoulder at

https://doi.org/10.1021/acs.langmuir.2c03226
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2958 cm™" and the v,,,(N—CHj) at 3015 cm™" is also visible.
The band centred at 1480 cm™" is due to combination mode
8(CH,) scissoring + 8,,,,(N—CHj) and is also independent of
the concentration. The independence of the intensities related
to the CTA" cation with the concentration of CTAB suggests
that the CTAB micelles should be fused on the surface of the
prism. It should be taken into account that infrared absorption
arises from the species present within the penetration length of
the evanescent wave. In the absence of a metal film deposited
on the surface of the ATR element, this wavelength-dependent
penetration varies roughly from ca. 150 nm around 4000 cm ™
to 700 nm around 1000 cm™! so, even if micelles substitute a
monolayer film, the evanescent wave will still be able to probe
all of the CTA" ions originally in the monolayer and now in
the micelles. On the other hand, for the highest concentration,
a large increase in the water signal is observed, which is
consistent with the formation of micelles, as this will allow
more water molecules to approach closer to the electrode
surface. It should be stressed that this concentration is above
he CMC.

Figure 1B shows an ATR absorbance spectrum of CTAB
precipitated from a 1 mM solution. A certain volume that was
added to the prism was cooled down below its saturation
temperature (~30 °C) originating the CTAB to precipitate.
Here, the shape of (OH) water bands changes slightly from
the previous one, thus, indicating that the state of the CTAB
must modify the water structure in the surroundings. The
S(HOH) mode is centred at 1727 cm™, which is blue-shifted
from the usual frequency and cannot be considered only
related to water bending modes. The v(CH) bands are
essentially the same as those described before except for the
Uasym(CH3) (2958 cm™), which is significantly sharper. The
CH, bending region is dominated by the band at 1447 cm™" of
the §(CH,) scissor mode.”” A shoulder also appears at 1379
em™', which corresponds to the &,,(N*—CH;) and the
Soym(N*—CH;) (umbrella).”>** An additional band at 1297
cm™!, which is not well identified, could be related to the
wagging-twisting progression series of the methylene chain.”*
Clearly, the precipitation of CTAB shows significant differ-
ences in the CH,, bending region, related to the conformational
changes in the CTAB structures.

3.2. Electrochemical Behaviour of Au(poly)-CTAB in
Acidic Solution. Figure 2 shows the voltammetric profiles of
an unmodified (Figure 2A) and a CTAB-modified polycrystal-
line gold electrode (Figure 2B,C) in 0.1 M HCIO,.
Modification with CTAB was achieved by immersing the
electrode at open-circuit after flame-annealing in a 107> M
CTAB solution for 10 s. For the unmodified electrode, keeping
the positive potential limit below 1.2 V (Figure 24, black line),
results in a voltametric profile symmetrical with respect to the
x-axis, characteristic of double-layer charging and indicating
that no specific adsorption occurs. In the same potential
region, the voltammetric profile of the CTAB-modified
electrode (Figure 2B) changes continuously upon cycling.
The double-layer charging current, which is initially higher
than in the unmodified electrode in most of this potential
region, decreases with cycling, while the peaks appearing
between 0.85 and 1.0 V (positive scan) and between 0.78 and
0.93 V (negative scan) become sharper and better defined.
After some cycling, a stable profile is reached, indicating that
no significant desorption of CTA" is occurring. This evolution
can be assigned to the desorption of bromide anions initially
present within the CTA" adlayer and the concomitant
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exchange with ClO,~, causing a rearrangement of the adlayer.
It should be noted that Br~ anions should desorb at low
potentials on Au(111) electrodes (ca. at 0.1 V in this solution).
The successive cycling of the electrode within this range in the
absence of bromide in solution should lead to the progressive
and complete removal of bromide ions from the interphase by
diffusion to the bulk solution.” Also relevant regarding the
adlayer behaviour are the changes (or rather lack thereof) in
the oxide formation/reduction region beyond 1.2 V. For the
unmodified electrode (Figure 2A), the voltammetric profile
shows a sharp peak at 1.32 V followed by a broad wave which
have been assigned to the formation of an OH monolayer
followed by the formation of a surface oxide.”””” In the
negative sweep, the surface gold oxide is reduced in a single
peak. Except for a slight diminution in the intensity of the peak
at 1.32 V and of the reduction peak, these features remain
unaltered after modifying the electrode with CTAB (Figure
2C). Interestingly, the voltammetric profile obtained in the
potential region below 1.2 V after oxidising the surface by
extending the positive potential limit to 1.7 V is essentially
identical to the stationary profile obtained by continuously
cycling up to 1.2 V (Figure 2B). As demonstrated for single
crystal electrodes,” this behaviour can be explained by the
formation of a stable CTA" layer after expelling the Br™ anions.
At sufficiently negative potentials, the negative charge on the
electrode surface maintains the adlayer attached to it. As the
potential increases and the surface charge becomes positive,
the adlayer detaches and water permeates through it. If the
oxidation region of Au is reached, the water layer in contact
with the electrode surface gives rise to oxidation/reduction
peaks that are essentially the same as those recorded in the
absence of CTA". Moreover, when the electrode surface charge
becomes negative again the adlayer reattaches, without
alterations.

3.3. Potentiostatic ATR-SEIRAS Experiments. In order
to gain insight into the nature of the CTA" adlayer, and its
transformation upon cycling, IR experiments in different
configurations were carried out. In the first set of experiments,
the structure of the adlayer at different stages during its
transformation is analysed using ATR-SEIRAS. Figure 3A
shows ATR-SEIRA spectra of the CTAB adlayer immediately
after adsorption on a chemically deposited gold film on Si at
increasingly positive potentials within the region between 0.1
and 1.2 V. The reference spectrum was taken at E. ;= 0 V.

The first spectrum taken at 0.1 V shows relatively intense
bands below 1500 cm™ and in the water stretching region
above 3000 cm™' that must be the consequence of significant
changes in the adlayer due to changing the potential from 0 to
0.1 V. These signals increase with increasingly positive
potential. Examining in detail the region corresponding to
the CH, bending modes, it can be observed that the position
of the bands and their relative intensity is very similar to that
observed for precipitated CTAB (Figure 1B). The observed
behaviour can therefore be assigned to the formation of a
CTAB layer with the same characteristics as the precipitate.
The solubility of CT A-perchlorate in aqueous solutions is low.
It is therefore reasonable to propose that the formation of the
precipitate-like adlayer is triggered by the substitution of the
bromide anions surrounding the CTA" cations, which stabilize
the formation of micelles, by perchlorate. Beyond the pzc, the
surface becomes positively charged so that perchlorate and
bromide anions are attracted to it. Nevertheless, Br™ is
electrostatically repelled from the surface and replaced by

https://doi.org/10.1021/acs.langmuir.2c03226
Langmuir 2023, 39, 2761-2770
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Figure 3. Potential-dependent ATR-SEIRA spectra (E, ;= 0 V) of
CTAB adsorbed on a gold film chemically deposited on the Si prism
in 0.1 M HCIO, before any voltametric cycle (A) and after a cyclic
voltammogram between 0 and 1.7 V (B). The CH stretching region
is plotted on the right. Reference spectra were taken at 0 V in each
series of spectra.

ClO,~ during the continuous cycles due to absence of bromide
in the supporting electrolyte (which creates a concentration
gradient that drives bromide away from the surface). This
process can be accelerated at low potentials, where the charge
of the surface is negative, and anions are repelled by the
negative surface charge.”’ Thus, it can be proposed that
initially CTAB adsorbs forming micelles on the surface, which
open in the presence of perchlorate to form a stable adlayer as
bromide anions are progressively displaced by perchlorate. It
has been shown by Brosseau et al.’® that quaternary
ammonium ions form ion-pairs with their counter-ions on
Au(111) near the E,,, which agrees with our previé)lus studies
using the laser-induced temperature pulse method.

Regarding the other spectral region where significant
changes are observed, that of the water stretching modes, the
main band is centred at 3450 cm™" with a shoulder at ~3250
cm™". These bands are related to hydrogen-bonded multimer
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water and a network of hydrogen-bonded water, respec-
tively.””** On the other hand, the region ascribed to less
hydrogen-bonded water between 3600 and 3550 cm™ also
grows in intensity at E > 0.7 V, which is the main difference
compared to the spectra of the precipitated CTAB (Figure
1B). When CTAB precipitates, the water inside the micelles is
released into the bulk, leading to an increase in hydrogen-
bonded water. On the other hand, the water inside the micelles
that is released during the initial formation of the adlayer is less
hydrogen-bonded than bulk water, probably because some
water molecules are trapped within the adlayer or between the
adlayer and the electrode.

Additional bands are also observed in Figure 3A in the CH,
stretching mode region. At the lowest potentials, the spectra
are very similar to that observed for the precipitated CTAB but
less defined. However, a negative band appears centred at 2900
em™ at E > 0.3 V, ascribed to the ,,,(CH,) mode and its
Fermi resonance.”’ As will be shown later, this band is
associated with the detachment of the adlayer induced by the
increasingly positive surface charge.

To demonstrate that the observed changes are related to the
initial formation of the CTA" layer, the electrode is cycled up
to 1.7 V to accelerate the removal of bromide ions from the
adlayer. Then, a new set of spectra is acquired (Figure 3B)
between 0.1 and 1.2 V using a new reference spectrum taken at
0 V. As can be seen from the comparison between Figures 3A
and 3B, significant differences can be observed. First, the bands
for the bending modes of CH, are significantly less prominent.
Moreover, the relationship between the different modes differs
from that obtained for the precipitated CTAB. The bands
characteristic of water also show significant differences. Before
analysing them, it must be highlighted that water bands will be
interpreted based on the average number of hydrogen bonds of
the water molecules involved in a given signal. Some of them
will be mainly isolated whereas other will form water dimers to
tetramers."' These types of water populations are termed as
water micro-dominions. Concerning this, for a specific
absorption band, the lower the number of hydrogen-bonds a
water molecule has, the higher its frequency. Thus, bands
related to isolated water in Figure 3B are proportionally more
intense than those on Figure 3A. On the other hand, the bands
related to the stretching CH, vibrating modes follow the same
tendency as shown in Figure 3A. Finally, CH, bending modes
show the apparition of a sharp band related to the 5(CH,)-
scissor mode in the 0.4 < E < 1.0 V potential region, implying a
change in the adlayer conformational structure. 0.4 V is close
to the pzc, indicating that the surface charge plays a key role in
the adlayer behaviour. As will be shown later when discussing
the spectra of the stabilized adlayer, the spectra in Figure 3B
contain features common to both the initial film and the
stabilized adlayer. Thus, it can be said that the process leading
to the formation of the CTA" layer is largely complete after the
first scan due to the substitution of bromide by perchlorate
anions, which leads to the disruption of the micellar structure
of the CTAB film.

To determine the evolution of the adlayer with potential
once it reached a stable configuration, the modified electrode
was cycled 100 times at 20 mV s™' and a new series of spectra
was recorded, using the spectrum at 0 V in this series as the
reference spectrum (Figure 4). Negative bands are observed in
the ©(C—H) region and their intensity increases with the
potential. The shape of the bands is very similar to that
measured for CTAB in solution. This behaviour was attributed
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Figure 4. Potential-dependent ATR-SEIRA spectra in 0.1 M HCIO,
of adsorbed CTAB adsorbed on a gold film chemically deposited on
Si recorded after 100 cycles between 0 and 1.2 V at 20 mV s™". The
reference spectrum was recorded at 0.1 V.

to the potential-induced reversible detachment of the adlayer
when the electrode charge becomes positive. In addition,
negative bands are observed in the §(CH,) region. Here, the
S(CH,)-scissor mode at 1447 cm™" and the band associated
with the twisting of CH, at 1297 cm™" are clearly negative.
However, the 5Sym(N+—CH3)—related band at about 1379 cm™!
is positive, which is due to a change in the conformation of the
N*—(CHs;); group so that the dynamic dipole moment of this
mode becomes more perpendicular to the surface. Probably,
the detachment of the N*—(CH;); group leads to a smaller
angle between the surface normal and the N—C bonds. On the
other hand, the intensity of the bands related to the vibrational
modes of water increases with the potential, with the only
exception of the band at 1720 cm™', which is related to the
hydronium ions. When the charge becomes positive, the
hydronium ions are repelled from the surface, which explains
the negative band. In the v(OH) region, two positive bands are
observed at ~3600 and ~3200 cm™' at E < 0.5 V. As
mentioned earlier, these bands are related to isolated water
molecules and the hydrogen-bonded network water, respec-
tively, indicating that two different water structures form as the
potential increases. The hydrogen-bonded network water is
likely formed in contact with the electrode and the isolated
water is likely interstitial water in the adlayer. Above 0.8 V,
positive bands appear at about 3450 cm™, suggesting that a
different, less hydrogen-bonded water structure forms when
the CTA" layer is detached. This type of water should form
when the CTA" adlayer is being detached from the surface. It
is ejected from the adlayer when it precipitates into a
CTACIO, film during detachment.

3.4. Potentiodynamic ATR-SEIRAS Experiments. With
the aim of monitoring in real time the potential-induced
changes in the adlayer configuration, a series of spectra was
obtained while cycling the electrode between 0 and 1.2 V.
Since the major changes took place during the first scan, as
reported in Figure 3A, the first scan was discarded, and the
spectra were referred to the spectrum taken during the second
scan at 0 V. Figure 5 shows the whole series. The main feature
in the series is the continuous increase upon cycling of the
intensity of the bands corresponding to the v(OH) and the
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Figure 5. ATR-SEIRA spectra of CTAB on Au in 0.1 M HCIO,
collected during continuous cycling between 0 and 1.2 V. Scan rate:
20 mV s™'. Spectra were collected at intervals of 0.6 s (ie., each
spectrum covers an interval of 12 mV), but are shown at intervals of
56 s for the sake of clarity. Resolution: 4.0 cm™". Black lines show the
growth of the water bands. Reference spectrum was taken at 0 V.

8(H—O—H) vibrational modes. This increase can be explained
by the release of excess CTAB into the bulk of the solution,
bringing more water to the surface. The general trend of the
bands 2905 and 1380 cm™! that indicates the reorientation of
CTAB cannot be properly distinguished so in Figure 6A,B the
second cycle in positive and negative sweep are plotted,
respectively. Although the general increase of water bands in
only one cycle cannot be detected, an oscillation of these
signals with the potential can be observed. Moreover, a
negative band at 2905 cm ™' starts appearing at ca. 0.5 V in the
positive scan direction and its intensity increases with the
increasing positive potential. In the negative scan direction, the
behaviour is reversed, and the negative band disappears at ca.
0.5 V. On the other hand, and due to the low signal-to-noise
ratio, the bands at ca. 1380 cm™ are not resolved.

Despite this general trend, there is a superimposed
oscillatory behaviour associated with the cycling. This
behaviour can be observed in Figure 6C, where the integrated
intensities in the regions between 3000 and 3500 and 1550—
1750 cm™ are plotted against the applied potential. In each
cycle, the intensity of the water bands is larger at the positive
potential limit and decreases again when the scan direction is
reversed, revealing the detachment of the CTA" layer and the
permeation of water through it. The same oscillation can be
observed in the region corresponding to the v(CH) and
6(CH,) bands. Although the oscillation representing the signal
from the integrations of the v(CH) bands can be easily
associated with the behaviour shown in the spectra, this
correlation cannot be properly demonstrated with 5(CH,) in
these initial cycling stages. Nevertheless, the triangular waves
superimposed to the general trend reflects the attachment/
detachment process of the layer as the charge of the electrode
changes.

However, the general trend of the v(CH) and §(CH,) bands
is easily seen when cycles are long enough for the adsorption
layers to rearrange, as seen in Figure 7 which shows a series of
spectra over a complete cycle after 100 cycles. Here, the
growth of the §(CH,) bands is seen to follow the same
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Figure 6. Selected ATR-SEIRA spectra (A,B) of CTAB on Au in 0.1
M HCIO, during a cycle voltammogram between 0 and 1.2 V. (A)
shows the positive and (B) the negative sweep. Scan rate: 20 mV s™!
(C) Dependence of the integrated intensity of selected bands in the
ATR-SEIRA spectra of CTAB on Au on the applied potential. Spectra
were collected at intervals of 0.6 s (ie, each spectrum covers an
interval of 12 mV). Resolution: 4.0 cm™'. Reference spectrum was
taken at 0 V.

behavior of the ¥(CH) bands, but in the opposite direction, a
tendency that occurs when CTAB is adsorbed on Au(111).*
This suggests that the adlayer reorientated when it detached
from the surface and precipitated into CTACIO,.

3.5. Potentiostatic SERS Experiments. The attachment/
detachment of the CTA" layer can also be followed by SERS
(Figure 8), because the surface enhancement rapidly declines
with the distance.”” The selectivity of SERS to the surface
species allows to obtain the absolute spectra of the adlayer.
Overall, the spectra show a decrease of the Raman intensity
with increasing potential in the whole frequency range. The
C—H stretching region of CTA" (Figure 8A and Table 2)
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modes between 1550 and 1050 cm™.,*** the —C—C—
stretching region at 1160—1040 cm™,*” 4674 and the N—CH,
stretching of the head group at 800—740 cm™ can be
observed.'”*** Finally, the N—CHj stretching mode intensity
is the least affected by the potential. All these intensity changes
are clear indication of the progressive detachment of CTA*
from the surface.

4. CONCLUSIONS

We have used a combination of spectroelectrochemical
techniques to study the behaviour of CTAB adsorbed on
gold electrodes in perchloric acid solutions. The desorption of
the bromide ions in the negative limit and their oxidation in
the positive limit of the voltammograms during cycling results
in their exchange with ClO,”, which form ionic pairs with
CTA". This results in a continued rearrangement of the CTA"
adlayer that leads to the formation of micro-dominions of
different types of hydrogen-bonded water populations
throughout the adlayer. After prolonged cycling, the adlayer
stabilises enough to allow water molecules to permeate freely
toward the gold surface at positive potentials, due to the
repulsion experienced by the CTA" layer by the positive charge
on the electrode surface. SERS and ATR-SEIRAS consistently

https://doi.org/10.1021/acs.langmuir.2c03226
Langmuir 2023, 39, 2761-2770


https://pubs.acs.org/doi/10.1021/acs.langmuir.2c03226?fig=fig6&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.langmuir.2c03226?fig=fig6&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.langmuir.2c03226?fig=fig6&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.langmuir.2c03226?fig=fig6&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.langmuir.2c03226?fig=fig7&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.langmuir.2c03226?fig=fig7&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.langmuir.2c03226?fig=fig7&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.langmuir.2c03226?fig=fig7&ref=pdf
pubs.acs.org/Langmuir?ref=pdf
https://doi.org/10.1021/acs.langmuir.2c03226?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as

pubs.acs.org/Langmuir

0° raman intensity _

g

CH, s
CH, sci.+CH, def

ﬁw

clo,

CH, wag,
-C-C- str,
C,N" str)

Langmuir
[103 raman intensity I1
FHEISEIBCEES
Ad 323 @ s B
E EZE EO
5 o o o
0 F4% 5
E E
£ &
2 12— 1.2
w /‘-—*"\—
% 0.9 "'_//\ z 0.9
¢ w o
w o6 L \\—\4.__ %
/ N ¢ 06
03— N Sy
0.0 -"/ 0.0
T T T
3000 2900 2800

Raman shift / cm™

L

—
1500

b

T T T T T T
1250 1000 750 500

Raman shift / cm™

250

Figure 8. Potential-dependent SER spectra of CTAB-modified Au on the high (A) and mid-low (B) frequency region.

Table 2. Raman Band Assignments

stretching modes Raman shift/cm™!

Vasym(N—CH3) 301S
Vem(N—CH,) 2968
Vaeym(CH,) 2925
Vasym(CHS) 2862
Vaym(CH,) FR 2895
Vgm(CH;) 2850
Vgym(CH,) 2843
v(C-C) 1078
v(Cl-0) 940
v(N—-CHj,) 768

bending modes Raman shift/cm™!

,(CH,)scissoring 1494
8.(CH,)+3,.(CH,) 1435
3yag(CH,) 1349
Syy(CH,)-twisting 1267
8,u5(CH,) 1146

reveal the detachment and reorientation of the adsorbed CTA*
layer at positive potentials.

B AUTHOR INFORMATION

Corresponding Authors

Angel Cuesta — Department of Chemistry, School of Natural
and Computing Sciences, University of Aberdeen, AB24 3UE
Aberdeen, Scotland, UK.; Centre for Energy Transition,
University of Aberdeen, AB24 3FX Aberdeen, Scotland, UK,;

orcid.org/0000-0003-4243-1848;

Email: angel.cuestaciscar@abdn.ac.uk

E. Herrero — Instituto de Electroquimica, Universidad de
Alicante, E-03080 Alicante, Spain; © orcid.org/0000-0002-
4509-9716; Email: herrero@ua.es

Authors

José M. Gisbert-Gonzalez — Instituto de Electroquimica,
Universidad de Alicante, E-03080 Alicante, Spain

Valentin Briega-Martos — Instituto de Electroquimica,
Universidad de Alicante, E-03080 Alicante, Spain; Present
Address: Forschungszentrum Jilich GmbH, Helmholtz
Institute Erlangen-Niirnberg for Renewable Energy (IEK-
11), Cauerstr. 1, 91058 Erlangen, Germany

Francisco J. Vidal-Iglesias — Instituto de Electroquimica,
Universidad de Alicante, E-03080 Alicante, Spain

Juan M. Feliu — Instituto de Electroquimica, Universidad de
Alicante, E-03080 Alicante, Spain; © orcid.org/0000-0003-
4751-3279

2768

Complete contact information is available at:
https://pubs.acs.org/10.1021/acs.langmuir.2c03226

Author Contributions

The manuscript was written through contributions of all
authors. All authors have given approval to the final version of
the manuscript.

Notes
The authors declare no competing financial interest.

B ACKNOWLEDGMENTS

This research was funded by Ministerio de Ciencia e
Innovacién (Spain) grant number PID2019-105653GB-100),
Generalitat Valenciana (Spain) grant number PROMETEO/
2020/063. A.C. gratefully acknowledges the support of the
University of Aberdeen.

B REFERENCES

(1) Leidheiser, H. Corrosion Control by Organic Coatings; National
Association of Corrosion Engineers: Houston, TX, USA, 1981.

(2) Gooding, J; Mearns, F.; Yang, W.,; Liu, J. Self-Assembled
Monolayers into the 21st Century: Recent Advances and
Applications. Electroanalysis 2003, 15, 81—96.

(3) Heinz, H.; Pramanik, C.; Heinz, O; Ding, Y.; Mishra, R. K;
Marchon, D.; Flatt, R. J.; Estrela-Lopis, L; Llop, J.; Moya, S.; Ziolo, R.
F. Nanoparticle Decoration with Surfactants: Molecular Interactions,
Assembly, and Applications. Surf. Sci. Rep. 2017, 72, 1-S8.

https://doi.org/10.1021/acs.langmuir.2c03226
Langmuir 2023, 39, 2761-2770


https://pubs.acs.org/action/doSearch?field1=Contrib&text1="A%CC%81ngel+Cuesta"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0003-4243-1848
https://orcid.org/0000-0003-4243-1848
mailto:angel.cuestaciscar@abdn.ac.uk
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="E.+Herrero"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0002-4509-9716
https://orcid.org/0000-0002-4509-9716
mailto:herrero@ua.es
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Jose%CC%81+M.+Gisbert-Gonza%CC%81lez"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Valenti%CC%81n+Briega-Martos"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Francisco+J.+Vidal-Iglesias"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Juan+M.+Feliu"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0003-4751-3279
https://orcid.org/0000-0003-4751-3279
https://pubs.acs.org/doi/10.1021/acs.langmuir.2c03226?ref=pdf
https://doi.org/10.1002/elan.200390017
https://doi.org/10.1002/elan.200390017
https://doi.org/10.1002/elan.200390017
https://doi.org/10.1016/j.surfrep.2017.02.001
https://doi.org/10.1016/j.surfrep.2017.02.001
https://pubs.acs.org/doi/10.1021/acs.langmuir.2c03226?fig=fig8&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.langmuir.2c03226?fig=fig8&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.langmuir.2c03226?fig=fig8&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.langmuir.2c03226?fig=fig8&ref=pdf
pubs.acs.org/Langmuir?ref=pdf
https://doi.org/10.1021/acs.langmuir.2c03226?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as

Langmuir

pubs.acs.org/Langmuir

(4) Johnson, C. J.; Dujardin, E.; Davis, S. A.; Murphy, C. J.; Mann, S.
Growth and Form of Gold Nanorods Prepared by Seed-Mediated,
Surfactant-Directed Synthesis. J. Mater. Chem. 2002, 12, 1765—1770.

(5) Murphy, C.J.; Sau, T. K; Gole, A. M.; Orendorff, C. J.; Gao, J.;
Gou, L; Hunyadi, S. E; Li, T. Anisotropic Metal Nanoparticles:
Synthesis, Assembly, and Optical Applications. J. Phys. Chem. B 2008,
109, 13857—13870.

(6) Nikoobakht, B.; El-Sayed, M. A. Preparation and Growth
Mechanism of Gold Nanorods (NRs) Using Seed-Mediated Growth
Method. Chem. Mater. 2003, 15, 1957—1962.

(7) Asakawa, T.; Kitano, H,; Ohta, A.; Miyagishi, S. Convenient
Estimation for Counterion Dissociation of Cationic Micelles Using
Chloride-Sensitive Fluorescence Probe. J. Colloid Interface Sci. 2001,
242, 284-287.

(8) Aswal, V. K;; Goyal, P. S. Role of Different Counterions and Size
of Micelle in Concentration Dependence Micellar Structure of Ionic
Surfactants. Chem. Phys. Lett. 2003, 368, 59—6S.

(9) Tanford, C. The Hydrophobic Effect: Formation of Micelles and
Biological Membranes, 2nd ed.; J. Wiley., 1980.

(10) Pérez-Juste, J.; Pastoriza-Santos, 1.; Liz-Marzan, L. M.;
Mulvaney, P. Gold Nanorods: Synthesis, Characterization and
Applications. Coord. Chem. Rev. 2005, 249, 1870—1901.

(11) Murphy, C. J; Thompson, L. B.; Alkilany, A. L.; Sisco, P. N,;
Boulos, S. P.; Sivapalan, S. T.; Yang, J. An.; Chernak, D. J.; Huang, J.
The Many Faces of Gold Nanorods. J. Phys. Chem. Lett. 2010, 1,
2867—-2875.

(12) Chen, L.; Shao, H,; Li, Q;; Wang, J. Gold Nanorods and Their
Plasmonic Properties. Chem. Soc. Rev. 2012, 42, 2679.

(13) Langille, M. R; Personick, M. L.; Zhang, J; Mirkin, C. A.
Defining Rules for the Shape Evolution of Gold Nanoparticles. J. Am.
Chem. Soc. 2012, 134, 14542—14554.

(14) Garg, N.; Scholl, C.; Mohanty, A,; Jin, R. The Role of Bromide
Ions in Seeding Growth of Au Nanorods. Langmuir 2010, 26, 10271—
10276.

(15) Si, S.; Leduc, C.; Delville, M. H.; Lounis, B. Short Gold
Nanorod Growth Revisited: The Critical Role of the Bromide
Counterion. ChemPhysChem 2012, 13, 193—202.

(16) Smith, D. K; Miller, N. R; Korgel, B. A. Iodide in CTAB
Prevents Gold Nanorod Formation. Langmuir 2009, 25, 9518—9524.

(17) Chen, M.; Burgess, L; Lipkowski, J. Potential controlled surface
aggregation of surfactants at electrode surfaces - A molecular view.
Surf. Sci. 2009, 603, 1878—1891.

(18) Wang, L.; Jiang, X.; Ji, J.; Bai, R;; Zhao, Y.; Wu, X.; Chen, C.
Surface Chemistry of Gold Nanorods: Origin of Cell Membrane
Damage and Cytotoxicity. Nanoscale 2013, S, 8384—8391.

(19) del Caiio, R.; Gisbert-Gonzalez, J. M.; Gonzélez-Rodriguez, J.;
Sanchez-Obrero, G.; Maduefio, R.; Blizquez, M.; Pineda, T. Effective
Replacement of Cetyltrimethylammonium Bromide (CTAB) by
Mercaptoalkanoic Acids on Gold Nanorod (AuNR) Surfaces in
Aqueous Solutions. Nanoscale 2020, 12, 658—668.

(20) Gisbert-Gonzalez, J. M.; Oliver-Pardo, M. V.; Briega-Martos,
V.; Feliu, J. M,; Herrero, E. Charge Effects on the Behavior of CTAB
Adsorbed on Au(111) Electrodes in Aqueous Solutions. Electrochim.
Acta 2021, 370, 137737.

(21) Gisbert-Gonzalez, J. M.; Oliver-Pardo, M. V.; Sarabia, F. J.;
Climent, V.; Feliu, J. M.; Herrero, E. On the Behavior of CTAB/
CTAOH Adlayers on Gold Single Crystal Surfaces. Electrochim. Acta
2021, 391, 138947.

(22) Nakashima, T.; Fujiwara, T. Effects of Surfactant Counter-Ions
and Added Salts on Reverse Micelle Formation of Cetyltrimethy-
lammonium Surfactant Studied by Using (§,10,15,20-
Tetraphenylporphyrinato)Zinc(II) as a Probe. Analytical Sciences/
Supplements Proceedings of IUPAC International Congress on Analytical
Sciences 2001, 2001; Vol. 17, pp i1241—i1244.

(23) Lipkowski, J. Biomimetic Membrane Supported at a Metal
Electrode Surface. Adv. Planar Lipid Bilayers Liposomes 2014, 20, 1—
49.

(24) Coldrick, Z.; Steenson, P.; Millner, P.; Davies, M.; Nelson, A.
Phospholipid Monolayer Coated Microfabricated Electrodes to

2769

Model the Interaction of Molecules with Biomembranes. Electrochim.
Acta 2009, 54, 4954—4962.

(25) Knoll, W.; Koper, I; Naumann, R; Sinner, E.-K. Tethered
bimolecular lipid membranes-A novel model membrane platform.
Electrochim. Acta 2008, 53, 6680—6689.

(26) Vivek, J. P.; Burgess, I. J. Quaternary Ammonium Bromide
Surfactant Adsorption on Low-Index Surfaces of Gold. 2. Au(100)
and the Role of Crystallographic-Dependent Adsorption in the
Formation of Anisotropic Nanoparticles. Langmuir 2012, 28, 5040—
5047.

(27) Osawa, M.; Ataka, K; Yoshii, K; Yotsuyanagi, T. Surface-
Enhanced Infrared ATR Spectroscopy for in Situ Studies of
Electrode/Electrolyte Interfaces. J. Electron. Spectrosc. Relat. Phenom.
1993, 64-6S, 371-379.

(28) Gémez, R; Solla-Gullén, J.; Pérez, J. M.; Aldaz, A. Surface-
Enhanced Raman Spectroscopy Study of Ethylene Adsorbed on a Pt
Electrode Decorated with Pt Nanoparticles. ChemPhysChem 2008, 6,
2017-2021.

(29) Goémez, R,; Solla-Gullén, J.; Pérez, J. M.; Aldaz, A.
Nanoparticles-on-electrode approach forin situ surface-enhanced
Raman spectroscopy studies with platinum-group metals: examples
and prospects. J. Raman Spectrosc. 2005, 36, 613—622.

(30) Gémez, R.; Pérez, J. M.; Solla-Gullén, J.; Montiel, V.; Aldaz, A.
In Situ Surface Enhanced Raman Spectroscopy on Electrodes with
Platinum and Palladium Nanoparticle Ensembles. J. Phys. Chem. B
2004, 108, 9943—9949.

(31) Kung, K-H. S,; Hayes, K. F. Fourier Transform Infrared
Spectroscopic Study of the Adsorption of Cetyltrimethylammonium
Bromide and Cetylpyridinium Chloride on Silica. Langmuir 1993, 9,
263-267.

(32) Weers, J. G; Scheuing, D. R. Structure/Performance Relation-
ships in Monoalkyl/Dialkyl Cationic Surfactant Mixtures. J. Colloid
Interface Sci. 1991, 145, 563—580.

(33) Viana, R. B,; da Silva, A. B. F.; Pimentel, A. S. Infrared
Spectroscopy of Anionic, Cationic, and Zwitterionic Surfactants. Adv.
Phys. Chem. 2012, 2012, 1.

(34) Venkataraman, N. v.; Vasudevan, S. Conformation of
Methylene Chains in an Intercalated Surfactant Bilayer. J. Phys.
Chem. B 2001, 10S, 1805—1812.

(35) Shi, Z. C.; Lipkowski, J.; Mirwald, S.; Pettinger, B.
Electrochemical and Second Harmonic Generation Study of Bromide
Adsorption at the Au(111) Electrode Surface. J. Chem. Soc,, Faraday
Trans. 2 1996, 92, 3737—3746.

(36) Angerstein-Kozlowska, H.; Conway, B. E.; Hamelin, A;
Stoicoviciu, L. Elementary steps of electrochemical oxidation of
single-crystal planes of Au-I. Chemical basis of processes involving
geometry of anions and the electrode surfaces. Electrochim. Acta 1986,
31, 1051—-1061.

(37) Angerstein-Kozlowska, H.; Conway, B. E.; Hamelin, A;
Stoicoviciu, L. Elementary Steps of Electrochemical Oxidation of
Single-Crystal Planes of Au Part II. A Chemical and Structural Basis of
Oxidation of the (111) Plane. J. Electroanal. Chem. 1987, 228, 429—
453.

(38) Brosseau, C. L.; Sheepwash, E.; Burgess, L. J.; Cholewa, E;
Roscoe, S. G.; Lipkowski, J. Adsorption of N-Decyl-N,N,N-
Trimethylammonium Triflate (DeTATf), a Cationic Surfactant, on
the Au(111) Electrode Surface. Langmuir 2007, 23, 1784—1791.

(39) Lipkowski, J. Biomimetic Membrane Supported at a Metal
Electrode Surface. Advances in Planar Lipid Bilayers and Liposomes;
Iglic, A., Kulkarni, C. v., Eds.; Elsevier, 2014; Vol. 20, pp 1—49.

(40) Ly, R; Gan, W.; Wy, B,; Zhang, Z.; Guo, Y.; Wang, H. C-H
Stretching Vibrations of Methyl, Methylene and Methine Groups at
the Vapor/Alcohol (n = 1—8) Interfaces. J. Phys. Chem. B 2008, 109,
14118—14129.

(41) Disalvo, E. A.; Frias, M. A. Water State and Carbonyl
Distribution Populations in Confined Regions of Lipid Bilayers
Observed by FTIR Spectroscopy. Langmuir 2013, 29, 6969—6974.

(42) Kovacs, G. J.; Loutfy, R. O.; Vincett, P. S.; Jennings, C.; Aroca,
R. Distance Dependence of SERS Enhancement Factor from

https://doi.org/10.1021/acs.langmuir.2c03226
Langmuir 2023, 39, 2761-2770


https://doi.org/10.1039/b200953f
https://doi.org/10.1039/b200953f
https://doi.org/10.1021/jp0516846?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jp0516846?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/cm020732l?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/cm020732l?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/cm020732l?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1006/jcis.2001.7875
https://doi.org/10.1006/jcis.2001.7875
https://doi.org/10.1006/jcis.2001.7875
https://doi.org/10.1016/S0009-2614(02)01833-X
https://doi.org/10.1016/S0009-2614(02)01833-X
https://doi.org/10.1016/S0009-2614(02)01833-X
https://doi.org/10.1016/j.ccr.2005.01.030
https://doi.org/10.1016/j.ccr.2005.01.030
https://doi.org/10.1021/jz100992x?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1039/c2cs35367a
https://doi.org/10.1039/c2cs35367a
https://doi.org/10.1021/ja305245g?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/la100446q?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/la100446q?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1002/cphc.201100710
https://doi.org/10.1002/cphc.201100710
https://doi.org/10.1002/cphc.201100710
https://doi.org/10.1021/la900757s?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/la900757s?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1016/j.susc.2008.09.048
https://doi.org/10.1016/j.susc.2008.09.048
https://doi.org/10.1039/C3NR01626A
https://doi.org/10.1039/C3NR01626A
https://doi.org/10.1039/c9nr09137h
https://doi.org/10.1039/c9nr09137h
https://doi.org/10.1039/c9nr09137h
https://doi.org/10.1039/c9nr09137h
https://doi.org/10.1016/j.electacta.2021.137737
https://doi.org/10.1016/j.electacta.2021.137737
https://doi.org/10.1016/j.electacta.2021.138947
https://doi.org/10.1016/j.electacta.2021.138947
https://doi.org/10.1016/b978-0-12-418698-9.00001-0
https://doi.org/10.1016/b978-0-12-418698-9.00001-0
https://doi.org/10.1016/j.electacta.2009.02.095
https://doi.org/10.1016/j.electacta.2009.02.095
https://doi.org/10.1016/j.electacta.2008.02.121
https://doi.org/10.1016/j.electacta.2008.02.121
https://doi.org/10.1021/la300036y?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/la300036y?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/la300036y?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/la300036y?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1016/0368-2048(93)80099-8
https://doi.org/10.1016/0368-2048(93)80099-8
https://doi.org/10.1016/0368-2048(93)80099-8
https://doi.org/10.1002/cphc.200500168
https://doi.org/10.1002/cphc.200500168
https://doi.org/10.1002/cphc.200500168
https://doi.org/10.1002/jrs.1377
https://doi.org/10.1002/jrs.1377
https://doi.org/10.1002/jrs.1377
https://doi.org/10.1021/jp038030m?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jp038030m?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/la00025a050?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/la00025a050?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/la00025a050?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1016/0021-9797(91)90386-m
https://doi.org/10.1016/0021-9797(91)90386-m
https://doi.org/10.1155/2012/903272
https://doi.org/10.1155/2012/903272
https://doi.org/10.1021/jp002505h?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jp002505h?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1039/ft9969203737
https://doi.org/10.1039/ft9969203737
https://doi.org/10.1016/0013-4686(86)80020-2
https://doi.org/10.1016/0013-4686(86)80020-2
https://doi.org/10.1016/0013-4686(86)80020-2
https://doi.org/10.1016/0022-0728(87)80122-5
https://doi.org/10.1016/0022-0728(87)80122-5
https://doi.org/10.1016/0022-0728(87)80122-5
https://doi.org/10.1021/la062284s?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/la062284s?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/la062284s?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jp051565q?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jp051565q?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jp051565q?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/la304390r?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/la304390r?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/la304390r?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/la00072a001?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
pubs.acs.org/Langmuir?ref=pdf
https://doi.org/10.1021/acs.langmuir.2c03226?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as

Langmuir pubs.acs.org/Langmuir

Langmuir-Blodgett Monolayers on Metal Island Films: Evidence for
the Electromagnetic Mechanism. Langmuir 1986, 2, 689—694.

(43) Dendramis, A. L.; Schwinn, E. W.; Sperline, R. P. A Surface-
Enhanced Raman Scattering Study of CTAB Adsorption on Copper.
Surf. Sci. 1983, 134, 675—688.

(44) Koglin, E.; Tarazona, A,; Kreisig, S.; Schwuger, M. In-situ
investigations of coadsorbed cationic surfactants on charged surfaces:
a SERS microprobe study. Colloids Surf. 1997, 123-124, 523—542.

(45) Gaber, B. P.; Yager, P.; Peticolas, L. Interpretation of
Biomembrane Structure by Raman Difference Spectroscopy. Nature
of the Endothermic Transitions in Phosphatidylcholines. Biophys. J.
1978, 21, 161—176.

(46) Lee, S.; Anderson, L. J. E; Payne, C. M.; Hafner, J. H.
Structural Transition in the Surfactant Layer That Surrounds Gold
Nanorods as Observed by Analytical Surface-Enhanced Raman
Spectroscopy. Langmuir 2011, 27, 14748—14756.

(47) Moskovits, M.; Suh, J. S. Conformation of Mono- and
Dicarboxylic Acids Adsorbed on Silver Surfaces. J. Am. Chem. Soc.
1985, 107, 6826—6829.

(48) Kreisig, S. M.; Tarazona, A.; Koglin, E.; Schwuger, M. In Situ
Analysis of Cationic Surfactants on Electrode Surfaces by FT-SERS
Microprobe Spectroscopy. 1. Adsorption of Cetylpyridinium Bro-
mide. Langmuir 1996, 12, 5279—5288.

(49) Tebbe, M.; Kuttner, C.; Minnel, M.; Fery, A; Chanana, M.
Colloidally Stable and Surfactant-Free Protein-Coated Gold Nano-
rods in Biological Media. ACS Appl. Mater. Interfaces 2015, 7, 5984—
5991.

2770

https://doi.org/10.1021/acs.langmuir.2c03226
Langmuir 2023, 39, 2761-2770


https://doi.org/10.1021/la00072a001?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/la00072a001?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1016/0039-6028(83)90065-1
https://doi.org/10.1016/0039-6028(83)90065-1
https://doi.org/10.1016/s0927-7757(96)03803-4
https://doi.org/10.1016/s0927-7757(96)03803-4
https://doi.org/10.1016/s0927-7757(96)03803-4
https://doi.org/10.1016/s0006-3495(78)85516-7
https://doi.org/10.1016/s0006-3495(78)85516-7
https://doi.org/10.1016/s0006-3495(78)85516-7
https://doi.org/10.1021/la202918n?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/la202918n?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/la202918n?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/ja00310a014?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/ja00310a014?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/la951009v?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/la951009v?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/la951009v?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/la951009v?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsami.5b00335?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsami.5b00335?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
pubs.acs.org/Langmuir?ref=pdf
https://doi.org/10.1021/acs.langmuir.2c03226?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as

