
RSC Advances

PAPER

O
pe

n 
A

cc
es

s 
A

rt
ic

le
. P

ub
lis

he
d 

on
 0

2 
Ju

ly
 2

02
1.

 D
ow

nl
oa

de
d 

on
 1

1/
18

/2
02

5 
7:

09
:3

9 
A

M
. 

 T
hi

s 
ar

tic
le

 is
 li

ce
ns

ed
 u

nd
er

 a
 C

re
at

iv
e 

C
om

m
on

s 
A

ttr
ib

ut
io

n 
3.

0 
U

np
or

te
d 

L
ic

en
ce

.

View Article Online
View Journal  | View Issue
Effect of conjuga
Department of Physics, Hakim Sabzevari U

E-mail: ehsan.koushki@hsu.ac.ir; ehsan.kou

Cite this: RSC Adv., 2021, 11, 23390

Received 8th March 2021
Accepted 27th June 2021

DOI: 10.1039/d1ra01842f

rsc.li/rsc-advances

23390 | RSC Adv., 2021, 11, 23390–2
tion with organic molecules on
the surface plasmon resonance of gold
nanoparticles and application in optical biosensing

Ehsan Koushki *

The problem of functionalizing and coating nanoparticles with surfactants dispersed in a colloid is

a prevalent case in nanoscience and related studies. It is known that surfactants could easily cause a shift

in the absorption peak in metallic nanoparticles (NPs). Here, a precise theoretical model is presented to

simulate the ultraviolet-visible (UV-vis) absorption spectrum of a colloid containing gold nanoparticles

(Au NPs) in the presence of different surfactants. Based on the Lorentz–Drude model, this model is able

to justify the fact that surfactants with a higher refractive index lead to movement of the absorption peak

toward longer wavelengths (red shift). Also, relative concentrations of agents in a solvent can be

analyzed using this model. The presented descriptive model illustrates gold-based biosensors with

a physical point of view that leads to an increase in their efficiency. Several experimental cases are

considered and are examined to calculate and compare the refractive index of the surfactants. In

accordance with the results, it is found that this model is compatible with a wide range of molecular

sizes, and here, the model is applied for a typical size range of micromolecules such as citrate ions to

macromolecules such as polyethylene glycol (PEG) as a polyether. The suggested method revealed that

it is appropriate for different surfactants with various chemical structures and refractive indexes.

Utilization of approximations in this theoretical model is limited, thus, a method with the least deviation

from real measurements has been introduced. The applicability of this model can be extended to

practical purposes, including optical bio-sensors and detectors of organic and biological moieties such

as viruses and antibodies.
1. Introduction

Theoretical description of optical properties of the spherical and
semi-sphericalmicro- and nanoparticles (MPs andNPs, respectively)
have been the subject of many types of research, according to their
importance for accuracy of devices, experimental procedures, and
interdisciplinary studies.1–3 Physicists have offered different theories
to describe the optical properties of the spherical solid particles
dispersed in a uid. Scattering of the electromagnetic waves from
MPs has been studied using Mie theory, which can be considered
a classical theory based on Maxwell's electromagnetism theory.4–6

This model is just applicable for the MPs in that the diameter is in
the order of the incident wavelength magnitude, such as optical
tweezers.7,8 Also, similar approximations have been used for light
scattering from spherical particles introduced by Bromwich.9

On the other hand, conductive particles such as noble metallic
particles have attracted much consideration due to their high
density of free electrons and the surface plasmon resonance
(SPR).10,11 The Lorentz–Drudemodel is accepted as a relatively good
classical model for describing SPR in noble metallic particles and
niversity, Sabzevar, 96179-76487, Iran.
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gives the complex value of electrical permittivity.12,13 Besides, the
quantum mechanics denition of free electrons conned in
a spherical potential well is helpful to understand the optical
properties and resonance frequencies of conductive NPs.14

The models, as mentioned earlier, are focused on the optical
properties of individual particles, while the collective behavior of
an ensemble of particles has not been considered yet. Numerous
literatures have been published to investigate the dependency of
the optical permittivity of the individual particles with the optical
coefficients of the host material.15–17 In these works, relations
between the microscopic properties of the individual particles and
the macroscopic optical properties of the colloid were derived. The
most common models in this eld are Maxwell Garnett and
Bruggeman formalism.15–17 Reports show that the theories based
on microscopic permittivity are more compatible with nano-
colloids.18,19 In 2014, we presented a model to describe the optical
properties of homogeneous nanocomposites based on Maxwell's
equations.20 Subsequently, in 2017, this method was used in
a numerical procedure to simulate the optical spectrum and
dispersion curves of gold and silver nanocolloids.21 Theoretical
results showed that the SPR peak related to gold NPs in a colloid is
ultimately at 518 nm, but, at experiments, the peakwas found to be
in the range of about 520–530 nm.22,23 In many papers, this shi is
© 2021 The Author(s). Published by the Royal Society of Chemistry
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considered as the gauge for detecting an agent such as drugs,24

viruses,25 and DNA.26

It is well-known that the peak of SPR of spherical particles can
be adjusted by size and refractive index (which depends on
polarizability) of the medium, which surrounds the particles. The
size effect applies a boundary condition, which reduces the mean
free path of the electrons and is studied in ref. 21, 27 and 28. The
polarizability of the surrounding medium contains both the host
medium and the surrounding agents that lead to forming
a dielectric shell around the particle. The “surface-active agents”
including biological ligands, alkyl chains, polymers, and other
surface-active molecules, are named surfactants.29 Recent studies
show that the effect of surfactants on the optical properties of NPs
is not less than NPS themselves.29,30 Moreover, NPs decorated with
surfactants have been noticed due to their applicability for diver-
sied practical purposes such as medical, cleaning, purication,
energy, and catalysis.31,32 Also, surfactants are the main factor in
dispersing the particles and making a stable colloid.33

In previous works, some mechanisms have been introduced to
specify how surfactants affect the SPR peak of noble metal NPs. On
one hand, the electriceld of the incident light displace the electrons
from the equilibrium state and create a restoring force that leads to
oscillatory motion of the electrons with a specic frequency. On the
other hand, these oscillating charge carriers induce a temporary
opposite polarization in the surrounding medium, which reduces
the restoring force and consequently the frequency of SPR.34 Itmeans
a red shi in the absorption peak toward longer wavelengths (red
shi) can occur. Recently, we utilized Au NPs to measure the
concentration of glucose in human saliva and found that the best
results can be obtained by using particles with the size of 10–13 nm.35

In this study, a theoretical formulation is suggested to interpret
the red shi in the UV-visible spectrum. In addition, a detailed study
with a physical viewpoint is presented, and results are found to be
dependent on the thickness and the permittivity of the surfactants
around the particles. The surfactant effects on the SPR peak are
analytically described, and a simple and applicable method to nd
the electrical permittivity of the surfactant around the particle is
offered. In other words, by using this theoretical technique, one can
nd the optical properties of the surfactant around the particles,
which is signicantly important in the characterization of the type of
agents bounded to the NPs. The results were well-matched for
Fig. 1 (Left) a gold nanoparticle embedded in citrate ions. (Right) sche
electric field. The radius of the particle is a and for the embedded partic

© 2021 The Author(s). Published by the Royal Society of Chemistry
a wide range of molecular sizes and were applied here, from
micromolecules such as citrate ions to macromolecules such as
polyethylene glycol (PEG). No limitation was observed due to the
molecular size changes according to this theory, but the results with
excess accuracy were achieved when the size of the components got
bigger, components such as carbohydrate polymers. Also, the
microscopic viewpoint was employed for describing electrical
permittivity which its validity is widely accepted.
2. Experimental methods
2.1. Theory

In this part, a theoretical method is utilized to interpret the effect of
surfactants on the SPR peak of metal NPs. The procedure is based
on determining the effective permittivity of the particle coated with
the surfactant and the relationship between microscopic properties
and the macroscopic optical coefficients of the nanocolloid. It has
been proved that Mie theory is not compatible with particles below
100 nm. The diameter of such particles is less than l/4 (l is the
wavelength of the incident light) for visible wavelengths, where the
classical scattering theories lost their validity. Mie theory has been
usually used for sub-micron and micron particles.

Here, we use an assumption to nd the effective permittivity
of a nanoparticle embedded in a dielectric shell. As we look for
the UV-vis spectrum of the system, the wavelength of the
applied electromagnetic eld is so longer than particle size, and
we can study the system through quasi-static approximation.36

Consider a spherical particle wrapped by a dielectric shell as
shown in Fig. 1 (right), and for a typical example, we consider
a corona-like shell made of citrate ions (as usually happens
during reduction method) as shown in Fig. 1 (le); it can be
replaced by any other organic or biological molecules. An elec-
tric eld E0ẑ is applied to the system in the host matrix.

Solving the Laplace equation for the electric potential leads
to the following potential in the host medium (medium 3):

f3ðr; qÞ ¼ �E0r cos q

þE0b
3

r2

ð32 � 33Þð31 þ 232Þ þ
�a
b

�3
ð33 þ 232Þð31 � 32Þ

ð32 þ 233Þð31 þ 232Þ þ 2
�a
b

�3
ð32 � 33Þð31 � 32Þ

cos q: (1)
matic of a metal nanoparticle embedded in surfactant in an external
le is b.

RSC Adv., 2021, 11, 23390–23399 | 23391
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Table 1 Values of LD model parameters36

Parameter Au Parameter Au

vF � 106 (m s�1)21,28 1.4 f3 0.071
uP (eV) 9.03 g3 (eV) 0.870
f0 0.760 u3 (eV) 2.969
g0 (eV) 0.053 f4 0.601
f1 0.024 g4 (eV) 2.494
g1 (eV) 0.241 u4 (eV) 4.304
u1 (eV) 0.415 f5 4.384
f2 0.010 g5 (eV) 2.214
g2 (eV) 0.345 u5 (eV) 13.32
u2 (eV) 0.830
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As the particle gets a net charge, an inverse square term is
added to the right-hand side, which doesn't play a role in
continues. Comparing eqn (1) to the electric potential of
a dipole with the moment electric dipole p:

f3ðr; qÞ ¼ �E0r cos qþ p

4p33r2
cos q

leads to the moment dipole of the system:

p ¼ 4p33b
3
ð�31 � 232Þð33 � 32Þ þ

�a
b

�3
ð33 þ 232Þð31 � 32Þ

ð31 þ 232Þð32 þ 233Þ � 2
�a
b

�3
ð33 � 32Þð31 � 32Þ

: (2)

It should be noted that where the particle size is shorter
enough than the wavelength, quadrupole and higher orders
cannot be created.34 Now we consider the surfactant and the
decorated particle are unique particles with the effective
permittivity of 312.

p ¼ 4p33b
3 ð312 � 33Þ
ð312 þ 233Þ : (3)

One could write the effective permittivity of the coated
particle as:

312 ¼
ð31 þ 232Þð32 þ 233Þ � 2

�a
b

�3
ð33 � 32Þð31 � 32Þ�

ð31 þ 232Þ �
�a
b

�3
ð31 � 32Þ

� � 233: (4)

Using the following denitions;

R ¼ 31 � 32

31 þ 232
(5)

R
0 ¼ 32 � 33

32 þ 233
(6)

the effective permittivity of the core–shell structure is reduced
to

312 ¼

�
1� 2

�a
b

�3
RR

0
�

�
1�

�a
b

�3
R

� ð32 þ 233Þ � 233: (7)

And by some algebraic simplications, it turns to

312 ¼ 32

0B@1þ 2
�a
b

�3
R

1�
�a
b

�3
R

1CA: (8)

Now, we consider the core particle is not an ideal dielectric
particle, and subsequently, its permittivity is a complex number
and obeys the Lorentz–Drude (LD) model:21

b31 ¼ 31 þ i3
0
1

¼ 1� up
2f0

u
h
uþ i

�
g0;bulk þ

vF

2a

�iþXk
j¼1

up
2fj

u0j
2 � u2 � igju

: (9)
23392 | RSC Adv., 2021, 11, 23390–23399
where up ¼
ffiffiffiffiffiffiffiffi
Ne2

m30

s
is the plasma frequency, and N is the density

of electrons. The second and third terms refer to free electron
effects and bound electron effects, respectively. Also, u and g0

are the angular frequency of the incident wave and damping
constant of free electrons, respectively. In addition, gj, fj ¼ Nj/N
and u0i are damping constant, strength and natural frequency
of oscillator associated with interband transitions of kind j,

respectively. The quantity
ffiffiffi
fj

p
up is considered as plasma

frequency associated with transitions of kind j.37 For gold, these
parameters are given in Table 1. The oscillator strengths satisfy
sum rule:38 X

j

fj ¼ z (10)

Here, z is the number of free and band electrons of an atom that
contribute to optical responses. Furthermore, k is the number
of possible oscillator types. More details about the damping
constant have been calculated in the literature.21

It also makes some presented parameters complex:

R̂ ¼ b31 � 32b31 þ 232
¼ Rr þ iRi (11)

where

Rr ¼ ð31 � 32Þð31 þ 232Þ þ 3
0
1

2

ð31 þ 232Þ2 þ 3
0
1

2

Ri ¼ 33
0
132

ð31 þ 232Þ2 þ 3
0
1

2

(12)

and also

b312 ¼ 312 þ i3
0
12 (13)

where

312 ¼ 32

�
1þ

�a
b

�3
Rr � 2

�a
b

�6	
Rr

2 þ Ri
2

�

�
1�

�a
b

�3
Rr

�2

þ
��a

b

�3
Ri

�2

3
0
12 ¼ 32

3
�a
b

�3
Ri�

1�
�a
b

�3
Rr

�2

þ
��a

b

�3
Ri

�2
:

(14)
© 2021 The Author(s). Published by the Royal Society of Chemistry
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Fig. 2 DLS measurement of synthesized Au NPs.
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Finally, the dielectric constant and optical dispersion rela-
tions of the nanocolloid could be obtained in terms of the
individual NPs properties. Real and imaginary parts of effective
dielectric constant of the colloid (composite) 3̂colloid are given
by:21

Re b3colloid ¼ 33

 
1þ 24

ð312 � 33Þð312 þ 233Þ þ 3
0
12

2

ð312 þ 233Þ2 þ 3
0
12

2

!
(15)

Im b3colloid ¼ 643
0
1233

2

ð312 þ 233Þ2 þ 3
0
12

2
: (16)

Here, 4 is the volume fraction of the coated particles. As the
denominator of the fractions is minimized, surface plasmon
resonance (SPR) occurs.39 The refractive index (n) and the
extinction coefficient (k) of the colloid are given by:21

n ¼

ffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffi
1

2

�
Re b3colloid þ

ffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffi�
Re b3colloid�2

þ
�
Im b3colloid�2

s �vuut (17)

k ¼

ffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffi
1

2

�
�Re b3colloid þ

ffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffi�
Re b3colloid�2

þ
�
Im b3colloid�2

s �vuut (18)

and the absorption coefficient is:

a ¼ 2k
u

c
¼ 4pk

l
: (19)

These equations give all of the optical spectral behavior of
a particle coated by a dielectric surfactant. This model can be useful
to nd the permittivity and optical properties of the surrounding
agents and surfactants embedding a conductive or semiconductor
nanoparticle using a simple numerical curve tting.
Fig. 3 (a) TEM image of Au NPs. (b) Size distribution of the particles.
2.2. Synthesis of Au nanoparticles and their various
characterisations

Here, this theory is tested by a simple experiment, and results
are compared with similar reported ones in previous works. In this
part, gold NPs dispersed in water are considered as the evidence of
this theory. The synthesis method is the well-known Turkevich
method.40 In order to synthesize Au NPs, 0.2 g of sodium citrate
was poured in 20mL distilled water and stirred for 20min at 50 �C.
Aer that, 6.77 mg of HAuCl4 was dissolved in 20 mL distilled
water and was placed on a heating plate for 20min at 100 �C till its
volume reached at 15 mL. Aer that, 2 mL of the sodium citrate
solution (which contains 0.02 g sodium citrate) was added drop-
wise into the HAuCl4 solution for 4 seconds and placed on
a heating mantel for 8 min at 100 �C.35

Dynamic light scattering (DLS) analysis has been carried out
by a Malvern Zetasizer 3000, and indicated formation of parti-
cles with the mean diameter of 11.7 nm (Fig. 2).

Transmission electron microscopy (TEM) was performed on
a Philips CM120 with the magnication of 200 K. To monitor
the morphology of Au NPs by TEM, the colloid was dispersed in
ethanol using ultrasonic for 15 minutes, and a drop of the
dispersed Au NPs in ethanol was poured on a carbon-coated
© 2021 The Author(s). Published by the Royal Society of Chemistry
copper grid and dried under an IR lamp, followed by inspection
in the TEM device. TEM image is shown in Fig. 3a, and the size
distribution of the particles was calculated via ImageJ soware that
shows the formation of particles with the mean Feret diameter of
8 nm NPs (Fig. 3b).35 The difference between DLS and TEM size
distributions comes from the fact that DLS measures the hydro-
dynamic diameter of the particles that contain the surrounding
agents and surfactants, but TEM gives only the Feret diameter of
the particles.41–43 The colloid exhibited great stability, and no
aggregationwas observed even aer several weeks. As we know, the
created corona is composed of citrate ions.40
RSC Adv., 2021, 11, 23390–23399 | 23393
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3. Results and discussion

First, using LD model and the parameters detailed in Table
1,21,28,36 the electrical permittivity of the individual particles was
obtained in all wavelengths. Real and imaginary parts of the
effective permittivity 312 of the coated particles were achieved by
calculating the parameters Rr and Rifrom eqn (12) and replacing
them in eqn (14). Eqn (15)–(19) give all macroscopic properties
of the nanocolloid, which is plotted in Fig. 4–9. To use the
mentioned equations in plotting an absorption curve, a simple
Fortran 90 programming code was written.

Fig. 4a shows the effect of the optical property of the
surfactant on the SPR peak of gold nanocolloid in the UV-vis
spectrum. Increasing the refractive index of the surrounding
surfactant ðn2 ¼ ffiffiffiffi

32
p Þ shis the peak to higher values. Also,

increasing the diameter of the shell with a higher refractive
index than the solvent can shi the peak to longer wavelengths,
as depicted in Fig. 4b. In Fig. 4, the lowest curves in both the
gures are the case that there is no surfactant.

Here, we can extract an important result. By investigating the
trend of dependency of the SPR peak on the size of the particle, it
has been reached a saturated value. It means that the sensitivity of
the SPR peak to the size of the particle is high enough for thin
layers of surfactants that contain microstructures. Therefore, the
SPR peak position depends on both the radius and type of the
agents. But for the macromolecules that form a thick surfactant
Fig. 4 (a) Theoretical curves of UV-visible spectra of gold nanocolloids w
hydrodynamic diameter 2b. (b) Theoretical curves of UV-visible spectra o
different values of n2.

23394 | RSC Adv., 2021, 11, 23390–23399
layer around the particle, the changes of the SPR peak rather
depend on the refractive index of the agents. This method is more
straightforward for sensing macromolecules. As another impor-
tant result, the width and broadening of the peak of absorption
depend highly on the refractive index and thickness of agents and
have a direct relationship with them. Fig. 5 shows SPR peak
position versus refractive index and corona diameter.

As shown in Fig. 6, by increasing 2a, an irregular decrease
appears at the red-shi of the peak. It seems that the ratio of a/
b and also the refractive index n2 are themain factors to efficient
red-shi.

In Fig. 7, a colloid of Au NPs was considered that are coated
with different thicknesses of thin coating layers. As shown, by
a very small increase of a/b, meaningful red-shi can be
detected. It might be very important for scientists who wish to
study the impact of much smaller additives e.g., anions on the
optical properties of Au NPs.44

In Fig. 8, results were repeated for bigger nanoparticles (2b¼
30 nm) which conrms the previous results. The refractive
index of the agents was changed from 1.35 to 1.65 which is the
common range of the refractive index of liquids and solvents.
Based on our knowledge, the refractive index of transparent
materials is below 1.7 for liquids, 2 for solids, and refractive
indexes near 2 are very rare so that the highest refractive index
belongs to diamond which is 2.4.
ith 2a ¼ 10 nm, n2 ¼ 1.5, n3 ¼ 1.33 (water) and different average size of
f gold nanocolloids with 2a ¼ 10 nm, 2b ¼ 15 nm, n3 ¼ 1.33 (water) and

© 2021 The Author(s). Published by the Royal Society of Chemistry
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Fig. 5 SPR peak position versus refractive index (a) and corona diameter (b).

Fig. 6 Theoretical curves of UV-visible spectra of gold nanocolloids with 2b ¼ 30 nm, n2 ¼ 1.5, n3 ¼ 1.33 (water) and different values of 2a.
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The color of the synthesized colloid (part 2-2) was ruby, and
the UV-visible spectrum is offered in Fig. 9 (Experimental).
Spectrum was recorded on a UV-vis Array Spectrophotometer
(PhotonixAr 2015) in the range of 300–800 nm. The SPR peak at
529 nm indicates the formation of Au NPs.

Fig. 9 shows the theoretical prediction of the SPR peak
position based on the presented numerical method (red-dashed
line) and experimental results (blue-solid line). Both peaks
emerged at 529 nm, which conrms the great accuracy and
considerable validity of this method with the least deviation
Fig. 7 Theoretical curves of UV-visible spectra of gold nanocolloids wit

© 2021 The Author(s). Published by the Royal Society of Chemistry
from real measurements. To t experimental data with
numerical curves, using the mentioned Fortran 90 code, the
refractive index was changed so much until the best t with the
experimental graphs and especially the best equation at the
peak of SPR was obtained. The solvent is considered water (n2 ¼
1.33) in the code. In the tted curve, volume fraction and n2
were selected 2.94 � 10�7 and 1.5, respectively. The value of
volume fraction adjusts the height of the curves.

Below 470 nm, the experimental curve exceeds the numerical
one. It can be attributed to the scattering of shorter wavelengths
h 2a ¼ 10 nm, n2 ¼ 1.5, n3 ¼ 1.33 (water) and different values of 2b.
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Fig. 8 Theoretical curves of UV-visible spectra of gold nanocolloids
with 2a ¼ 10 nm, 2b ¼ 30 nm, n3 ¼ 1.33 (water) and different values of
n2.

Fig. 9 Experimental and theoretical curves of UV-visible absorption of
gold NPs (with n2 ¼ 1.5, n2 ¼ 1.33).
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by the particles in this region. However, this phenomenon
occurs below 470 nm where is far from the SPR (520–530 nm),
which is focused on in this study.

This model was applied for some other samples whose
details have been reported in previous articles.24,45–48 In Table 2,
the refractive index of the coating shell (n2) is obtained for the
Table 2 The calculated refractive index of some usual surfactants with th
are the mean values

Capping agents
Feret diameters diameter
of the particle (TEM) 2a (nm)

Hydrodyna
diameter (

1 Citrates ions 7.5 11.5
2 Citrates ions 25 28
3 Poly ethylene glycol 25 42
4 VHH-122 antibodies 25 45
5 AAP (a triptan-family drug) 10 13.9
6 Citrate ions 25 29
7 Antibody 25 86.2
8 Citrate ions 21.7 24.5
9 Cetuximab (C225) 21.7 41.1

23396 | RSC Adv., 2021, 11, 23390–23399
samples. The near values of the refractive index of citrate ions
(in cases 1, 2, 6, and 8) can be assigned to considerable validity
of this method.

It should be noted that the calculated refractive index of the
capping agent (n2) should have been assigned to both the
solution and the agents which environed the particle. It should
not be related to the agents only. Also, the concentration of the
agents and the arrangement direction of them in the solution
are very important. Orientation of the bimolecular or organic
agents inuences the optical response of dielectric
composite.49,50 Around a nanoparticle, agents have an anisot-
ropy radial orientation which is different from parallel orien-
tation. Furthermore, conformation preferences of ligands can
inuence the binding strength between the particle and mole-
cules and consequently affects the plasmon peak, especially for
chain molecules such as long-chain surfactants, proteins, and
carbohydrates.29

Here we give proof of the correctness of the mentioned
calculations. As we know, the dielectric dipole moment that is
a microscopic parameter has a direct relation with macroscopic
parameters such as electric constant and refractive index.51 The
dielectric dipole moment of a poly ethylene glycol changes
between 2.38 D (monomer) to 3.65 D (heptamer),52 but this
quantity is 38.48 D for citric acid53 and is certainly higher for its
ion. It is in good agreement with our results, as shown in Table
2.

It is interesting to investigate the validity of the model for
a solvent expects to water, so it will be checked for Au NPs
dispersed in chloroform. S. Elhani1 et al. provided a colloid of
Au NPs in chloroform by removing the particles from water and
transferring them into chloroform as a colloidal solution.54 It
was done by using surfactants that cover the surface of Au-NPs
and separate them from water.54,55 In brief, the surfactants used
for the transfer are amphiphilic molecules with a hydrophobic
head that binds to Au NPs, and a hydrophilic tail, which like
water. By adding Au nanocolloid to the desired solvent con-
taining appropriate surfactants, the transfer process would have
happened. The transfer mechanism is a very important mech-
anism that enables us to obtain colloids from Au NPs with
a wide variety of solvents and consequently different colors.54,55

The reason for these color changes is understandable with this
is model. The reported values of the Feret and hydrodynamic diameters

mics
DLS) 2b (nm)

Peak of SPR
(UV-visible) (nm)

The calculated refractive
index of coating shell (n2) Ref.

529 1.51 This work
525 1.51 45
526 1.42 45
527 1.45 46
544 1.73 24
521 1.49 47
526 1.41 47
522 1.50 48
525 1.41 48

© 2021 The Author(s). Published by the Royal Society of Chemistry
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Fig. 10 (a) Absorption spectra of Au-NPs (�15 nm) in chloroform with different dimensions of capping agent shell. (b) The peak of 532 nm (ref.
54) is obtained for 2b ¼ 17.5 nm and is in good agreement with ref. 54.
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model. For example, in ref. 50, the production of the transfer
process of Au NPs in chloroform solution is a colloid of Au NPs
coated with the mixture of two main surfactants; (hexadecyl)
trimethylammonium bromide (CTAB) and tetraoctylammo-
nium bromide (TOAB) citrate ions, and probably a percent of
citrate ions. The refractive index of all of these ionic surfactants
is about 1.41,56 and the refractive index of chloroform is 1.445.

The model was used for this case. Fig. 10 shows the simu-
lated UV-visible spectra of the Au NPs with capping agents of
a mixture of CTAB, TOAB and citrate ions (n2 ¼ 1.41), dispersed
in chloroform. Different average sizes of shell dimension (2b)
were used in simulations. As shown, for 2b ¼ 17.5 nm, the peak
was obtained at 532 nm, which is equal to the value obtained by
the experiment54 and conrms a shi of plasmon resonance to
532 nm. In other words, the best t of experimental and
numerical peaks is obtained for 2b¼ 17.5 nm which is the most
probable dimension of the capping agent.

Optical biosensors are analytical devices oen including
a source light and a detecting device which measure or monitor
a biological component. They are capable of detecting biomol-
ecules in a complex sample by converting the optical signal to
an optical or electrical signal which can be further processed to
the concentration of the biomolecules, such as glucose, anti-
bodies, enzymes and hormone receptors.

Different optical mechanisms have been used for this
purpose including SPR, refractive index, optical waveguide,
optical resonator, optical ber, and optical absorption.57 In this
study, absorption coefficient of a metal nanocolloid has been
used as the sensing technique which is based on changing the
SPR of metal particles by refractive index of biomolecules as
capping agents. This technique can be used as an optical
biosensor with good performance in detecting biomolecules
and promote acceptable progress in clinical diagnostics, drug
process control, drug delivery and discovery, and environmental
monitoring.
4. Conclusion

In conclusion, a theoretical method was offered in order to
simulate the absorption spectra of gold nanoparticles dispersed
© 2021 The Author(s). Published by the Royal Society of Chemistry
in water. The model was focused on the microscopic permit-
tivity of the nanoparticles and the surrounding agents and their
contribution to the optical properties of the nanocolloid. For
the rst time, the physical reason of the SPR peak shi by
capping agents was investigated. Also, by using this model and
the wavelength of the absorption peak, one can obtain the
refractive index of the surfactant that depends on the type and
density of the capping agents. This model offers an accurate
method that can be used in biosensing and surfactant science,
based on SPR of Au NPs.
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