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Optical properties and fluorescence quenching
of carbazole containing (D—m—A) push—pull
chromophores by silver nanoparticles: a detailed
insight via an experimental and theoretical
approach
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(42)-4-1(9-Ethyl-9H-carbazol-3-yl)methylidene]-2-phenyl-1,3-oxazol-5(4H)-one (ECPO) was prepared by
the one-pot multi-component reaction of 9-ethyl-9H-carbazole-3-carbaldehyde, hippuric acid,
anhydrous sodium acetate and acetic anhydride under microwave irradiation. The structure of ECPO was
confirmed by elemental analysis and spectral studies (*H and *C NMR, FT-IR) and theoretically by
Density Functional Theory (DFT). The experimental and simulated electronic absorption and
fluorescence spectra of ECPO have been studied in solvents of different polarities. They are in good
agreement with each other. The data were used to study solvatochromic properties such as excitation
coefficient, Stokes shift, oscillator strength, transition dipole moment, and fluorescence quantum yield.
The wavelength maxima showed red shifts with increasing solvent polarity from n-hexane to DMSO.
ECPO undergoes solubilization in different micelles and may be used as a probe for determining the

, 4 24th Octoper 2016 critical micelle concentration (CMC) of CTAB and SDS. The interaction of colloidal silver nanoparticles
eceive th October . . . )
Accepted Sth January 2017 (AgNPs) with ECPO dye was studied in ethanol and ethylene glycol using steady state fluorescence

quenching measurements. The Stern—Volmer quenching rate constant (Ky,) was calculated to be 5.28 x
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Introduction

Physicochemical, photophysical and optical properties are the
most fundamental properties of organic fluorochromic mate-
rials. Various physicochemical parameters such as excitation
coefficient, Stokes shift, oscillator strength, transition dipole
moment, and fluorescence quantum yield of molecules are used
to determine the physical behavior of the organic chromo-
phores.*” Organic compounds containing long w-bond conju-
gated systems are known as chromophores, with these -
conjugated moieties being responsible for their colours.?
Donor-acceptor (D-7-A) groups containing chromophores are
responsible for the fluorescence emission due to intramolecular
charge transfer from the donor group to the acceptor group
through m-bond conjugation.* D-1t-A containing chromophoric
materials have received extensive consideration due to their
prospective applications in organic light-emitting diodes,’
chemosensors for the detection of various metal ions,® organic
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10” Mt and 3.48 x 107 M7t in ethanol and ethylene glycol, respectively. ECPO's highly promising NLO
character was complemented by NBO investigation.

fluorescent chemosensors,” dye-sensitized solar cells, photo-
conductors, switching devices, nonlinear optics, organic field-
effect transistors and solid-state dye lasers.®* However, in most
cases, chromophoric florescence materials become weakly
emissive with no fluorescence in the aggregate or solid state.’
This kind of cause is known as the tarnished aggregation-
caused quenching (ACQ) effect due to strong pep stacking
interactions, which restrict the scope of the application fields."®
Nitrogen and oxygen containing heterocyclic compounds such
as isoxazole' and oxazole'* have received a great deal of atten-
tion in the literature because of their role as pharmacophores of
notable historical importance.”® Among these heterocyclic
systems, the azlactones, which are donor-acceptor chromo-
phore derivatives, have their heteroaromatic and biological
fundamental properties such as antiviral,”* antimicrobial,*
anticonvulsant,'® anti-HIV,"” antifungal and anti-mycobacterial
activities'® been carefully studied. On the other hand, azlac-
tone chromophores are used as photo-luminescent materials."®
Our current interest is to develop synthetic strategies for
obtaining functionalized and interesting molecules with
important properties such as donor-acceptor containing
azlactones.”® These kinds of compounds have been attractive
for physicochemical applications since they exhibit high

This journal is © The Royal Society of Chemistry 2017
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fluorescence in both solution and solid states when exposed to
yellow light, which makes them appropriate for designing
electroluminescent materials.”** In our search for new donor-
acceptor chromophores, we report here a one-pot synthesis of
(42)-4-[(9-ethyl-9H-carbazol-3-yl)methylidene]-2-phenyl-1,3-oxa-
zol-5(4H)-one (ECPO) by multi-component reaction of hippuric
acid, 9-ethyl-9H-carbazole-3-carbaldehyde, anhydrous sodium
acetate and acetic anhydride under microwave irradiation and
its physicochemical, DFT and fluorescence quenching by silver
nanoparticle were studied.

Experimental
Chemicals and reagents

The 9-ethyl-9H-carbazole-3-carbaldehyde, anhydrous sodium
acetate, acetic anhydride and hippuric acid were purchased
from Acros Organic. Other reagents and solvents (A.R.) were
obtained commercially and used without further purification,
except dimethylformamide (DMF), ethanol and methanol.

Apparatus

The reaction was carried out in a commercially available Sam-
sung microwave oven at 210 watts, i.e. 30% microwave power.
The melting points were recorded on a Thomas Hoover capillary
melting apparatus without correction. "H-NMR and "*C-NMR
experiments were performed at room temperature in CDCl;
on a Brucker DPX 600 MHz spectrometer using tetramethyl
silane (TMS) as an internal standard. FT-IR spectra were
recorded on a Nicolet Magna 520 FT-IR spectrometer. UV-Vis
electronic absorption spectra were acquired on a Shimadzu
UV-1650 PC spectrophotometer. Absorption spectra were
collected using a 1 cm quartz cell. Steady state fluorescence
spectra were measured using Shimadzu RF 5301 PC spectro-
fluorophotometer using a rectangular quartz cell. Emission
spectra were monitored at right angle. All fluorescence spectra
were blank subtracted before proceeding in data analysis.

Synthesis of (4Z)-4-[(9-ethyl-9H-carbazol-3-yl)methylidene]-2-
phenyl-1,3-oxazol-5(4H)-one (ECPO)

(42)-4-(9-Ethyl-9H-carbazol-3-yl)methylidene]-2-phenyl-1,3-oxazol-
5(4H)-one (ECPO) was prepared by mixing equimolar quantities of
hippuric acid, 9-ethyl-9H-carbazole-3-carbaldehyde and anhy-
drous sodium acetate were dissolved in acetic anhydride (3 ml)
and silica gel (2 g) was add as solid support, the reaction mixture
was heated inside a microwave oven for 5 min at 210 W, i.e. 30%
microwave power. When the reaction was complete, the reaction
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Scheme 1 Schematic diagram of ECPO.
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mixture was cooled and the product was extracted with dichlor-
omethanein. Removal of the solvent under reduced pressure.
Then recrystallized from distilled ethanol and chloroform. Yellow
solid: mp 210 °C; anal. calc. for C,,H,5N,0,: C, 78.67, H, 4.95; N,
7.65; found: C, 78.63, H, 4.93, N, 7.62; "H NMR (600 MHz CDCI;)
(6/ppm): 8.94 (s, 1H), 8.42-7.29 (m, 12H, CH aromatic), 4.42-
4.36 (q, CH,~CHj3), 1.49-1.45 (t, CH,~CHj3); >C NMR (CDCly)
168.31 (C=0), 161.94 (C=N), 141.78, 140.58, 133.93, 132.80,
130.75, 130.32, 128.09, 126.54, 126.12, 126.06, 124.91, 123.70,
123.13, 120.86, 120.12 (Ar-C), 109.08, 109.02, 37.93, 13.19;
IR (KBI) vppa/em™ ' 2954 (C-H), 1658 (C=0), 1584 (C=C), 1544
(C=N), 1253 (C-0).

Results and discussion
Chemistry of ECPO

(4Z)-4-[(9-Ethyl-9H-carbazol-3-yl)methylidene]-2-phenyl-1,3-oxazol-
5(4H)-one (ECPO) was synthesized by an equimolar quantities of
multicomponent reaction of hippuric acid, 9-ethyl-9H-carbazole-
3-carbaldehyde and anhydrous sodium acetate were dissolved in
acetic anhydride Scheme 1.** The purified dye was characterized by
the FT-IR, "H-NMR, "*C-NMR and elemental analysis. FT-IR spec-
trum characteristic band at 1680 cm™" for the aldehyde »(C=0)
stretch is shifted to a lower frequency of 1658 cm ™" in ECPO. This
is due to the utilization of C=0 in the formation of oxazol-5(4H)-
one. The IR spectrum of ECPO shows a characteristic band at 1544
em ™" due to presence C=N group. It also shows a sharp peak at
1253 cm ™ * due to the presence of C-O stretch as a confirmation for
the formation of oxazole ring. The "H-NMR spectra of ECPO
measured at room temperature shows one singlet at 6 8.94 for the
CH=C. The appearance of multiplets at ¢ 8.42-7.29 is due to
aromatic protons, one quartet and one triplet at ¢ 4.42-4.36 and
0 1.49-1.45, respectively, for the ethyl group in the ECPO. Moreover,
13C-NMR spectrum of ECPO was recorded in CDCl; and spectral
signals are in good agreement with the probable structure. The **C
NMR carbonyl carbon of ECPO usually appeared at § 168.31. The
BC-NMR spectra also showed signals in the range of ¢ 130.75-
120.12 ppm, due to the aryl carbon atoms. The details of *C-NMR
spectra of all compounds are given in the Experimental section.

Spectral behavior of ECPO in different media

The absorption and fluorescence spectra of the (42)-4-[(9-ethyl-9H-
carbazol-3-yl)methylidene]-2-phenyl-1,3-oxazol-5(4H)-one (ECPO)
dye (1 x 10~ M) were obtained at room temperature (22 °C) in
various organic solvents with different polarity, such as ethanol,
methanol, dimethylsulfoxide, dimethylformamide, chloroform,
dichloromethane, carbon tetrachloride, acetonitrile, dioxan,

CH;COONa, A0 ()
B —
Silica gel =N
Microwave

CH, s
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tetrahydrofuran. These spectra are shown in Fig. 1 and 2 and the
corresponding spectral data are summarized in Table 1.

As Fig. 1 shows, in all solvent tested, the main absorption
band of ECPO, is located in the spectral range 431-447 nm. It is
largely red-shifted with increasing solvent polarity (ca. 16 nm on
going from n-hexane to DMSO). These features indicate
a strongly allowed m-m* transition with charge transfer char-
acters.” The charge transfer occurs from the ethyl carbazole to
the keto group, which is restricted due to the hydrogen bonding
interaction between solvent molecules and the electron lone
pair on the donor group (ethyl carbazole).

0.5 -
—— DMSO
—— DMF
~—— EtOH
0.4 | |—meon
CHcl,
———CH,CI,
CH.CN
—— Dioxan
0.3 || —1hr
n-Hexane

Absorbance
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Wavelength (nm)
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Fig. 1 Absorbance spectra of 1 x 107> mol dm~> of the ECPO dye in
different solvents.
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Fig. 2 Emission spectra of 1 x 107> mol dm~ of the ECPO dye in
different solvents.
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The fluorescence spectrum suffers a strongly bath-
ochromic shift as the solvent polarity increased (see Fig. 2).
This red shift (ca. 48 nm) in the emission maximum
from 472 nm in n-hexane to 520 nm in DMSO observably
indicates that intensively photoinduced intramolecular
charge transfer takes place within the molecule in the singlet-
excited state.**

The energy of absorption (E,) and emission (E) spectra of
ECPO in different solvents are correlated with the empirical
Dimroth polarity parameter E(30) of the solvent (Fig. 3).>” A
linear correlation between the energy of absorption and emis-
sion versus polarity of solvents was obtained (eqn (1) and (2)),
implying potential application of these parameters to probe the
microenvironment of ECPO.

E, =77.19 — 0.015 x Ex(30) (1)

E;=70.97 — 0.121 x Ex(30) )

Analysis of solvatochromic behavior allows estimating the
difference in the dipole moment between the excited and
ground states (Aue — Apg). This was achieved by applying the
simplified Lippert-Mataga eqn (3) and (4).>¢

m_m

> e

[=2]
(3]
T

E Kcal mol™
(2]
o
T

50 1 L L L 1 L
30 35 40 45 50 55

A
E,(30) kcal mol

Fig. 3 Plot of energy of absorption (E,) and emission (E) versus E1(30)
for the elected solvents.

Table 1 Spectral data and fluorescence quantum yield (¢¢) of ECPO dye in different solvents

Solvent Af EY E1(30)/kcal mol™* Aap/NmM Aern/DNM eM 'em ! f w1, debye Ap/em™? o¢

DMSO 0.266 0.441 54.1 447 520 44 700 0.56 7.20 3141 0.19
DMF 0.263 0.404 43.8 445 515 42 900 0.52 7.20 3054 0.15
EtOH 0.305 0.654 51.9 442 511 36 250 0.42 6.27 3055 0.13
MeOH 0.299 0.762 55.4 442 506 29 500 0.33 5.55 2862 0.09
CHCly 0.217 0.259 39.1 443 503 37 300 0.40 6.12 2693 0.10
CH,Cl, 0.255 — 40.7 444 496 37 830 0.35 5.72 2361 0.11
CH;CN 0.304 0.472 45.6 440 490 42 310 0.39 6.02 2319 0.08
Dioxan 0.274 0.164 36.0 434 491 43 220 0.46 6.50 2675 0.14
THF 0.148 0.210 374 433 480 38751 0.35 5.66 2261 0.17
n-Hexane 0.0014 31.1 431 472 428 300 0.34 5.57 2015 0.14
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o 2(pe—n
AV = %Af + const. (3)
-1 21
Af = & . (@

T 2%+l 2211

where Ay is the Stokes shift which increases with increasing
solvent polarity indicating stronger stabilization of singlet
excited state in polar solvents, # is Planck constant, c¢ is the
speed of light and a is the Onsager cavity radius, ¢ and n are the
dielectric constant and refractive index of the solvent, respec-
tively. The constant represents higher order terms, which are
usually neglected. The Onsager cavity radius was taken as 5.7
A.>® Fig. 4 shows the plot of Stokes shift versus the orientation
polarizability (Af). The change of dipole moment (Au) upon
excitation of 1.61 debye was calculated from the slope of the plot
and the cavity radius. This change in dipole moment is caused
by redistribution of atomic charges in the excited state as
a result of charge transfer from the electron rich ethyl carbazole
group to electron acceptor keto-group fragment.

The oscillator strength (f) and transition dipole moment
(u12) of electronic transition for ECPO from ground to excited
singlet state (S, — S;) was calculated in different solvents using
the following eqn (5) and (6).>

f=432x10" Jie(v)dv (5)

2 /

e = 107 E

(6)
where ¢ is the numerical value for molar extinction coefficient
measured in dm® mol™* em™, » is the value of wavenumber
measured in cm™' and Eyp,,, is the energy maximum of absorp-
tion band in em™". The values of fand (u,,) are listed in Table 1
and indicate that the S, — S; is a strongly allowed transition.

The empirical Dimroth polarity parameter, E¢(30) and EY of
ECPO were also calculated according to the following
equation.****

Er(solvent) — 30.7
N _ T
Er = 324 )

3200
3000 |
— 2800 [
2600

2400

Stokes shift (cm
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AF

Fig. 4 Plot of AF versus Stokes shift (Av).
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Er(solvent) =

(8)
max

where A,.x corresponds to the peak wavelength (nm) in the red
region of the intramolecular charge transfer absorption of
ECPO. The red (bathochromic) shift from n-hexane to DMSO
indicates that the photoinduced intramolecular charge transfer
(ICT) occurs in the singlet-excited state, and the polarity of
ECPO, therefore, increases on excitation.

Fluorescence quantum yield

The fluorescence quantum yield (¢¢) of ECPO depends strongly
on the solvent properties (Table 1). The fluorescence quantum
yield can be correlated with E1(30) of the solvent, where E(30) is
the solvent polarity parameter introduced by Reichardt (see
Fig. 5).*>

The fluorescence quantum yield of ECPO increases with
increasing solvent polarity from 0.14 in a non-polar solvent n-
hexane to 0.19 in a moderately polar solvent DMSO with
a further increase in solvent polarity the fluorescence quantum
yield seems to decrease, i.e. 0.09 in a strongly polar solvent,
CH3;OH. This indicates the occurrence of negative and positive
solvatokinetic effects during the course of increasing solvent
polarity.** One main reason for the negative solvatokinetic effect
(increase ¢¢with a suitable enhancement of ICT) could be due to
the biradicaloid charge transfer involving the un-bridged
double bonds and the other cause could be related to the
proximity effect for compounds with n-mt* and w-7* electron
configurations.** In other words, in non-polar solvents, these
effects will result in effective nonradiative decay of the excited
states. In strong polar solvents, the fluorescence quantum yield
decreases due to a large degree of intramolecular charge
transfer, which causes an increase in the rate of radiationless
relaxation of an excited state, giving rise to a positive sol-
vatokinetic effect (reduction in ¢¢ by strong ICT). Moreover, the
lower fluorescence quantum yields in proton solvents can be
attributed to the hydrogen bond interaction between the
molecule and surrounding solvent, which results in an

0.20
[ ]
0.18 | THF pmso
[}
0.16 DME
n-Hexane  Dioxan L]
0.14 [ ° EtOH
L= [ ]
0-1 2 CH2CI2
CHCI ®
0.10 [ MeOH
CH,CN °

0.08 [ )

30 35 40 45 50 55

E,(30) Kcal mol™

Fig. 5 Plot of ¢ versus E1(30) for the elected solvents.
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additional nonradiative decay as observed in other dipolar
molecules.

Effect of surfactant on emission spectrum of ECPO

The emission spectrum of 1 x 10> mol dm ™ of ECPO has also
been measured in cetyltrimethyl ammonium bromide (CTAB)
cationic micelle and sodium dodecyl sulphate (SDS) anionic
micelle. As shown in Fig. 6 and 7, the emission intensity of
ECPO in aqueous solutions of surfactants increases with
increasing concentration of surfactant, an abrupt change in
fluorescence intensity is observed at surfactant concentration of
8.56 x 10~* and 5.42 x 10> mol dm™* which are very close to
the critical micelle concentration (CMC) of SDS and CTAB,
respectively.*® This indicates that ECPO can be employed as
a probe for determining the CMC of surfactants (see Fig. 8 and
9). It was well known that aromatic molecules are generally
solubilized in the palisade layer of micelle.***” Thus, the

16
14 |
12

10

Emission Intensity

——

0 L L L L — "
450 475 500 525 550 575 600 625 650
Wavelength (nm)

Fig. 6 Emission spectrum of 1 x 107> mol dm~> of the ECPO dye at
different concentrations of CTAB. The concentrations of CTAB at
increasing emission intensity are 0.0, 2 x 10™%, 4 x 1074, 6 x 10™*, 8 x
107410 x 1074, 12 x 107%, 16 x 107* and 18 x 10™* mol dm~>.

Emission Intensity
5

500 525 550
Wavelength (nm)

50 475

Fig. 7 Emission spectrum of 1 x 10> mol dm~ of the ECPO dye at
different concentrations of SDS. The concentrations of SDS at
increasing emission intensity are 0.0, 2 x 1073, 4 x 1073, 6 x 1073, 8 x
107310 x 1073, 12 x 1073, 16 x 107> and 18 x 10> mol dm—>.
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enhancement of emission intensity is attributed to the passage
of dye molecule from the aqueous bulk solution to the palisade
layer of micelle. The decrease in polarity of the microenviron-
ment around dye molecule results in the reduction of non-
radiative rate from ICT state to low-laying singlet or triplet state
due to the enlargement of the energy gap between them, which
leads to an increase in emission intensity.

Synthesis of silver nanoparticle (AgNPs)

Silver nanoparticles (AgNPs) were prepared by the citrate
reduction of silver nitrate (AgNO;). An aqueous solution of
AgNO; (1 nm, 125 ml) was heated until begins to boil, and then
5 ml of a 1% trisodium citrate solution (as a nucleating and
reducing agent) was added quickly, which resulted in a change
in solution color to pale yellow. After the color change, the
solution was removed from the heating element, allowed to stir
unlit cool to room temperature. The nanoparticles were char-
acterized by using UV-Vis absorption spectrophotometer and
Transmission Electron Microscope (TEM). A typical solution of
0.2 pm diameter silver nanoparticle exhibiting a characteristic
surface plasmon band around 420 nm was obtained and
confirmed by the TEM analysis as shown in Fig. 10.

16
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Fig. 8 Plot of It versus the concentration of CTAB.
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Fig. 9 Plot of /¢ versus the concentration of SDS.
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Fig. 10 (a) Absorbance spectrum of AgNPs (Anax = 420 nm) and (b)
TEM image of AgNPs.

Fluorescence quenching study of ECPO by silver nanoparticles

The interaction of ECPO dye with AgNPs in solution was studied
by fluorescence quenching measurements with different
concentrations of AgNPs in ethanol and ethylene glycol (see
Fig. 11). The emission spectra of 1 x 10> mol 1"* solution of
ECPO in ethanol and ethylene glycol with different concentra-
tions of AgNPs at A, = 430 nm are shown in Fig. 12 ((a) and (b),
respectively). Fluorescence emission spectra of ECPO in the
absence and presence of AgNPs were measured. On increasing
the concentration of AgNPs, the emission spectrum of ECPO
remains unaffected in wavelength but a substantial decrease in
fluorescence intensity was observed; which rules out the
possibility of ground state complex formation between ECPO
and AgNPs.
The Stern-Volmer quenching constants (Ky,) for ECPO using
AgNPs as a quencher were obtained from the Stern-Volmer eqn (9).*
Iy 0
7= 1+ Ky [Ag"] 9)
where I, and I are the fluorescence intensities in the absence
and presence of the quencher concentration [Ag°]. The Stern-
Volmer plot for (Fig. 13(a) and (b)) was found to be linear with
correlation coefficient (R*) equal to 0.99 and 0.97 in ethanol and
ethylene glycol, respectively. From the slopes of the linear plots,
K., values were calculated as 5.28 x 10’ M~ * and 3.48 x 10’ M *
in ethanol and ethylene glycol, respectively [see Fig. 13(a) and
(b)]- The higher value for K, in ethylene glycol implies that

N
® 5
\\CH3
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Fig. 12 (a) Emission spectra of 1 x 107> mol I™* of the ECPO dye in
ethanol in presence of different concentrations of AgNPs. The
concentrations of AgNPs at decreasing emission intensity are 0.0,
0.1.97, 3.94,5.91, 7.88, 9.85, 11.82, 15.76, and 17.23 nM (Xex = 370 nm).
(b) Emission spectra of 1 x 10> mol |”* of the ECPO dye in ethylene
glycol in presence of different concentrations of AgNPs. The
concentrations of AgNPs at decreasing emission intensity are 0.0,
0.1.97, 3.94,5.91, 7.88, 9.85, 11.82, 15.76, and 17.23 NM (Aex = 430 nm).

the quenching efficiency increases as the medium viscosity
increases and the quenching process is not completely diffusion
controlled. Thus, the Stern-Volmer plot and the spectral overlap
between the ECPO and AgNPs indicate the dynamic nature of
the quenching process. The interaction between adsorbed and
unadsorbed ECPO molecules was further investigated by
determining the apparent association constant (K,pp) using
Benesi-Hildebrand metho,* eqn (10)-(12)

Quenching

Quenching
—r

Emission Intensity

0 =
450 475 500 525 550 575 600 625 650
Wavelength (nm)

Fig. 11 A schematic representation of the formation of the ECPO-AgNPs interactions.
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Fig. 13 (a) Stern—Volmer plot for fluorescence quenching of the

ECPO dye by AgNPs in ethanol. (b) Stern—Volmer plot for fluorescence
quenching of ECPO by AgNPs ethylene glycol.

ECPO + Ag — [ECPO---Ag] (10)
[ECPO---Ag]
K, = ———— 11
" = ECPOJ[Ag )
S S BV (12)
FO—F F —F Ky,  F— F[Ag

where, K, is the apparent association constant, P is the initial
fluorescence intensity of dye molecules, F' is the fluorescence
intensity of Ag adsorbed dye and F is the observed fluorescence
intensity at its maximum. The calculated values of K,,, ob-
tained from the plot of 1/F° — Fvs. 1/[Ag] (Fig. 14(a) and (b)) are
found to be 4.26 x 10% and 1.99 x 10° M for ethanol and
ethylene glycol, respectively. The higher value of K, indicates
the strong association between the ECPO and AgNPs.

The interaction between ECPO dye molecules and AgNPs is
presented schematically in Fig. 11. The dye molecule has four
donor atoms: two nitrogen and two oxygen with which it can
bind with AgNPs. With these electronegative nitrogen and
oxygen groups, the dye can bind to AgNPs significantly to form
an ECPO-AgNPs complex. Due to the affinity of ECPO molecule
to AgNPs, electron transfer becomes easier as is evident from
the earlier fluorescence measurements (Fig. 15). Furthermore,
the significant spectral overlap between the emission spectrum
of the dye with the absorption of spectrum of AgNPs reveals the
possibility of nonradiative energy transfer from the dye to
AgNPs according to Forster's theory.*

DFT calculations

The molecular orbital calculations were performed using the
Gaussian09 Suites of programs* and viewed by applying
GaussView Package.*” The global minimum of the potential

8408 | RSC Adv., 2017, 7, 8402-8414

View Article Online

Paper

0.40
0.35
0.30
0.25

0.20

HIFF

0.15

0.10

0.05

0.00
0.05 0.10 0.15 0.20 0.25 0.30 0.35 0.40 0.45 0.50 0.55

@ 1/[Ag] x 10°

1IFF

0.24 0.32 0.40 0.48

1/ [Ag] x 10°

0.16

0.08

®)

Fig.14 Benesi—Hildebrand plot for the adsorption of the ECPO dye on
AgNPs: (a) in ethanol and (b) in ethylene glycol.
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Fig. 15 Spectral overlap of absorption spectrum of AgNPs with the
emission spectrum of the ECPO dye.

energy surface of the optimized structure of ECPO was obtained
by using the long-range corrected (LC) column-attenuating
method of the hybrid Becke's three parameter Lee-Young-
Parr correlation functional (CAM-B3LYP)* of the density func-
tional theory (DFT) with triple-zeta and polarization functions
on hydrogen and heavy atoms basis set [6-311++G**]. ECPO was
dissolved in dimethyl sulphoxide (DMSO), acetonitrile
(CH3CN), methanol (CH3;OH), ethanol (C,HsOH), tetrahydro-
furan (THF), dichloromethane (CH,Cl,), chloroform (CHCl;)
and carbon tetrachloride (CCl,) solvents. The absorption and
emission spectra of ECPO in these solvents are simulated using
time-dependent density functional theory (TD-DTF)** and the
polarizable continuum model (PCM) method*® with CAM-
B3LYP/6-311++G** level of theory. The non-linear optical (NLO)
hyperpolarizabilities for gas-phase and solvated ECPO were

This journal is © The Royal Society of Chemistry 2017
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estimated by using CAM-B3LYP/6-311++G** level of theory.
Version 3.1 of the natural bond orbital (NBO) program*® was
used to investigate the electric charges and delocalization
energies of ECPO.

Geometry optimization

In Fig. 13 is shown the optimized structure of ECPO which has
been obtained by using CAM-B3LYP/6-311++G** level of theory.
A few bond lengths and angles of ECPO substrate optimized
structure are listed in Table 2. Closer looks at Table 2 and Fig. 16
came up with the following observations: (1) the carbazole,
isoxazole and benzene rings together with the vinyl and meth-
ylene groups are perfectly coplanar. This is evident from the
nearly 180° or 0.00° dihedral angles over the entire compound;
(2) only the methyl group is out-of-plane with ca. 90° dihedral
angle with the plane of the rings; (3) the C14-C28 and C33-C36
of 1.447 A and 1.459 A, respectively, are shorter than the
“normal” C-C single bonds as compared to propene*” and 2-
propene-1-imine.*® These partial multiple bonds indicates the
charge transfer from the carbazole and benzene rings toward
the isoxazole ring. (4) The sp> hybridization scheme over the
entire substrate is shown the bond angles of 116.8-133.6°.

Frontier molecular orbitals (FMOs) and UV-visible spectra

Frontier Molecular Orbitals (FMOs) investigations have proven to
be extremely useful in understanding the electronic transitions

Table 2 Some selected bond lengths (A), bond angles and dihedral
angles (degrees) of ECPO which have been estimated by using CAM-
B3LYP/6-311++G** level of theory

Parameter Bond length Parameter Bond angle
C2-C3 1.385 C11-N20-C21 125.8
C4-N20 1.389 C11-C12-C13 118.4
N20-C21 1.450 C13-C14-C28 123.0
C11-C12 1.396 C14-C28-C30 130.3
C14-C28 1.447 C30-C3-1034 133.6
C28-C30 1.346 C31-035-C33 106.2
C31-034 1.191 035-C33-C36 116.8
C31-035 1.396 C16-C11-N20-C21 177.3
035-C33 1.369 C16-C15-C14-C28 179.9
C33-C36 1.459 C13-C14-C28-C30 0.2
C36-C37 1.394 C28-C30-C31-034 0.1
C37-C38 1.396 C37-C36-C33-035 0.3
¢
- g K »
S oizs & o —&
Q /3"3 14 = },? 5 /E_ N
@ S L—@
@ @ A & -
12
B, o b Y .
as % 2 -e
& Y o—®

Fig. 16 The atom numbering of the ECPO dye.
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within molecules that lead to electronic properties like chemical
reactivity, ionization potential (I.P.) and electron affinity (E.A.).*
The Highest Occupied Molecular Orbital (HOMO) is a donor
orbital while the Lowest Unoccupied Molecular Orbital (LUMO)
is an acceptor orbital. The energy of the former corresponds to
the 1.P. whereas that of the latter leads to the E.A.** The HOMO
and LUMO surfaces of gas-phase ECPO obtained by using CAM-
B3LYP/6-311++G** level of theory are shown in Fig. 17. The
energies of HOMOs, LUMOs, Energy Gaps (E.G.), the electronic
chemical potential (u), the chemical hardness (n), and the global
electrophilicity index (w) in gas-phase and various solvents, like
carbon tetrachloride (CCl,), chloroform (CHCls), tetrahydrofuran
(THF), dichloromethane (CH,Cl,), ethanol (C,HsOH), methanol
(CH3;0H), acetonitrile (CH3CN) and dimethyl sulphoxide
(DMSO), are listed in Table 3. The HOMO is localized mainly on
the carbazole ring as m-bonding orbital, while the LUMO extends
over both the isoxazole and benzene rings as m*-antibonding
orbital. These HOMO and LUMO energies and related functions
can be used to assign the kinetic stability of ECPO in these
different solvents. Low energy gaps, low chemical hardness, high
chemical potential, and high electrophilicity index can lead to
less kinetic stability and high chemical reactivity because of
intramolecular or intermolecular charge transfer.>*> As shown in
Table 3, the HOMO-LUMO energy differences for gas-phase and
solvated ECPO were found to be between 5.306 and 5.440 eV.
They are inversely proportional to the polarity of the elected
solvents; whereas the chemical potentials [—(4.176-4.324) eV]
and electrophilicity indices (3.206-3.524 eV) are directly propor-
tional to their dielectric constants. These results indicate that
ECPO in DMSO is the softest, least stable and most reactive

(a)LUMO : E=-1.456 eV

(b)HOMO: E=-6.896 eV

Fig. 17 The HOMO and LUMO surfaces of the ECPO dye.
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Table3 The HOMO (eV), LUMO (eV) the energy gap (E.G./eV), the electronic chemical potential (u/eV), the chemical hardness (n/eV), the global
electrophilicity index (w/eV) and total hyperpolarizability (8i.t/a.u.) for ECPO in different solvents. They have been estimated applying CAM-

B3LYP/6-31+G* level of theory

Parameter Gas-phase CCl, CHCl, THF CH,Cl, C,H;OH CH;0H CH;CN DMSO
HOMO —6.896 —6.937 —6.958 —6.966 —6.968 —6.975 —6.976 —6.976 —6.977
LUMO —1.456 —1.554 —1.613 —1.635 —1.642 —1.664 —1.667 —1.669 —1.671
E.G. 5.440 5.383 5.245 5.331 5.326 5.311 5.309 5.307 5.306
D.M. 6.276 7.393 8.039 8.284 8.359 8.608 8.643 8.653 8.677
n —4.176 —4.246 —4.286 —4.301 —4.304 —4.320 —4.322 —4.323 —4.324
n 2.720 2.692 2.673 2.666 2.663 2.656 2.655 2.654 2.653
w 3.206 3.349 3.436 3.469 3.480 3.513 3.518 3.521 3.524
Brot 6733 11 273 14 307 16 494 17 753 18 807 19 199 20 059 20 262

compared to the other solvated substrates, while being the
harder, most stable and least reactive when dissolved in carbon
tetrachloride. In addition, the electrophilicity indices show that
the solvation of ECPO by DMSO yields the strongest electrophile
within the solvated ECPOs, whereas being the weakest electro-
phile (or a nucleophile) when dissolved in carbon tetrachloride.*

m-Conjugated organic molecules are characterized by © —
7*and n — w* electronic transitions and are therefore studied
by U.V.-visible spectra;* because of motions of electrons
between the HOMOs and LUMOs. The studied molecule ECPO
has many double bonds together with lone pairs on the oxygen
and nitrogen atoms. The PCM/TD-B3LYP/6-31+G* theoretically
simulated UV-visible maximum wavelengths of the absorption
and emission spectra of ECPO in CCl,;, CHCl;, THF, CH,Cl,,
C,H;0H, CH;0H, CH;CN and DMSO are listed in Table 4. The
vertical absorption wavelengths maxima are obtained by single
point TD-CAM-B3LYP/6-311++G** level of theory calculations
on the ground state optimized geometries of ECPO in the
elected solvents; whereas the adiabatic emission wavelengths
maxima were simulated through the optimized geometries of
the excited states of solvated ECPOs using the same level of
theory. The absorption wavelength maxima range between 386
and 392 nm; while the emission maxima lie between 456 and
512 nm. It is quite clear that the computed maximum emission
wavelengths are progressively red-shifted with the increase of
the dielectric constants of the solvents. Likewise, their oscillator
strengths are directly proportional to the polarity of these
solvents. These theoretical predictions are in good agreement
with our experimental results. The differences in magnitude

between the observed (Table 1) and the calculated (Table 3)
absorption and emission wavelength maxima could be related
to the complexities imposed by the solvent effects.*® The ground
(uG.s.) and excited (ugs.) state dipole moments of the solvated
ECPOs and their difference (Au) are listed in Table 4. The dipole
moment differences range between 1.027 to 1.747 debye with an
average of 1.534 debye which is in good agreement with our
experimental value of 1.61 debye.

Molecular electrostatic potential [MEP]

Electronic cloud surfaces are termed Molecular Electrostatic
Potentials [MEP]. These MEPs are used to describe the elec-
trophilic and nucleophilic reacting sites as well as hydrogen
bondings in molecules.>**” As neighboring molecules interact
with one another through their potentials; then their inter-
actions could be approximated by the electrostatic potential
[V(r)], ignoring the polarization and reorganization effects,
given by:*®

Zr

-5l [

where the summation (") runs over all nuclei (A) of the mole-
cule, Z, is the charge of nucleus A located at R, and p(7’) is the
function of electron density of this molecule. Generally, the
colours represent the electrostatic potential values at the MEP
surfaces. The potential increases in the order: blue > green >
yellow > orange > red. The resulting MEP surfaces are coloured
red for nucleophilic sites and blue for electrophilic sites.

Table 4 The UV-Vis simulated maximum absorption (15,s/nm) and emission (Aem/nm) wavelengths and their oscillator strengths; together with
the ground (ug.s/debye) and excited (ug s /debye) and their difference (Au/debye) for the solvated ECPO dye, which were obtained by using TD-
CAM-B3LYP/6-31+G* level of theory. The dielectric constants of solvents were also included as measures for the polarity of solvents

Oscillator Oscillator Dielectric

Solvent Aabs/DM strength Aem/DM strength constant HGs. UES. Au

CCl, 386.09 1.433 465.62 1.462 2.24 7.393 8.420 1.027
CHCl, 389.13 1.434 488.47 1.550 4.81 8.039 9.399 1.349
THF 389.42 1.425 497.38 1.580 7.59 8.284 9.772 1.488
CH,ClI, 390.35 1.430 500.13 1.589 8.93 8.359 9.892 1.533
Ethanol 390.02 1.415 509.39 1.618 24.50 8.608 10.299 1.691
Methanol 389.23 1.406 510.69 1.622 32.70 8.643 10.357 1.714
Acetonitrile 389.77 1.411 511.05 1.623 36.71 8.653 10.373 1.720
DMSO 391.99 1.430 511.97 1.626 46.68 8.668 10.414 1.747
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Fig. 18(a) and (b) show the MEP surfaces for the ground and
excited states of gas-phase ECPO using TD-HF/6-31G* level of
theory. The deep red coded region is around O34 of the iso-
xazole ring with values of —0.06631 a.u. and —0.06892 a.u. for
the ground and excited states, respectively. In contrast, the pale
blue coded region is around the ethyl group and N20 of the
carbazole ring with values of 0.03318 a.u. and 0.03796 a.u. for
the ground and excited states, respectively. Fig. 18(c) charac-
terizes the charge transfer states of ECPO dye according to the
plot of the difference in total electronic density between its
ground and first excited states. It shows a greater degree of
charge-transfer with the excited state gaining much density in
the isoxazole ring.

It is clear that the carbonyl oxygen atom in the isoxazole ring
that bears the largest negative charge in the excited state could
easily bind to Ag" or AgNPs through its large lone pair. This ties
up nicely with our experimental observation that the ECPO-
AgNPs complex forms between excited state ECPO and Ag' or
AgNPs; and complemented by the excellent agreement between
the theoretical emission wavelength of 509.39 nm in ethanol
and its experimental rival of 511 nm in the same solvent.

(a) Excited State

(b) Ground State

(c) MEP difference between Ground and Excited States.

Fig. 18 The MEP for the ECPO dye simulated by using TD-HF/631G*
level of theory.
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Natural bond orbital (NBO) analysis

Natural bond orbital (NBO) analysis is an efficient tool for
investigating intra- and intermolecular bonding and provides
a helpful technique for probing charge transfer or hyper-
conjugative interactions.”® The NBO analysis is a quantitative
approach that expresses the bonding and antibonding interac-
tions by means of second order perturbation energies £ given
by the relation:**-*

where g; is the donor orbital occupancy, ¢; and ¢; are the orbital
energies and F*(i,j) are the off-diagonal matrix elements. The
values of E®) measure the extent of interaction between the
donor and acceptor orbitals that is reflected in the conjugation
of the whole system. The most efficacious interactions between
the occupied Lewis type (bond or lone pair) NBO orbitals with
unoccupied non-Lewis (anti-bonding or Rydberg) NBO orbitals
of ECPO are computed by applying HF/6-31+G* level of theory
and listed in Table 5. This calculation showed that the ECPO dye
has a Lewis structure of 96.34% character, valence non-Lewis of
2.39% and Rydberg non-Lewis of 0.22%. The most influential
intramolecular hyperconjugative interactions involve the
transfer of charge from m-bonding donor to w*-antibonding
acceptor orbitals; and from donor lone pairs (n) to m*-anti-
bonding acceptor or c*-antibonding orbitals. The ® — m*
interactions avail 471.19 kcal mol™*; whilen — w* and n — o*
contribute 265.94 kcal mol " for the stabilization of ECPO
compound. On the one hand, the largest stabilization energy of
60.44 kecal mol™" to the ECPO dye is by ninz — Teyq_cqe iNter-
action. This is consistent with our MEP prediction that this
region is highly electrophilic compared to other parts of the
ECPO dye. On the other hand, the lone pairs on 034 and 035
atoms donation to antibonding o;; 55 and Tgs; 055 OTbitals
have stabilized the ECPO substrate by 57.70 and 47.39 kcal
mol %, respectively. This rendered the region around 035 atom
as the most nucleophilic site on the ECPO system. The shorter
than expected C14-C28 and C33-C36 bonds resulted
from the delocalization interactions Tcis—cis —>w2287030 and
Tes6-C37 — Toss w3z Which contributed 32.23 and 29.79 keal
mol ™, respectively, for the stabilization of the system. All other

Table 5 Some selected most efficacious second order perturbation
(E?) assessment of the hyperconjugative energies (kcal mol™) of the
title compound (ECPO) which were computed applying HF/6-31+G*
level of theory

Interaction Energy Interaction Energy
£ *
NiN20 = Toy_cs 52.19 Tca—05 = Tor_ce 45.54
¥ p
NiN20 = Tepi-cl6 60.44 TC11-€16 ™ Te14—C1s5 56.15
* *
N1034 7> O¢31-035 57.70 Tc12-¢13 7 Tei1-cie 43.50
* *
12035 = T31-034 47.39 Tec14-c15 = Tia_c13 41.67
¥ .
1035 = Ton3—33 48.22 Tee36-C37 — Tezg—cat 41.43
* *
TC1-c6 = Toa_c3 44.79 ToC38—C41 — Toz0_ca3 54.22
* *
TC2-C3 7 Tea—cs 42.10 TC39-C43 > To36-c37 48.77
« .
TC14—C15 > Teag—c30 32.23 TC36—-C37 > T'C33-N32 29.79
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interactions facilitate the extended conjugative charge transfer
interactions from the ethyl carbazole and benzene rings (donor
sites) towards the isoxazole as an acceptor venue. Finally, this
huge intramolecular charge transfer is facilitated by co-
planarity of the carbazole, benzene and isoxazole rings.

Nonlinear optical properties

Lately, compounds acquiring nonlinear optical properties
(NLO) have caught the attention of researchers due to their wide
applications in optical switching, signal processing, telecom-
munications and information storage.** Bartkowiak and Mis-
iaszek have shown that m-electron conjugated systems with
donor and acceptor moieties are considered highly promising
NLO candidates.®

The ECPO dye having carbazole and benzene rings (electron
donors) connected, through conjugated multiple bonds, to an
isoxazole moiety (electron acceptor) is anticipated to exhibit very
strong NLO properties. For the investigation of NLO characteris-
tics, the total first hyperpolarizability (6) analysis of gas-phase
and solvated ECPO has been carried out applying CAM-B3LYP/
6-311++G** level of theory and listed in Table 3. The first total
hyperpolarizability is 3 x 3 x 3 matrix that results in 27 compo-
nents being reduced to 10 components®® in Gaussian09 program**
output file and given as: By, Brxys Bayys Byyys Brxzs Bayzr Byyzs Bozzs Byzz
and B, respectively. From these components, the total hyper-
polarizability (8. is computed as:*’

Biot =
\/(ﬁxx,\' + ﬁxyy + 18.\’:2)2+ (IByyy + Bx,\’y + Byz_")z + (ﬁ:z: + ﬁxxz +6yyz)2

In Table 3, the total hyperpolarizabilities are given in a.u.,
which are related to electrostatic units through the relation: 1
a.u. = 8.6393 x 10~ > esu. On the one hand, the total hyper-
polarizability for gas-phase ECPO is 6733 a.u. which is ca. six times
greater than the experimental®® (1072 + 44 a.u.) or the theoretical®
(1337 a.u. using wB97XD/6-311+G** level of theory) values for the
reference charge transfer D-7t-A p-nitroaniline (pNA). On the other
hand, the total hyperpolarizabilities for the ECPO dye in the
elected solvents were ca. 2-3 times greater than its value in the gas-
phase. This agrees completely with the calculated total hyper-
polarizability of methanol solvated pNA using wB97XD/6-311+G**
level of theory®® which has increased by nearly a factor of four
compared to its value in gas-phase. In addition, our total hyper-
polarizabilities for the ECPO dye in these solvents are directly
proportional to the dielectric constants (polarities) of these
solvents and likewise to the magnitudes of the dipole moments of
the solvated ECPOs. These findings could be interpreted in terms
of a high degree intermolecular solute-solvent charge transfer. As
a consequence, our predictions could lead to the conclusion that
the ECPO dye is a highly dynamic D-7-A charge transfer suit, with
excellent chance of being a highly potent NLO device.

Conclusions

(42)-4-[(9-Ethyl-9H-carbazol-3-yl)methylidene]-2-phenyl-1,3-oxa-
zol-5(4H)-one (ECPO) was prepared by an equimolar quantities
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of multicomponent reaction of hippuric acid, 1-methyl-1H-
pyrrole-2-carbaldehyde and anhydrous sodium acetate in acetic
anhydride. Physicochemical studies of the ECPO substrate
including singlet absorption, extinction coefficient, Stokes
shift, oscillator strength and dipole moment were investigated,
experimentally and theoretically, based on the polarity of the
solvents. The absorption and emission spectra of the ECPO dye
exhibit an intramolecular charge transfer band; which showed
a positive solvatochromism in different solvents. These findings
confirm that there is a significant charge transfer between the
donating moiety and the accepting fragment through = conju-
gation. An NBO analysis complemented this significant charge
transfer and pinpointed its origin. Consequently, the ECPO dye
was predicted to be a highly potent NLO device based on its
large total hyperpolarizability. The ECPO substrate undergoes
solubilization in different micelles for the use in the determi-
nation of CMC of surfactants (SDS and CTAB). Newly synthe-
sized AgNPs were used as quenchers for the ECPO dye through
its interaction with AgNPs in ethanol and ethylene glycol. The
fluorescence quenching data, the dynamic quenching and the
energy transfer from the excited ECPO dye to the AgNPs play
major roles in the fluorescence quenching of the dye by AgNPs.
MEP surfaces confirmed these observations.
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