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Bright electrochemiluminescent films of efficient
aggregation-induced emission luminogens for
sensitive detection of dopaminef
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The development of electrochemiluminescent (ECL) luminogens is of great importance for sensitive detection

of biomolecules in various applications. Herein, two efficient red luminogens bearing benzothiadiazole and

arylamino moieties, namely BTD-TPA and BTD-NPA, have been synthesized through one-step Suzuki reaction.
They show aggregation-induced emission (AIE) features with high fluorescence quantum efficiency and
reversible redox pairs with high stability. Taking advantage of these merits, bright ECL non-doped films are
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achieved based on the AIE luminogens. Interestingly, the ECL intensity of the films is proportional to the
film thickness, which enables the optimization of their brightness through the variation of luminogen
loading. Furthermore, the bright ECL films are utilized for sensitive detection of dopamine (DA) with a

broad linear range (0.05-350 puM) and a low detection limit of 17.0 nM. Such bright ECL films provide an

rsc.li/frontiers-materials

Introduction

Electrochemiluminescence (ECL) has attracted enormous
attention in immunoassay and analytical science due to its
remarkable advantages, including simple instruments, low
background, and high sensitivity.'™ To date, different ECL
systems based on metal complexes and quantum dots have
been developed for in vitro diagnosis, DNA detection,*® and
other biological applications.®”® However, they encounter a few
inherent problems such as high cost, heavy-metal toxicity, and poor
processability. To circumvent the problems, organic fluorescent
materials based on anthracene, fluorene, thienyltriazole, boron
dipyrromethene (BODIPY), and pyridopyrimidine functional
moieties have been developed for ECL applications due to their
low cost, easy functionalization, and good biocompatibility.'*™*?
Most of the organic chromophores are constructed from hydro-
phobic aromatic moieties and used in solution."* Compared
with solution-based ECL systems, solid ECL films have over-
whelming advantages, such as environmental friendliness,
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ideal platform for sensitive analysis of important biomolecules with high selectivity.

enhanced and stable ECL signal, and high cost-efficiency."®
However, conventional organic chromophores suffer from severe
aggregation-caused quenching (ACQ) effect when used in solid
films. Indeed, limited by the ACQ effect, efficient ECL films
based on conventional organic chromophores are rarely reported."®
Although doping or labeling in polymers alleviates the ACQ effect,
the chromophores are normally retained at low concentration
(<3 wt%) in the host materials, which greatly hinders their
practical applications."”

The discovery of the aggregation-induced emission (AIE)
phenomenon has opened a new avenue to solve the ACQ
problem.’®2° Opposite to the ACQ effect, the fluorescence
emission of AIE luminogens is enhanced by aggregate formation,
which offers a new chance for the development of solid ECL
films.>"** A few of the efficient luminogens with AIE features have
been developed and utilized in bioimaging and organic light-
emitting diodes (OLEDs) due to their high brightness in the
aggregated state.”* 2® However, to our best knowledge, there is
no report of efficient organic luminogens for bright ECL film
applications, possibly due to their irreversible redox waves and
poor stability.””>°

Dopamine (DA) is a significant neurotransmitter, which
plays a key role in the function of the central nervous, hormo-
nal, and cardiovascular systems. The abnormal concentration
levels of DA are associated with some notorious diseases of the
nervous system, such as Parkinson’s, Alzheimer’s and schizophrenia
disease.’®> Common methods for DA detection are based on
high-performance liquid chromatography (HPLC) or mass
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spectrometry (MS).*"*> However, these methods are limited in
practical applications due to expensive instruments, time-
consuming analysis, and laborious sample pretreatment.*®
Recently, electrochemical methods based on fullerene, ZnO
nanowires, and carbon nanotubes, were employed to detect
DA with a detection limit in the range of 0.1-60 nM.>**°

Herein, we develop a type of bright ECL film based on
efficient AIE luminogens (BTD-TPA and BTD-NPA). The AIE
luminogens are constructed with a benzothiadiazole (BTD) core
as an electron acceptor and an arylamino unit as an electron
donor,*** giving rise to red luminogens through intra-
molecular charge transfer effect. Freely rotating rotors from
the functional arylamino units endow them with AIE features.
They show stable and reversible redox pairs inherited from the
functional arylamino moieties. Taking advantage of the AIE
features and reversible redox pairs, bright and tunable ECL
films are achieved. Moreover, the bright ECL films are further
utilized for sensitive detection of DA with a high Stern-Volmer
constant (5.5 x 10° M~ ') and a low detection limit (17.0 nM).
The interference experiment demonstrates the sensitive detection
of DA with good selectivity. Such bright ECL films provide a
promising platform for rapid and quantitative analysis of
bioassays with high sensitivity and selectivity.

Experimental
Synthesis of BTD-Ph, BTD-TPA, and BTD-NPA

The compounds were synthesized according to the procedure
reported in the literature.”® The detailed synthetic procedure is
presented in the ESL¥

Preparation of non-doped films

The films were facilely prepared by drop-casting 5 pL of DCM
solution of luminogens on L-type GCE, followed by air drying.
The film thickness is regulated by using luminogen solutions at
various concentrations. The film thickness of BTD-TPA was
measured using a fluorescence microscope (Leica M205 FA).

Electrochemical and ECL measurements

All electrochemistry experiments were performed with a three-
electrode cell on an electrochemical workstation (CHI 660D,
Chenhua instrument, China). Glassy carbon electrodes (GCE,
3 mm diameter) and gold ultramicroelectrodes (UME, 12.5 pm
diameter) were employed as the working electrodes. Platinum
wire was used as the counter electrode and silver wire was used
as the quasi-reference electrode. An L-type GCE (3 mm diameter)
was used as the working electrode for ECL experiments. Before
usage, all working electrodes were polished with 0.5, 0.3, and
0.05 pm alumina powder dispersed in water and sonicated in
ethanol and deionized water. Before the end of each experiment,
the Ag reference electrode was calibrated against ferrocene as an
internal redox standard (0.464 V vs. SCE).** Electrochemistry
and ECL experiments were obtained in DCM and the ECL of
BTD-TPA and BTD-NPA films were performed in CH;CN/H,O
(v/v = 7:1) mixture with 0.1 M TBAPFs as the supporting
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electrolyte. 20 mM TPrA was used as a co-reactant in the ECL
experiments of BTD-TPA and BTD-NPA, while 5 mM BPO was
employed as a co-reactant in the ECL experiment of BTD-Ph.
A photomultiplier tube detector (PMT, Hamamatsu, Japan)
with the voltage at 800 V was employed to collect the ECL
signal. The ECL spectrum was obtained via pulsing 80 mV
past the peak potentials of the oxidation or reduction waves for
BTD-TPA, BTD-NPA, and BTD-Ph with a pulse width of 1 s by
differential pulse amperometry. The ECL intensity-time profiles
were obtained by pulsing between 80 mV past the oxidation
peak and 0 V for BTD-TPA and BTD-NPA, and pulsing between
80 mV past the reduction peak and 0 V for BTD-Ph by means of
multi-potential steps, with a pulse width of 1 s. The relative ECL
efficiencies of BTD-Ph, BTD-TPA, and BTD-NPA in the solution
state are calculated through integration of both ECL intensity
and current value versus time with DPA (@gcy, is about 0.25%
in DMF"") or [Ru(bpy);]*" (®xcy is about 5.0% in acetonitrile'?)
as a standard (eqn (S1), ESIT).

Results and discussion

BTD-TPA, BTD-NPA, and their counterpart (BTD-Ph) for compar-
ison were facilely synthesized through one-step Suzuki coupling
with satisfactory yields as shown in Scheme 1 (Fig. S1-S6, ESIT).
They possess good solubility in common organic solvents,
such as toluene (Tol), chloroform, dichloromethane (DCM),
1,4-dioxane (DO), and tetrahydrofuran (THF), but are insoluble
in acetonitrile or water. The UV spectra of BID-TPA and BTD-NPA
in THF are peaked at 458 nm with a large red-shift of 78 nm
compared to BTD-Ph (380 nm) (Fig. S7, ESI{). Compared to that of
BTD-Ph, the fluorescence emission of BTD-TPA and BTD-NPA is
more sensitive to solvent polarity (Fig. 1 and Fig. S8, Table S1,
ESIY). All the results indicate that BTD-TPA and BTD-NPA demon-
strate strong charge transfer effects from the electron-donating
arylamino units to the electron-accepting benzothiadiazole core.*’

To study the effects of aggregation and solvent polarity on
the emission process, the photoluminescence (PL) spectra of
BTD-Ph, BTD-TPA, and BTD-NPA were explored in THF/water
mixtures with different water fractions ( f,,). As shown in Fig. 2
and Fig. S9 (ESIt), BTD-Ph emits green fluorescence with an
emission maximum at 481 nm in pure THF. After the addition
of water into THF, its PL intensity is decreased gradually. At
fw = 90%, the PL intensity is merely 15% of that in pure THF

Br HO\B,OH
e (Y
S + _—
=N K,CO3, THF/H,0 7\
N 2003 2 NN
Br X S

BTD-Ph: X=H

BTD-NPA. X = @«"‘

Scheme 1 Synthetic routes and chemical structures of BTD-Ph, BTD-TPA
and BTD-NPA.
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Fig. 1 Normalized PL emission spectra of (A) BTD-TPA, and (B) BTD-NPA
in solvents with different polarities.
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Fig. 2 (A) PL spectra of BTD-TPA in THF/water mixtures with different
water fractions (f,). (B) Plots of the relative PL intensity (I/lo) versus
the composition of the THF/water mixtures of BTD-Ph, BTD-TPA, and
BTD-NPA. /o denotes emission intensity in pure THF. Concentration:
10 pM. (C) Optimized geometries and molecular orbitals of HOMO and
LUMO levels of the molecules. (D) CVs of BTD-Ph, BTD-TPA, and
BTD-NPA in anhydrous DCM.

solution accompanied by a 25 nm red-shift, indicative of the
typical ACQ feature. In contrast, BTD-TPA and BTD-NPA in pure
THF emit orange-red fluorescence with an emission maximum
at 609 and 605 nm, respectively. With the gradual addition of
water into THF ( f,, < 60%), the emission is weakened and red-
shifted to ca. 625 nm due to transformation to the twisted
intramolecular charge transfer (TICT) state in mixed solvents.*®
Afterwards (f,, > 60%), the PL intensity starts to increase due
to the formation of luminogen aggregates and the AIE effect
from the freely rotating rotors of the arylamino units. The
higher the water fraction, the stronger the emission intensity.
At f, = 90%, the PL intensity recovers remarkably, and the
emission maximum moves to 609 and 606 nm, respectively.
BTD-TPA and BTD-NPA solids possess high fluorescence

This journal is © The Royal Society of Chemistry and the Chinese Chemical Society 2019
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quantum yields (@x) of 44% and 56%, respectively, which favors
their application in solid films.

To study the photophysical properties of the compounds at
the molecular level, density functional theory (DFT) calculations
were carried out (Fig. 2C). The highest occupied molecular
orbitals (HOMOs) of the studied molecules are dispersed on
the whole molecules. While the electron clouds of the lowest
unoccupied molecular orbitals (LUMO) are dominated on the
BTD core and the adjacent benzene rings. The remarkable
difference in electron distributions of the HOMO and LUMO
levels of BTD-TPA and BTD-NPA indicates an intrinsic intra-
molecular charge transfer effect. Compared to the bandgap of
BTD-Ph, the narrow band gaps of BTD-TPA and BTD-NPA are
indicative of stronger electron donor-acceptor systems, which is
consistent with the experimental data (Fig. S7-S9, ESIf).

Cyclic voltammetry (CV) measurements were carried out
to investigate the electrochemical behaviours of BTD-Ph,
BTD-TPA, and BTD-NPA (Fig. 2D). BTD-TPA and BTD-NPA
exhibit a stable and reversible redox pair at about +1.1 V due
to the presence of arylamine moieties. The anodic peak current
(fpa) and cathodic peak current (ip ) are linearly dependent on
the square root of the scan rate (v*?) (Fig. S10-S12, ESIt),
demonstrating diffusion control in these redox processes. The
peak current ratio (ipa/ipc) of the redox pair of BTD-TPA and
BTD-NPA is close to unity, revealing that radical cations generated
during anodic potential scanning are stable.”” CVs of BTD-TPA
and BTD-NPA using gold ultramicroelectrodes (UME) obtain
similar results (Fig. S13, S14 (ESIt), and Table 1). Such stable
and reversible redox properties of BTD-TPA and BTD-NPA are
essential for their further ECL applications.

The ECL properties of BTD-Ph, BTD-TPA, and BTD-NPA in
DCM solution were investigated. In a co-reactant system, the
ECL and corresponding CVs of all compounds were performed
in DCM solution in the presence of benzoyl peroxide (BPO)
or tripropylamine (TPrA) (Fig. S15, ESIt). The bright ECL of
BTD-Ph, BTD-TPA, and BTD-NPA can be observed by the naked
eye with emission peaks at 493, 633, and 632 nm, respectively
(Fig. S16, ESIt). The ECL spectra resemble their PL spectra,
which confirms that the ECL is from the luminogens. The ECL
efficiencies of BTD-Ph, BTD-TPA, and BTD-NPA in solution are
calculated to be 0.02%, 2.5%, and 2.4%, respectively. The ECL

Table 1 Electrochemical data

Eyj, (V vs. SCE)*

10°°D"  ES  EBuomo®
Compound A/A*™®  A/A™*  [em®s™'] [eV] [eV] Erumo’ [eV]
BTD-Ph nd/ —0.74 nd/ 2.87 —5.74 —2.87
BTD-TPA  1.09 —0.76  4.37 2.33 —5.24 —2.091
BTD-NPA  1.11 —0.77 14.3 2.33 —5.27 —2.94

¢ The values of E,, are obtained by averaging between the cathodic and
anodic peak potentials. ? D = 1a%/165%, a is the radius of gold UME, S is
the slope of i-t~*? in chronoamperometry.  HOMO-LUMO band gap
(Eg) is calculated from the onset of the absorption spectrum. 4 HOMO
is the highest occupied molecular orbital derived from the onset
oxidation potential. * LUMO is the lowest unoccupied molecular orbital
estimated by using the equation Epymo = Enomo + Ey- / nd: not detected
due to without oxidation wave of BTD-Ph.

Mater. Chem. Front., 2019, 3, 2051-2057 | 2053


https://doi.org/10.1039/c9qm00401g

Published on 30 July 2019. Downloaded on 3/15/2026 3:21:20 AM.

Research Article

| ECLfilm
"‘,¢‘s

2400

)
s
2 4 2
£ : \ F1800 ‘@
3 ’ N E
£ A £
4 -
K ' ’
N ’ \ 800 3
= o 3
S '
z / t.
A Sen P 0
500 600 700 800 0 0 100 150 200 250
Wavelength (nm) Time (s)
b ™ hy
@ & L
o bl
07 BTD-TPA"
o H, S
w0 @\ 8
) .
@ v
€ Coliision |
02 /
"o Film 4

GCE

Fig. 3 (A) Digital photos of the experimental setup after the ECL experi-
ment under daylight and UV illumination. (B) Normalized ECL and PL
spectra of the BTD-TPA films. Excitation: 460 nm. (C) ECL stability of the
BTD-TPA films. (D) ECL photos of BTD-Ph (I), BTD-TPA (Il), and BTD-NPA
(1) in DCM solution, the BTD-TPA film (IV), and CIE chromaticity coordi-
nates of their ECL spectra. (E) Proposed ECL mechanism of BTD-TPA films.

stabilities of BTD-Ph, BTD-TPA, and BTD-NPA were investigated
by the pulsing technique (Fig. S17, ESIf). BTD-TPA and
BTD-NPA show good ECL stabilities and retain at an almost
constant value during the consecutive cyclic potential scanning
with a relative standard derivation (RSD) of 1.0% and 2.3%,
respectively. In contrast, the ECL signal of BTD-Ph is decreased
with increasing scanning cycles. The decreased ECL signal of
BTD-Ph is ascribed to the unstable radical anion, which greatly
hinders the generation of the excited state of BTD-Ph."°
Encouraged by their promising solution ECL results and AIE
features, we developed solid ECL films based on BTD-TPA and
BTD-NPA (Fig. 3A). The films were facilely prepared by drop-
casting DCM solution of the luminogens on a glassy carbon
electrode (GCE). The solid films of BTD-TPA and BTD-NPA turn
on at low voltages of +0.80 V and +0.65 V, respectively, which
are much lower than that of Ru(bpy);*" (+1.2 V).*® The ECL
intensities of BTD-TPA and BTD-NPA reach the maximum
values at +1.05 V and +1.14 V, respectively (Fig. S18-520, ESIt).
The ECL spectrum of the BTD-TPA film resembles its PL
spectrum (Fig. 3B). The ECL quantum efficiency of BTD-TPA
films is calculated to be 4.0%, using Ru(bpy);>" as a reference
with the ECL quantum efficiency of 5.0% (eqn (S1), ESIt). The
ECL signal of BTD-TPA films remains almost at a constant value
during consecutive cyclic potential scanning with an RSD of
1.4% (Fig. 3C). In contrast, the ECL intensity of BTD-NPA films
gradually decreases to 36.5% of its maximum value after 27 cycles
(Fig. S21, ESIt) due to the formation of a thin polymer film on the
electrode surface.'® The corresponding Commission Internationale

2054 | Mater. Chem. Front., 2019, 3, 2051-2057

View Article Online

Materials Chemistry Frontiers

de DEclairage (CIE) coordinates of BTD-Ph (I), BTD-TPA (II), and
BTD-NPA (III) in DCM solution are calculated to be (0.17, 0.35),
(0.62, 0.36), and (0.62, 0.36), respectively. While the CIE coordinates
of the spectrum of BTD-TPA solid film are calculated to be
(0.56, 0.41), as shown in Fig. 3D. The ECL of BTD-TPA films is
explained through an oxidative-reduction co-reactant mechanism
(Fig. 3E). Both BTD-TPA and co-reactant TPrA are first oxidized to
the corresponding radical cation BTD-TPA** and intermediate
radical cation TPrA®". TPrA*" loses a proton to generate the neutral
radical TPrA® on the electrode surface. Then BID-TPA®" is reduced
by TPrA® to form excited-state BTD-TPA*, which finally emits light
and returns to its ground state (eqn (S2)-(S6), ESI1).*>>°

The brightness of the ECL films is tunable. The ECL intensity
of the BTD-TPA films is remarkably enhanced with the increase
in the luminogen loading from 25 ng mm > to 1 ug mm >
(Fig. 4). The thickness of the solid films was further measured
using a fluorescence microscope. Interestingly, the ECL intensity
of the BTD-TPA films with increasing thickness demonstrates a
linear relationship (R = 0.9973). The ECL intensity of the films is
enhanced by 58-fold when the film thickness is increased from
26 pm to 130 um. Evidently, the ECL intensity of BTD-TPA films
is tunable through facilely regulating luminogen loading or
film thickness, which is useful for their practical applications.
Such tunable ECL intensity of BTD-TPA films benefits from AIE
features of the luminogen. The current during ECL of BTD-TPA
films was monitored. The current increases linearly with increas-
ing luminogen loading (Fig. S22, ESIt), suggesting that BTD-TPA
molecules in the films involve ECL reactions.

To investigate the morphologies and microstructure of
BTD-TPA films, scanning electron microscopy (SEM) and X-ray
diffraction (XRD) were performed. As shown in Fig. S23 (ESIf),
continous and dense films are observed. BTD-TPA films have a
smooth surface. No ordered sub-structures are recognized in the
films. Moreover, the XRD spectrum displays that the diffraction
peaks of BTD-TPA film are in good agreement with the simulated
peak from single crystals,*® confirming the formation of a crystal

4000

3000 60

I, =0.5323x - 13.3870
R=0.9973

2000 4 40 =°

ECL intensity

1000 20

= 0
00 02 04 06 08 10 12 1420 40 60 80 100 120 140
Potential (V vs SCE) Film thickness (um)

Fig. 4 (A) Digital photos of BTD-TPA film under daylight and UV illumina-
tion. (B) Optical microscope images of BTD-TPA films with different
thicknesses. (C) ECL intensity of BTD-TPA films with various loadings.
(D) Plot of relative ECL intensity (I/lg) versus the different thickness of
BTD-TPA films; /o denotes the ECL emission intensity of BTD-TPA film with
a thickness of 26 um.
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structure in BTD-TPA films (Fig. S24, ESIf). Furthermore,
electrochemical impedance spectroscopy (EIS) was employed to
monitor the electrochemical properties of BTD-TPA films at
various loadings. The semicircle diameter at higher frequencies
reflects the electron-transfer resistance (R.;), which is related
to the electron-transfer kinetics. The bare GCE displays a small
R, value (225 Q, Fig. S25, ESIT). Modification of the GCE with
BTD-TPA at 0.1 ug mm > leads to a 5-fold R value (1022 Q).
With increasing BTD-TPA loading, the R, value increases. The
GCE modified with 1 ug mm™~> of BTD-TPA shows an R, value of
2199 Q. The moderate R values of the BTD-TPA modified GCE
in the order of kQ show an acceptable electrical conductivity of
BTD-TPA films and efficient electrical communication among
the GCE, BTD-TPA films, and supporting electrolyte.

In ECL films, a small amount of luminogens (typically
50 ng to 14 pg) is used.’® In contrast, much higher amounts
of luminogens by two orders of magnitude are required in
solution ECL systems (typically 2.0 mg).'*" Thus, the present
ECL films greatly reduce the consumption of luminogens.
Moreover, in ECL films, luminogens are loaded on the elec-
trode surface. Poor solvents of luminogens such as water and
acetonitrile are used as supporting liquid. A large volume of
toxic and volatile solvents such as DCM is required in solution
ECL systems. Evaporation of the toxic solvents during ECL
measurements causes not only unstable ECL but also environ-
mental issues. Thus, the ECL films are a promising platform for
further applications. In recent years, there have been a few
reports of immobilization of metal complexes on the electrode
surface for ECL through the Langmiur-Blodegtt method or
self-assembly.'®> However, the immobilization methods are far
from satisfactory due to the problems from unstable biased
potentials and easy desorption of luminophores from solid
electrodes. Although a series of approaches for ECL enhancement
through the preparation of modified electrodes are reported,®>*
they involve complicated modification processes on electrodes.
This greatly hinders their practical applications. Thus, the present
work using inexpensive organic AIE luminogens demonstrates a
simple and direct approach for the development of bright and
tunable ECL devices without involving any ancillary methods.

With the merits of bright ECL and superior stability,
BTD-TPA films were used for the detection of dopamine (DA).
The blank BTD-TPA film emits strong ECL with an emission
maximum at 607 nm. The ECL signal of BTD-TPA films is stable
and reproducible. ECL intensity changes rarely during conse-
cutive scanning (Fig. S26, ESIT). The ECL intensity of BTD-TPA
films is gradually quenched with increasing concentration of
DA. When the concentration of DA is increased to 350 uM, the
ECL intensity of BTD-TPA thin film is almost quenched with
only <4% of its initial ECL intensity (Fig. 5A). ECL quenching
of BTD-TPA films follows the Stern-Volmer equation at low DA
concentration.”®

I/ =KQ]+ 1 (1)

where I, and I are the ECL intensities in the absence and
presence of a quencher, respectively. K denotes the Stern-Volmer
constant in the unit of M™%, which represents the sensitivity of

This journal is © The Royal Society of Chemistry and the Chinese Chemical Society 2019

View Article Online

Research Article

2500 30
DA: 1= 0.5456Q+1 B

00 _0s 05 0o
Concentration (M)

2000

+20

500+

7

10004

ECL intensity

10
DA: [/I=0.0665Q+1.4793

500 R=0.9979

T T T T 0
15 0 100 200 300 400
DA Concentration (uM)

Potentlal Vvs SCE)

i [ 1+DA hv
il 1 +DA+AA '}%{( EI
[ 1+DA*UA "
3] [ 1 +DA+AA+UA /‘BTD TPA*

‘+@3l0«\

il &

o DA Concen!ratlon (pM)

Fig. 5 (A) ECL intensity versus potential profiles of BTD-TPA film with
different concentrations of DA. (B) Stern—Volmer plots of /o/I of BTD-TPA
film versus the concentration of DA, AA, and UA. Inset: Stern—Volmer plot at
low concentration of DA (0-1 uM). (C) o/l of BTD-TPA film with different
concentrations of DA containing 100-fold concentrations of AA and UA. (D)
Proposed ECL quenching mechanism of the BTD-TPA film modified GCE.

the luminogen toward the quencher. A larger K value suggests
higher sensitivity toward the quencher. [Q] is the concentration
of the quencher in the unit of M. The plot is composed of two
regions (Fig. 5B). In region I with DA concentration <1 uM, the
plot demonstrates a linear relationship with a K; value of
5.5 x 10° M ' The detection limit is calculated as low as
17.0 nM (eqn (S7), ESIf). When the DA concentration is
increased from 1 to 350 uM, the Stern-Volmer plot is deviated
from the initial linear relationship in region I and follows
another linear relationship with a Ky value of 6.6 x 10* M.
For comparison, the quenching properties of AA and UA were
also investigated (Fig. 5B and Fig. S27, ESIt). The quenching
constants of ascorbic acid (AA) and uric acid (UA) are lowered by
three orders of magnitude compared to that of DA (9.0 x 10> M ™"
and 5.0 x 10> M, respectively), suggesting higher sensitivity
toward DA. The interference of AA and UA on the detection process
was further tested. Even containing an excessive amount of AA and
UA (100-fold of DA), similar values of I,/I were obtained, further
demonstrating high specificity of the ECL films toward DA (Fig. 5C
and Fig. S28, ESIT). The ECL quenching mechanism is proposed
(Fig. 5D). DA is electrochemically oxidized into quinone species
such as o-benzoquinone (BQ) during the ECL process,”®*” which
consumes the energy of the excited state of BTD-TPA. The proposed
mechanism is supported by the antioxidation experiment (Fig. 6).
Indeed, upon addition of antioxidant 2-mercapoethanol (BME) into
the detection solution, the quenched ECL emission of the BTD-TPA
film is greatly recovered.””

Thus, the ECL films in this work offer a promising platform
for specific detection of DA. Recently, there have been a few
reports of DA detection using different modified electrodes
(Fig. 7 and Table S2, ESI{).>*7* Most of the reported methods
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have detection limits from 33 nM to 1400 nM. Moreover, relevant
quenching constants are rarely reported.”®®® Compared to
previous reports, the present results are interesting with a high
quenching constant (5.5 x 10° M~ '), a wider linear range
(0.05-350 uM), and a lower detection limit (17.0 nM).

Conclusions

In summary, we have constructed two red luminogens from
benzothiadiazole (BTD) and arylamino units, abbreviated as
BTD-TPA and BTD-NPA, through one-step Suzuki reaction. The
resultant molecules show AIE effects with high fluorescence effi-
ciency and reversible redox pairs with high stability. Bright ECL
solid films are fabricated based on the efficient AIE luminogens.
Interestingly, the ECL intensity of the non-doped films is propor-
tional to the film thickness, which allows tuning their brightness
through facile variation of luminogen loading. Moreover, the bright
ECL films are utilized for sensitive detection of dopamine (DA). A
high Stern-Volmer constant (5.5 x 10> M%) and a low detection
limit of 17.0 nM are achieved with good selectivity. Such bright ECL
films open a promising avenue for rapid and quantitative analysis of
bioassays with high sensitivity and selectivity.
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