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1 Introduction

Electrochemically controllable emission and
coloration using a modified electrode with a
layered clay compound containing viologen
derivative and europium(in) complexfy

Rong Cao, Naoto Kobayashi, Kazuki Nakamura ‘2 * and Norihisa Kobayashi (2 *
Novel displays based on electrochemical reactions have significant potential for various applications. In
this study, a layered clay compound was used to immobilize a luminescent Eu(n) complex and an
electrochromic viologen derivative (heptylviologen, HV2*) on an electrode to construct a novel dual-
mode display device capable of achieving electro-switchable emission and coloration. X-ray powder
diffraction, absorption, photoluminescence, cyclic voltammograms, and luminescence lifetimes were
recorded to elucidate the structure and photoelectrochemical properties of the hybrid clay material
containing the Eu(i) complex and HV2*. The electrochromic HV?* and Eu(i) complex were adsorbed
on/between the clay layers, and it was found that approximately 80% of HV?* and 20% of Eu(i) complex
were adsorbed in cases with a 25%:16.7% vs. cation exchange capacity (CEC) ratio. The insertion of the
Eu() complex resulted in the expansion of the interlayer spacing, facilitating the movements of the
supporting electrolyte between the layers and improving the electrochemical redox reaction of HV2". By
constructing a two-electrode device using a hybrid clay-modified electrode, the coloration and
emission of the device were electrochemically modulated through the redox reaction of HVZ*. The
dual-mode representation was achieved via excitation energy transfer from the Eu(n) complex to the
colored HV** and the reabsorption of the luminescence from the Eu() complex. This modulation of the
electrochemical properties of layered clay compounds holds potential for the development of advanced
electrochemical systems and innovative display devices.

stimuli can be rapidly and repeatedly applied to display devices.
Electrochromic (EC) molecules undergo color changes via

In recent years, stimuli-responsive materials that exhibit
changes in their photophysical properties in response to
external stimuli have attracted extensive research interest
because of their wide-ranging applications in chemical
sensors," biomedicine,” molecular logic gates,> molecular
memories,* and display devices.” The photophysical properties
of these materials can be manipulated via specific external
triggers, such as thermal,®™® electrical,® optical®® or chemical
stimuli,"*** enabling the reversible switching of optical proper-
ties in materials with thermosensitive, electroactive, photoac-
tive, or pH-sensitive functions.

Among the various external stimuli, we focused on electro-
chemical stimuli-responsive materials because electrical

Graduate School of Engineering, Chiba University, 1-33, Yayoi-cho, Inage-ku, Chiba,
263-8522, Japan. E-mail: Nakamura.Kazuki@faculty.chiba-u.jp,
koban@faculty.chiba-u.jp; Fax: +81-43-290-3458; Tel: +81-43-290-3457

t Electronic supplementary information (ESI) available. See DOI: https://doi.org/
10.1039/d4tc04026k

1628 | J Mater. Chem. C, 2025, 13, 1628-1636

electrochemical redox reactions at a low voltage.'*'> Therefore,
they are potential candidates for functional devices, such as
smart windows,'®™*® digital signage,’® and e-paper displays.>°
In addition to coloration control, emission modulation is also
important because of its impact on various applications.
Within this category, the electrofluorochromic (EFC) tech-
nology stands out for its potential in the development of
multifunctional electrochromic devices, as it enables the
achievement of multi-mode display devices via electrochemical
redox reactions.”"** Electrofluorochromism arises from the
unique properties of photoelectrochemical functional materials
that allow the reversible modulation of photoluminescence
under an applied electric potential.>*>* Consequently, the
integration of the EC and EFC technologies has emerged as a
promising approach for the development of advanced multi-
functional displays.>®

We previously reported a pioneering work on the integration
of EC [viologen derivatives (HV>")] and EFC materials [Eu(m)
complex] to fabricate a dual-mode display (DMD) device. The
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DMD device synchronously controls both emission and colora-
tion via electrochemical redox reactions.>® Fluorescence switch-
ing is induced by the transfer of excitation energy from a
luminescent material to an electrochemically active material
in response to electrical stimuli.>” Since then, the development
of display devices using integrated EC and EFC materials has
been a focus of research.”®**° HV**, a typical electrochemically
active material, exhibits reversible oxidation and reduction at
low potentials to form stable free radical cations, accompanied
by strong electrochromism, changing the color of the transpar-
ent solution to a deep blue.*" Eu(m) complexes are known for
their unique optical properties, such as high luminescence
purity, long luminescence lifetime, high transparency in the
visible light region, and large pseudo-Stokes shifts, resulting in
their wide-range applications, especially in phosphors, biologi-
cal images, and probes.**3¢

In the electrochemical systems, integrating functional mate-
rials onto the electrode surface rather than dispersing them in
solution enhances the electrochemical performance, leading to
faster response times, higher reaction efficiencies, and long-
term stability of electrochemical devices.?” Layered clay com-
pounds can be used for the integration of these functional
materials owing to their distinctive properties such as strong
adsorption and high ion exchange capacity.***" As shown in
Fig. 1a, smectite is a 2:1-type clay with two silicon-oxygen
tetrahedral layers and an aluminum-oxygen octahedral layer,
which provides a unique environment for chemical reactions.
Although clay has a low electrical conductivity, it can still
demonstrate electrochemical activity after being combined with
electrochemically active materials. Therefore, the introduction of
electrochemically active materials into clays as electrode materials
has become an important research topic.”>™** On the other hand,
clay-based luminescent hybrid materials have attracted significant
interest because they not only retain their excellent luminescent
properties but also improve the poor stability of lanthanide
complexes.*>*” However, strategies for developing EFC multi-
functional materials and devices based on clay compounds have
been rare, especially in the exploration of EC/EFC multifunctional
materials and devices.
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Fig.1 Chemical structure of (a) smectite, (b) Eu(hfa)s(TPPO),, and (c)
HV2*.
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In this study, we used a clay compound of smectite and
prepared a novel electrochemical DMD device by employing an
Eu(m) complex as a luminescent molecule and heptyl viologen
(HV*") as an electrochromic molecule in the smectite matrix (the
chemical structures of these molecules are shown in Fig. 1). The
working electrode modified with the clay/HV**/Eu(m) complex
film was prepared, and the photophysical properties and electro-
chemical properties of the multifunctional hybrid material were
studied in detail. Successful coloration and emission control were
achieved via electrochemical reactions alone.

2 Experimental section
2.1 Materials

All the chemicals were commercially available and used as
received without further purification. Europium(m) acetate n-
hydrate (99.9%), hexafluoroacetylacetone (hfa-H,), triphenyl-
phosphine oxide (TPPO) and the electrochromic molecule
1,1'-diheptyl-4,4’-bipyridinium dibromide (HV**) compound
were purchased from Tokyo Chemical Industry Co., Ltd, Tokyo,
Japan. Smectite (Sumecton STN) with a CEC of 60 meq/100 g
was purchased from Kunimine Industries Co., Ltd, Tokyo,
Japan. The chemical formula of STN is [(CgH;7)3(CH3)N]o.33
[(Mgy.67Lig.33)S14019(OH),]. Methyltri-n-octylammonium ions
[(CsH47)3(CH3)N]p 33 are intercalated between the layers of
smectite, resulting in its uniform dispersion in medium-to-
high polar solvents. The plastic spacers were purchased from
Lintec Corporation, Tokyo, Japan. Propylene carbonate (PC),
acetonitrile, and tetra-n-butylammonium perchlorate (TBAP)
were purchased from KANTO Chemical Co., Inc., Tokyo, Japan.
The Eu(hfa);(TPPO), complex, synthesized according to a pre-
viously reported procedure,*® was used in this study.

2.2 Preparation of the EC electrolyte

STN solutions were prepared by dispersing 1 wt% STN in
acetonitrile. For the STN/HV*" hybrid solution, STN (1 wt%)
and HV?" (1.2 mmol L") were dispersed and dissolved in
acetonitrile with a 25% vs. CEC ratio. Similarly, the STN/
Eu(hfa);(TPPO), hybrid solution was prepared by dispersing
STN (1 wt%) and Eu(hfa);(TPPO), (0.8 mmol L") in acetonitrile
with a 16.7% vs. CEC ratio. The STN/HV*'/Eu(hfa);(TPPO),
hybrid solution (1 wt%, 1.2 mmol L™', and 0.8 mmol L™,
respectively) was prepared in acetonitrile for a 25%:16.7% vs.
CEC ratio. The concentrations of HV** range from 0.24 mmol L™
to 1.2 mmol L', while the concentrations of Eu(hfa);(TPPO),
range from 0.16 mmol L™" to 0.8 mmol L' in a clay-dispersed
solution. The molar ratios of HV>* and Eu(hfa);(TPPO), molecules
compared to the amount of cation exchange of STN from
5% :3.3% vs. CEC to 25% :16.7% vs. CEC. The supporting electro-
lyte solution was prepared by dissolving 200 mmol L' TBAP in
PC solvent. All solutions were prepared at room temperature.

2.3 Fabrication of the EC device

First, the surface of the ITO electrode was cleaned and treated
with UV/O; for 20 min. Subsequently, 0.2 mL of the STN/HV**
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solution, STN/Eu(hfa);(TPPO), solution, and STN/HV>'/Eu(hfa),-
(TPPO), dispersion solutions were drop cast onto the ITO electro-
des, and the corresponding films were obtained after drying at
room temperature. These modified films were used as the work-
ing electrodes (active area: 2 cm®), with a Pt wire as the counter
electrode and an Ag/Ag’ electrode as the reference electrode,
which were placed into the electrolyte solution.

2.4 Preparation of the 2-electrode device

First, the surface of the ITO electrode was cleaned and treated
with UV/O; for 20 min. Subsequently, 0.2 mL of the STN/HV>*
solution, STN/Eu(hfa);(TPPO), solution and STN/HV>'/
Eu(hfa);(TPPO), solutions prepared in Section 2.2 were drop-
cast onto the center of the plastic spacer on the ITO electrode
surface, and the corresponding films were obtained after drying
at room temperature. The 2-electrode device was prepared by
sandwiching the electrolyte solution between an ITO electrode
modified with the STN/HV>", STN/Eu(hfa);(TPPO),, or STN/
HV**/Eu(hfa);(TPPO), film and an unmodified ITO electrode.

2.5 Measurements

Powder X-ray diffraction (PXRD) was performed using an X-ray
powder diffractometer (AXS D8 ADVANCE, Bruker AXS, Karls-
ruhe, Germany) with a Cu Ko radiation source (1 = 1.5418 A),
operating at 40 kV and 40 mA. Ultraviolet-visible (UV-vis)
absorption spectra were recorded using a spectrophotometer
(V-570, JASCO Inc., Tokyo, Japan) and quartz cells with a 10 mm
long optical path were used. Photo-luminescence spectra (PL)
were recorded using a spectrofluorometer (FP-6600, JASCO Inc.,
Tokyo, Japan). The emission lifetimes were determined using a
time-resolved fluorescence spectrometer (Quantaurus-Tau
C11367-21, Hamamatsu Photonics K. K., Tokyo, Japan). Cyclic
voltammetry (CV) experiments and chronoamperometry experi-
ments were performed at a scan rate of 50 mV st using a
potentiostat/galvanostat (ALS660A; CH Instruments, Inc., Aus-
tin, TX, USA) controlled by a computer. The in situ absorption
spectra of the three- and two-electrode devices were recorded
using a fiber-optic spectrometer system (USB2000, Ocean
Optics, Orlando, FL, USA) during potential or voltage sweeping.

3 Results and discussion
3.1 Interaction between STN, Eu(hfa);(TPPO), and HV**

In this study, the intercalation of Eu(hfa);(TPPO), and HV*"*
into the STN layers was examined using XRD (Fig. 2). The
original smectite with metal ions or H,O molecules exhibits
the 001 peak at approximately 6.5°.*° After the intercalation of
methyltri-n-octylammonium ions, the interlayer spacing
increases, causing the 001 peak to shift to 5°.°”°! The interlayer
spacing d of pristine STN was calculated to be approximately
1.72 nm using the Bragg equation (2dsinf = nl). Compared
with the STN film, the STN/HV*" film exhibited a broader peak
at 5° and a shoulder peak at 4.35°, expanding the interlayer
spacing to 2.03 nm. The interlayer spacing of the HV** mole-
cules varied from 0.43 nm to 2.6 nm depending on the direction
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Fig. 2 X-ray diffraction (XRD) patterns of the STN film, STN/HV2* film,
STN/Eu(hfa)s(TPPO), film, and STN/HVZ*/Eu(hfa)s(TPPO), film.

of insertion (Fig. S1(a), ESIt), and the thickness of the STN layer
was approximately 1 nm.*® This suggests that HV>" molecules
were inserted into the STN layer at a specific angle. Similarly,
for the STN/Eu(hfa);(TPPO), film, the shoulder peak shifted to
approximately 3.8°, with the interlayer spacing increasing to
2.31 nm. By estimating the size of the Eu(hfa);(TPPO), roughly
from the result of single crystal XRD,’? it has a minimum size of
1.08 nm and a maximum size of 1.6 nm (Fig. S1(b), ESI{). It
indicated that the Eu(hfa);(TPPO), molecules are inserted into
the STN interlayers. The STN/HV>'/Eu(hfa);(TPPO), film
showed the presence of both HV?" and Eu(hfa);(TPPO), due
to the broad peak at 5° and the shoulder peak around 3.8°
which indicates the intercalation of HV>* and Eu(hfa);-
(TPPO), into the STN layers. Even after the insertion of the
Eu(hfa);(TPPO), complex and HV*" molecules, the peak around
5° (1.7 nm) in the XRD patterns remains, indicating that the
Eu(hfa);(TPPO), complex and HV>" molecules are inserted into
part of the STN interlayers, while other STN layers remain
unintercalated.

The UV-vis absorption spectra of the hybrid material solu-
tions were recorded between 200 and 700 nm. As shown in
Fig. S2(a) (ESIt), an absorption peak was observed at approxi-
mately 260 nm for the HV>" molecule. Interestingly, after the
addition of STN (blue line in Fig. S2(a) (ESIt) and Fig. 3), a new
absorption peak appeared near 400 nm (inset of Fig. 3). As
shown in Fig. S3 (ESI{), the emission spectra of HV>*, STN/
HV?*, and STN/HV**/Eu(hfa);(TPPO), were measured with an
excitation wavelength of 260 nm. It was observed that only STN/
HV>" solution exhibited an emission peak around 520 nm.
Under the UV irradiation, the STN/HV** solution emitted green
fluorescence. We speculate that the new absorption peak at
400 nm is related to the new emission peak at 520 nm. The
HV?>" molecule is inserted into the interlayer, and some inter-
actions such as fixation, aggregation or charge transfer occur
between STN and HV>* molecules within the confined inter-
layer space. These interactions result in the observed green
fluorescence and the appearance of a new absorption peak at

This journal is © The Royal Society of Chemistry 2025
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Fig. 3 Absorption spectra of STN/HV?* solution, STN/Eu(hfa)s(TPPO),
solution, and STN/HVZ*/Eu(hfa)s(TPPO), solution. Inset: Enlarged view of
the absorption spectrum in the range of 350 nm to 700 nm.

400 nm.>*** The interactions will be explored in our future
studies. Following this, the absorption properties of the
Eu(hfa);(TPPO), were investigated. As shown in Fig. S2(b)
(ESIY), the absorption peak of Eu(hfa);(TPPO), at approximately
300 nm, remained unchanged after adding STN.

As shown in Fig. 3, for the STN/HV*'/Eu(hfa);(TPPO),
solution, the peak near 290 nm broadened because of the
overlapping of the absorption peaks of the HV** (around
260 nm) and the Eu(hfa);(TPPO), (around 300 nm) in smectite
solution. However, the absorption peak around 400 nm for the
HV>" molecules and green fluorescence of hybrid solution
disappeared after the addition of the Eu(hfa);(TPPO), complex
(Fig. S3, ESIt). The insertion of Eu(hfa);(TPPO), into the STN
layers increased the interlayer spacing, which weakened or
eliminated the interactions. This observation is consistent with
the XRD results shown in Fig. 2. Overall, these results suggest
the coexistence of HV>* and Eu(hfa);(TPPO), in the same STN
layers.

To evaluate the adsorption capacity of HV>* and
Eu(hfa);(TPPO), on the STN, the absorption spectra of the
STN/HV>*/Eu(hfa);(TPPO), hybrid solutions and supernatants
after centrifugation were measured. For the STN/HV>* and STN/
Eu(hfa);(TPPO), solutions respectively, Fig. S4 and S5 (ESIt)
showed a significant decrease in the absorbance of the super-
natant solutions after centrifugation, indicating that HV>* and
Eu(hfa);(TPPO), were intercalated between the STN layers and
removed by centrifugation. Based on the absorbance measure-
ments, the adsorption ratios of HV>* and Eu(hfa);(TPPO), were
approximately 80% and 35%, respectively. Fig. 4(a) shows that
the absorption peak of HV>*" near 270 nm is significantly
reduced after centrifugation, whereas that of Eu(hfa);(TPPO),
near 300 nm exhibits a smaller decrease than that for HV>".
This indicates that HV** is more easily adsorbed by the STN
matrix owing to the negative charges of the STN layers, which
favors the adsorption of cationic species such as HV>'.
Eu(hfa);(TPPO), adsorbed on STN via hydrophobic interaction
of methyltri-n-octylammonium ions, which have hydrophobic
long alkyl chains. Although van der Waals forces are relatively
weak, they also contribute to intermolecular interactions and

This journal is © The Royal Society of Chemistry 2025
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Eu(hfa)s(TPPO), hybrid solutions (top) and supernatants (bottom); (b)
adsorption ratios of HV2* (blue dots) and Eu(hfa)s(TPPO), (red dots) at
different ratios.

play an auxiliary role in the adsorption process.’” Additionally,
we have previously reported on the interaction between non-
ionic Eu(m) complexes and these types of alkyl ammonium
cations in solution, solid-state, and polymer matrices such as
DNA-CTMA.”>*® Compared with the STN/Eu(hfa);(TPPO),
solution without HV>* (Fig. S5, ESI{), the adsorption percentage
of Eu(hfa);(TPPO), in the STN/HV>*/Eu(hfa);(TPPO), hybrid
solution was higher under lower CEC conditions. This was
attributed to HV?" expanding the STN interlayer spacing of
the STN matrix, thereby facilitating the adsorption of the Eu(m)
complex.

When estimating the adsorption ratios, Fig. 4(b) shows that
approximately 80% of HV>* and about 20% of Eu(hfa);(TPPO),
are adsorbed in cases with a 25%:16.7% vs. CEC ratio. There-
fore, 50% of the anionic sites of STN were occupied by
Eu(hfa);(TPPO), and HV**, and the remaining 50% were occu-
pied by the original methyltri-n-octylammonium ion cations.
This suggests that parts of the STN do not undergo molecular
insertion.

In addition, as shown in Fig. S6 (ESIt), the emission spectra
and time-resolved emission decay curves of Eu(hfa);(TPPO),,
STN/Eu(hfa);(TPPO),, and STN/HV>*/Eu(hfa);(TPPO), solutions
indicate that the Eu(m) complex exists in a stable molecular
form in these hybrid solutions without dissociation.>” This is
evidenced by the unchanged number and position of the
emission transitions for Eu** (°D, — "F,, J =0, 1, 2, 3, 4), and
the emission transition of D, — ’F, shows only one peak,
suggesting a single predominant chemical environment sur-
rounding the Eu(m) ions (Fig. S6(a), ESIt).>® Additionally, as
shown in Fig. S6(b) (ESIT), all solutions exhibit emission decay
curves with only one exponential component (~ 0.84 ms). This
mono-exponential emission decay is attributed to the presence
of a single emitting species of the Eu(m) complex.”®

3.2 Electrochromic properties of modified electrodes

To investigate the electrochemical properties of the STN/HV>*
film, STN/Eu(hfa);(TPPO), film, and STN/HV>*/Eu(hfa);(TPPO),
film modified on ITO electrodes, CVs and in situ absorbance
changes at 610 nm were recorded. As shown in Fig. 5(a), the
STN/Eu(hfa);(TPPO),-based electrode does not exhibit any
evident reduction or oxidation reactions within the measured
potential range. However, the reductive current of the

J. Mater. Chem. C, 2025, 13,1628-1636 | 1631
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Fig. 5 (a) Change in absorbance at 610 nm (top) and cyclic voltammo-

grams (bottom) of STN/HVZ*, STN/Eu(hfa)s(TPPO),, and STN/HVZ*/
Eu(hfa)s(TPPO),; (b) chronoamperometric curves of the STN/HVZ* film
(blue line) and STN/HVZ*/Eu(hfa)s(TPPO), film (green line). The inserted
table shows the reaction charge amount and reaction ratio of HV?*
molecule in the sample.

STN/HV>* film-modified electrode increased at 610 nm during
the potential sweep in the negative direction, which is attrib-
uted to the typical EC reaction of HV>".®° This indicates that
even when HV?" is intercalated into the STN matrix, which is
originally an insulator, redox hopping can still occur, resulting
in redox reactions.®’ For the STN/HV>*/Eu(hfa);(TPPO), film-
modified electrode, the reduction current and the absorbance
around —0.7 V almost doubled compared with the STN/HV**
film-modified electrode. This enhancement was attributed to
the insertion of the Eu(hfa);(TPPO), complex, which increased
the interlayer distance of the STN matrix, as shown in XRD
results shown in Fig. 2, thereby allowing more supporting
electrolytes to enter the interlayer space, thus enhancing the
redox reaction of HV>". Fig. 5(b) presents the chronoampero-
metric results obtained using the STN/HV>" film and STN/HV>*/
Eu(hfa);(TPPO), films as the working electrodes; the inset table
displays the reaction charge quantities and reaction ratio of the
HV>" molecules in the films. The reaction charge quantities
were calculated to be 0.71 x 10~* C for the STN/HV>" film and
1.39 x 10~? C for the STN/HV>*/Eu(hfa);(TPPO), film from the
integration of current values.

The quantity of HV>" in the film was determined by calculat-
ing the concentration and volume of HV>" in the hybrid
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solution used for film preparation (0.2 mL, 1.2 mmol L™%).
The amount of HV>" in the reaction area was 1.1 x 10’ mol. By
multiplying this value by the Faraday constant (96 485 C mol %),
the charge required for the first reduction of all HV>" molecules
in the reactive area was calculated to be 0.011 C. Consequently,
the actual reaction ratios for each film were determined using

eqn (1).
Actual reaction charge(C)

Reaction ratio = 0011 C

x 100% (1)

As a result, the reaction ratio of HV>" increased from 6.6% to
13.0% owing to the co-existence of Eu(hfa);(TPPO),. This
suggests that the inclusion of Eu(hfa);(TPPO), nearly doubles
the reduction reaction ratio of HV>", which is attributed to
Eu(hfa);(TPPO), expanding the interlayer spacing of the STN
matrix, thereby facilitating electron movement and conse-
quently enhancing the reaction ratio of HV>* as indicated by
CV measurements.

3.3 Electrochemical modulation of coloration and emission

The two-electrode electrochemical devices were fabricated to
demonstrate the simultaneous control of both emission and
coloration using the EC reaction of HV>". First, we considered
the EC properties of the two-electrode device prepared using
the STN/HV>" film without the Eu(m) complex as the modified
electrode (Fig. S7, ESIt). Before applying a bias voltage to the
device, no absorption band was observed in the visible region
(400-700 nm) (black line in Fig. S7, ESIf). After applying the
bias voltage (—2.0 V for 150 s), an absorption band corres-
ponding to the reduced species of HV*" appeared around
610 nm (blue line, Fig. S7, ESIY), resulting in a clear cyan color.

The optical modulation of a two-electrode EFC device
containing HV>" and the Eu(hfa);(TPPO), in a clay matrix was
evaluated. As shown in Fig. 6(a), the STN/HV?>*/Eu(hfa);(TPPO),-
based device exhibits no absorption between 400 nm and
700 nm when no bias voltage is applied (black line), indicating
that it has a colorless and transparent appearance, which can
be regarded as a “reflection-off” state (photo in Fig. 6(a)).

(a) (b)
0.5 Pygu . : :
STN/HV™/ Eu(hfa),(TPPO), 20V 150 STN / HV?*/ Eu(hfa),(TPPO),
0.4} ——open circuit 4~ open circuit
8 —-2.0V/150s S [ ——-20V/150s 1
% 03 ] L open circuit -2.0V/150s
av -0? emission on emission off
o o 1
2 02} open circuit 1 $
< reflection off €
WavelerngE L J
0.1t B ncr o o
Q=0 (eee ex: 337nm J\J !
0.0 .
400 500 600 700 400 500 600 700

Wavelength / nm

Wavelength / nm

Fig. 6 (a) Absorption spectra of the STN/HV2*/Eu(hfa)s(TPPO), film under open circuit condition (black line) and applied —2.0 V for 150 s (blue line). (b)
Emission spectra of the STN/HV2*/Eu(hfa)s(TPPO), film under open circuit condition (black line) and applied —2.0 V for 150 s (red line). Excitation

wavelength is 337 nm.
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Fig. 7 Emission spectra of STN/Eu(hfa)s(TPPO), in the two electrodes
device (black line: open circuit condition, red line: under bias voltage of
—2 V for 150 s). Excitation wavelength was 337 nm.

When a bias voltage of —2.0 V was applied for 150 s, new
absorption bands appeared near 400 nm and 600 nm, which
can be assigned to the reduced species of HV' and HV. In our
previous report, the absorbance around 337 nm showed almost
no change after the reduction of the HV>* molecule.”” There-
fore, the reduced species of HV' and HV has a minimal impact
on the absorption of the excitation light for the Eu(mr) complex.
As the intensity of the new absorption bands increased, the
color of the device changed from colorless to cyan, representing
the “reflection-on” state. Compared with the STN/HV>*-based
device without Eu(hfa);(TPPO), (Fig. S7, ESIT), the absorbance
at 600 nm of the STN/HV”'/Eu(hfa);(TPPO),-based device
significantly increased. This is consistent with the results
shown in Fig. 5, wherein an increased reduction reaction ratio
of HV*" was observed after the addition of Eu(hfa);(TPPO),.

The photoluminescence properties of the device under redox
reactions were also investigated in detail (Fig. 6(b)). Under
open-circuit conditions (i.e., before voltage application, black
line in Fig. 6(b)), intense red emission bands were observed for
Eu(hfa);(TPPO), under excitation at 337 nm, representing the
‘emission-on’ state (photo in Fig. 6(b)). This red emission was
completely quenched when a bias voltage of —2.0 V was applied
(red line), resulting in an ‘emission-off’ state, and the emission
intensity decreased to 99.3%.

Furthermore, the emission intensity and emission lifetime of
the STN/Eu(hfa);(TPPO), without HV>" in the 2-electrode device
were not influenced by the bias voltage (Fig. 7 and Fig. 8(a)), In
contrast, the emission lifetime of the Eu(hfa);(TPPO), complex in

=
;=2
~
G
N2

—— open circuit
20V
ex.337 nm

—— open circuit
2.0V

ex.337 nm

In(Emission Intensity)(a.u.)
In(Emission Intensity)(a.u.)

0 200 400 600 800 1000 0
Time / ps

200 400 600 800 1000

Time / us
Fig. 8 Emission decay curves at 615nm (°D, — ’F,) under open circuit
condition (black line), and after the application of a bias voltage of —2.0 V
for 150 s (red line). (a) STN/Eu(hfa)s(TPPO), device and (b) STN/HV?*/
Eu(hfa)3(TPPO), device.
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Fig. 9 Absorption spectra under the application of —2.0 V for 150 s (blue
line) and normalized emission spectra of Eu(hfa)s(TPPO), (red line) under
open circuit.

the STN/HV>*/Eu(hfa);(TPPO),-based device decreased after the
application of bias voltage (Fig. 8(b)), strongly indicating that the
colored HV*" species controlled the emission properties of
Eu(hfa);(TPPO),. These findings demonstrate that efficient lumi-
nescence control is possible when EC materials and luminescent
materials are present in the STN matrix.

3.4 Mechanism of the luminescence control in the EFC device

To discuss the mechanism of luminescence modulation, the
photophysical properties of the EFC device comprising a mod-
ified ITO electrode with STN/HV>*/Eu(hfa);(TPPO), as the work-
ing electrode were investigated in detail. As shown in Fig. 9, the
absorption band of the reduced species of HV*" appears at
approximately 600 nm, and it overlaps well with the emiss-
ion bands of Eu(hfa);(TPPO),. This overlap enables efficient
fluorescence resonance energy transfer (FRET) from the excited
states of the Eu(m) complex to the ground states of the HV*"
molecules.®*** The photoinduced electron transfer may occur
from the reduced state of HV*" to the excited Eu(hfa);(TPPO),,
leading to the formation of the reduced state of the
Eu(hfa);(TPPO), and resulting in luminescence quenching. In
our previous report, we investigated the possibility of these
kinds of photoinduced electron transfer between the Eu(m)
complex and viologen derivatives. The results showed that the
absorbance of the reduced state of HV*" was not affected by the
excitation of the Eu(m) complex.””® In addition, the overlap of
molecular orbital between the inner 4f electron orbital in the
Eu®" ions and the molecular orbital in viologen are suggested to
be very small, which would reduce the extent of electron
transfer.®> These results indicate that electron transfer from
reduced state of HV*" to the excited Eu(hfa)’(TPPO)® is not the
main reason for the quenching process.

Photophysical parameters based on the emission spectra
(Fig. 6(b)) were estimated using the LUMPAC software.®® The I,
value (Ire; = Igp/Imp) is used to indicate the sit symmetry of
Eu®*",%” and the luminescence quantum efficiency of the excited
state of the Eu’" ion (&y,,) is defined as k/(k; + k,,).°® As shown
in Table 1, I,; remained constant (13.05), indicating that the
symmetrical structure of Eu(hfa);(TPPO), did not change upon
applying a voltage. Therefore, the &, value was not influenced by
the voltage application. On the other hand, the drastic increase
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Table 1 Radiative transition rate (k,), non-radiative transition rate (k,,),
symmetry factor (/o). intrinsic quantum efficiency (@), and emission
lifetimes (tave) Of the STN/HV2*/Eu(hfa)s(TPPO), device before and after
voltage application

k(5™ ke (sTH Pin (%) L Tave(MS)
Open circuit 769 696 52.5 13.05 0.682
—2V/150 s 769 1911 28.7 13.05 0.373

in the k,, value and the decrease in @, after applying voltage
further indicate that the excited energy can be easily transferred
from the excited state of the Eu(hfa);(TPPO), to the colored
HV*' species via a non-radiative process. The energy transfer
efficiency can be calculated using eqn (2).
T
E=1- % 2)

where E is the energy transfer efficiency from the Eu(m)
complex to colored HV*", and 1, and t are the luminescence
lifetimes before and after applying the voltage, respectively. The
luminescence lifetimes were calculated from Fig. 8(b) and are
listed in Table 1; the energy transfer efficiency was calculated to
be 45.3% using eqn (2). However, the red luminescence of
Eu(hfa);(TPPO), was almost completely quenched (99.3%)
owing the EC reaction of HV>" (Fig. 6(b)). This discrepancy is
possibly because of the colored HV*" molecules directly absorb-
ing the luminescence from the Eu(m) complex without energy
transfer, which is known as the inner filter effect,®>”° this is
another reason for the reduction in the emission intensity.

For the STN/HV>*/Eu(hfa);(TPPO),-based device, the energy
transfer pathways within the clay matrix were investigated by
calculating the emission lifetime (t), while the contribution (%)
of each exponential component (z4, 7,, and 73) was calculated
from Fig. 8. These results are presented in Table 2. Before the
application of voltage, the emission lifetime of the device
exhibited only one exponential component (682 us). After the
application of voltage, the device exhibited a multi-exponential
emission decay with three components: 74, 7,, and 73, with
contributions of 24%, 36%, and 40%, respectively. The value of
the longer lifetime 7; component (z3; 682 ps) was same as that
of the single component before applying voltage, indicating
that it does not transfer energy to the colored HV*" species. The
shorter lifetime components (z; and 1,) component can be
considered as components of the energy transferred to the
colored HV*" species. Using eqn (2), the energy transfer effi-
ciency for the luminescence components of 74, 7, and t; was

Table 2 Emission lifetimes (1), contribution (%) of the components,
energy transfer efficiency (E), and donor—acceptor distance (rpa) of STN/
HV2*/Eu(hfa)s(TPPO),-based device before and after applying voltage

t1(us) 7a(us) 75(1s)

Open circuit Emission lifetime — — 682

Contribution (%) — — 100
—2.0V/150 s Emission lifetime 52 242 682

Contribution (%) 24 36 40

E (%) 92 65 0

pa (NM) 4.75 6.44 .
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Fig. 10 Schematic diagram of energy transfer between HV** and
Eu(hfa)s(TPPO), between STN layers.

calculated to be 92%, 65%, and 0, respectively. The total energy
transfer from the 1t,, 7, and 73 components of the
Eu(hfa);(TPPO), complex to the colored HV*' species was
determined to be 45.5% (0.24 x 0.92 + 0.36 x 0.65 + 0.40 X
0), which is consistent with the value (45.3%) obtained from
eqn (2), using the averaged luminescence lifetime (7aye).

Furthermore, the donor-acceptor distance (rp,), the overlap
integral J, and Forster distance (R,) were calculated using the
equations provided in the ESI.{ As shown in Table 2, the donor-
acceptor distance (rp,) for the t; component is 4.75 nm, while
that for the 7, component is 6.44 nm. The average inter-anionic
charge distance on the clay surface was approximately 1.2 nm.””
However, the actual intermolecular distances within the clay
layer depend on the molecular size. Furthermore, steric and
electrostatic repulsions between the adsorbed molecules may
enlarge intermolecular distances.”” In the interlayers of the
STN matrix, 50% of the methyltri-n-octylammonium ions
remained unexchanged, leading to an increased donor-accep-
tor distance. Consequently, there are two positional pathways
for the energy transfer between the colored HV*" species and
the Eu(hfa);(TPPO), complex. Fig. 10 shows a schematic of the
proposed energy transfer process in the STN/HV>'/
Eu(hfa);(TPPO),-based device. For the t; component, the
energy transfer was as high as 92%, primarily occurring within
the same STN layer, from the Eu(hfa);(TPPO), complex to the
adjacent colored HV®" species. In the case of the 1, component,
the rpa was estimated to be 6.44 nm which is significantly larger
than the thickness of an STN layer (1 nm). The energy transfer
efficiency for the 7, component was lower value (65%). This
energy transfer is considered to occur both within the same
STN layer with a longer molecular distance, and via vertical
energy transfer between different STN layers.

4 Conclusions

In this study, we have developed an electro-switchable emission
and coloration device by incorporating the luminescent
Eu(hfa);(TPPO), complex, and the electrochromic HV** mole-
cule into a synthesized smectite (STN) matrix. The adsorption
capacities of different molecules on STN were studied, and it
was found that approximately 80% of HV>" and 20% of
Eu(hfa);(TPPO), were adsorbed onto the STN in the case with
a 25%:16.7% vs. CEC ratio. The electrochemical properties of
HV>" and Eu(hfa);(TPPO), in the STN matrix were also investi-
gated. The results indicated that Eu(hfa);(TPPO), expanded the

This journal is © The Royal Society of Chemistry 2025
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interlayer spacing of the STN, thereby facilitating movement
of electrolyte and consequently enhancing the electro-
chromic properties of HV>*. The red photoluminescence of
Eu(hfa);(TPPO), was clearly observed under open circuit con-
ditions. The electrochemically colored HV*" species (cyan color)
efficiently quenched the red emission of the Eu(hfa);(TPPO), by
the application of a bias voltage of —2.0 V for 150 s. The
emission color change of the device was achieved via both
energy transfer from the excited state of Eu(hfa);(TPPO), to the
colored HV*" state and reabsorption of the luminescence from
the Eu(hfa);(TPPO), complex by the colored HV*' species,
thereby resulting in a device with dual emissive and reflective
modes via electrochemical reactions. We believe that this dual-
mode device will contribute significantly to the development of
sensors and display devices.
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