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Unraveling the effect of solvents on the excited
state dynamics of C540A by experimental and

theoretical studyy
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In this work, the excited-state dynamics including intramolecular charge transfer (ICT) and the redshift of
C540A have been investigated in a series of solvents on the basis of the Kamlet-Taft solvatochromic
parameters (7* «, () using femtosecond transient absorption spectra and systematic theoretical
calculation. We demonstrate that the redshift of the emission peak has a linear relationship with the

«a and 7* scales and the effect of the 7* scale is slightly stronger than that of the « scale. Meanwhile, the

ICT rates can be suggested as relevant to not only the « scale but also the 7* scale. Additionally, C540A-
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AN has proved that the excited state molecules have a unique inactivation mechanism because of the

dark feature of the S; (CT) state. The valuable mechanistic information gleaned from the excited-state
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1 Introduction

Excited-state intramolecular charge transfer (ICT) has attracted
extensive attention for in-depth understanding of the funda-
mental deactivation processes and key mechanisms in photo-
chemistry and photobiology." The ICT processes are sensitive
to the intermolecular hydrogen bond interactions between
solute and solvent molecules as an important external factor.*”®

To explore the influence of intermolecular hydrogen bonds
on the excited-state dynamics,'*"* the Kamlet-Taft (K-T) sol-
vatochromic parameters (7*, «, §) have been developed to
depict the hydrogen bond interaction between solute and
solvent molecules and to depict the spectral redshift in the
steady-state absorption and fluorescence spectroscopy induced
by solvents.'**® For instance, Horng et al. studied the vertical
excitation energies and fluorescence emission energies of
coumarin 153 in about 40 solvents.” The observed results reveal
that both vertical excitation energies and fluorescence emission
energies are associated with the polarity of simple non-aromatic
aprotic solvents. Additional transition energy redshifts are
produced in hydrogen bond-donating solvents (a > 0). Li et al.
proposed that the intermolecular hydrogen bonding length, as
well as the redshifts of the steady-state absorption peak and
fluorescence emission peak, has a linear relationship with the
solvent polarity function by studying the influence of solvent
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dynamics by the experimental and theoretical study would facilitate the design of organic materials for
prospective applications in photochemistry and photobiology.

polarity on C500 and C500 hydrogen-bonded complexes.** Li
et al. confirmed that as the solvent's hydrogen-donating
capacity (@) increases, the intermolecular hydrogen bonds in
the excited state are strengthened, thereby promoting the ICT
process.” Moreover, tremendous efforts have been made to
elucidate the influence of hydrogen bonds on the inactivation
mechanism of the excited states. Venkatraman et al. demon-
strated that the hydrogen-bonding interaction of protic solvent
molecules can modify the rate of intersystem crossing (ISC) of
benzophenone from its S;(n7*) state to its triplet manifold of
states using steady-state resonance Raman, femtosecond time-
resolved electronic and vibrational absorption, and ultrafast
Raman loss (URL) spectroscopic experiments combined with
theoretical calculations.?” Han et al. proved that the excited state
hydrogen bonds will be strengthened to varying degrees in
many hydrogen-bonded systems through the femtosecond
time-resolved spectroscopy*®>” and high-precision quantitative
calculations. The hydrogen bond strengthening is crucial to
explaining the fluorescence quenching phenomenon.
Regarding the experimental study of fluorescence quenching of
coumarin 102 by Barman et al.,*® they demonstrated that the
fluorescence of coumarin 102 drastically quenches upon
hydrogen bonding (H-bonding) with phenol in non-polar
solvent cyclohexane due to H-bond driven photoinduced elec-
tron transfer (PET).”**° Nevertheless, the excited-state dynamics
influenced by the K-T parameters «, 3, and 7* of the solvents is
yet to be developed in detail.

Herein, C540A has been chosen as a model system to study
the excited-state dynamics in a series of solvents and it can be
anticipated to occur ICT from the electron donor amino group
to the electron acceptor carbonyl group. Also, C540A is a typical

© 2023 The Author(s). Published by the Royal Society of Chemistry
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hydrogen-bond acceptor (HBA) molecule and the intermolec-
ular hydrogen bond can be formed between the C540A molecule
and the donor solvent such as Aniline (AN), methanol (MeOH),
and formamide (FA). We look into the impact of the solvents on
the excited-state dynamics through femtosecond transient
absorption (fs-TA) spectra and the theoretical calculation by
taking C540A-AN, C540A-MeOH, and C540A-FA as the con-
trasting models. The distinct spectral redshift and ICT process
are observed as solvents vary. Therefore, the excited-state
dynamics can be suggested as relevant to the K-T parameters.
The hydrogen bond dynamics is investigated by the density
functional theory (DFT) and time-dependent density functional
theory (TDDFT). Firstly, the optimized geometric configurations
of C540A in the three solvents in ground state (S,) and excited
state are accomplished. Secondly, the electrostatic potential
(ESP) has been analyzed on C540A, MeOH, FA, and AN mole-
cules to determine the hydrogen bond formation sites. Based on
the optimized geometric configurations, the hydrogen-bond
binding energies of different complexes are calculated by
atoms in molecules (AIM) theory. Besides, the reduced density
gradient (RDG) analysis,® infrared (IR) spectroscopy analysis,
and molecular orbital analysis have been carefully performed to
indicate the effects of solvent parameters « on the hydrogen
bond interactions. Finally, the absorption and emission spec-
troscopy are calculated to determine the impact of the K-T
parameters « and 7* on the redshift of the electron spectra. ICT
process has been demonstrated that it is related to the « and 7*
scale. In addition, a unique inactivation mechanism is
proposed in C540A-AN complex.

2 Experiments
2.1 Experimental methods

The C540A sample is purchased from Exciton Inc (USA) and has
not been further purified. The FA, MeOH, and AN solvents are
spectrum pure quality reagents. The C540A was dissolved in FA,
AN, and MeOH solvents with a concentration of 80 uM.

The femtosecond laser (Astrella, Coherent) is an integrated
oscillator and regenerative amplifier laser system.> The seed
laser of the system generates 5 mJ pulses with a repetition rate
of 1000 Hz, a spectral center of 800 nm, and a pulse duration of
35 fs. The 800 nm fundamental beam of the Ti : sapphire laser is
split into two beams of 7:3. The stronger beam generates
a 400 nm pumping pulse through an optical parametric
amplifier (TOPAS-Prime, Coherent). The pump pulse is passed
through a mechanical chopper to excite the sample at a repeti-
tion rate half that of the fundamental laser. The other beam,
acting as a probe laser, is focused into a rotating CaF, window
with a thickness of 2 mm to produce a super-continuum white
light of 350 to 750 nm. The optical delay line is used to vary the
delay time between the pump pulse and the probe pulse from 1
fs to 4 ns. The pump and probe beams are incident at a small
angle to the sample in a quartz cuvette with an optical path
length of 1 mm. After passing through the sample, the probe
beam is collimated and focused on the calibrated spectrometer
(AvaSpec-ULS2048CL-EVO, Avantes) to record the temporal and
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spectrum of the transient absorption (TA) signal.>*>7** All the
above experiments were measured at room temperature.

2.2 Computational methods

The geometries of the C540A monomer and hydrogen-bonded
complexes in ground and excited states are optimized by DFT
and TDDFT methods.**** Through vibrational frequencies
calculation and analysis, all vibrational frequencies have no
imaginary frequency, so as to ensure that all optimized
geometric configurations are in the local minima. Based on the
optimized structures, we investigate electrostatic potential
analysis,***® frontier molecular orbital, hydrogen bond binding
energy, vertical excitation energy, fluorescence emission energy,
and corresponding oscillator strength. The popular Becke's
three-parameter hybrid exchange functional with Lee-Yang-
Parr gradient-corrected correlation (B3LYP) in conjunction with
the triple-{ valence quality with one set of polarisation functions
(TZVP) basis set are used throughout all the calculations.”*
Considering the solvent effect, the integral equation formalism
version of polarizable continuum model (IEFPCM) is suitable
for hydrogen-bonded systems.*” The non-covalent bond inter-
actions are analyzed by reducing the gradient density using the
Multiwfn program.** The non-covalent bond interactions are
visually analyzed by the VMD program.** In addition to the
analysis above, all calculations in the present work are per-
formed by Gaussian 09 package.

3 Results and discussion

3.1 The excited-state dynamics by transient absorption
spectroscopy

We carry out femtosecond transient absorption (fs-TA) spec-
troscopic characterizations to investigate the excited-state
dynamics of C540A. The left panels a, b, and c of Fig. 1
display the TA spectra of C540A in AN, MeOH, and FA solvents
with different polarities (7*) and different hydrogen-bond-
donating capacity («) at the specified delay times, respectively.
The positive TA signals of 330-430 nm region can be assigned to
the photoinduced absorption (PA), while the negative signals of
lower energy bands peaking at 460, 453, and 454 nm marked by
dashed black lines can be attributed to the ground state
bleaching signals for C540A-AN, C540A-MeOH, and C540A-FA,
respectively. And the negative TA signals of higher energy
bands can be attributed to the stimulated emission (SE). As time
delays, the feature peaks of SE gradually shift to 530 nm,
540 nm, and 550 nm within 200 ps for C540A in AN, MeOH, and
FA, respectively, indicating the occurrence of ICT process. In
addition, it is worth nothing that a discrepancy between the
absorption peak displayed in Fig. S11 and the bleach peak can
be seen by comparison, which is due to the coincidence of the
PA signal. To gain more insights into the impact of hydrogen
bonds on excited state dynamics, the decay kinetics monitored
at maximum emission peaks are presented in the right panels d,
e, and f of Fig. 1 for C540A-AN, C540A-MeOH, and C540A-FA
complexes, respectively. For better presentation of all the
relaxation process, the kinetics traces are shown with a break in
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Fig.1 The transient absorption spectra of C540A in AN (a), MeOH (b),
and FA (c) solvents after excitation at 400 nm. The TA kinetic curves
and fitting curves of C540A (d)-(f).

the X-axis in Fig. 1d-f. An exponential rise time can be ascribed
to the formation of intramolecular charge transfer (ICT) states
and the lifetimes of ICT are ~0.65, ~0.58, and ~0.41 ps,
respectively, for C540A-AN, C540A-MeOH, and C540A-FA
complexes. The decay processes are well fitted by a biexponen-
tial function which can be assigned to two different channels of
radiative recombination and all the fitting parameters are dis-
played in Table S1.t The average lifetimes of radiative recom-
bination are shown in Fig. 1: for C540A-AN complexes, Taverage =
60.94 + 2.66 ps; for C540A-MeOH complexes, Tayerage > 3500 Ps;
for C540A-FA complexes, Tayerage = 925.96 + 189.41 ps. Thus,
according to the average lifetimes, we can deduce that the
C540A-AN complexes have a unique inactivation mechanism.
Moreover, the redshift wavelength increase gradually while the
lifetime of ICT slow down in turn for C540A-AN, C540A-MeOH,
and C540A-FA, respectively. This order doesn't correspond to
neither the order of solvent's polarity nor the hydrogen-
donating capacity which are shown in Table 1. Thus, it is
obvious that either the redshift or the ICT rate is not just related
to parameters « or 7.

Table 1 The Kamlet-Taft (K-T) solvatochromic parameters (7*, «, )
of FA, MeOH, and AN

Solvent * « I

AN 0.73 0.26 0.50
MeOH 0.60 0.98 0.66
FA 0.97 0.71 0.48
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3.2 The effect of solvents on the ICT process and the spectral
red shift in the complex systems by theoretical calculation

In order to further elucidate how the K-T parameters « and 7*
influence the excited state dynamics containing the ICT process
and the spectral redshift in C540A-solvent hydrogen-bonded
complexes, we systemically performed theoretical analysis
based on DFT and TDDFT methods.

3.2.1 Electrostatic potential. The intermolecular hydrogen
bonding interactions between solute and solvent molecules
which can be as an external factor have noticeable effects on the
ICT process. The electrostatic potential (ESP) can visually and
intuitively display the charge distribution and electronegativity
properties of molecular functional groups, and can also accu-
rately predict the formation sites of hydrogen bonds. The ESP
maps of C540A and solvent molecules were plotted in Fig. 2,
respectively. The color bar in the ESP maps from red to blue
represents the high electronegative area (nucleophilic) to the
low electronegative area (electrophilic). The C;=0; in the ESP
map of C540A appears bright red, which corresponds to the
region with strong electronegativity. This result indicates that
the C;=0; group of the C540A can interact with the electro-
philic region. While, the O-H group of MeOH and the N-H
groups of FA and AN are overlaid in blue, indicating that these
groups are located in the electrophilic region. In summary, the
H atom of the electrophilic group in the solvent can be func-
tioned as a hydrogen-bond donor to form an intermolecular
hydrogen bond with the hydrogen-bond acceptor C=0 group in
C540A. This phenomenon further implies that intermolecular
hydrogen bonding can form in MeOH, FA, and AN solvent,
consistent with the « scale of the corresponding hydrogen-bond
donor solvents.

3.2.2 Optimized geometric configurations. The ground-
state and excited-states geometrical configurations of the
C540A monomer and the hydrogen bonding complexes have
been optimized at the level of B3LYP/TZVP. The optimized
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Fig. 2 The ESP maps of C540A (a), MeOH (b), AN (c), and FA (d)
molecules.
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geometric configurations of the C540A-FA complex as a repre-
sentative in the ground state (S,) and the first excited states (S;)
are presented in Fig. 3. The geometric configurations of the
other two hydrogen-bonded complexes are also shown in Fig. S2
and S3.1 And the critical geometric parameters are summarized
in Table 2. Notably, as compared to the C;=0, bond length of
the C540A monomer in the S, state which is 1.203 A, the C,=0,
bond length in the C540A-MeOH, C540A-FA, and C540A-AN
increased by 0.020, 0.019, and 0.015 A, respectively, according
to the formation of the intermolecular hydrogen bond C;=0;---
H,. Additionally, the C;-O, and C,-C, bonds of C540A mole-
cules appeared to be a certain degree of change. Thus, the above
results demonstrate that the formation of intermolecular
hydrogen bonds affects the structure of the C540A molecule.
Based on the optimized molecular structure in the ground
state, the geometric configurations in the electron excited state
of the C540A monomer and the hydrogen bonding complexes
were further optimized at the level of B3LYP/TZVP. The relevant
bond lengths are also listed in Table 2. Apparently, the
hydrogen bonding lengths in the excited state are shortened to
1.805, 1.882, and 2.002 A for C540A-MeOH, C540A-FA, and
C540A-AN, respectively, compared with the lengths of the
hydrogen bonds C;=0;---H; in the ground state which are
1.852, 1.942, and 2.063 A, respectively. In addition, it is worth
noting that the maximum oscillator strength of the C540A-AN
corresponds to the transition to the second excited state (S,)
state. Therefore, we focus on the S, state of C540A-AN. Based on
the analysis above, it can be demonstrated that the intermo-
lecular hydrogen bonds were strengthened in the excited state.
Additionally, aiming to accurately study the change of
intermolecular hydrogen bond strength, the hydrogen bonds
were analyzed by AIM theory. The electron density (p) and its
Laplacian (V?p) at the critical point and the binding energy of
the hydrogen bond are listed in Table 3. The electron density (p)

1942 A 0. )

20,4 %
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P 0%0%e% e 25%%9, e
099 %0 C

Fig. 3 Optimized geometric structures for the C540A-FA complex in
So (@) and S (b) at the B3LYP/TZVP/IEF-PCM (FA) level.

Table 2 Calculated important bond lengths (A) of the isolated C540A
and hydrogen-bonded complexes in three solvents

C540A-
C540A MeOH C540A-FA C540A-AN
Molecule So S: So S: So S: So S,
C,-04 1.203 1.213 1.223 1.240 1.222 1.239 1.218 1.233
C1-0, 1.391 1.453 1.370 1.400 1.372 1.402 1.376 1.409
C,-C, 1.450 1.419 1.435 1.414 1.435 1.414 1.439 1.417
Ci-04---Hy, — — 1.859 1.805 1.942 1.882 2.063 2.002

© 2023 The Author(s). Published by the Royal Society of Chemistry
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Table 3 The electron density (p), Laplacian of the electron density
(V2p) at the hydrogen bond critical point and the energy of the
hydrogen bond (EHB)

C540A-MeOH C540A-FA C540A-AN
Molecule So S, So Sy So S,
p(r) 0.0301 0.0346 0.0241 0.0284 0.0184 0.0215
Vzp(r) 0.1025 0.1106 0.0920 0.1016 0.0737 0.0830
E/K] mol™* —2495 —29.19 —19.43 —23.36 —14.11 —16.96

can be used to describe the bond strength, and the greater the
value of p is, the stronger the bond is. In the S, state,
the hydrogen-bond binding energies of the C540A-MeOH,
C540A-FA, and C540A-AN are —24.9479, —19.4259, and
—14.1056 k] mol™", respectively. However, upon photo-
excitation to the first excited state, the hydrogen-bond
binding energies increased to —29.1762, —23.3553, and
—16.9593 kJ mol ', respectively. The increase of the intermo-
lecular hydrogen-bond binding energies in the excited state
compared with the S, state again intuitively confirms the fact
that the intermolecular hydrogen bonds are strengthened in the
excited state.

Based on the analysis above, a negative (positive) relation-
ship between the « scales and hydrogen-bond lengths
(hydrogen-bond binding energies) can be proposed for the
C540A-MeOH, C540A-FA, and C540A-AN complexes. Thus, the
«a scales increase followed by the increase of the intermolecular
hydrogen-bond strength, and the results are consistent with the
study on LD490 by Li et al."”

3.2.3 Non-covalent interaction (NCI) analysis. The analysis
of the non-covalent bond interaction proposed by Johnson
et al.** can effectively help researchers to identify intermolecular
hydrogen bond interactions. The analysis is based on normal-
ized and dimensionless reduced density gradients:

L%l

S = RDG(r) = ML
2(372)3 p3

(1)

The p represents the total electron density, which has the
following relationship with the eigenvalue 4, in the Hessian
matrix of electron density:

() = sign(lo)p (2)

Different forms of the non-covalent bond interaction can be
distinguished by the above formula sign(4,)p. The non-covalent
bond interaction analysis diagrams were drawn in Fig. 4. The
upper panel shows the iso-surfaces and different colors repre-
sent different forms of interactions in this portion. The
continuous color-coding scheme represents the value of sign(4,)
p. When sign(4;)p < 0, it indicates that there is a mutually
attractive interaction, the larger the negative values of sign(2,)p,
the deeper the blue in the iso-surface, the greater the interaction
force, the most common interaction force is hydrogen bond.
When sign(4,)p = 0, the green part represents weak interaction

RSC Adv, 2023, 13, 4924-4931 | 4927
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Fig.4 NClisosurface of the C540A-MeOH complexin Sq (a), Sy state (b), and the C540A-FA complex in Sg (c), Sy state (d). Plots of sign(,)p versus
RDG(r) for hydrogen-bonded complexes C540A-MeOH and C540A-FA in the Sq (e), (g), and S; state (f) and (h), respectively.

such as van der Waals interaction. When sign(4,)p > 0, the red
part generally corresponds to antibonding interactions, such as
steric hindrance effects in rings. The blue interactions can be
observed clearly from Fig. 4(a)-(d) between C540A monomer
and MeOH or FA, so the interaction between them is the
hydrogen bond interaction. As is evident from Fig. 4(a) and (b),
the blue color of the hydrogen bond interaction points of the
C540A-MeOH and the C540A-FA complexes in S; state are both
darker than that in S, states, so it can be concluded that the
hydrogen bonds are strengthened in S, states. Moreover, the
blue interaction region of the C540A-MeOH complex is deeper
than that of the C540A-FA complex in both S, and S; states.
Hence, the hydrogen bond interaction of the C540A-MeOH is
stronger than that of the C540A-FA in both S, and S, states.

Additionally, the bottom panel of Fig. 4 shows the scatter
diagrams of the RDG(r) value versus the sign(A,)p value for the
C540A-MeOH and C540A-FA in S, and S; states. In Fig. 4(e) and
(h), the circled position is the hydrogen bond C;=0;---H;
spike. The C;=0;---H; spike value of the C540A-MeOH is
—0.030 in the S, state, and the C;=0;---H; spike value shifted
to —0.035 upon photoexcitation. It indicates that the hydrogen
bond is strengthened in the excited state. The same trend is
observed in the C540A-FA complexes. Besides, the hydrogen
bond spike value of the C540A-MeOH complexes in S, and S,
states is more negative than that of the C540A-FA complexes. It
turns out that the hydrogen bond of the C540A-MeOH
complexes is stronger than that of the C540A-FA complexes in
both S, and S; states. In addition, the non-covalent bond
analysis of C540A-AN was also performed as shown in Fig. S4.7
The non-covalent bond analysis is consistent with the configu-
ration analysis result. It also proves the strength of the inter-
molecular hydrogen bonds increases gradually as the increase
of « scales.

4928 | RSC Adv, 2023, 13, 4924-493]

3.2.4 Infrared spectra (IR) analysis. Since the C;=0, group
is a considerable group for forming hydrogen bonds in the
complex systems, the stretching vibrational information of the
C;=0; was calculated as shown in Table S2.} The vibrational
frequencies of C;=0; for the C540A monomer, C540A-MeOH,
C540A-FA, and C540A-AN complexes in S, state are 1799,
1706, 1708, and 1726 cm™ ', respectively. The vibrational
frequencies of the C;=0, are red-shifted to 1791, 1702, 1704,
and 1721 cm ™! after the photoexcitation. Compared with the
C540A monomer, due to the formation of hydrogen bonds, the
stretching vibrational frequencies of the C;=0, group for the
complexes all have a significant red-shift phenomenon in the
ground and the excited states. Thus, we propose that the
hydrogen bonds are strengthened in the excited states accord-
ing to the results above. The vibrational frequencies of the C;=
O, group in the ground states of C540A-MeOH, C540A-FA, and
C540A-AN are red-shifted by 93, 91, and 70 cm™' compared to
the C540A monomer. The red-shift order of the vibrational
frequencies is consistent with the order of the solvent's « scales,
which is also consistent with the configuration analysis, the
non-covalent bond analysis results, and with the results of
previous studies.'”

3.2.5 Electronic excitation energy and electronic spectrum.
The vertical excitation energy, fluorescence emission energy,
and the corresponding oscillator strength are calculated and
listed in Table 4 and 5. It demonstrates that the maximum
oscillator strengths of C540A-MeOH and C540A-FA correspond
to the transition to the S, state. The S, state is derived from the
transition between HOMO and LUMO, and the transition
contribution is greater than 95%. Especially, the maximum
oscillator strength of the C540A-AN corresponds to the transi-
tion to the S, state, and the S, state of C540A-AN corresponds to
the transition from the HOMO-1 to the LUMO. The vertical
excitation energies and fluorescence emission energies of the

© 2023 The Author(s). Published by the Royal Society of Chemistry
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Table 4 Calculated electronic excitation energies (nm) and corresponding oscillator strengths of the singlet excited states for the isolated

C540A and hydrogen-bonded complexes by IEFPCM

C540A C540A-FA C540A-MeOH C540A-AN
S 379 (0.336) H — L 97.1% 424 (0.469) H — L 98.0% 422 (0.441) H — L 97.7% 450 (0.005) H — L 98.7%
S, 323 (0.024) 334 (0.050) 334 (0.050) 419 (0.504) H-1 — L 97.2%
S; 282 (0.000) 285 (0.076) 285 (0.072) 332 (0.049)
S, 279 (0.040) 274 (0.000) 283 (0.002) 299 (0.000)
Ss 258 (0.068) 263 (0.147) 263 (0.139) 284 (0.075)
Se 240 (0.046) 262 (0.000) 260 (0.000) 236 (0.062)

Table 5 Calculated fluorescence emission energy (hm) and corre-
sponding oscillator strengths of the isolated C540A and hydrogen-
bonded complexes by IEFPCM

C540A C540A-FA C540A-MeOH C540A-AN
S 425 (0.192) 514 (0.508) 512 (0.491) 534 (0.003)
S, 379 (0.106) 381 (0.098) 381 (0.101) 497 (0.442)
S 297 (0.000) 301 (0.000) 314 (0.001) 380 (0.101)

complexes have a different degree of red-shift compared with
the C540A monomer. This phenomenon demonstrates that the
formation of the intermolecular hydrogen bond can effectively
reduce the energy gap between the ground state and the excited
state, which is in accordance with the research of Li et al*
Interestingly, it is found that the S; state of C540A-AN is a dark
state, and its unique fluorescence quenching mechanism will
be investigated below. The red-shifts of vertical excitation
energy and fluorescence emission energy compared to the
C540A are C540A-FA, C540A-MeOH, and C540A-AN in
descending order, which coincide with the above experimental
results.

Regarding the influence of the solvent parameters on elec-
tron transition energy, Taft et al.*® proposed that solutes such as
coumarin, which accept hydrogen bonds in protic solvents but
cannot provide hydrogen bonds. The observed electron transi-
tion energies for certain solutes are expected to follow this
relationship:

v =+ aa + s7* (3)
where, v represents the electronic transition energy in solvent
and v, represents the electronic transition energy without
considering any solvent effect (gas phase). The « scale repre-
sents the ability of the solvent to provide hydrogen atoms to
form intermolecular hydrogen bonds with the solute, and the
m* scale represents the polarity of the solvent. In eqn (3), e and s
are the constants properties of the solute, and their magnitude
(sign) reflects the relative influence of the corresponding
solvent-solute interactions on the electron transition energy.
Previously, Li et al. studied the effect of solvent « scale on
spectral redshift, but did not exclude the effect of solvent m*
scale.’” Therefore, to obtain the relationship between electron
transition energy and solvent based on the above discussion,
the vertical excitation energies and fluorescence emission
energies of the C540A in five solvents were calculated and the

© 2023 The Author(s). Published by the Royal Society of Chemistry

results are listed in Table 6. In order to make the fitting results
more accurate, the calculations of vertical excitation energies
and fluorescence emission energies for the additional C540A-
EtOH and C540A-DCM complexes are also provided. The
vertical excitation and fluorescence emission energies of the
complexes all have redshifts in the five solvents, and the red-
shift can be expressed as (v — ). It is that the red-shifts of
vertical excitation energy and fluorescence emission energy had
the following relationship with « and #* scales of the solvent
(em™):

v — vy =—1635 — 621.400 — 679.87* (4)

In conclusion, the redshifts of the absorption spectra and
the fluorescence emission spectra have a linear relationship
with the o and 7* scale of the solvents. Moreover, the effect of
the polarity on the red-shift of the electron spectrum is slightly
stronger than the hydrogen-donating ability.

3.2.6 Frontier molecular orbitals. The frontier molecular
orbitals (MOs) analyses can visualize the ICT process and obtain
the relationship between the ICT process and the solvents. The
MOs analyses of C540A-MeOH, C540A-FA, and C540A-AN are
depicted in Fig. 5. The S; states of C540A-FA and C540A-MeOH
correspond mainly to the transition from the highest occupied
orbital (HOMO) to the lowest unoccupied orbital (LUMO). The
S, state of C540A-AN corresponds to the transition from the
HOMO-1 to LUMO. It should be noted that the S, states of
C540A-FA and C540A-MeOH and the S, state of C540A-AN show
a typical wr* feature. Furthermore, the electron densities are
distributed on the C540A molecule, there is no charge distri-
bution on the solvent molecules. Hence, the S; states of C540A-

Table 6 Redshift data (v — vg) of absorption spectrum (ABS) and
emission spectrum (EM) were fitting by Gaussian and egn (4)*

Gaussian Fitting
Molecule ABS EM ABS/EM
C540A-MeOH —2.65 —2.65 —2.65
C540A-FA —2.81 —2.70 —2.74
C540A-AN —2.52 —2.03 —2.30
C540A-EtOH —2.67 —2.60 —2.54
C540A-DCM —2.33 —2.05 —2.27

“ Redshift data (v — v,) is as described in eqn (4) and are in units of
10® em . The uncertainty in each value is estimated to be 154 cm ™.
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Fig. 5 Frontier molecular orbitals and electronegativity changes
(Coulomb: C) in the hydrogen-bonded complexes C540A-MeOH,
C540A-FA, and C540A-AN.

FA and C540A-MeOH and the S, state of the C540A-AN are
locally excited (LE) states. For the HOMO orbital of C540A-FA
and C540A-MeOH, as well as the HOMO-1 orbital of C540A-
AN, the electron densities are mainly distributed near the N
atom and the benzene ring. When the complexes are photoex-
cited, the electron densities of the LUMO orbital are redis-
tributed, and most of the charge is transferred to the C;=0,
group and trifluoromethyl group. The transfer and rearrange-
ment of charge densities prove that the S; states of C540A-FA
and C540A-MeOH and the S, state of the C540A-AN show
significant ICT characteristics. Another significant feature to
note here is that the electronegativity of the O; atom in the
C540A-MeOH increased by 0.037 C from —0.4289 C (S,) to
—0.4659 C (S;). The same trend also exists in the other two
complexes, and the electronegativity of the O, atom is distinc-
tively enhanced with an increase in the solvent's « acidity. It
indicates that the strength of the intermolecular hydrogen bond
increase with the increase of the « scales. However, it is worth
noting that the relationship between the ICT process and
«a scales seems different with the previous study by Li et al, in
which they suggest that the strengthened intermolecular
hydrogen bond facilitates the ICT process as « increases.
Herein, we demonstrate that the ICT processes accelerate
gradually accompanying the increase of redshift for C540A-AN,
C540A-MeOH, and C540A-FA in turn. Consequently, we can
safely infer that the effect of the polarity of solvent on ICT
process cannot be ignored, and efforts about the influence of
the 7* scale on ICT process will be made in our future study.
3.2.7 The mechanism of deactivation for C540A-AN
complex. Based on the calculation of vertical excitation energy
for the C540A-AN complex, it can be drawn that the oscillator
strength of C540A-AN is the largest in S, state. Thus, the C540A-
AN complex can be directly excited to S, state. Since the S; state
of the C540A-AN is an intramolecular charge transfer (CT) state
which is a dark state and possesses extremely weak oscillator
strength, indicating that the C540A has a unique excited state
inactivation mechanism in Aniline solvent, and the mechanism
diagram is shown in Fig. 6. The C540A-AN is excited to the S,
(LE) state and then relaxes to the S, state radiatively or
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Fig. 6 Deactivation mechanism of the C540A-AN complex in the
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undergoes internal conversion (IC) to the S; (CT) state. The
nonradiative CT channel accelerates the radiative recombina-
tion of S, state, accounting for the fastest recombination rate in
these three complex systems. Moreover, the strengthened
hydrogen bond of C540A-AN in S, state can effectively promote
the intramolecular charge transfer (CT), which induces the
unique inactivation mechanism for the C540A-AN complex in
accordance with the research on C500 by Li et al.**

4 Conclusions

We have investigated the excited state dynamics of C540A in AN,
MeOH, and FA solvents by transient absorption spectroscopy
and systematically performed a set of theoretical calculations to
interrogate the effect of K-T parameters on excited state
dynamics in the hydrogen-bonded complex systems. The
different solvents in complex systems turn out to have
a pronounced impact on the spectral redshift and ICT process.
The redshift of the emission peak has a linear relationship with
the o and 7* scale of the solvents. And the effect of polarity on
the redshift of the electron spectrum is slightly stronger than
that of hydrogen donating ability. Meanwhile, the ICT rates can
be suggested as relevant to not only the « scale but also the 7*
scale, which seems different from the previous study. In addi-
tion, a unique inactivation mechanism has been found in the
C540A-AN complex due to the dark feature of the S; (CT) state.
This work provides in-depth insights into the photophysical
properties of C540A in different solvents.
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