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Investigation of the Electronic Excited-State Equilibrium Geometries
of Three Molecules Undergoing ESIPT: A RI-CC2 and TDDFT Study

Orian Louant, Benoit Champagne,

and Vincent Liégeois™

Laboratoire de Chimie Théorique, UCPTS, Namur Institute of Structured Matter, Université de Namur, rue de Bruxelles 61, B-5000

Namur, Belgium

ABSTRACT: Energy minima on the potential energy surfaces
of the ground and excited states have been characterized for
three photoactive molecules that undergo excited-state intra-
molecular proton transfer: 3-hydroxychromone, N-salicylide-
neaniline, and 2-(2-hydroxyphenyl)benzothiazole. Both the
CC2 method and the TDDFT methodology with different
exchange-correlation (XC) functionals differing by the amount
of Hartree—Fock (HF) exchange have been employed. Besides
the analysis of the structures along the reaction paths, this
study has compared the TDDFT and CC2 results to provide
guidelines for selecting the best XC functionals. Several
geometrical parameters as well as the excitation energies are
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found to vary monotonically with the amount of HF exchange. Systematically, this study has addressed the ground-state
geometries, those of the excited states, and their variations upon excitation, showing that the M06 XC functional provides the
closest agreement with the CC2 results. Still, large differences of geometries have been observed between the different levels of
approximation, mostly for the excited states: (i) Not all methods locate the same number of minima, (ii) the bond length
variations upon excitation might be reversed, and (iii) the H-bond network can be modified from one level to another, changing
the keto/enol character. Moreover, TDDFT/MO06 and B3LYP-3$ vertical excitation energies are in good agreement with the
CC2 values. All in all, these results call for being cautious when using these optimized geometries for predicting the spectroscopic
signatures of these compounds to understand the processes that take place during photoexcitation.

Bl INTRODUCTION

Time-resolved vibrational spectroscopies such as time-resolved
infrared (TRIR)' and femtosecond stimulated Raman spec-
troscopy (FSRS)” are becoming more and more widespread
techniques to investigate processes taking place in electronic
excited states. Among the different phenomena currently under
study, we can cite excited-state intramolecular proton transfer
(ESIPT) (e.g, phototautomerization),””” intermolecular
char%e transfer (ICT),® as well as cis—trans photoisomeriza-
tion.” It is therefore of crucial importance to understand these
processes (which involve one or more excited states) because
they are involved in biochemical phenomena as well as in
optoelectronic materials. Nevertheless, while these spectro-
scopic techniques are able to monitor the evolution of the
vibrational signatures during photochemical reactions, compu-
tational methods are required to interpret the signatures in
terms of atomic displacements or structural reorganizations as
well as in terms of the nature of the excited states.”""

Before investigating the vibrational signatures of molecules in
the excited state, an important and preliminary step consists of
scanning the potential energy surface of the excited state and of
characterizing their minima. While such minimization proce-
dure is quite straightforward and reliable for ground-state
structures with the use of density functional theory (DFT)
combined with hybrid exchange-correlation (XC) functional,""
little is known about the reliability of time-dependent density
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functional theory'> (TDDFT) and about the performance of
XC functionals for describing excited-state geometries. So, even
for the calculation of electronic excitation energies, for which
this method is commonly used, huge variations can be found
between different exchange-correlation functionals, especially
for charge-transfer excitations."*™ ' Therefore, the use of wave
function theory and more specifically of high-level coupled-
cluster methods™ is of great interest because they form a
hierarchy of approximations. Among them, the CC2 method,”'
which is an approximation of CCSD, can be used to calculate
molecular properties in the excited state for relatively quite
large systems (more than 60 atoms), as illustrated by ref 22,
where excitation energies have been calculated and compared
with TDDFT as well as refs 23 and 24, where the excited-state
polarizabilities and the excited-state dipole and quadrupole
moments have been evaluated, respectively. This is made
possible thanks to the use of the RI approximation.”> Because
analytical energy gradients have been implemented at the CC2
level for excited states, one can efficiently optimize the
geometry of molecules in their excited states and use these
geometries as references.
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This work is focusing on the description of the geometrical
structures for minima on the excited-state potential energy
surface. For that, three photoactive molecules have been chosen
owing to their rather small size and the availability of
experimental data: N-salicylideneaniline (SaOH),”**” 2-(2'-
hydroxyphenyl)benzothiazole (HBT),'”*** and 3-hydroxy-
chromone (3-HC)™ (Figures 1-3). All of them display

ESIPT
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Figure 1. Structures of the ground and excited states of 3-
hydroxychromone.

ESIPT phenomenon when excited at specific wavelength.
First, the CC2-optimized geometries of their main excited
states are described. Then, these energy minima on the
potential energy surface are optimized using TDDFT with a
selection of exchange-correlation functionals, differing by their
percentages of Hartree—Fock exchange, and these results are
compared with the CC2 reference data. The choice of the XC
functionals with various percentages of HF exchange originates
from the well-known impact of the HF exchange on the charge-
transfer excitation energiesls_m’19 and oscillator strengths.’"*
From such TDDFT versus CC2 comparisons, general rules are
deduced for the choice of XC functionals. The paper is
organized as follows. The second section describes the
computational details. The third section presents and discusses
the results. Finally, the fourth section draws conclusions and
outlooks.

B COMPUTATIONAL DETAILS

The geometry optimizations (ground and excited states) and
calculations of vertical excitation energies at the RI-CC2 level
were carried out using Turbomole 6.0.* The Gaussian 09°*
program was used for the (TD)DFT calculations with four
global hybrid exchange-correlation functionals, B3LYP,**
B3LYP-35 (35% HF exchange), M06, and MO06-2X,¢ as well
as two long—range—corrected hybrid functionals, LC-BLYP”” and
CAM-B3LYP.”® These XC functionals present different
percentages of Hartree—Fock exchange: 20% for B3LYP, 27%
for M06, 35% for B3LYP-35, and 54% for M06-2X, while

CAM-B3LYP and LC-BLYP have 65 and 100% Hartree—Fock
exchange at long-range, respectively. For all calculations, a
triple-¢ basis set was used, def2-TZVPP.” For the RI-CC2
calculations, the def2-TZVPP auxiliary basis set was also used."’
We have checked that the norm of the t2 amplitudes is <10% in
all of the RI-CC2 calculations. Owing to prohibitive computa-
tional resources, no vibrational frequency calculations were
performed to check the optimized geometries.

To analyze the differences of geometries, besides individual
bond lengths and angles, two measures have been employed.
First, the root-mean square deviation (RMSD), which, for a
pair of geometries A and B (typically obtained at two levels of
approximation), is defined as

RMSD, ; =
JZ?(&?—R};Z + RY - R + (RA - REY
N

(1)
where R, R;, and R, are the Cartesian coordinates of the ith
atom along x, y, and z axes. The summation runs over all of the
N atoms for RMSD,,, but only over those of the path H-O—
C;—C¢—C,—N for RMSDj (used for N-salicylideneaniline and
2-(2’-hydroxyphenyl)benzothiazole compounds (Figures 2 and
3)). Before performing the RMSD calculations, the two
structures are brought to coincide with each other by
minimizing the least-squares error:*"**

2
EDEN DS

N
E= %Z m YD U RS+ T, — R
i a B 2)

where U is a 3 X 3 unitary rotation matrix and T is a
translation vector that brings structure A to coincide with
structure B. One should note that the RMSD value describes
the difference between two molecular structures and is
therefore not only sensitive to bond-length differences but
also to differences in angles and dihedral angles.

Second, the bond length alternation (BLA) is used to
describe the electron delocalization over the bonds in the
“phenol” ring. According to the atom numbering of the
structures (Figures 2 and 3), BLA is defined as

1
BLAc _c, = g[dn = dyy + dyy — dyg + dsg — dg)] 3)

where d; is the distance between atoms C; and C;. This
definition assumes that BLA is positive if C;—C, has a single-
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Figure 2. Structures of the ground and excited states of N-salicylideneaniline.
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Figure 3. Representation of the ESIPT process in 2-(2'-hydroxyphenyl)benzothiazole as described in ref 29, together with the structures of its

ground and excited states.

a) 3-HC b) SaOH

HOMO
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Figure 4. Representation of the HOMO and LUMO obtained at the B3LYP/def2-TZVPP level of theory of (a) 3-hydroxychromone (3-HC), (b) N-
salicylideneaniline (SaOH), and (c) 2-(2'-hydroxyphenyl)benzothiazole (HBT).

Table 1. Excitation Energies (eV) of 3-Hydroxychromone as a Function of the Method of Calculation: Vertical Excitation
Energies at Equilibrium Ground (AE,,(S,)) and Excited (AE,,.(S,)) State Geometries as Well as Adiabatic Excitation Energies

(AEadia(SOJ Sl))

RI-CC2 B3LYP MO06
AE,. (So) 4.17 3.99 4.10
AE, (S,) 1.54 221 238
AE,4, (So S1) 2.79 324 3.37

B3LYP-35 MO06-2X CAM-B3LYP LC-BLYP
4.37 429 4.44 4.72
2.51 2.73 2.52 2.79
3.57 3.79 3.62 4.01

bond character, C,—C; is double-bond-like, and so on, and
BLA is therefore negative in the opposite case. Moreover, a
BLA value close to zero indicates a complete delocalization of
the 7 electrons and therefore a very aromatic system, whereas
the other situations account for quinoid character.

Bl RESULTS AND DISCUSSION

3-Hydroxychromone. The 3-hydroxychromone molecule
is sketched in Figure 1. For different definitions and levels of
approximation, the S, — S; excitation energies (mostly
HOMO-LUMO, 7 — #* transitions, Figure 4) are given in
Table 1. As expected, the TDDFT vertical excitation energies
increase as a function of the amount of Hartree—Fock exchange

with 3.99 and 2.21 eV for B3LYP, 4.10 and 2.38 eV for MO06,
437 and 2.51 €V for B3LYP-3S, and 4.29 (which is the
exception) and 2.73 eV for M06-2X. At the ground-state
equilibrium geometry, the RI-CC2 value (4.17 eV) is between
the M06 and B3LYP-35 ones, while for the excited-state
equilibrium geometry it is the smallest value (1.54 eV). The
TDDFT adiabatic excitation energies follow the same trend as
the vertical excitation energies and increase as a function of the
amount of Hartree—Fock exchange. The RI-CC2 adiabatic
excitation energy (2.79 eV) is the smallest value. CAM-B3LYP
and LC-BLYP excitation energies are among the largest ones.
Our values are in close agreement with the recent investigation
of the photodynamics of 3-hydroxychromone performed by
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Table 2. Representative Ground- and Excited-State Bond Lengths (A), Valence Angles, Dihedral Angles (degrees), and RMSD

Values (A) for 3-Hydroxychromone®

RI-CC2 B3LYP MO06

S Cc,-C, 1.402 1.401 1.395
C,—C, 1451 1.459 1.453
C—C, 1.447 1.459 1.454
C,—C;s 1.356 1.347 1.343
Cs—0, 1.358 1.356 1.348
0,-C, 1.362 1.358 1.348
C,—-0, 1.249 1231 1.223
Cc,—0, 1.349 1.349 1.338
0,-H 2.025 2087 2.070
0,-H 0.980 0.974 0972
0,-H-0, 120.1 116.7 117.0
RMSD,,, — 0.017 0.015
S, C-C, 1.419 1415 1.411
C,—C, 1.419 1.422 1412
C—C, 1.407 1.416 1.421
C,—C;s 1.360 1.370 1.373
Cs—0, 1.381 1.367 1.354
0,-C, 1.388 1.370 1.360
C,—0, 1.351 1.339 1.326
C,—0, 1.402 1.326 1.299
0,-H 0978 0973 0972
0,-H 2.169 2131 2.097
0,-H-0, 117.9 115.1 115.8
RMSD,,, — 0.020 0.028

B3LYP-35 MO06-2X CAM-B3LYP LC-BLYP
1.395 1.394 1.392 1.380
1.460 1.460 1.456 1.449
1.458 1.460 1.456 1.450
1.340 1.341 1.338 1.326
1.352 1352 1.352 1.345
1.354 1.352 1.352 1.343
1.222 1221 1223 1214
1.324 1.346 1.344 1.338
2.127 2.111 2.081 2.065
0.964 0.970 0.972 0.972
114.2 115.7 116.3 115.8
0.026 0.021 0.017 0.025
1.414 1415 1.410 1.402
1414 1411 1415 1.403
1.426 1.437 1.420 1.422
1.375 1.386 1373 1379
1.357 1.350 1.355 1.338
1.368 1.369 1371 1.368
1.333 1.328 1.332 1321
1.296 1.277 1.295 1.264
0.964 0.973 0.972 0.975
2.144 2.109 2.112 2.068
114.2 115.0 114.1 115.1
0.025 0.029 0.026 0.040

“See Figure 1 for atom numbering. RMSD values are evaluated with respect to RI-CC2 results.

Perveaux and coworkers.*> Indeed, their vertical excitation
energies calculated at Sy and S; geometries using PBEO/cc-
pVTZ level of theory amount to 4.11 and 2.31 eV, respectively,
and compare quite well with our M06/def2-TZVPP values
(4.10 and 2.38 eV). They have also evaluated the CC2 vertical
excitation energy at the PBEO/cc-pVTZ ground-state geometry,
which amounts to 4.20 eV. This is in agreement with our RI-
CC2 value of 4.17 €V calculated at the RI-CC2/def2-TZVPP
ground-state geometry.

For the ground state, the optimized equilibrium geometries
(Table 2) are similar to all methods, as described by small
RMSD values ranging from 0.017 to 0.026 A. The major
differences are found for the positions of the O, atom and O,—
H group. Indeed, the C;—O; bond length is systematically
smaller with DFT (with values close to 1.22 A) than using RI-
CC2 (1.25 A). For the O—H groups, the O,—H distance is
larger at the RI-CC2 level than using DFT, while the opposite
is observed for the O;—H bond. This indicates that in the
ground state the intramolecular hydrogen bond is slightly
stronger at the RI-CC2 level of theory than using DFT
methods. One also observes a large variation of the C,—Cj;
bond length as a function of the XC functional with values
ranging from 1.33 A for LC-BLYP to 1.35 A for B3LYP. The
CC2 value attains 1.36 A and is therefore the largest value.

The changes of geometry upon excitation are represented in
Figure S, whereas the main excited-state geometrical parameters
are also listed in Table 2. The agreement between the excited-
state optimized geometries at RI-CC2 and TDDEFT levels is
slightly poorer than for the ground state, with larger RMSD
values ranging from 0.020 to 0.040 A. Like for the ground state,
the C—O distances are systematically larger with RI-CC2 than
TDDFT. For instance, the C;—0;, O;—C;, and C;—0O; bond
lengths attain 1.38, 1.39, and 1.35 A at RI-CC2, while they

O1-H
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Figure 5. Bond length differences (A = d(S;) — d(S,), in A) going
from the ground state (S;) to the excited state (S;) of 3-
hydroxychromone. See Figure 1 for atom numbering.

fluctuate around 1.36, 1.37, and 1.33 A for the various XC
functionals, respectively. On the contrary, the differences are
much larger for C,—0,, for which RI-CC2 predicts a bond
length of 1.40 A while all XC functionals give a much smaller
value, between 1.26 and 1.33 A. Like in the ground state, the
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Table 3. Difference of Energies (kJ/mol) between the Ground-State cis-Enol and cis-Keto Conformers (AE, . = E; — E,.) and cis-
Enol and trans-Keto Conformers (AEy. . = Ey — E.) as Well as Excitation Energies (eV) of N-Salicylideneaniline as a Function
of the Method of Calculation: Vertical Excitation Energies at Equilibrium Ground-State Geometry of the Enol Form

(AE,(S5)) and at Equilibrium Excited-State Geometry of the Keto Form (AE,.,(S%)) as Well as Adiabatic Excitation Energies

(AEadia(Sf)) Sllc))

RI-CC2 B3LYP MO06
AE_, 229 19.4 236
AB, . 782 623 62.7
AE,.(S5) 3.85 3.67 3.76
AE,(S}) - 2.11 224
AE,4,(S;, ) - 2.89 3.01

B3LYP-35 MO06-2X CAM-B3LYP LC-BLYP
23.6 32.7 25.0 284
62.3 73.2 68.3 71.2
4.01 4.14 4.12 4.51
2.60 2.65 2.69 3.07
3.16 3.35 3.30 3.61

O—H bond length, which is the O,—H distance instead of the
O,—H distance in the ground state, is longer at the RI-CC2
level (0.98 A) than at the TDDFET level (from 0.96 to 0.97 A).
Then, contrary to what was observed for the ground state, the
C,—C; bond length is smaller at the RI-CC2 level (1.36 A)
than using TDDFT where the value ranges from 1.37 to 1.39 A.

Besides the O;—H/O,—H interchange characteristic of
ESIPT, several bond length modifications are observed upon
excitation (Figure S) and can be quite different between RI-
CC2 and the TDDFT methods. Among the C—C bonds, the
most drastic difference is observed for the C,—Cs bond length,
which increases by at least 0.02 A upon excitation for all DFT/
TDDEFT results, while at RI-CC2 level, it only slightly increases
(by 0.004 A). In addition, the amplitude of the bond length
increase is larger with the amount of HF exchange. The four
C—O bond lengths increase upon excitation at the RI-CC2
level, while the C,—O, bond length decreases at the DFT/
TDDFEFT level and becomes more keto-like. The amplitudes of
the C;—O; bond elongation and of the C,—O, bond shortening
depend on the amount of HF exchange.

N-Salicylideneaniline. The photodynamics of N-salicyli-
deneaniline has been studied experimentally,’*”” and the
different processes are illustrated in Figure 2. From the enol*
excited state (S), the molecule undergoes an ESIPT, followed
by a cis—trans isomerization to get the trans-keto product (S§¥),
which can relax along the ground-state potential energy surface
(PES) to give the cis-keto conformer (S§) and finally the cis-
enol conformer (S§). An additional radiative pathway from the
cis-keto conformer in the excited state (S¥) to the cis-keto
conformer in the ground state (S§) exists.

The difference of energy between the ground-state cis-enol
and cis-keto, trans-keto conformers as well as the vertical
excitation energies and adiabatic excitation energies at different
levels of approximation are reported in Table 3. First, the
differences of energy between the cis-keto and cis-enol
conformations in the ground state are similar between RI-
CC2 (22.9 kJ/mol) and the DFT values with the various XC
functionals except for M06-2X, which predicts a much larger
value at 32.7 kJ/mol. For the difference of energy between the
trans-keto and cis-enol conformers, B3LYP, M06, and B3LYP-
35 give roughly the same value (62.3 kJ/mol), while RI-CC2 is
higher with 78.2 kJ/mol. M06-2X still has the largest value
(73.2 kJ/mol) among the different XC functionals. Then, the
TDDFT vertical excitation energies at the cis-enol ground-state
equilibrium geometry (mostly HOMO-LUMO, = — rx*
transitions, Figure 4) increase with the percentage of
Hartree—Fock exchange from 3.67 eV for B3LYP, 3.76 eV
for M06, 4.01 eV for B3LYP-35, and 4.14 eV for M06-2X, while
the RI-CC2 value (3.85 eV) is between the M06 (3.76 eV) and
the B3LYP-35 (4.01 eV) ones, similar to our observations for 3-

hydroxychromone. Once the cis-enol conformer (S§) is excited,
it directly undergoes the ESIPT, meaning that no equilibrium
geometry was found for the S{ state. TDDFT with our selection
of XC functionals has been able to locate a minimum in the
excited state for the cis-keto conformers (S¥). On the contrary,
RI-CC2 never converges to a minimum in the excited state and
directly leads to the trans-keto product (S§¥). Indeed, after the
photoexcitation and the ESIPT, we were unable to obtain a
keto form at the excited state due to root flipping. When
exciting from the cis-keto (S§) form on the ground-state PES,
we were too close to the conical intersection between S, and S;
for RI-CC2 to optimize. Both the TDDFT vertical excitation
energies at the cis-keto excited-state (S¥) equilibrium geometry
and the TDDFT adiabatic excitation energies increase with the
amount of Hartree—Fock exchange.

During the photodynamic (Figure 2), three ground-state
minima are encountered, the cis-enol form (S5), cis-keto form
(SE), and the trans-keto form (S§*), for which representative
bond lengths and angles are provided in Table 4. For the
ground-state cis-enol form (S§), we can conclude that the
different methods give similar geometries because the RMSD
values are small (ranging from 0.024 to 0.065 A). However,
these RMSD values are slightly larger than those of 3-
hydroxychromone. This can be related to the nonplanarity of
N-salicylideneaniline compounds with a C,—N—Cyz—C, torsion
angle around 140°. Indeed, the largest RMSD value is observed
for B3LYP, whose torsion angle (145°) deviates the most from
the reference RI-CC2 value (141°). In addition, the H-O—
C,—C4¢—C,—N fragment (which is mostly planar) gives smaller
RMSD than RMSD,,, values. Apart from the torsion angle, the
major differences are found for the O—H and N—H as well as
C,—N bond lengths. RI-CC2 gives the longest O—H bond
(1.00 A) and C,—N bond (1.30 A) and the shortest N—H
hydrogen bond (1.67 A), indicating that the hydrogen bond is
stronger with this method than with the different XC
functionals. The bond-length alternations (BLAs) are all nearly
identical and very close to zero, indicating that the phenol ring
is aromatic with the z-electrons completely delocalized in the
ring.

For the ground-state cis-keto form (SK), the RMSD values are
larger, indicating a greater difference in the geometries obtained
with the various methods. One of the reasons is again the large
differences in the C,—N—Cy—C, torsion angle. In addition, the
O-H, N—H as well as the C;,—O bond lengths vary a lot
between the different methods. The O—H bond length, for
instance, is the shortest with RI-CC2 (1.46 A), while its value
range from 1.65 to 1.74 A with the different XC functionals.
The O—H—N angle is also affected by the method with a value
for RI-CC2 that is 10° higher than the average DFT one (150
vs 140°). There is a direct correlation between the formation of
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Table 4. Representative Ground-State Bond Lengths (A), Valence Angles and Dihedral Angles (degrees), and RMSD Values (A)

for N-Salicylideneaniline”

RI-CC2 B3LYP Mo06

S5 C,—0 1.341 1.338 1.329
O-H 1.003 0.992 0.983
N-H 1.672 1.744 1.786
C,—C, 1.398 1.397 1.392
C,—C;, 1.387 1.384 1.378
C,—C, 1.400 1.398 1.392
C,—Cs 1.384 1.381 1.375
C—Cq 1.408 1.404 1.398
Cs—C, 1.417 1418 1.410
Ce—C, 1.438 1.446 1.442
C—N 1.299 1.285 1.278
O-H-N 150.2 147.4 146.1
C,—N—-C—C, 141.0 145.1 144.0
RMSD,,, — 0.065 0.047
RMSDy — 0.024 0.038
BLA(,—¢, 0.005 0.006 0.006
S C,-0 1.290 1.259 1.246
O-H 1.461 1.671 1.724
N-H 1.097 1.044 1.035
C,—C, 1.425 1.439 1.438
C,—C,4 1.376 1.364 1.356
C;—C, 1.415 1424 1421
C,—Cs 1373 1.362 1.355
Cs—Cq 1.416 1.425 1421
Ce—C, 1.452 1.466 1.462
Ce—C, 1.402 1.392 1.383
C,—N 1.323 1.326 1.323
O-H-N 149.7 141.5 139.2
C,—N—-C4—C, 1744 175.8 180.0
RMSD,, - 0.065 0.114
RMSD, - 0.078 0.098
BLA¢, ¢, 0.019 0.032 0.036
Stk C,-0 1.250 1233 1.224
N-H 1.010 1.008 1.008
C,—C, 1.452 1.459 1.455
C,—C, 1.364 1.354 1.348
C;—C, 1.430 1.435 1431
C,—Cs 1.365 1.356 1.349
Cs—Cq 1.426 1.433 1.428
Ce—C, 1.479 1.488 1.480
Ce—C, 1.379 1.375 1.367
C,—N 1.341 1.342 1.338
C,—N—-C—C, 177.3 180.0 180.0
RMSD,, - 0.060 0.058
BLAc, ¢, 0.033 0.043 0.046

B3LYP-3§ MO06-2X CAM-B3LYP LC-BLYP
1.337 1.335 1.334 1.326
0.976 0.986 0.988 0.988
1.798 1.761 1.744 1.731
1.393 1.395 1.392 1.385
1.380 1.381 1.378 1.368
1.393 1.395 1.392 1.385
1.378 1.379 1375 1.367
1.400 1.399 1.397 1.387
1411 1.410 1.408 1.396
1.450 1.452 1.448 1.445
1.276 1.277 1275 1.264
146.0 146.6 146.9 146.3
143.1 142.1 141.0 1379
0.045 0.031 0.024 0.041
0.041 0.030 0.025 0.024
0.006 0.007 0.007 0.009
1.248 1251 1.253 1.245
1.740 1.661 1.660 1.646
1.026 1.044 1.042 1.044
1.442 1.443 1.438 1.435
1.356 1.357 1.355 1.342
1425 1.427 1423 1421
1.355 1.356 1.353 1.341
1.426 1.425 1.423 1.419
1.464 1.458 1.455 1.442
1.386 1.389 1.386 1377
1.324 1.320 1.318 1.309
138.7 140.6 140.8 140.2
170.7 163.4 164.9 160.2
0.109 0.177 0.155 0216
0.104 0.077 0.076 0.074
0.039 0.041 0.040 0.050
1.226 1.22§ 1.227 1218
1.001 1.008 1.007 1.007
1.460 1.464 1.458 1.455
1.347 1.347 1.345 1.332
1.436 1.441 1.437 1.437
1.349 1.348 1.346 1.332
1.435 1.438 1.434 1432
1.483 1.480 1.477 1.46S
1.369 1.368 1.365 1352
1.340 1.340 1.338 1.333
172.7 166.8 170.7 167.2
0.064 0.157 0.094 0.147
0.050 0.055 0.054 0.065

“See Figure 2 for atom numbering. RMSD values are evaluated with respect to RI-CC2 results.

the ketone (leading to a shortening of the C,—O bond length)
and the reduction of aromaticity (leading to larger BLA values).
Overall, the hydrogen bond N—H:--O is stronger at the RI-CC2
method than at the DFT level, while the ketone bond is
stronger at the DFT level.

For the trans-keto ground state (S§*), the different
geometries are all very similar except for those obtained with
MO06-2X and LC-BLYP XC functionals. This is in correlation
with the variations in the C,—N—C3—C, dihedral angle. The
similarity between the structures can be explained by the
absence of hydrogen bond, which was responsible for most of
the differences between the structures for the cis-keto form. The

BLA values for each method are larger than the corresponding
values for the S§ form (0.033 A compared with 0.019 A for RI-
CC2). This is a consequence of the loss of the hydrogen bond
in the trans-keto form, leading to a reduction of the aromaticity
of the neighboring benzene ring. Then, the BLA values increase
with the amount of Hartree—Fock exchange.

As previously said, the RI-CC2 method is not able to locate
any minimum on the first excited-state PES. Then, using
TDDFT, only the cis-keto form was found at the first excited
state (S5). The changes of geometry upon excitation are
represented in Figure 6, whereas the main excited-state
geometrical parameters are also listed in Table S. The RMSD
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Figure 6. Bond lengths differences (in A) going from the cis-enol
ground state (S) to the cis-keto excited state (S5) (A = d(S¥) — d(Sg))
of N-salicylideneaniline. See Figure 2 for atom numbering.

values are relatively small except for those obtained with
B3LYP-35 and LC-BLYP. The biggest difference between the
geometries is due to the Cy—Cy—C,—N and C,—N—-Cy;—C,
torsion angles. The BLA values (Table S) are all negative and of
the same amplitude as those for the ground-state cis-keto form
(SK). Indeed, while for the excited state C,—C, and C,—~Cj are
more single-like and C;—C, and C,—Cg are double-like bonds,
it is the opposite for the ground-state cis-keto form. For most of
the geometrical changes upon excitation reported in Figure 6,
the largest differences are obtained with LC-BLYP. Then, M06-
2X and CAM-B3LYP values are often quite similar, while the

amplitudes of the B3LYP, M06, and B3LYP-35 geometrical
changes increase, following the amount of Hartree—Fock
exchange. In addition, C4—C, bond-length differences (as
well as C;—C, ones) are strongly affected by the amount of
Hartree—Fock exchange. For instance, B3LYP gives an increase
in the bond length upon excitation, while M06 predicts no
change and the other XC functionals predict a decrease in the
distance.

2-(2’-Hydroxyphenyl)benzothiazole. The photodynam-
ics of 2-(2'-hydroxyphenyl)benzothiazole (HBT) has been
characterized in previous works, both experimentally and
theoretically,”** and is illustrated in Figure 3. After photo-
excitation, the cis-enol* undergoes an ESIPT, followed by a
rotation around the C—C bond. The twisted-keto* returns to
the ground state through a conical intersection (CI). HBT then
splits into two populations, cis-keto and trans-keto. While the
first one immediately isomerizes to the cis-enol form, closing
the proton transfer cycle, the latter requires ~100 ps to do so.

While experimentally four conformers are potentially
observed on the ground-state PES (cis-enol, trans-keto, cis-
keto and twisted-keto forms (Figure 3)), some of these
(hypothetical) minima cannot be located by our quantum-
chemistry methods. All methods were able to locate the cis-enol
form (S§), where the hydrogen is bonded to the oxygen atom as
well as the trans-keto conformer (S§*), but we were unable to
locate the equilibrium geometry associated with the cis-keto
conformer (S§) because, experimentally, it isomerizes directly.
Geometry optimization of HBT in the excited-state results in
the localization of, at most, three minima, cis-enol* (S$), cis-
keto* (SY), and twisted-keto* (S*¥), depending on the level of
theory as well as on the XC functional. All TDDFT functionals
locate a energy minimum close to the Franck—Condon region,
which corresponds to the cis-enol (S5). This minimum is not
found at the RI-CC2 level, for which only the cis-keto minimum
is found (S%). The S¥ minimum is also located for all of the
considered XC functionals. The rotation of hydroxyphenyl
group with respect to the benzothiazole conducts to a CI with
the ground state at the RI-CC2 level as well as for the B3LYP
and LC-BLYP XC functionals. For the other functionals, a
twisted-keto minimum has been located (S*¥). Therefore,

Table 5. Representative Excited-State Bond Lengths (A), Valence Angles and Dihedral Angles (degrees), and RMSD Values (A)

for N-Salicylideneaniline”

RI-CC2 B3LYP MO06
sk C,-0 1275 1.261
O-H 1.756 1.784
N-H 1.039 1.034
C,—C, 1.422 1.420
C,—C, 1.407 1.399
C,—C, 1371 1.386
C,—C; 1.429 1.420
Cs—Cq 1373 1.369
Cs—C, 1.455 1.454
Cs—C, 1.456 1.441
C,—N 1331 1.330
O-H-N 138.0 136.7
Cs—C¢—C,—N 155.8 158.1
C,—N—Cy—C, —165.4 —166.6
RMSD,, - 0.038
BLAc,c, —0.042 —0.039

“See Figure 2 for atom numbering. RMSD values are evaluated with respect to B3LYP results.

G

B3LYP-35 MO06-2X CAM-B3LYP LC-BLYP
1.260 1.260 1.263 1.250
1.790 1.739 1731 1.707
1.025 1.038 1.038 1.040
1.427 1426 1419 1412
1.402 1.394 1.394 1.379
1371 1.382 1.377 1.380
1.428 1418 1416 1.396
1.372 1.376 1373 1.375
1.457 1.468 1.463 1472
1.440 1433 1.431 1.406
1.331 1.333 1.332 1.327
139.8 139.3 139.8 140.4
180.0 165.2 166.8 180.0

—180.0 —170.1 —-171.1 —180.0
0.193 0.082 0.094 0.193
—0.039 —0.032 —0.035 —0.026
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Table 6. Difference of Energies (kJ/mol) between the Ground-State cis-Enol and trans-Keto Conformers (AE . = Ey; — E,.) as
Well as Excitation Energies (eV) of 2-(2’-Hydroxyphenyl)benzothiazole as a Function of the Method of Calculation: Vertical
Excitation Energies at Equilibrium Ground-State Geometry of the cis-Enol Form (AE,,,(S;)) and at Equilibrium Excited-State
Geometry of the cis-Enol, cis-Keto, and Twist-Keto Form (AE,(S5), AE, (%), AE,..(Si"")) State Geometries as Well as
Adiabatic Excitation Energies (AE,;,(S5, S5), AE,4i.(S, S¥), AE,q4.,(S5, S°))

RI-CC2 B3LYP MO06
AE . 833 747 76.6
AE,.. (S5) 3.87 371 3.79
AE,. (S7) - 323 3.40
AE, (S}) 229 251 2.58
AE, . (StIWk) - - 0.62
AE,4, (S5 S9) - 3.50 3.59
AE,g, (S5 SF) 321 326 337
AE,g, (85 81™) - - 2.86

B3LYP-35 MO06-2X CAM-B3LYP LC-BLYP
79.8 89.1 81.4 85.9
4.02 4.15 4.11 4.46
3.54 3.40 3.58 3.75
2.71 2.68 2.87 3.12
0.75 0.65 0.71 -
3.77 3.86 3.83 4.10
3.50 3.67 3.61 3.87
3.00 3.34 3.29 -

Table 7. Representative Ground-State Bond Lengths (A), Valence Angles and Dihedral Angles (degrees), and RMSD Values (A)

for 2-(2'-Hydroxyphenyl)benzothiazole”

RI-CC2 B3LYP
S C,—0 1.344 1.340
O-H 0.995 0.987
N-H 1.703 1.750
C,—C, 1.399 1.398
C,—C, 1.386 1.382
C—C, 1.399 1.397
C,—C;s 1.384 1.380
Cs—Cq 1.404 1.404
C—C, 1.417 1.418
C—C;, 1.446 1.453
C~N 1.323 1.305
C,-S 1.750 1.767
O-H-N 149.6 146.8
C,—O-H-N 0.0 0.0
C—C¢—C,—N 180.0 180.0
C—C—C,—S 0.0 0.0
RMSD,, - 0.021
RMSDy - 0.018
BLAc,_c, 0.005 0.007
Stk Cc,-0 1.279 1251
$-0 2.339 2477
N-H 1.009 1.006
C,—C, 1.428 1.443
C,—C, 1.376 1.362
C,—C, 1.415 1423
C,—C;s 1.376 1.364
Cs—Cs 1.412 1.422
Ce—C, 1.444 1.458
Cs—C, 1.402 1.397
C—N 1.356 1.357
C—S 1.729 1.742
C,—O-H-N 0.0 0.0
C—C¢—C,—N 0.0 0.0
Cs—Cs—C,—S 179.8 180.0
RMSD,, - 0.051
BLA¢,_c, 0.020 0.034

Mo6

1.330
0.980
1.782
1.394
1.375
1.392
1.374
1.398
1411
1.449
1.299
1.760
145.7
0.0
180.0
0.0
0.019
0.028
0.008

1.241
2.496
1.006
1.440
1.355
1419
1.357
1.417
1.453
1.390
1.352
1.735
0.0
0.0
180.0
0.060
0.037

B3LYP-3§ Mo06-2X CAM-B3LYP LC-BLYP
1.338 1.336 1.336 1.343
0.974 0.983 0.985 0.986
1.788 1.763 1.743 1.727
1.395 1.397 1.394 1.386
1.378 1379 1.375 1.366
1.393 1.395 1.392 1.385
1.376 1.377 1.374 1.365
1.401 1.399 1.397 1.388
1412 1.410 1.408 1.396
1.456 1.458 1.455 1.452
1.297 1.298 1.296 1.266
1.762 1.752 1.751 1.730
145.6 146.1 146.4 145.9

0.0 0.0 0.0 0.0
180.0 180.0 180.0 180.0
0.0 0.0 0.0 0.0
0.022 0.014 0.017 0.028
0.030 0.023 0.018 0.019
0.007 0.008 0.008 0.011
1.241 1.240 1.244 1.235
2.525 2.524 2.474 2.476
0.999 1.006 1.005 1.006
1.445 1.449 1.442 1.440
1.355 1.355 1.353 1.340
1.424 1.428 1.423 1.423
1.357 1.357 1355 1.341
1423 1.424 1.420 1418
1.456 1.455 1.448 1.436
1.392 1.393 1.391 1.381
1.354 1.353 1.351 1.343
1.740 1.734 1.731 1.717
0.0 0.0 0.0 0.0
0.0 0.0 0.0 0.0
180.0 180.0 180.0 180.0
0.068 0.067 0.051 0.060
0.042 0.045 0.043 0.0SS

“See Figure 3 for atom numbering. RMSD values are evaluated with respect to RI-CC2 results.

while RI-CC2 locates only one minimum on the first excited-
state PES (S¥), TDDFT functionals locate a second minimum
(S%) and even a third one (Si*¥) with the M06, B3LYP-35,
MO06-2X, and CAM-B3LYP functionals.

The energy differences between the trans-keto and cis-enol
ground-state equilibrium structures are reported in Table 6
together with the vertical excitation energies of the first dipole-
allowed transition (mostly HOMO-LUMO, z — z*
transitions, Figure 4). For the first set of values, RI-CC2 one
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(83.3 kJ/mol) is among the highest values together with M06-
2X (89.1 kJ/mol) and LC-BLYP (85.9 kJ/mol). For the vertical
excitation energies, the TDDFT results show a clear trend: The
excitation energies go up as a function of the percentage of
Hartree—Fock exchange for hybrid functionals with 3.71, 3.23,
and 2.51 eV for B3LYP, 3.79, 3.40, and 2.58 eV for M06, 4.02,
3.54, and 2.71 eV for B3LYP-3S, and 4.15, 3.40, and 2.68 eV for
MO06-2X. Regarding the long-range corrected hybrid func-
tionals, CAM-B3LYP (4.11, 3.58, and 2.87 eV) and LC-BLYP
(446, 3.75, and 3.12 eV) present higher excitation energy
values than most of the other functionals. The RI-CC2 vertical
excitation energy at the cis-enol equilibrium geometry (3.87 eV)
is between the M06 and B3LYP-35 values, as already found for
the two previous molecules. For the adiabatic energies, they
also increase with the amount of Hartree—Fock exchange when
going from B3LYP to M06-2X, while the LC-BLYP values are
the largest ones.

Some representative geometrical parameters of the cis-enol
(S%) and trans-keto (SEX) conformers are given in Table 7.
From the root-mean-square deviations (RMSDs), it appears
that the changes are rather small and slightly larger for the
trans-keto form (maximum 0.028 A for S§ and maximum 0.067
A for Si¥). For the cis-enol form, the major discrepancies are
found for the C,—O, C,—N, O—H, and N—H bond lengths.
Indeed, the first three bonds are longer at the RI-CC2 level
(1.34, 1.00, 1.32 A), while the N—H bond (1.70 A) is smaller
compared with those obtained at the DFT level. This indicates
once more that the hydrogen bond is stronger at the RI-CC2
level of theory. For the trans-keto form, the most drastic change
of bond length is observed for the double-bond C,—O, which is
maximum for the RI-CC2 method (1.28 A) and slightly
decreases with the amount of Hartree—Fock exchange in the
XC functionals (from 1.25 A for B3LYP to 1.24 A for M06-2X),
together with an increase in the S—O distance from 2.34 A for
RI-CC2 to 2.48 A for B3LYP and 2.53 A for B3LYP-35. The
BLAs for the cis-enol ground state are close to 0.007 A
(compared to 0.000 A for benzene), while its values for the
trans-keto ground state range from 0.020 to 0.05S A, which
indicates a reduction of the aromaticity with the loss of the
hydrogen bond, as already shown for the N-salicylideneaniline
molecule.

The geometrical changes upon the S§ — S transition are
represented in Figure 7a, while selected excited-state bond
lengths, valence angles, and dihedral angles are tabulated in
Table 8. We were not able to locate the S; minimum at the RI-
CC2 level of theory because this method directly follows the
ESIPT reaction to form the S} product. Therefore, the RMSD
values measure the difference of geometry with respect to the
B3LYP one. With respect to the Sg, the S| minimum presents
(Figure 7a) a reduced C;—O bond length, while the O—H
bond length increases. In parallel, the O—H—N angle increases,
leading to an important reduction of the N—H distance. This
reduction of the N—H distance is accompanied by an increase
in the C,—N bond length. While the changes in the C,—O
distances are similar for all XC functionals, bigger differences
are observed for O—H and N—H, suggesting that the S}
minimum is an intermediate between the enol and keto
compounds. The RMSD values between the different XC
functionals further evidence that while the deviations are still
rather small, they are larger than in the ground state and are
mainly due to differences in the O—H and N—H bond lengths.
B3LYP is the functional that presents the most significant
increase in the O—H distance and an equally important

a) OH b)
N-H

—-0.30 —-0.20 —0.10 0.00 0.10 —0.90 —0.45  0.00 0.45 0.90

o ol
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CoCr

Cr-N

Cr-S
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B vios—2x [l cAM-B3LYP B Lc-BLYP

Figure 7. Bond lengths differences (in A) going from (a) the enol
ground state (S{) to the enol excited state (S) (A = d(S5) — d(S§))
and (b) the enol ground state (Sf) to the keto excited state (89 (A =
d(S5) — d(S5)) of 2-(2’-hydroxyphenyl)benzothiazole. See Figure 3 for
atom numbering. Because no S| minimum has been located for RI-
CC2, the differences are reported with respect to the ground-state enol
S6-

decrease in N—H. The same is true for the C;,—C,, C,—C;, and
C,4—C; bonds. In addition, B3LYP presents reduced C;—C, and
C;s—C¢ bond lengths with respect to the ground state, while for
the other functionals an increase is observed (except for Cs—Cg
with MO6, presenting a small reduction). As a consequence of
the reduction of the C;—C, and Cs—C¢ bond lengths and of the
increase in the C,—C; and C,—C; bonds observed for B3LYP
and to a smaller extent for M06 XC functionals, their BLA
values are large and negative contrary to the other XC
functionals, where the values are also negative but small,
comparable to those observed for the S form. Both C4—C,; and
C¢—C, bond lengths, which are part of the six-membered ring
from the OH group to the N atom, present the more
pronounced changes among the C—C bonds upon excitation:
C¢—C, distances increase, while the C4—C, distances decrease.
As shown by the variations of several bond lengths, the S
structure is in between the S§ and S¥ ones.

The bond length changes going from the S§ to the S}
minimum are presented in Figure 7b. Because the S} minimum
is not located at the RI-CC2 level, the differences are reported
with respect to the ground-state cis-enol Sg. This S* minimum is
characterized by the transfer of the proton to the nitrogen, and
so important reduction of the N—H distance and increase in
the O—H one are observed. The biggest repercussion of the
proton transfer is observed along the O—C,—C4—C,—N—H
path: The C,—O and C4—C, bond lengths decrease, while the
C¢—C, and C,—N distances increase. The amplitude of these
modifications is progressive when going from RI-CC2, B3LYP,
MO06, and B3LYP-35 until M06-2X. This is further evidenced by
the increasing value of the RMSDg. For M06-2X, the C;—C4—
C,—N is different from the 180.0° value found for all of the
other XC functionals, which explained the larger global
RSMD,,, value of 0.255 A. These modifications indicate that
the larger the amount of Hartree—Fock exchange the more
keto-like is the structure with, for instance, a C;—O bond
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Table 8. Representative Excited-State Bond Lengths (A), Valence Angles and Dihedral Angles (degrees), and RMSD Values (A)

for 2-(2'-Hydroxyphenyl)benzothiazole”

S Cc,-0
O-H
N-H
C,—C,
C,—C,
C,—C,
C,—C;
C—Cs
Cs—C,
Cs—C,
C,—N
C,-S
O-H-N
C,—O-H-N
C,—C4s—C,—N
Cs—Cs—C,—S
RMSD,
RMSDg
BLAc,c,

sk C,—0

N-H

C-C,
GGy
-G,
C=Cs
Cs—Ce
Ce—Cy

Stwk C,-0
O-H
N-H
C,—C,
C,—C,
C,—C,
C,—C;s
Cs—Cq
Cs—C,
Cs—C,
C,—-N
C,-S
O-H-N
C,—O-H-N
Cs—C¢—C,—N
C—C4—C,—S
RMSDy
BLAc, ¢,

RI-CC2

1.320
1.685
1.083
1.393
1.426
1.365
1.442
1.368
1.455
1.455
1.368
1.735
139.7
0.0
180.0
0.0

—0.065

B3LYP

1.311
1.068
1.496
1.410
1.395
1.387
1.422
1.382
1456
1.439
1.350
1.761
153.0
0.0
180.0
0.0

0.031

1274
1.739
1.040
1.423
1.409
1371
1.434
1.372
1.458
1.457
1.351
1.742
136.8
0.0
180.0
0.0
0.026
0.022

—0.045

Mo6

1.308
1.016
1.631
1.398
1.384
1.395
1.395
1.394
1455
1416
1.346
1.767
150.7
0.0
180.0
0.0
0.069
0.044
0.016

1.260
1.777
1.033
1.420
1401
1.368
1.426
1.368
1.456
1.443
1.350
1.736
134.7
0.0
180.0
0.0
0.021
0.037

—0.042

1.244
3.307
1.005
1.442
1.368
1.394
1.406
1.363
1.443
1.484
1.384
1.728
81.8
88.9
98.6
100.7

—0.006

B3LYP-3§

1315
1.000
1.667
1.395
1.384
1.403
1.384
1.409
1.465
1.408
1.354
1.775
149.7
0.0
180.0
0.0
0.074
0.057
0.008

1.262
1.805
1.023
1421
1.401
1371
1427
1.372
1.465
1.443
1.353
1.740
133.7
0.0
180.0
0.0
0.025
0.046
—0.043

1.240
3.351
0.999
1.449
1.365
1.400
1.403
1.369
1.456
1.482
1.390
1.737
78.0
89.1
99.6
100.7
0.021
—0.002

MO06-2X

1.304
1.034
1.567
1.400
1.383
1.408
1.386
1.407
1470
1.407
1.354
1.761
1515
0.0
180.0
0.0
0.059
0.025
0.008

1.258
1.829
1.030
1.422
1.394
1.383
1.416
1.375
1473
1.434
1.358
1.732
130.5
26.0
157.3
21.3
0.255
0.130
—0.035

1231
3.563
1.007
1.458
1.357
1415
1.387
1.383
1.467
1.468
1.398
1.739
76.0
73.1
75.8
69.5
0.441
0.015

CAM-B3LYP LC-BLYP
1.308 1.295
1.028 1.038
1.581 1.542
1.394 1.386
1.382 1.372
1.403 1.401
1.383 1.367
1.406 1.404
1.46S 1.464
1.405 1.389
1.352 1.346
1.762 1.742
151.2 151.0

0.0 0.0
180.0 180.0
0.0 0.0
0.059 0.072
0.030 0.023
0.009 0.004
1.262 1.249
1.755 1.743
1.034 1.034
1416 1.409
1.395 1.379
1.378 1.381
1416 1.395
1.376 1.377
1.469 1.476
1.430 1.407
1.353 1.348
1.735 1.721
134.7 133.6
0.0 0.0
180.0 180.0
0.0 0.0
0.020 0.041
0.033 0.038
—0.037 —0.028

1237
3.532
1.005
1.448
1.357
1.408
1.385
1.381 —
1.459
1.468
1.397
1.736
88.0
72.3
774
70.9
0.410
0.012

“See Figure 3 for atom numbering. RMSD values are evaluated with respect to B3LYP, RI-CC2, or MO6 for S, S, or S*¥ excited state, respectively.
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Table 9. Vertical and Adiabatic Excitation Energies (eV) of 3-HC, SaOH, and HBT as Well as the Mean Difference with Respect

to CC2

RI-CC2 B3LYP MOo6
3-HC 4.17 3.99 4.10
SaOH 3.85 3.67 3.76
HBT 3.87 3.71 3.79
3-HC 2.79 3.24 3.37
SaOH — 2.89 3.01
HBT 321 3.26 3.37
mean A, 0.00 -0.17 —0.08
mean A, g, 0.00 0.25 0.37

B3LYP-35 M06-2X CAM-B3LYP LC-BLYP

Vertical

4.37 4.29 4.44 4.72

4.01 4.14 4.12 4.51

4.02 4.15 4.11 4.46
Adiabatic

3.57 3.79 3.62 4.01

3.16 3.35 3.30 3.61

3.50 3.67 3.61 3.87

0.16 0.23 0.26 0.60

0.53 0.73 0.62 0.94

length ranging from 1.27 (B3LYP) to 1.25 A (LC-BLYP) for
the different XC functionals in comparison with the 1.32 A
value obtained at the RI-CC2 level. The RI-CC2 geometry is
therefore the most “enol-like” keto conformer with, for
instance, a C4—C, bond length that increases, while for all of
the XC functionals (except B3LYP) the distance decreases. The
benzene ring of the hydroxyphenyl part is also affected by the
proton transfer. The different changes go in the same direction
for all methods, except for the C,—C, bond, for which RI-CC2
predicts a very small decrease, while all of the XC functionals
indicate an increase in accordance with the Lewis structure of
the keto form. Nevertheless, the alternation of single and
double bonds in the benzene ring of the hydroxyphenyl moiety
is not yet characteristic of a “pure” keto form, as already seen
for the S¥ form of N-salicylideneaniline molecule (the BLA
values for the SX forms of N-salicylideneaniline and 2-(2'-
hydroxyphenyl)benzothiazole molecules are all negatives).
Indeed, the BLA values of the S} state are all negative and
range from —0.028 to —0.065 A, with the latter value found for
RI-CC2. Negative BLA values indicate that the alternation is
reversed with respect to the one in the keto product (SY), as
illustrated in the Lewis structure for the S¥ state in Figure 3. At
last, at the RI-CC2 level, the hydrogen-bonding character is
stronger, as demonstrated by the N—H and O—H distances
that are the longest and the shortest, respectively, compared
with what is obtained at the TDDFT level of theory.

At last, the twisted-keto S** conformer is only found using
four XC functionals, probably due to the proximity of the
conical intersection: M06, B3LYP-35, M06-2X, and CAM-
B3LYP. With respect to the S¥ equilibrium geometry, the
twisted-keto S** form presents a rotation of the hydroxyphenyl
group around the C4—C, bond. The amplitude of this rotation
varies with the XC functional: M06 and B3LYP-35 present a
dihedral angle of ~100° between both C;—C4—C,—N and Cs—
C¢—C,—S path, while these angles are closer to 70° for M06-2X
and CAM-B3LYP and present a difference of 6° between the
two paths, which indicates a small pyramidalization of the
thiazole ring. With the rotation, the H-bonded character is
reduced, leading to a reduction of the C,—O bond length as
well as a reduction of the N—H distance.

B FURTHER DISCUSSION AND CONCLUSIONS

To understand the processes that take place during photo-
excitation, it is of crucial importance to characterize the
structures and energies of the involved electronic excited states
using appropriate quantum-chemistry methods. This work
presents a first step toward this goal by investigating the energy
minima on the potential energy surfaces of the ground and

excited states of three photoactive molecules that undergo
intramolecular proton transfer in the excited state: 3-
hydroxychromone (3-HC), N-salicylideneaniline (SaOH), and
2-(2'-hydroxyphenyl)benzothiazole (HBT). We have used the
RI-CC2 method as well as the TDDFT methodology together
with different exchange-correlation (XC) functionals containing
various percentages of Hartree—Fock exchange. This choice of
the XC functionals originates from the well-known impact of
the HF exchange on the charge-transfer excitation ener-
gies"> ™" and oscillator strengths.*"*” Besides the compara-
tive analysis of the structures along the reaction paths, this
study has compared the TDDFT and CC2 results to provide
guidelines for selecting the “best” XC functionals.

First, from the TDDFT vertical excitation energies, one
observes that the M0O6 and B3LYP-3S values (Table 9) are in
good agreement with those obtained at the RI-CC2 level of
theory. Moreover, in agreement with previous investigations,
the TDDFT vertical excitation energies increase with the
amount of Hartree—Fock exchange. Then, this study has
systematically addressed the ground-state geometries, those of
the excited states, and their variations upon excitation. In
general, for the ground state, the different methods provide
similar geometries, as highlighted by small RMSD values. The
major discrepancies are related to the hydrogen bonds, which
are systematically stronger (shorter) at the RI-CC2 level than
with the TDDFT methods. In addition, for the S form of the
N-salicylideneaniline molecule, we have observed larger RMSD
values, which are explained by large differences in the C,—N—
Cg—C, torsion angle.

The situation is different for the excited states. First, not all
methods/XC functionals locate the same number of minima.
For instance, for HBT molecule, the S** minimum that is close
to a conical intersection is only found at the TDDFT level with
the M06, B3LYP-35, M06-2X, and CAM-B3LYP XC func-
tionals. Second, the geometrical parameters for the excited state
obtained at the TDDFT level are more different from those
obtained with the RI-CC2 method than what was observed for
ground states. For instance, for HBT molecule, the changes of
C,—C, and C4—C, bond lengths upon Sj — SX electronic
excitation are reversed for RI-CC2 in comparison with the
TDDFT ones. This has repercussions on the bond length
alternation (BLA) of the “phenol” ring (the smaller the BLA,
the more aromatic the phenol ring) and in the hydrogen-
bonding network. In particular, when analyzing the BLA values
for SaOH and HBT molecules, we have observed that (1) for
both S§ forms, the BLA values are very close to zero, indicatin
a good m-electron delocalization in the ring, and (2) for the Sg
form and the two S§* minima, the BLA values are positive while
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they are negative for the St forms, indicating a reversed
alternation of single and double bonds. In addition, several
geometrical parameters vary monotonically with the amount of
Hartree—Fock exchange (O—H, N-H, and C,—C, bond
lengths for HBT molecule, for instance). This is also observed
when analyzing the changes of the geometrical parameters
upon excitation.

In conclusion, for the three systems investigated here, the
MO06 XC functional seems to best reproduce the RI-CC2
reference results. Still, RI-CC2 presents for the excited keto
geometry a more “enol-like” structure, while TDDFT/MO06
gives a more “keto-like” geometry. Following these conclusions,
we can expect even larger effects of the methods on the
spectroscopic signatures.
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