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Harnessing and storage of solar radiations employing molecular photoswitches are certainly of intense
research interest en route to alleviate the increasing energy demand. The present report aims to
scrutinize the effect of N-Substitution on the photoswitching behaviour of bicyclodienes with different
bridge lengths for molecular solar thermal energy storage (MOST) application. The result reveals that the
bicyclodiene attains stability with an increase in bridge length due to a decreasing ring strain, while the
photoproduct acquires strain and becomes destabilized. Consequently, as the bridge length increases,
the storage energy is enhanced while the back reaction barrier decreases. The photoswitching
properties can be greatly altered based on the position of N in aza-bicyclodiene. Aza-bicyclodiene
photoswitches are isobaric with the parent systems and do not reduce the energy storage density,
unlike the bulky electron releasing and withdrawing substituents. N-substitution at the bridgehead
position enhances the thermal back reaction barrier without compromising the storage energy in long-
bridged switches. Further, N-substitution is effective at shifting (bathochromic) the excitation wavelength
to the longer wavelength region of the spectrum. Therefore, N-substitution in long-bridge bicyclodiene
photoswitches could be beneficial to improve the thermochemical as well as photophysical properties
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1. Introduction

Fossil fuels, like natural gas, crude oil, and coal—although they
are exhaustible energy resources—are currently the chief con-
tributors to meet the energy demand."* The natural reserves of
these energy resources, however, are rapidly exhausting, but
nevertheless the requirement for energy is always perpetual.””
The worldwide need for energy is further likely to increase by at
least two-fold in the future.>* Therefore, the search for an
inexhaustible energy resource to sustainably meet the increasing
energy crises is an ongoing and focussed area of research."*”
The solar radiations emitted by the Sun are the fundamental,
inexhaustible and ultimate energy resource responsible for the
existence of life on the Earth.*® Living organisms containing
chlorophyll pigments are capable of harvesting the solar energy
and convert it into chemical energy via photosynthesis.®’
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i Electronic supplementary information (ESI) available: The calculated storage
energies, energy storage densities, and thermal back reaction barriers of all the
studied systems, optical absorption spectra of the reactants and photoproducts of
the considered photoswitching couples, spectral data including the molar
absorption coefficient, first important absorption wavelength (surpassing 0.01)
and corresponding oscillatory strength for the bicyclodiene and photoisomer. See
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This biological phenomenon has inspired researchers to
develop modern technologies, like solar cells, photocatalytic
devices, energy dense fuels, molecular solar thermal energy
storage devices, etc., that can utilize energy from solar
radiation.>® " The intermittent and uneven geographical dis-
tribution of solar radiation has triggered the development of
technological devices that not only aid the harnessing but also
facilitate the long-term storage of solar energy.>>"*

A light-responsive molecule that can undergo photoinduced
excitation to produce a metastable isomer and revert back to the
parent isomer when triggered is known as a molecular photo-
switch.'®> Photoswitching couples have a potential to mimic this
biological phenomenon and possess the ability to harness solar
energy and store it in the chemical bonds as a metastable
photoisomer.>*2° This stored chemical energy can be converted
back into the thermal energy via activation of the metastable
photoproduct when desired.>*" The photoswitching molecules
can serve as a means to harvest, store, and release energy, and
thus promise to meet the energy crisis in a sustainable manner.>**
The devices that employ photoswitches for the harvesting and
storage of solar energy are called molecular solar thermal energy
storage (MOST) systems or solar thermal fuels (STF).>*¢71922:23

The pioneering work on abiotic light harvesting molecular
photoswitching systems were reported by Yoshida (1985) and
Bren et al. (1991), and previously summarized by Dubonosov
et al. (2002).**%° Thereafter, the field was thoroughly investigated
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and significantly uplifted by Moth-Poulsen and co-workers with
their several experimental and theoretical studies. These inves-
tigations have inspired the scientific research community to
further inspect the chemical photoswitches for MOST applica-
tions.>!771921,22:27735 HYitherto, a variety of molecular photo-
switches, including the tetracarbonyl-fulvalene-diruthenium
complexes, anthracenes, norbornadiene/quadricyclane (NBD/
QC), dihydroazulene/vinylheptafulvene, azobenzenes, etc., are
known,>?1?93233:36735 Aamong all, the NBD/QC couple, which
involves the [2+2]-cycloaddition of bridged bicyclodiene mole-
cule to give a strained metastable photoadduct is extensively
investigated for MOST applications due to its high energy
storage density.>*>*"*"3¢ However, the low thermal back-
reaction barrier and optical absorption in the UV region hinders
its practical applicability as an effective MOST systems.'®®
En route to make NBD/QC couple relevant for the practical
real-life application, research has also been conducted to tune
their thermochemical and photophysical properties via different
substitutions.>'**>26>7 Degpite of enormous efforts, a photo-
switching couple with all the desired properties for practical
MOST applications has not been achieved yet.>'* This is because
incorporating all the essential features in a single photochromic
couple for their practical MOST application is extremely
challenging.”?"**

Recently, the Moth-Poulsen and Mikkelsen groups demon-
strated that an increase by one methylene (-CH,-) bridging unit
in the NBD/QC system results in a bicyclooctadiene/tetracyclo-
octane (BOD/TCO) couple with an enhanced storage energy.'”"'®
Thereafter, a high-throughput screening of nearly half a million
photoswitches carried out to analyse the MOST applications
reveals that the best properties were mostly exhibited by the
systems with longer bridges.>® Further increases in bridge length of
the bicyclic diene improves the storage energy but compromises
the thermal back reaction (TBR) barrier.'® This is attributed to ring
strain, however the strain energy has not been quantitatively
assessed, which is certainly crucial for rational designing of the
photoswitching systems in the future. More recently, the influence
of N-substitution on the properties of a BOD/TCO photoswitch
has been reported, however there is no clue for the effect of
N-substitution with the different bridge lengths.>

In the present investigation, ring strain in various bicyclic
diene photoswitching systems with different bridge lengths
were quantified. Further, the impacts of ring strain on the
thermochemical properties are discussed to assist future MOST
system designing and engineering. The prominent objective is
to forecast the influence of the position of aza-substitution on
the thermochemical and photophysical properties of various
bicyclic diene photoswitching systems with different bridge
lengths.

2. Computational details

The geometries of all the reactants, transition states (TS) and
products were fully optimized employing the M06-2X functional
and 6-311++G** Pople-style basis set without any geometrical or

288 | Energy Adv, 2024, 3, 287-298

View Article Online

Energy Advances

symmetrical constraints. Previous benchmarking studies of both
the NBD/QC and BOD/TCO photoswitching couples suggest that
the geometry and thermochemical properties are better predicted
with the M062X/6-311++G** level of theory.'””* Therefore, the
same method was employed for the computation of the studied
bicyclodiene photoswitches. The nature of the critical point
structures was characterized as local minima by the harmonic
frequency calculations. The time-dependent density functional
theory (TD-DFT) calculations were performed to shed light on
the photophysical properties of the photoswitching systems. The
vertical excitation energies for first fifteen singlet electronic
excited states were calculated with the TD-M06-2X/6-311++G**
method. The ring strain energy (SE) which is calculated as the
difference between the energy of the molecule with the sum of the
energy of the group equivalents in the molecule. SE is calculated
at the M06-2X/6-31+G(2df,p) level of theory, as illustrated in a
recent report.” All these calculations were performed using the
Gaussian16 suite program.®

The harnessed solar energy that can be stored as chemical
energy in a metastable photoproduct is the storage energy
(AGgy) of the photoswitching couple. The storage energy is
calculated as the difference between the Gibbs free energy of
the metastable photoisomer and the parent molecule using the
following equation:

AGstr = Gphotoproduct - Gparent (1)

where Gparent and Gphotoproduct are the Gibbs free energy of the
parent molecule and the photoproduct, respectively. The dif-
ference in electronic energy (AEg,) and difference in thermal
correction (AGermal) between the photoisomer and the parent
molecules contributes to the total AG,,, as follows:

AGstr = AEstr - AGthermal (2)

where AE, is the difference in electronic energy of the two
photoisomers while AGermar is the difference in the thermal
energy contribution to the Gibbs free energy of the two photo-
isomers. To determine more accurate values, the storage energy
was estimated by calculating the electronic energy (AEs,) at the
DLPNO-CCSD(T)/Def2TZVP level using geometries optimized
with MO06-2X/6-311++G**. Further, the thermal correction
(AGherma) Was included at the MO06-2X/6-311++G** level of
theory, analogous to that in the previous report.'®

The thermal back reaction barrier (AGygr) is the amount
of activation energy required for back conversion of the
metastable photoproduct into the parent isomer. It can be
calculated as:

AGrgr = Grs — Gphotopmduct (3)

where Grs is the Gibbs free energy of the TS.

The transition state involves the formation of singlet bi-
radicals during the thermal ring-opening of the metastable
cycloadduct.”” Owing to the multireference character of the
transition state, the DFT functionals are inappropriate to pre-
dict the structure and often overestimates the thermal back
reaction (TBR) barrier.”> Previous benchmarking studies have
revealed that the PBE functional is better to predict the

© 2024 The Author(s). Published by the Royal Society of Chemistry
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transition state geometry while its energy can be determined
with the multiconfigurational complete active space (CAS)
calculations.® Therefore, in this investigation, the geometry
of the transition state interconnecting the parent molecule and
corresponding photoproduct was determined with PBE via
climbing image nudged elastic band (CI-NEB) calculations
implemented in the Quantum Espresso package.®” Thereafter,
the electronic energy of the transition state and photoproduct
was determined with the (8,8)-CASPT2/6-311++G** method,
analogous to that in the previous report.'® Therefore, the
computational methods employed for the calculations of the
studied systems are appropriate as required for the bicyclic
diene based photoswitches.

Here, the AErgr was calculated as the difference in the
electronic energy of the biradical TS (Eys) and photoproduct
(Ephotoproduct) using the following equation:

AETBR = Ephotoproduct — Ers (4)

AErgr was predicted by using the Ers and Ephotoproduct Values
obtained via a single point energy calculation with the (8,8)-
CASPT2 method and 6-311++G** basis set. All the single point
energy calculations performed for the accurate determination
of the electronic energies at the DLPNO-CCSD(T)/Def2TZVP or
(8,8)-CASPT2/6-311++G** level were carried out utilizing the
ORCA package.®’

The parent bicyclic dienes with different bridge lengths and
their corresponding N-substituted photoswitches considered in

X /Kx
N
x__/

A

where, X = -CH,-
-CH,-CH,-CH,-
-CH,-NH-CH,-
-CH,-O-CH,-
-CH,-CH,-CH,-CH,-
-CH,-NH-CH,-CH,-
-CH,-O-CH,-CH,-
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this investigation, along with their abbreviations used through-
out the text, are schematically presented in Scheme 1. Herein, a
total of 42 photochromic couples were analysed for their
properties relevant for MOST applications. More accurate elec-
tronic energies of 84 molecules were estimated with single
point energy calculations at the DLPNO-CCSD(T)/Def2TZVP
level. In addition, the electronic energy of 84 molecules were
calculated using the complete active space method (8,8)-
CASPT2/6-311++G** for an appropriate consideration of their
multireference character.

3. Results and discussion
3.1 Ring strain energy (SE) analysis

Recent studies have suggested that increasing the methylene
(-CH,-) bridging units in a prototypical NBD/QC couple enhances
the storage energy of the resulting bridged bicyclodiene photo-
switching systems.’®'® This is achieved due to the alteration of
molecular ring strain in the bicyclic diene and corresponding [2+2]-
photoadduct. The molecular ring strain is measured by the strain
energy (SE) and governs the stability of cyclic molecule, and thus
modifies the thermochemical properties of the photoswitches.
Even though molecular strain is a useful entity for the rational
designing of strained bridged bicyclodiene-based photoswitches, it
has not been quantitatively assessed yet. Therefore, in the present
investigation, ring SEs in the bridged bicyclic dienes and their
respective photoisomers were estimated. Moreover, the variation in

For, Norbornadiene/Quadricyclane (NBD/QC)
Bicyclononadiene/Tetracyclononane (BND/TCN)
Azabicyclononadiene/Azatetracyclononane (ABND/ATCN)
Oxabicyclononadiene/Oxatetracyclononane (OBND/OTCN)
Bicyclodecadiene/Tetracyclodecane (BDD/TCD)
Azabicyclodecadiene/Azatetracyclodecane (ABDD/ATCD)
Oxabicyclodecadiene/Oxatetracyclodecane (OBDD/OTCD)
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Scheme 1 Schematic representation of the various parents and N-substituted bicyclodiene based photoswitching systems considered for the study.
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Fig. 1 Variation in thermochemical properties with molecular ring strain.
bicyclodiene and photoproduct, (b) variation in the thermal back reaction wi
(c) variation in thermochemical properties with the difference in ring strain

the thermochemical properties with the ring SEs were analysed and
the resulting data is systematically presented in Fig. 1. The
calculated energy values are provided in S1 of the ESIt (Table S1).

The calculated ring strain energy decreases from 28.95 to
4.28 keal mol " with the progressive increase of ~-CH,- units in
the bridge (NBD to BDD) and the resulting bicyclic diene attains
a high stability. However, the ring SE in the metastable [2+2]-
cycloadduct obtained upon photoconversion increases from
89.75 to 115.19 keal mol " with bridge length (QC to TCD),
thereby drastically increasing the instability of the photopro-
duct. Consequently, the difference in SE between the parent
bicyclodiene and the corresponding cycloadduct (ASE)
becomes larger (60.79 to 110.91 kcal mol %) as the bridge
length increases. Therefore, the storage energy is remarkably
improved from the NDB/QC (96.06 k] mol™") to the BDD/TCD
(304.39 k] mol™') photoswitching system. The enhanced
instability induced due to ring strain in the metastable photo-
isomer upsurges its propensity to revert back to the parent
molecule. Therefore, the barrier to a thermal back reaction
decreases from 121.77 to 37.63 k] mol ' with the increase in
—-CH,- bridging units (QC to TCD). Overall, the ring strain
energy of the photoisomers is crucial to modulate the thermo-
chemical properties of the MOST applications, as can be
clearly seen in Fig. 1. The increase in bridge length, although
it enhances the storage energy, remarkably affects the storage
time due to the enhanced ring strain in the metastable
photoisomer. Therefore, a larger ASE between two photo-
isomers can improve the thermochemical properties, provided
that the ring strain in the metastable product does not
increase significantly.

Thermal back reaction barrier (k3/mol)

(b)

ASE (kcal/mol)

©
(a) Variation in storage energy with the ring strain energy of the bridged
th the ring strain energy of the bridged bicyclodiene and photoproduct, and
energy between the bridged bicyclodiene and photoproduct (ASE).

3.2 Thermochemical properties

Storage energy (AG,) and energy storage density. Initially,
the storage energy (AGg,) was determined for the various bicyclo-
diene-based photoswitches with different bridge lengths. The calcu-
lated AG, for the NBD/QC, BOD/TCO, BND/TCN, and BDD/TCD
photoswitching couples is 96.06, 186.19, 222.00, and 304.39 k] mol
(Table S1). These values are obtained by computing the electro-
nic energy with DLPNO-CCSD(T)/Def2TZVP and including the
thermal correction at the M062X/6-311++G** level for the geo-
metries optimized with the M062X/6-311++G** level of theory.
In Table 1, the calculated storage energy and the first important
excitation wavelength of the reactants and photoproducts are
systematically compared with the previously reported data for
bicyclic diene photoswitches. The calculated storage energy and
the excitation wavelengths are in accordance with the previously
reported values of 96.3 (NBD/QC), 192.8 (BOD/TCO), 223.0 (BND/
TCN), and 305.8 (BDD/TCD) kJ mol ™. Further, the experimen-
tally determined enthalpy for the isomerization of quadricyclane
to norbornadiene is 92.05 + 1.18 k] mol " is also in agreement
with the calculated data.®* The norbornadiene shows the experi-
mental absorption onset (loge = 2) at ~267 nm in acetonitrile
solvent, which is also closer to the excitation wavelength com-
puted in the gaseous phase.®® This ensures the reliability of the
obtained outcomes.

En route to unravel the impact of N-substitution, AGg, was
estimated for the various N-substituted systems of different
bicyclodiene photoswitches. The variation in AGg,, for different
N-substitutions in the studied bicyclodiene systems with dif-
ferent bridge lengths is shown in Fig. 2. Herein, the AG, of
parent molecular photoswitching systems was considered as

Table 1 Comparison of the calculated storage energy and first important excitation wavelength with previously reported data

Storage energy (kJ mol ) Jreactant (NM) Jproduct (M)
System Calculated Reported*® Calculated Reported'® Calculated Reported*®
NBD/QC 96.06 96.30 214.42 213.65 184.63 190.74
BND/TCN 222.00 223.00 206.69 206.67 199.61 208.46
ABND/ATCN 220.32 220.50 242.09 250.44 207.27 223.07
OBND/OTCN 213.25 213.70 213.22 216.45 193.35 204.87
BDD/TCD 304.39 305.80 207.52 207.66 202.19 210.97
ABDD/ATCD 299.99 302.60 223.66 239.98 208.76 219.63
OBDD/OTCD 290.76 292.40 204.14 211.98 198.98 209.74
290 | Energy Adv, 2024, 3, 287-298 © 2024 The Author(s). Published by the Royal Society of Chemistry
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Fig. 2 Variation in the storage energy of N-substituted systems relative to their parent photoswitching system. The energy values were obtained by
computing the electronic energy with the DLPNO-CCSD(T)/Def2TZVP method and including the thermal correction at the MO62X/6-311++G** level.

zero and the energies for different aza-substituted systems were
accounted relative to their parent photoswitches. The calcu-
lated AGg, values are provided in S2 of the ESIt (Tables S2-S8).

It has been observed that the presence of N at the bridge-
head position (IIa-NBD/QC) decreases the storage energy to
56.47 k] mol~* when compared with that of the parent NBD/QC
(96.06 k] mol ") (Table S2 of the ESIt). The calculated storage
energy for IIa-NBD/QC is in accordance with the previously
reported value of 53.81 k] mol " (12.86 kcal mol ") for the same
system calculated with the B3LYP/6-311++G* level.®® The sto-
rage energy is significantly reduced to 13.48 kJ mol " in the
Va-NBD/QC photoswitch, where both the bridgehead C atoms
are replaced by N. Notably, the substitution of N at the
unsaturated C of a bicyclodiene (IIIa-NBD/QC) significantly
increases the storage energy up to 139.77 kJ mol '. This
value is also in agreement with the earlier reported value of
135.90 kJ mol ™" (32.48 kcal mol ") for N-substitution at the
unsaturated position in the NBD.®® The storage energy of IVa-
NBD/QC is 96.02 k] mol " which is close to the parent NBD/QC
system. This infers that the effect on AGg, is only marginal if
the bridgehead and closest unsaturated C of bicyclodiene are
replaced by N. The observed trend of variation in storage energy
with position of N in bicyclodiene-based photoswitches with
different bridge lengths resembles that of the NBD/QC system
and the recently reported BOD/TCO system.’® This indicates
that the position of N is crucial for modulating the storage
energy in bicyclodiene-based photoswitches with different
bridge lengths. Notably, the presence of N in the unsaturated
position improves the storage energy, whereas replacing the
bridgehead C with N may degrade the energy storage properties
in the studied bicyclodiene based photoswitches.

Although the trend in AGy, depends on the position of N,
the extent of variation for the studied bicyclic dienes differs
considerably with the bridge length. The reductions in AGg, for
the bridgehead N-substituted IIa- and Va-NBD/QC systems are
39.59 and 82.58 kJ mol ', respectively. A recently reported
BOD/TCO couple displayed a decrease in AGg, of 19.42 and
39.12 k] mol™* for the same bridgehead N-substituted
systems.>® However, the reductions in AG, in the BND/TCN,
ABND/ATCN, and OBND/OTCN photoswitches are only 11.24 to
12.90 kJ mol~* for the IIa and 25.71 to 29.88 k] mol ! for the Va
systems. AGy. is decreased by only 0.23 k] mol ™" for the IIa-
OBDD/OTCD couple. Interestingly, the AGg, is even enhanced

© 2024 The Author(s). Published by the Royal Society of Chemistry

by 1.09 to 4.62 k] mol™* in the I1a-BDD/TCD and IIa-ABDD/
ATCD systems due to the presence of N at the bridgehead
position. But, upon replacement of both bridgehead C atoms
with N, 4.76 to 10.39 k] mol ™ decreases in AGg, of the Va-BDD/
TCD, Va-ABDD/ATCD, Va-ABDD/ATCD systems are observed. The
presence of a heteroatom (N or O) on the bridge has a compara-
tively minor effect on AGg, of the bridged bicyclodiene-based
photoswitches. These observations led to the inference that the
reduction in AGg, with N-substitution at the bridgehead position
is more drastic for the NBD/QC system with short bridge lengths.
Noteworthy, the decreasing effect in AGy, becomes less promi-
nent after elongation of the bridge with ~CH,~ units. Therefore,
the N-substitution at the bridgehead position provides better
storage properties in bicyclodiene photoswitches with longer
bridges.

It can be noted that the storage energy increases signifi-
cantly when an unsaturated C is replaced with N in the studied
bicyclodiene-based photoswitching systems. The enhance-
ment in AGg, is almost constant and ranges from 41.26 to
51.59 kJ mol "' (Fig. 2) for the studied switches. This clearly
suggest that, contrary to N-substitution at the bridgehead
position, the increase in AGy, of the photoswitching system due
to unsaturated N in the bicyclic diene does not depend on the
bridge length. Therefore, N-substitution at the unsaturated position
of the bicyclodiene would be beneficial to improve the storage
energy of all the studied bridged bicyclic diene switches.

Furthermore, there is no significant variation in AG, after
replacement of the bridgehead and unsaturated C with N (IVa-
NBD/QC) when compared with that of the parent NBD/QC
system. According to a recent report, AGy, in the BOD/TCO
couple increases by 14.34 k] mol ' with N substitution at the
bridgehead and unsaturated position. The increase in AGg; is
24.41 to 26.51 k] mol ™" for the IVa-BND/TCN, IVa-ABND/ATCN,
and IVa-OBND/OTCN systems and 40.59 to 46.66 k] mol " for
the IVa-BDD/TCD, IVa-/IVb-ABDD/ATCD, and IVa-/IVb-OBDD/
OTCD systems. This clearly indicates that substituting the
bridgehead and unsaturated C with N tends to increase AGg,
with increasing bridge length of the bicyclodiene-based photo-
switches. Therefore, the photoswitching systems with longer
bridge lengths are better for improving storage energy due to
N-substitution at the bridgehead and unsaturated position.

Since molecular photoswitching systems must have a low
molecular weight, energy storage density is a more useful

Energy Adv, 2024, 3,287-298 | 291
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level.

quantity to predict the properties of MOST systems. Therefore,
energy storage density is calculated for all the studied systems
and the values are tabulated in S2 of the ESIt (Tables S2-S8).
The variation in energy storage density of N-substituted chemical
photoswitches relative to the parent systems is depicted in Fig. 3.
It is apparent from the figure that the energy storage density in
aza-bicyclodiene based photoswitches depends on the position of
N. The trend observed for the variation in energy storage density
for the different N-substituted systems is similar to that of storage
energy. Since aza-bicyclodiene photoswitches are isobaric with their
parent system, the energy density is not affected due to the mass of
N. The properties of photoswitching systems are usually tuned by
substituting electron donating and withdrawing groups, which
reduces the energy storage density.*® In aza-bicyclodiene switches,
N may internally involve a push-pull mechanism and the proper-
ties can be tuned without reducing the energy storage density due
to the mass of N, and thus is advantageous over bulky group
substituents.”

Thermal back reaction barrier (AEpgg). A larger thermal
back reaction barrier (AErgg) is essential to extend the lifespan
of the metastable photoisomer and store solar energy as
chemical energy for a longer period. Therefore, attention has
also been devoted to estimating the energy required to convert
the photoproduct to bicyclodiene in various N-substituted
photoswitches. The calculated barrier height (AE;gr) for the
thermal back isomerization reaction of the studied photo-
switching couples is provided in S2 of the ESI} (Tables S2-S8).
The variation in A Ergg for different aza-bicyclodiene photoswitching

systems relative to that of their parent systems is displayed in Fig. 4.
Here, A Ergg for the parent photoswitch was assumed to be zero and
the energies for various aza-substituted photoswitches were calcu-
lated relative to that of the parent switch.

During the thermal back conversion of the photoproduct to
bicyclodiene, dissociation of the two bonds occurs through an
asynchronous mechanism.?* Initially, a bond is cleaved, lead-
ing to the formation of singlet biradicals in the transition state
(TS).**> Owing to the multireference character of TS, the DFT
functionals are inappropriate for predicting the TS and they
overestimate the energy barrier.”> Multiconfigurational meth-
ods, like CASSCF, are rather more suitable for an accurate
prediction of the energy barrier.”” As multiconfigurational
calculations are computationally expensive, they cannot be
routinely employed for simulations.'®*”> A previous benchmark
study demonstrated that the electronic energy calculated by
CASSCF methods for TS geometries obtained using the PBE
functional determine AErgy close to the experimental values at
a cheaper computational cost.”> Therefore, in the present
investigation, the geometry of transition states is obtained
through climbing image nudged elastic band (CI-NEB) calcula-
tions using the PBE functional. Subsequently, the electronic
energy of the transition states and photoproducts were com-
puted with a single point energy calculation at the (8,8)-
CASPT2/6-311++G** level of theory.

It is apparent from the figure that the energy barrier for the
thermal back conversion reaction significantly alters due to N-
Substitution. Consistent with the storage energy, the observed

75 1 T gy ®
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Fig. 4 Variation in the barrier for thermal back isomerization of the photoproduct to bicyclodiene in various N-substituted systems relative to that of
their parent photoswitching system. The energy values were obtained by computing the electronic energy with the (8,8)-CASPT2/6-311++G** level of

theory.
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trend for the thermal back reaction barrier in the aza-substituted
photoswitches depends solely on the position of the N atom.
As can be seen from the figure, the barrier height increases by
23.17 k] mol ! when N is substituted at the bridgehead position
(Ita-NBD/QC) in the NBD/QC photoswitching pair. If both the
bridgehead positions are replaced with N atoms (Va-NBD/QC), a
substantial increment (53.62 k] mol™') in the energy barrier
is noticed. In contrast, if the unsaturated C is replaced with N
(IITa-NBD/QC), the AErpg decreases by 10.52 kJ mol ™. Moreover,
the barrier increases by 26.56 k] mol " when the bridgehead and
nearest unsaturated C atoms are replaced with N (IVa-NBD/QC).
This clearly indicates that the presence of N in the bridgehead
position enhances the energy barrier for the thermal back con-
version reaction. Further, substitution of N in the unsaturated
position lowers the energy barrier relative to that of the parent
photoswitching system. The trend observed for AEgg in various
N-substituted NBD/QC systems is opposite to that of AG, (Fig. 3
and 4). This simply means that when the thermal back reaction
barrier for N-substitution in the short-bridged NBD/QC photo-
switches is increased, then the storage energy is adversely affected
and vice versa.

The variation in AErgg with N-substitution in the photo-
switches of different bridge length relative to that of their
parent system follows the same trend as that of the aza-NBD/
QC pair. Therefore, AE1gg also increases with the presence of N
at the bridgehead position in the photoswitching systems with
a longer bridge length. The calculated increase in the energy
barriers of the thermal back reaction in the IIa-BDD/TCD and
Va-BDD/TCD systems relative to that of their parent BDD/TCD
pair are 16.28 and 28.88 kJ mol ™, respectively. As mentioned
earlier, the reducing effect of AG, with bridgehead N-substitution
becomes less prominent as the bridge length increases in
bicyclodiene-based switches. Therefore, the N-substitution at the
bridgehead position of the long-bridge photoswitching systems
can uplift the barrier height (AErpg) without compromising the
storage energy.

The overall analysis of thermochemical properties explicitly
advocates that the presence of heteroatoms on the bridge have
a minimal impact on the photoswitching properties, whereas
replacement of the bridgehead or unsaturated C of bicyclodiene
by N has a significant effect. Close analysis of the storage
energy suggests that the substitution of N at one of the
unsaturated C atoms in bicyclodiene remarkably improves the
storage energy of the photoswitching system. The storage energy
decreases when N is present at the bridgehead position in the
short-bridge bicyclodiene photoswitch (NBD/QC pair). Interest-
ingly, the decrease in storage energy becomes less prominent as
the bridge length increases. Moreover, the barrier height for
thermal back isomerization increases in bridgehead N-substituted
systems. Thus, N-substitution at the bridgehead position of the
long-bridge bicyclodiene photoswitch (aza-BDD/TCD) exhibits
better thermochemical properties than those of the parent BDD/
TCD pair. Therefore, it is interesting to mention that in the case of
long-bridge photoswitches, the lifespan of the metastable photo-
product can be enhanced without adversely affecting the amount of
energy harnessed from solar radiation.

© 2024 The Author(s). Published by the Royal Society of Chemistry
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The short-bridged NBD/QC has the least storage energy
(96.06 k] mol™ ") and highest TBR barrier (121.76 kJ mol ).
Contrarily, the long bridged BDD/TCD couple displays the
largest storage energy (304.39 k] mol ) with the least thermal
barrier (37.63 k] mol™'). This clearly infers that an increase in
bridge length enhances storage energy of the bicyclic diene
photoswitches and compromises the TBR barrier, which is in
accordance with the previous report."® Owing to the large
storage energy of the long bridged BDD/TCD couple, it could
be considered as a better system to further investigate in the
future, as it provides a large scope for tuning the photoswitch-
ing properties. Therefore, any structural modifications in
the long bridged bicyclic dienes that enhance the thermal
barrier for isomerization are desirable for engineering the
MOST system.

Outcomes of this work reveal that the impact of
N-substitution in these bicyclic dienes depends upon the posi-
tion of N and size of the bridge. N-substitution at one of the
unsaturated positions in diene (III) increases the storage energy
by 41.94-51.60 k] mol " at the expense of the TBR barrier. The
N-substitution at the bridgehead position (II and III) enhances
the barrier for thermal isomerization at the cost of storage
energy in the case of short bridged photoswitches. In contrast
to this, N-substitution at the bridgehead position enhances the
barrier for thermal isomerization without compromising the
storage energy in the case of long bridged photoswitches.

Overall, the impact of N-substitution at bridgehead position
in the long bridged Va-BDD/TCD couple is the enhancement of
TBR by 28.88 k] mol ™ without significantly reducing the energy
storage density relative to that of the Ia-BDD/TCD pair. There-
fore, the N-substitution assists tuning the properties of the
studied bridged bicyclic diene photoswitches and may guide
the future designing of photoswitches for practical MOST
applications. Despite the highest increment in TBR, the abso-
lute TBR barrier of ITa- and Va-BDD/TCD systems remains lower
than that desired for long-time energy storage devices due to
the low intrinsic barrier in the Ia-BDD/TCD system. The results
suggest that N-substitution at the bridgehead position could be
one of the approaches that will considerably enhance the
thermal barrier, while further substitutions must be carried
out to make it relevant for practical MOST applications.

Furthermore, the substitution of N at the bridgehead and
closest unsaturated position (IV) increases the TBR barrier and
storage energy. Therefore, the molecules with these N-substitutions
display the best photoswitching properties among the studied
switches for MOST applications. The intrinsic TBR barrier of the
short-bridged NBD/QC system is larger, and N-substitutions
enhance the TBR barrier to 148.33 k] mol ™' without compromising
the storage energy. Thus, among the studied photochromic cou-
ples, IVa-NBD/QC could be considered as the best system for energy
storage applications.

3.3 Photophysical properties

Absorption of solar radiation by the molecule is one of the pre-
requisites to serve as a photoswitching system for MOST
applications. Therefore, critical analysis of the photophysical

Energy Adv,, 2024, 3,287-298 | 293
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Fig. 5 Optical absorption spectra of the parent and N-substituted BDD/TCD and ABDD/ATCD photoswitching systems.

properties of the photoswitching couple is important. The
photophysical properties of the studied photochromic couples
were calculated and the optical absorption spectra of the parent
BDD/TCD, ABDD/ATCD, their various N-substituted bicyclo-
dienes and corresponding photoproducts are depicted in
Fig. 5. The optical spectra of other studied systems are provided
in S3 of the ESIt (Fig. S1). The spectral data, including the
molar absorption coefficient, first important excitation wave-
length and oscillatory strength (surpassing 0.01), are tabulated
in S3 of ESIt (Tables S9-515).

The calculated first excitation wavelengths for NBD, BND,
and BDD are 214.42, 206.69, and 207.52 nm, respectively, which
is in close agreement with the recently reported values of
213.65, 206.67, and 207.66 nm.'® The photophysical properties
are greatly influenced by the substitution of N in these bicyclo-
dienes. Further, the optical absorption spectra (optical proper-
ties) vary with the position of N in bicyclodiene molecules
similar to that of thermochemical properties. It is noteworthy
that the presence of N at the bridgehead position considerably
red-shifts the first important excitation wavelength of bicyclo-
dienes. The red-shift in the excitation wavelength becomes
more prominent when both bridgehead C atoms are replaced
with N. It has been noticed that the replacement of unsaturated
C with N in bicyclodienes shows a slight hypsochromic shift in
the first important excitation wavelength. This demonstrates
that the position of N plays a crucial role in modulating the
photophysical properties of bicyclodiene-based photoswitching
systems, analogous with the thermochemical properties.

Upon substitution of both the bridgehead C atoms with N,
bathochromic shifts of 58.67 and 51.63 nm are noticed in the

294 | Energy Adv, 2024, 3, 287-298

first excitation wavelengths of Va-BND and Va-BDD, respec-
tively, when compared with those of their parent molecules.
The first optical excitation wavelength of Va-BDD is 271.66 nm
which is longer than the first excitation wavelength of the most
studied NBD (213.65 nm), recently reported bicyclooctadiene
(196.44 nm), and unsubstituted bicyclodiene molecules with
different bridge lengths."®

En route to probe the delocalization of electrons in aza-bi-
cyclodiene based photoswitches, natural bond orbital (NBO)
analyses have been performed for the bicyclic diene and
photoproducts. It has been observed that the lone pair of
bridgehead N (Nj,) involves the delocalization with m*-bonding
orbitals in the bicyclic diene. The stabilization energy for the
N, — m* charge transfer is 1.21, 3.25, and 15.13 kcal mol ! in the
IIa-NBD, IIa-BND, and ITa-BDD molecules, respectively. This infers
that the extent of stabilization achieved due to Ny, — m* electron
delocalization increases with the length of the bridge. Likewise,
the extent of stabilization achieved due to the Ny, — o* charge
transfer in the photoproduct increases from 4.88 kcal mol ' in
I1a-QC to 14.33 keal mol " in ITa-TCD. This suggests that the lone
pair on N may involve an internal push-pull mechanism and
assist to modulate the properties of the photoswitches. The
stabilization achieved due to the delocalization of Ny, to n*-
bonding orbitals in bridgehead N-substituted (II) bicyclic diene
photoswitches of different bridge lengths is shown in Fig. 6. In
contrast to the bridgehead N, the lone pair on unsaturated N does
not facilitate delocalization with the n*-bonding orbitals.

The relationship of the molecular structure, particularly the
position of N with the thermochemical and photophysical
properties is systematically summarized in a concise manner

© 2024 The Author(s). Published by the Royal Society of Chemistry
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Fig. 7 Systematic summary of the relationships of the molecular struc-
ture, particularly the position of N with the thermochemical and photo-
physical properties.

in Fig. 7. The results reveal that the substitution of N at the
bridgehead position (II) increases the TBR barrier and the first
important wavelength of excitation at the cost of the storage
energy. The effect is found to be more pronounced if both the
bridgehead positions are substituted with N (V). In contrast, the
presence of N at the unsaturated position (III) improves
the storage energy while the TBR barrier and wavelength of
absorption is observed to decrease. Further, the substitution of
N at the bridgehead and the closest unsaturated position (IV)
mostly increases all three parameters in the studied bridged
bicyclic diene photoswitches.

4. Conclusion

The decreasing ring strain energy (28.95 to 4.28 kcal mol %)
stabilizes the bicyclodiene, whereas increasing ring SE (89.75 to
115.19 kecal mol ") destabilizes the metastable photoproduct
with progressive increase in bridge length of the bicyclodiene-
based photoswitches. Therefore, the storage energy is improved
while the barrier for the thermal back reaction is reduced with
an increase in -CH,- units in the bridge. The photoswitching
properties of the bridged bicyclodiene-based photoswitches
can be significantly altered with the N-substitution and are

© 2024 The Author(s). Published by the Royal Society of Chemistry
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governed by the position of N. The thermochemical properties
elucidate that the replacement of unsaturated C in bicyclodiene
with N increases the storage energy but decreases the thermal
back reaction barrier. The presence of N at the bridgehead
position in the NBD/QC increases the barrier for thermal
isomerization at the cost of storage energy. The decrease in
storage energy due to N-substitution at the bridgehead position
becomes less prominent with an increase in bridge length.
Therefore, it is worth mentioning that the thermal back reac-
tion barrier of the bridgehead N-substituted BDD/TCD photo-
switch can be uplifted by 28.88 k] mol " without compromising
storage energy. Furthermore, the replacement of bridgehead C
with N remarkably red-shifts the first important excitation
wavelength. Therefore, N-substitution significantly improves
the thermochemical and photophysical properties, particularly
of the long-bridged bicyclic diene switches. Moreover, the
substitution of N at the bridgehead and the closest unsaturated
position improves the storage energy, TBR barrier and first
excitation wavelength of the studied photoswitching pairs,
making them more relevant for MOST applications. The out-
comes exclusively emphasize that the N-substitution can greatly
modulate the photoswitching properties and will, indeed, be
beneficial for future designing of a novel photochromic couple
for practical MOST applications.
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