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The catalytic acceptorless dehydrogenation (ADH) of saturated N-heterocycles has recently gained
considerable attention as a promising strategy for hydrogen release from liquid organic hydrogen
carriers (LOHCs). Recently, a simple ‘BUOK base-promoted ADH of N-heterocycles was developed by Yu
et al. (Adv. Synth. Catal. 2019, 361, 3958). However, it is still open as to how the ‘BuOK plays a catalytic
role in the ADH process. Herein, our density functional study reveals that the ‘BuOK catalyzes the ADH
of 1,2,3,4-tetrahydroquinoline (THQ) through a quasi-metal-ligand bifunctional catalytic channel or
a base-catalyzed pathway with close energy barriers. The hydride transfer in the first dehydrogenation

Received 27th June 2023 process is determined to be the rate determining step, and the second dehydrogenation can proceed
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directly from 34DHQ regulated by the ‘BuOK. In addition, the computational results show that the

DOI 10.1039/d3ra04305¢ cooperation of a suitable alkali metal ion with the ‘BuO™ group is so critical that the ‘BuOLi and the
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1. Introduction

Liquid organic hydrogen carriers (LOHCs) have been recog-
nized as promising hydrogen storage media, due to their high
hydrogen capacity (5-7.4 wt%), reversibility, moderate dehy-
drogenation kinetics, relative safety and compatibility with
existing infrastructure for fuels.’ The utilization of N-containing
LOHCs has particularly attracted growing attention in recent
years as the introduction of N atoms can benefit the dehydro-
genation process, both thermodynamically and kinetically,
compared to the carbocycle compounds.>® However, the H,
release process itself is entropically favoured but thermody-
namically uphill.” In addition, some key factors such as catalytic
activity, selectivity, durability as well as heating demand
strongly depend on the performance of catalysts. Thus, there is
a highly desire to develop efficient catalysts and catalytic strat-
egies for the N-containing LOHC systems.?

The catalytic acceptorless dehydrogenation (ADH) is
a cornerstone achievement in organometallic catalysis as
reviewed by Milstein,* which is not only atom-economical with
liberation of H, and no waste generation, but also environ-
mentally benign without the need of any stoichiometric
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isolated ‘BuO™ are both inferior to ‘BuOK as a dehydrogenation catalyst.

oxidants or sacrificial acceptors. Given these advantages, the
catalytic ADH has been increasingly applied in the LOHC-based
hydrogen storage, and significant efforts have been dedicated to
developing diverse homogenous and heterogeneous catalysts
for ADH of N-heterocycles.>*** To date, a series of transition
metal catalysts,” including the homogenous ones such as
Cp*Ir(w),*” Fe(u)-PNP,* Co(u)-PNP,*” CpNi(NHC),’ Ru(u)-NNC,*
Ru(un)-CNN(H)" and Os(wv or un)** metal-complex catalysts, and
the heterogeneous ones such as Fe,’* Co'" and Mn" based
single-atom and nanoparticle catalysts, have been developed for
ADH reactions of N-heterocycles. With the aim of providing low-
cost and environmentally benign protocols, the transition-
metal-free catalysts represent appealing alternatives, although
such catalysts are less exploited, especially under acceptor-free
conditions. The heterogenous metal-free carbocatalysts such
as nitrogen-assembly carbons (NCs)'** and reduced graphene
oxides (rGOs)'** were demonstrated efficient with high reus-
ability and stability even under ambient temperature. The
homogenous B(CgFs); catalyst was used by Kanai et al. in 2016,
to catalyze the ADH of N-heterocycles with high functional
group tolerance.”” The B(C¢Fs); was also applied in the frus-
trated Lewis pair catalyzed ADH of the N-protected indolines, in
which a weak Lewis acid acts as the hydride shuttle.'”” In 2019,
the ADHs of 1,2,3,4-tetrahydroquinoline (THQ), indoline and
their derivatives promoted by only a simple ‘BuOK base were
efficiently realized by Yu and co-workers, without using any
other catalysts or additives in o-xylene at 140 °C (see Scheme
1),"* which offers a transition-metal-free and operationally
simple alternative.

© 2023 The Author(s). Published by the Royal Society of Chemistry
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Scheme 1 Acceptorless dehydrogenation of THQ promoted by
‘BuOK.® Numbering scheme is shown in red for THQ.

Despite the remarkable progress in the experimental inves-
tigations on the ADH of N-heterocycles, of equivalent impor-
tance is the fundamental understanding to serve for rational
catalyst design and optimization."** Previously, several
computational studies demonstrated that the ADH of N-
heterocycles catalyzed by Cp*Ir*** and Fe-PNP>*** transition
metal complexes can operate effectively by the cooperation of
metal and ligand, via stepwise or concerted proton/hydride
transfer pathways. However, the simple ‘BuOK catalyzed dehy-
drogenation additionally complicates the mechanism," since
the intrinsic catalytic activities of bases such as ‘BuOK were
usually neglected in the presence of a transition metal catalyst.*
In addition, it was previously reported by Berkessel and Muller
that the isolated alkali base can catalyze the hydrogenation of
ketones, which was proposed to occur via a six-membered
transition state in which H, is activated by bridging ketone
and alkoxide (see TSgc in Scheme 2), based on kinetic studies*
and inspiration of the metal-ligand bifunctional catalytic
mechanism developed by Noyori (see TSy c in Scheme 2).2* This
base catalytic mechanism was further revised by Dub et al., who
suggested a stepwise pathway in solution where the H-H bond
is first activated by ‘BuOK to afford a KH intermediate.> These
raise the questions of how the ‘BuOK plays a catalytic role in the
dehydrogenation of N-heterocycles, and whether it behaves like
a bifunctional transition metal catalyst or that in the base
catalyzed hydrogenation reaction.”*?* Herein, we therefore
employed the density functional theory (DFT) method to
provide a comprehensive understanding of the ADH pathways
of 1,2,3,4-tetrahydroquinoline (THQ) catalyzed by a ‘BuOK base
catalyst.

2. Computational methodology

In the present study, DFT calculations were performed to
investigate the ADH mechanism of THQ catalyzed by the ‘BuOK
base catalyst. All minima of the reactants, products as well as
intermediates were first obtained by full system optimization,
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Scheme 2 Key transition states in mechanisms of the metal-ligand
bifunctional catalysis (TSmic) and the base-catalyzed hydrogenation
(TSBC).22'23
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using the B3LYP hybrid density functional® including empirical
dispersion correction computed with Grimme's D3 formula
(B3LYP-D3).>* The def2-TZVP* basis set was applied for all the
atoms. The transition states on the energy profiles were ob-
tained by employing the conventional approach of transition
state optimization at the same level. Vibrational frequency
analysis calculations were also performed for all the optimized
structures, to ensure that each stationary point truly repre-
sented a local minimum or a saddle point, and to derive the
thermochemical corrections for the enthalpies and free ener-
gies. To inspect the influence of the calculation level on the
relative energies, the energies of some rate-determining inter-
mediates and transition states were refined by single-point
energy calculations at the B3LYP-D3/def2-QZVP level of theory.
To consider solvent effects, the solvation model based on
density (SMD) for o-xylene (¢ = 2.5454) was employed for all the
calculated points at a temperature of 298.15 K. All calculations
were carried out by using the Gaussian 09 program package.?®
The non-covalent interaction (NCI) and extended transition
state-natural orbitals for chemical valence (ETS-NOCV) analyses
were performed by using the Multiwfn programme.*

3. Results and discussion

3.1. Dehydrogenation from THQ to DHQ

The tetrameric cubane-type cluster (‘BuOK), was proposed as
the reactive catalytic species in several reports,* however, the
cubic cluster can dissolve into different small aggregates in
protic tert-butanol according to the AIMD simulations reported
by Dub et al.,>** and it can be speculated that the result would
turn out to be very complicated under high temperature up to
140 °C experimentally."® Indeed, it has proven to be practical to
study the base catalytic mechanism using a single ‘BuOK as the
model catalyst.** Thus, we commenced this work with an iso-
lated ‘BuOK as the catalyst to understand the base catalyzed
ADH process of THQ. As shown in Fig. 1a, an encounter
complex M1 can be initially formed via an N-H---O hydrogen
bond with a stabilization energy of 4.1 kcal mol . Subse-
quently, proton migration from N1 to the oxygen atom of ‘BuOK
occurs by overcoming a tiny free energy barrier (1.8 kcal mol ™)
via TS1. An ion-pair complex M2 is thus generated after proton
transfer, and is 7.6 kcal mol™" in free energy more stable than
the separated species. Note that the optimized M2 is more
stable than TS1 in terms of electronic energy, but higher after
thermal corrections. As a result, this process leads to the
shortened distance between K" and H2a (M1: 3.82 A — M2: 3.60
A) as well as the concomitant slightly elongation of C2-H2a
bond (1.11 A in M1 versus 1.09 A in THQ), which is helpful in
preparing for the subsequent hydride transfer.

Starting from M2, hydride transfer occurs from C2(sp®)-H2a
to K, via the six-membered transition state TS2 with a sizeable
energetic barrier of 34.2-34.5 kcal mol ' (obtained by using
B3LYP-D3 functional with def2-TZVP and def2-QZVP basis sets),
relative to M1 according to the energetic span model.** In
contrast, hydride transfer pathway from the equatorial C2(sp®)-
H2e bond to K" was calculated to afford an energy barrier
2.9 kcal mol™' higher than the former one (see Fig. S17),
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Fig. 1 (a) Relative free energy profiles for the dehydrogenation reac-
tion of THQ catalyzed by ‘BuOK in o-xylene. (b) Geometrical infor-
mation. (c) NCI analyses of TS1-3. Energies are in kcal mol™, bond
distances are in angstroms.

indicating that the hydride abstraction is prone to take place
from the axial C2-H2a bond.

As shown in Fig. 1c¢, NCI analysis shows that TS2 is mainly
stabilized by N---H-O hydrogen-bonding and C---H---K" weak
interactions. Taking the above proton and hydride transfer
steps together, and regarding the K as a metal center and the
‘BuO~ as a ligand like in the well-established bifunctional
transition metal complex catalysts, the six-membered-ring TS2
is structurally similar with the Noyori-type metal-ligand
bifunctional transition state (TSmc in Scheme 2) along an
outer-sphere pathway.?***?** The first dehydrogenation process
through sequential TS1 and TS2 can be attributed to be a step-
wise (proton then hydride) pathway, where a proton migrates to
‘Bu0” and a hydride transfers to K'. Note that both the
concerted and stepwise proton/hydride transfer pathways were
taken into consideration at first. However, all attempts to locate
a transition state for the concerted mechanism failed. In addi-
tion, the transition state for sequential hydride and proton
transfer, i.e. the H2a on C2 first shifts to the “BuO~ before
proton transfer, could also not be located. Therefore, the only

20750 | RSC Adv, 2023, 13, 20748-20755
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feasible mechanism is the stepwise outer-sphere proton and
hydride transfer pathway.

Besides the above-mentioned quasi-metal-ligand functional
pathway via TS2, another competing base-catalyzed type
pathway was also identified. In this case, a precursor interme-
diate M3 stabilized by the N°~---K®" coordination should be first
formed, and is 4.5 kcal mol™ ' higher than M2. Then, hydride
migration can take place through TS3. This calculated pathway
was initially inspired by the mechanism proposed by Liu et al.*®
However, different from the transition state TSgy (i.e. C in ref.
19, see Scheme 1), there is no O---H:--C hydrogen-bonding
interaction found in TS3, but instead the N®---K®" weak
interaction and the O°>-H®"---H®---C®" hydrogen-bonding
interaction play vital roles in stabilizing the TS3 as indicated
by NCI analyses (see Fig. 1c). Interestingly, this H-H bridging
transition state is structurally similar with the H-H bond
cleavage transition state in based-catalyzed hydrogenation
(TSgc in Scheme 2) proposed by Berkessel et al.,>*** and more
specifically it is analogous with the reverse pathway of the
stepwise ‘BuOK catalyzed hydrogenation calculated by Dub
et al.>* In this case, the hydride is abstracted by the proton on
‘BuOK(H®") unit, while the K is coordinated with N atom
stabilizing the TS3 according to the NCI diagram. The corre-
sponding energy barrier is calculated to be 0.8 kcal mol™*
(0.7 keal mol ™" refined at B3LYP-D3/def2-QZVP level of theory)
higher than that via TS2, indicating that the two Noyori- and
base-catalyzed type hydride transfer pathways may coexist and
the former one is slightly more superior. No matter in which
case the reaction takes place, with the departure of H2a, the
configuration of C2 atom changes from sp’ into sp?, resulting in
the 3,4-dihydroquinoline (34DHQ) and the dihydride species
KO'Bu(H)(H), i.e. the M4 in Fig. 1, composed of a contact ion
pair of KH and a tert-butanol. This dihydride species is also the
precursor for the hydrogen release in the next step.

The H, elimination from O and K" sites within the dihydride
species occurs along a downhill pathway, regenerating the
‘BuOK base catalyst. The sum of free energies of the final
products (34DHQ + ‘BuOK + H,) are calculated to be endo-
thermic by 12.6 kcal mol™" relative to the separated species
(THQ + ‘BuOK). Although the overall dehydrogenation reaction
is thermodynamically unfavorable, it is generally entropically
favored due to the H, liberation.

3.2. The second dehydrogenation from dihydroquinoline
(DHQ) to quinoline (Q)

Once the 34DHQ is produced, the second dehydrogenation may
subsequently occur on the C3-C4 bond site. Alternatively, it may
also take place on the N1 and C4 sites when 34DHQ is converted
to 14DHQ by isomerization, or on the N1-C2 bond again if the
N1=C2 double bond in 34DHQ can be shifted to the C3-C4
position to give the 12DHQ, the details are shown as follows.
3.2.1. Dehydrogenation from 34DHQ and 14DHQ. As
illustrated in Fig. 2a, a new encounter complex M5 may
subsequently form between 34DHQ and ‘BuOK stabilized by the
K'---7 and C-H---O hydrogen bond non-covalent interactions.
As a result, the C3-H3a bond is slightly activated with 0.01 A

© 2023 The Author(s). Published by the Royal Society of Chemistry
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Fig. 2 Relative free energy profiles for the dehydrogenation reaction
of 34DHQ (a) and 12DHQ (b) catalyzed by ‘BuOK in o-xylene. (c)
Geometrical information. Energies are in kcal mol™, bond distances
are in angstroms.

elongation. Then, the proton migrates from C3 to the O atom on
‘BuOK via TS5 with a small energy barrier of 4.4 kcal mol *,
affording the ion-pair complex M6. In contrast to the dehydro-
genation catalyzed by transition metal complexes, in which the
energy barrier for proton transfer from C3 site was calculated to
be 22.8 keal mol ™" mediated by a Fe-PNP catalyst,* and as high
as 41.2 to 47.2 kecal mol ™ * catalyzed by a Cp*Ir complex as re-
ported by Wang®*® and Zhang*® et al., the corresponding process
in this studied system is so facile due to the strong protophilic
ability of the ‘BuO™ group.

Then starting from M6, hydride migrates from C4 site via the
base-catalyzed type H-H bridging TS6, which is structurally

© 2023 The Author(s). Published by the Royal Society of Chemistry
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similar with TS3 in the first dehydrogenation reaction, but is
evidently more stable with an energetic span of 27.2 kcal mol .
Moreover, H, elimination takes place synchronously with the
hydride transfer, without the formation of a dihydride inter-
mediate. Alternatively, the ion-pair complex M6 can rearrange
to be the N---H-O hydrogen bonded complex M7 by releasing
energy of 3.5 kcal mol '. The hydride transfer subsequently
occurs along the quasi-metal-ligand bifunctional pathway via
TS7, the energetic span of which is slightly smaller
(2.1 keal mol ™) than TS6, indicating that the two pathways my
also coexist and the Noyori-type one is slightly more facile. The
quinoline (Q) is obtained after passing through TS7, delivering
the dihydride intermediate M4. Finally, H, liberation and
catalyst regeneration can be achieved via a barrierless pathway
as that in the first dehydrogenation process.

The 14DHQ can be obtained through proton transfer from
‘BuOH to the N1 site within the intermediate M7, where the
‘BUOH acts as a proton shuttle to facilitate the tautomerization
between 34DHQ and 14DHQ (see Fig. S2 of ESIt). Then, to carry
out the dehydrogenation from 14DHQ, a reverse proton transfer
from N1 site of 14DHQ to ‘BuOK should occur to form the ion-
pair complex M7 again, and the subsequent hydride transfer is
same as discussed above for 34DHQ. In other words, an addi-
tional reversible proton transfer subprocess between 14DHQ
and M7 is embedded in this case compared with the dehydro-
genation pathway of 34DHQ.

3.2.2. Dehydrogenation from 12DHQ. Assuming that the
12DHQ can be formed by isomerization of 34DHQ, the dehy-
drogenation process of 12DHQ would be similar with that of
THQ. As shown in Fig. 2b, the outer- and inner-sphere dehy-
drogenation pathways of 12DHQ are determined to have ener-
getic spans of 23.4 and 24.3 kcal mol *, respectively, which are
slightly lower than that required for the dehydrogenation from
34DHQ. However, it was suggested by Wang et al. that the
isomerization between 34DHQ and 12DHQ can be achieved
through by disproportionation with the assistance of proton
species involving 34DHQH" and QH",*° which would be unlikely
as the proton mediator is absent under alkaline conditions in
the presence of ‘BuOK.

According to the above calculated results in Sections 3.1 and
3.2, the rate determining step of the dehydrogenation of THQ is
the hydride transfer from C2 of THQ to ‘BuOK during the first
dehydrogenation process, which may proceed along a quasi-
metal-ligand bifunctional pathway via a six-membered-ring
rate-determining TS2, or along a base-catalyzed pathway via
a H-H bridging rate-determining TS3, which are analogous with
the reverse processes of the hydrogenation mechanisms
proposed by Noyori*® and Berkessel,** respectively. The second
dehydrogenation from DHQ is found to be achieved directly
from 34DHQ without the need of isomerization, and is both
kinetically and thermodynamically more favourable due to the
enhanced aromaticity. As a significant result, once dehydroge-
nation of THQ is triggered, only the fully dehydrogenated
product Q will be delivered, as observed experimentally.'®

Compared with the dehydrogenation mechanism of THQ
mediated by transition metal catalysts such as Fe-PNP and

Cp*Ir complexes as reported by Wang®* and

RSC Adv, 2023, 13, 20748-20755 | 20751
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Surawatanawong®” et al., on one hand, hydride transfer in the
first dehydrogenation is the rate-determining step in all the
three systems, though the hydride shift occurs before the
proton transfer when using the Cp*Ir catalyst. On the other
hand, proton transfer in this ‘BuOK catalyzed system is much
more facile than the other two cases, which can be attributed to
the strong protonophilic ability of “‘BuO~ group. Subsequently,
as a result that for the second dehydrogenation from DHQ,
isomerization between 34DHQ and 12DHQ via disproportion-
ation is required to shift the double bond from N-C2 to the C3-
C4, using the Cp*Ir catalyst, because proton abstraction from
C3 of 34DHQ is unlikely with high energy barrier; while it can
take place directly from 34DHQ with a proton-transfer rate-
determining step, using the Fe-PNP catalyst; and in this work
with a ‘BuOK as the catalyst, we found it can occur also directly
from 34DHQ, but hydride migration is the rate-determining
step.

3.3. Effect of nitrogen substituent for THQ dehydrogenation

To explore the regulation effect of the nitrogen substituent,
similar process of 1,2,3,4-tetrahydronaphthalene (THNap)
catalyzed by ‘BuOK was also investigated, as shown in Fig. 3.
Different from the case for THQ, the first dehydrogenation of
THNap is so slow that an energetic span as high as 43.1 to
43.6 kcal mol " along the two type pathways should be over-
come. On one side, a moderate energy barrier of 15.1 kcal mol ™"
was determined for the proton transfer from C1 on THNap to
oxygen atom on ‘BuOK, which becomes more difficult
compared to that for THQ due to the N-H bond in THQ is
weaker than the C-H bond in THNap.> On the other hand, the
hydride transfer from C2 of THNap becomes more thermody-
namically unfavorable than that for THQ, because the C2-H
bond adjacent to the N1 site in THQ also gets weaker. In short,
the incorporation of N-heteroatom can facilitate both the
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Fig. 3 (a) Relative free energy profiles for the dehydrogenation reac-
tion of 1,2,3,4-tetrahydronaphthalene (THNap) catalyzed by ‘BuOK in
o-xylene. (b) Geometrical information. Energies are in kcal mol™?,
bond distances are in angstroms.
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proton transfer and especially the hydride transfer processes. In
addition, compared with the dehydrogenation of THNap cata-
lyzed by the Fe(n) complex in which the proton transfer step was
reported to be the rate-determining step with an energy barrier
of 42.2 kcal mol > the rate-determining step in this case is
the hydride transfer step whereas the proton transfer is rela-
tively feasible. The total results show that the nitrogen substit-
uent is also necessary for dehydrogenation reaction promoted
by the ‘BuOK base catalyst.

3.4. Dehydrogenation of THQ catalyzed by ‘BuO~ and
‘BuOLi

To further explore the effect of alkali ion, the reaction pathways
catalyzed an isolated ‘BuO~ anion (see Fig. S31) and by a ‘BuOLi
base were also calculated (see Fig. 4). Given that the first
dehydrogenation of THQ is rate-determining, only the pathways
of first dehydrogenation from THQ in these cases were studied.

The relative free energy profiles for the dehydrogantion of
THQ catalyzed by an isolated ‘BuO~ is plotted in Fig. S3. Note
that without the involvement of any alkali ion, only the base-

catalyzed mechanism was considered in this case. The
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reaction of THQ catalyzed by ‘BuOLi in o-xylene. (b) Geometrical
information. (c) NCl analyses of TS1-3. Energies are in kcal mol™?, bond
distances are in angstroms.
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Scheme 3 Summary of catalytic cycles for the dehydrogenation from THQ mediated by the ‘BuOK (A) and ‘BuOLi (B) base catalysts.

calculated energetic span is as high as 40 kcal mol ™" via TS2,,
suggesting that the K' ion plays vital role in stabling the tran-
sition state and facilitating the dehydrogenation reaction.

As shown in Fig. 4, in the case of using ‘BuOLi as the
catalyst, the associated complexes M1y; is stabled by Li*--*N
covalent interaction, and no presence of N-H---O hydrogen
bond like the cases of using ‘BuOK as the catalyst. As a result,
the barrier for proton transfer becomes obviously higher. In
addition, different from the six-membered-ring quasi-Noyori-
type TS2 along the metal-ligand bifunctional pathway medi-
ated by ‘BuOK, the TS2y; exhibits a four-membered-ring
interaction according to the structural information and NCI
analyses in Fig. 4 versus that in Fig. 2. Further bonding
analyses were also done using the ETS-NOCV method. The
NOCV analyses illustrated in Fig. S5f reveal that there is
evident binding interaction between N atom and Li" (in M2y;
and TS2y;) but not with the case of ‘BuOK", indicating that the
small size as well as strong Lewis acidity of Li" allows for
effective binding to N atom and prevention of non-covalent
interaction for hydride transfer.’” Correspondingly, the
energy barrier for hydride transfer via the four-membered
TS2y; is determined to be 37.3-38.8 kcal mol ™" (obtained by
using B3LYP-D3 functional with def2-TZVP and def2-QZVP
basis sets), and is 3.1-4.3 kcal mol™" higher than that via
the six-membered TS2 catalyzed by ‘BuOK.

Another possible process along the base-catalyzed-type
pathway was also examined. The results show that a high
energy barrier of 46.9-48.9 kcal mol ' (obtained by using
B3LYP-D3 functional with def2-TZVP and def2-QZVP basis
sets) is required by using a ‘BuOLi catalyst. Structurally
different from the TS3(K), the Li" binds to phenyl ring of THQ
via cation--- interaction with TS3y; (see Fig. 3). In addition, it
takes places along a concerted hydride transfer and H, release
channel via the H-H bridging transition state TS3y;, and C-H
and O-H bonds are simultaneously broken, leading to
a remarkably high energy barrier. Interestingly, it was re-
ported by Dub et al. that in the ketone hydrogenation reaction
promoted by ‘BuOK, the H-H bond cleavage and the hydride
transfer show a concert behaviour in gas phase, while it is

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

stepwise with a lower energy barrier in solution phase.*** This
work also suggests that the stepwise behaviour in the pres-
ence of ‘BuOK can facilitate the reaction in the framework of
the base-catalyzed type mechanism.

Based on the above data and discussions, a mechanism
diagram can be drawn for comparison of the dehydrogenation
of THQ catalyzed by ‘BuOK vs. ‘BuOLi, as shown in Scheme 3. It
is clearly seen that both the quasi-metal-ligand pathway and the
base-catalyzed type channel catalyzed by ‘BuOLi are energeti-
cally higher than that mediated by ‘BuOK. In particular, the
base-catalyzed type one via TS3y; is infeasible with a remarkably
large energetic span. These calculated results provide a clearly
physical picture to explain why the experimentally observed
yield was sharply dropped when using ‘BuOLi (19%) instead of
‘BuOK (99%) as the catalyst.'®

4. Conclusions

This DFT computational study provides mainly the following
insights into the ADH of THQ catalyzed by an alkali catalyst of
‘BuOK versus ‘BuOLi as a case study:

(1) This work reveals that the dehydrogenation mediated by
‘BuOK can proceed efficiently along a quasi-metal-ligand
bifunctional catalytic channel or a base-catalyzed pathway with
close energy barriers.

(2) No matter which pathway the reaction follows, the
hydride transfer in the first dehydrogenation process is the rate
determining step. The second dehydrogenation is found to be
achieved directly from 34DHQ regulated by a ‘BuOK catalyst,
without the need of further isomerisation.

(3) In contrast, for the case in presence of the ‘BuOLi catalyst,
the concerted hydride transfer and H, elimination along a base-
catalyzed pathway is infeasible with a significantly high energy
barrier. Thus, the dehydrogenation can only proceed along the
quasi-metal-ligand bifunctional pathway with a relatively
higher barrier, due to binding of N atom weakens the affinity of
Li" for hydride abstraction. This is consistent with the experi-
mental observation that ‘BuOLi is inferior to ‘BuOK as a dehy-
drogenation catalyst.
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In short, this work contributes to a comprehensive under-
standing of the ADH catalyzed by a simple base catalyst, which
may provide help in the rational design of new catalysts for the
ADH reactions as well as the LOHC systems.
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