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A tricyclic annulated 1,4,2-diazaborole is readily accessed via reaction of
a bidentate pyridyl-carbene ligand with MesBBr, followed by reduction.
Dearomatization of the flanking rings is shown to increase reactivity of
this heterocycle in the form of a B-centred alkylation with Mel. Its
reaction with hydrido-, fluoro-, and chloro-boranes reveal an unprece-
dented ring expansion reaction to form a diverse family of B,C;N,
heterocycles, reduction of which allows facile access to the first exam-
ples of C; symmetric 1,4,2,5-diazadiborinines. DFT calculations have
shed light on the electronic structures of the reduced species and
provide insight into mechanistic aspects of the observed ring-expansion.

Boron-containing heterocyclic compounds have received rapidly
increasing attention in recent years due to their ability to activate
inert bonds,"™ and their tuneable photophysical properties have led
to applications in optoelectronic devices.'”™"® In particular, diazadi-
borinines, - sixmembered aromatic rings featuring two C, two B,
and two N atoms — have demonstrated themselves to be a privileged
subclass of B-heterocycles (Scheme 1a). They have demonstrated a
diverse array of challenging bond activations including H-H, C-H,
C-F, and C-C bonds,”*? and have been very recently applied as
organocatalysts in hydroboration and N-formylation reactions.**™*
Diazadiborinines are synthesized via the reaction of a 2-lithio-1N-
heterocycle, frequently imidazole or oxazole, with a borane source.
Careful control of the addition of the reagents can afford either the
1,4,2,5- or 1,3,2,5-diazadiborinine isomers.>* Due to the nature of
this procedure, the scope of known diazadiborinines is fairly narrow,
and all reported examples possess either C, or C,, symmetry. Given
the ambiphilic nature of diazadiborinine-based bond activations,
possessing the tools to modify this reactive scaffold without this
symmetry constraint would allow chemists to further refine their
emerging bond-activation and catalytic properties. Moreover, diaza-
diborinines bearing various electron donor/acceptor groups at
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exocyclic positions are predicted to be singlet fission
chromophores,®® and the development of synthetic methods
to modify different parts of these molecules independently
would significantly facilitate this exploration.

1,4,2-Diazaboroles are another, albeit much less studied,
class of aromatic B-heterocycles (Scheme 1a).**"*® They were
first accessed by Kinjo and co-workers in 2015, and demon-
strated exocyclic reactivity with methyl triflate, and formal
borylene insertion at an exocyclic position upon reaction with
boron tribromide (Scheme 1b). The use of the “F" analogue
Selectfluor was necessary to achieve endocyclic reactivity via the
formation of a strong B-F bond.

The concept of aromaticity transfer has been utilized by Milstein
and co-workers to achieve bond activations within otherwise unreac-
tive heterocycles,® where a de-aromatized fused ring induces reac-
tivity through its thermodynamic drive to re-aromatize. Inspired by
this, we began to explore the chemistry of 1,4,2-diazaboroles deri-
ved from a bidentate pyridyl-N-heterocyclic carbene framework
(Scheme 1c). Our hypothesis being that the de-aromatized imidazole
and pyridyl rings in this system would increase the reactivity of
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Scheme 1 (a) B,N-heterocycles of interest to this work (b) Exocyclic
reactivity reported with a monocyclic 1,4,2-diazaborole. (c) Endocyclic
reactivity reported here with an annulated 1,4,2-diazaborole.
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Fig.1 (a) Molecular structure of 3. Thermal ellipsoids are drawn at 50%
probability. Mesityl groups are cropped, & hydrogen atoms are omitted for
clarity. Selected bond lengths (A): B1-N1:1.466(2), B1-C1:1.493(3), C3-N1:
1404(2), C3-C4:1.392(2), C4-C5:1.373(3), C5-C6:1.424(3), C6-C7:1.358(3),
C7-N1:1.391(2), C9-N2:1.402(2), C9-C8:1.346(3). (b) Frontier molecular orbi-
tals of 3 (PBEO-D3(BJ)/6-311 + G(d,p)|SMD(benzene)). (c) Possible resonance
forms of 3.

the central B-heterocycle. Herein, we report the isolation of a
tricyclic 1,4,2-diazaborole and its unprecedented ring expan-
sion reactions with chloro-, fluoro-, and hydrido-boranes to
form 6-membered B,C,N, diazadiborinine derivatives. Subse-
quent reduction has afforded the first examples of 1,4,2,
5-diazadiborinines possessing Cy; symmetry, establishing the
first method for accessing these valuable heterocycles.

A 2-bromo-1,4,2-diazaborole derivative 2 could be readily isolated
in high yield via the dropwise addition of a solution of N-mesityl-N'-
(2-pyridyl)imidazol-2-ylidene 1 to MesBBr, (Scheme 2). The product
boronium salt 2 readily precipitates from hexane, can be isolated in
94% yield by simple filtration and was fully characterized by NMR
spectroscopic methods. Selective reduction of 2 to the aromatic 1,4,
2-diazaborole 3 was achieved via treatment with Collman’s reagent,
Na,[Fe(CO),], and was isolated in 80% yield as an air-sensitive red
crystalline solid which is stable for months under inert atmosphere.
Interestingly, the use of KCg as a reducing agent resulted in
unselective reduction of 2, from which only trace quantities of 3
were isolated. Cyclic voltammetry of 3 in THF revealed an
irreversible oxidation event at —0.78 V vs. Fc/Fc' (see ESIY),
suggesting the instability of the one-electron reduced inter-
mediate, and the necessity of a two-electron reducing agent in
the formation of 3. Tricyclic 1,4,2-diazaborole 3 displayed an
"B NMR signal at 12.3 ppm, similar to the derivative first
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Scheme 2 Synthesis of 1,4,2-diazaborole 3, and its methylation product 4.
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reported by Kinjo and co-workers (18.4 ppm).*” "H NMR indi-
cated the presence of a mirror plane in 3 via the chemical
equivalence of the ortho-Mes positions.

A single crystal X-ray diffraction study confirmed the formulation
of 3 and revealed a B1-N1 distance of 1.466(2) A and B1-C1 distance
of 1.493(3) A (Fig. 1a), suggesting partial double bond character
between boron and both endocyclic atomic centres. The electronic
structure of 3 was examined computationally (PBE0-D3(BJ)/6-311+
G(d,p)|SMD(benzene)). The HOMO & LUMO of 3 are both signifi-
cantly delocalized through the tricyclic conjugated n-system (Fig. 1b),
although the greatest locus of electron density is centred on the boron
atom, suggesting its nucleophilicity (Fig. 1c, B). Mayer bond order
calculations revealed a B1-C1 bond order of 1.42, and a B1-N1 bond
order of 1.13.

The molecular structure of 3 indicates somewhat localized single
and double bonds in the flanking pyridyl ring (C-C bond range
1.358(3)-1.424(3) A), suggesting its reduced aromaticity. This is
further supported by the relatively upfield pyridyl "H NMR shifts
of 6.19 and 6.30 ppm for H-C5 and H-C6 (See Fig. 1a for numbering;
8.69 and 8.49 ppm in 2). Nucleus Independent Chemical Shift (NICS)
calculations revealed a NICS(1),, value of —35.0 ppm for the central
diazaborole ring, revealing its significant aromatic character. Con-
versely, the flanking imidazole and pyridine rings have NICS(1),,
values of —19.8 and —15.6 ppm, respectively. The imidazole and
pyridine rings in the unreduced 2 have NICS(1),, values of —20.2 and
—22.7 ppm, respectively, supporting the notion that the pyridine
ring is comparatively de-aromatized in 3. NICS(0), NICS(1), and an
ACID plot calculation are also consistent with this conclusion (see
ESI). This observation led us to anticipate an increased reactivity of
3 when compared with unconjugated 1,4,2-diazaboroles, as endo-
cyclic reactivity is likely to be favoured by the re-aromatization of the
flanking fused rings.*

Accordingly, combination of methyl iodide with 3 at 60 °C in
benzene cleanly yielded the methylboronium iodide salt 4
(Scheme 2). Compound 4 was isolated in a 65% yield, and its
structure was confirmed crystallographically (See ESIt). Compound
4 displays an ''B NMR signal at —0.2 ppm, similar to that observed
for 2 (—1.1 ppm). This reactivity stands in contrast to that observed
with a 1,4,2-diazaborole isolated by Kinjo and co-workers, where
treatment with MeOTf led to methylation at an exocyclic nitrogen
position (Scheme 1b),”' but is similar to B-centred alkylations
reported with other reactive B-heterocycles.***"

The reactivity of compound 3 with borane Lewis-acids was next
explored. Their sterically larger profile was postulated to induce
reactivity at the less-encumbered 5-position of the 1,4,2-diazaborole
(Fig. 1c, C). In an initial experiment, 3 was combined with one
equivalent of 9-borabicyclo[3.3.1Jnonane (9-BBN) in C4Ds. No initial
reaction was observed, but upon warming to 60 °C overnight, a
colour change from deep red to orange occurred along with the
clean formation of a new product in the NMR spectra. ''B{"H}
NMR revealed two boron environments at —5.6 and —8.5 ppm,
supporting the presence of two 4-coordinate boron centres.
'"H NMR indicated a C; symmetric product with a 1:1 incor-
poration of 9-BBN and carbene moieties. A single crystal X-ray
diffraction study revealed that the product is derived from
insertion of the borabicyclo[3.3.1Jnonane moiety into the 4,

This journal is © The Royal Society of Chemistry 2024
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Scheme 3 Ring expansion reactions of 3 with boranes.

5-positions of the 1,4,2-diazaborole ring, forming the 1,4,2,
5-diazadiborinine derivative 5 (Scheme 3; Fig. 2).

To examine the scope of this transformation, reactions of 3 with
other boranes were evaluated. While unselective reactions were
observed with BBr; and BI;, the addition of BF;-OEt, or PhBCIl,
resulted in the clean formation of new products 6 and 7 (Scheme 3),
which were confirmed crystallographically to be the analogous ring
expanded 1,4,2,5-diazadiborinine derivatives (Fig. 2). Both species
were fully characterized by solutions NMR methods. These transfor-
mations constitute unique and unprecedented examples of Lewis-
acid-induced ring expansion reactions of a 6m-aromatic B-hetero-
cycle,” and are a facile and highvyielding method to access
hitherto-unknown non-symmetric 1,4,2,5-diazadiborinine derivatives.

The mechanism of the addition of BF; to 3p, (mesityl groups
simplified as phenyl) was examined computationally (Fig. 3). The
determined reaction profile indicates initial adduct formation with
the nucleophilic 5-position of the central diazaborole ring (Int1)
followed by fluoride migration to the Lewis acidic endocyclic boron
centre. This reactivity supports the contribution of resonance structure
C to the ground state of compound 3 (Fig. 1c). Disconnection of
imidazole from the pyridyl group (TS2) is followed by migration of the
Lewis acidic BF, moiety to the nucleophilic imidazole nitrogen (TS3)
to form compound 6py,. Scission of the B-F and formation of the
B—Nimidazole PoNds were found to be barrierless processes, and the low-
barrier TS3 is associated with reorientation of the BF, moiety. The

Fig. 2 Molecular structures of 5—-8. Thermal ellipsoids are drawn at 50%
probability, mesityl groups are cropped, and selected hydrogen atoms are
omitted for clarity. Selected bond lengths (A) (Isostructural numbering in 5-8):
(5) B1-N1:1.603(2), B1-C2:1.639(2), B2-C1:1.620(2), B2-N2:1.618(2), C1-N1:
13434(17), C2-N2:1.3725(18). (6) B1-N1:1561(2), B1-C2:1.627(3), B2-C1:
1637(2), B2-N2:1.626(2), C1-N1:1.3419(19), C2-N2:1.3622(19). (7) B1-N1:
1.555(5), B1-C2:1.609(5), B2-C1:1.609(5), B2-N2:1.600(5), C1-N1:1.338(4),
C2-N2:1356(4). (8) B1-N1:1554(3), B1-C2:1625(3), B2-C1:1593(2), B2—
N2:1.575(2), C1-N1:1.338(3), C2-N2:1.354(3).
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Fig. 3 Computed pathway for the formation of the ring-expanded pro-
duct 6pn, from 3p, + BFs. Mesityl groups are simplified as phenyl. (PBEO-
D3(BJ)/6-311 + G(d.p)|SMD(benzene)). Values given in kcal mol™™.

initial 1,3-dipolar B-F addition is distinct from the 1,3-cycloaddition
reactions reported by Erker and coworkers in related dihydro-1,4,
2-diazaboroles, which proceed across the 3,5-positions of the
heterocycle.*®

Interestingly, the reaction of 3 with BCl; resulted in a
regioisomer of the expected product 8 (Scheme 3, Fig. 2), where
the mesityl group had migrated to the boron centre bound to
the imidazole N-moiety. We postulate that insertion in this case
may be preceded by a fast initial exchange of the BCl; with the
B-mesityl group of 3. This would suggest that this ring expan-
sion reaction may be amenable to a wider scope of 1,4,
2-diazaboroles bearing different substituents at boron. The
formation of 5-8 is curious in light of the selective B-
methylation observed in 4. We postulate that only the relatively
small methyl group can access the nucleophilic but sterically
encumbered boron centre in 3.

Reduction of compounds 7 or 8 with an excess of KCg in
benzene cleanly afforded the Cs; symmetric diazadiborinines 9
and 10 which were each isolated as deep red solids (Scheme 4).
A molecular structure of 9 revealed delocalization of n-electrons
through the central B,N,C, ring (Fig. 4a), However, perturba-
tion of the bonding is apparent. The endocyclic C-N and B-C
bonds lengths differ notably (C1-N1:1.388(2); C2-N2:1.437(2);
B2-C1:1.519(3); B1-C2:1.490(3) A). This asymmetry is also
reflected in the Mayer bond orders (C1-N1:1.22; C2-N2:1.08;

Ry
|
KCg I~ A
/N
J@N =
CeHg N s
Mes |
Rz

9: Ry =Ph, Ry = Mes
10: Ry =Mes, R, =Cl

Ri X
N/
7
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7: Ry =Ph, Ry = Mes, X = Cl
8: Ry =Mes, Ry=Cl, X = Cl

Scheme 4 Reduction of ring-expanded products 7, 8 to the diazadibor-
inines 9, 10.
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Fig. 4 (a) Molecular structure of 9. Thermal ellipsoids are drawn at 50%
probability, hydrogen atoms are omitted, and Mes/phenyl groups are cropped

for clarity. Selected bond lengths (A): B2—C1:1.519(3), B2-N2:1.441(3), B1-C2:
1490(3), B1-N1:1452(3), C1-N1:1.388(2), C2-N2:1437(2), C2—-C3:1.421(3),
C3-C4:1.352(2), C4-C5:1.427(3), C5-C6:1.342(3), C6-N2:1.407(2), C7-N1:
1.397(2), C7-C8:1.345(3), C8—-N3:1.372(3), C1-N3:1.384(2). (b) Frontier mole-
cular orbitals of 9 (PBEO-D3(BJ)/6-311 + G(d,p)|SMD(benzene)). (c) Absorption
and emission spectra in CgHg solvent. (d) Compound 9 in CgHg solution under
broad spectrum UV irradiation.

B2-C1:1.18; B1-C2:1.36). Compound 9 displays two ''B NMR
signals at 24.0 and 27.4 ppm, indicative of two inequivalent
3-coordinate boron centres. Similar to 3, the frontier molecular
orbitals of 9 are delocalized over the tricyclic conjugated n-
system (Fig. 4b), and a NICS(1),, value of —24.9 ppm reveals
significant aromaticity at the central ring. Compound 9 is
highly fluorescent both in solution and the solid state and
displays strong orange emission in C¢Hg solution at 580 nm
(excitation A = 468 nm: Fig. 4c). TD-DFT calculations indicate
that the major absorption band and corresponding emission
result from a HOMO — LUMO transition (see ESIt). Compound
10 has similar spectroscopic and optical properties as 9.

In summary, we have developed a novel annulated 1,4,
2-diazaborole and demonstrated a unique ring expansion pro-
tocol with boranes to access the first examples of C; symmetric
1,4,2,5-diazadiborinines. This protocol opens the door to fine
tuning the optical and catalytic properties of the reactive
diazadiborinine scaffold. Future studies will target expanding
the scope of this reaction to include other substituted hetero-
cycles, hetero-elements, and how we can use this reactivity to
achieve reversible bond activations, catalysis, and desirable
photophysical properties.
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