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ABSTRACT: The presence of inherent electronic unsaturation in
aluminum predominantly results in the formation of aluminum
clusters, with very few examples of compounds containing discrete
chains of aluminum atoms in existence. In this work, we present
the successful synthesis and structural authentication of a highly
unusual trialane species with a near-linear chain of three Al atoms,
alongside a carbene-stabilized aluminyl anion ([LAIR,]7), an
alternative product produced by varying the reaction conditions.
Quantum-chemical calculations have been applied to elucidate the

First example of a near linear trialane / First example\
of an NHC-

[P [ stabilized
- ; [ aluminyl
& L N anion

Unusual Al-K
distances
due to crystal
packing

%

electronic structure and bonding of these novel compounds. Additionally, we successfully trapped a reaction intermediate using an
alkyne, suggesting the intermediacy of a base-stabilized monomeric alumylene (LRAl:), which is also investigated through

computational methods.

Bl INTRODUCTION

The tendency for Group 13 elements to favor aggregated
structures and clusters over homocatenated linear compounds
is well-documented and is rooted in their inherent electron
decifiency.”” Nonetheless, research into Group 13 dielement
species (e.g, diboranes/-enes/-ynes in the case of boron)
continues, thanks to their interesting properties and
reactivity.”~'> Conversely, compounds containing discrete
chains of Group 13 derivatives remain rare. The first linear
triborane, B;[N(CHj,),]; was synthesized by uncontrolled
reduction of chloro(dimethyl amino)boranes.”> This method
was later employed to synthesize B4(NMe,); and cyclo-
Bs(NR,)s (R = Me, Et)."”™'7 However, the controlled
formation of a homocatenated linear tetraborane, I (Figure
1), was first achieved by consecutive coupling of borylene units
(RB:, R = duryl, N(SiMe;),) stabilized by a transition metal
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Figure 1. Selected examples of Group 13 homocatenated compounds.
Definitions: R = tBu; Cp* = CiMes; pf = AI{C(CF;);}4; Dur =
2,3,5,6-CqHMe,; Dip = 2,6-iPr,CH;.
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center.'® Compounds containing chains of boron atoms are
rare but this area has seen some recent progress, thanks to
synthetic techniques such as the reductive coupling of
haloboranes,”* borylene homocoupling'® and the hydro-
boration of diborenes.'” >**° Catenates of the heavier
Group 13 atoms are exceedingly rare, primarily owing to the
challenges involved in their synthesis and stability. In 1997,
Schnockel and co-workers successfully generated a trimeric
linear gallium complex, Ga;1;03PEt; (II, Figure 1), along with
the digallane [(Gal,®PEt;),], through the application of
ultrasound to a mixture of %allium and diiodine in the
presence of triethyl phosphine.”® In 2006, Hill and co-workers
demonstrated the controlled formation of the six-atom indium
homocatenate III (Figure 1) through a reaction involving a
moderately congested fj-diketiminate ligand with indium(I)
iodide in the presence of the base K[N(SiMe;)],.”” Following
a similar strategy, Linti reported an amidinate-stabilized
trigallane species in 2011.”

In the case of aluminum, the state of the art in
homocatenation is less straightforward thanks to the atom’s
high propensity for aggregation. In 1998, Schnockel and co-
workers isolated Cp*;ALI, (Cp* = [CsMe;]™), containing Al,
and Al; units by the reaction of [Cp*Al], with All; in absence
of coordinating solvent or ligands.29 A further method for
obtaining oligomeric aluminum species involved the self-
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condensation or co-condensation of subvalent aluminum in the
presence of donor ligands.*® Similarly, co-condensation of AlBr
(toluene:THF, 3:1) with a small excess of tBuLi led to the
formation of an Al core where a central Al¢Br,(PR,), motif is
stabilized by two AIBr,PR, units (IV, Figure 1).>' Very
recently, Krossing et al. reported the Al, cluster cation
[AI(AICH*), )" [pf]~ ([pf]~ = [AI(OC(CE,),),]"; V, Figure
1), its core resembling a branched tetraalane, by combining
[(AlCp*),] with Li[pf].32 Quantum-chemical findings sug-
gested that cyclic trinuclear aluminum compounds tend to be
more stable than their linear counterparts,S"”34 and this is
borne out by work from Power and co-workers that showed
that the reduction of ArAll, (Ar = 2,6-Mes,-C¢H;, 2,6-Tip,-
Cg¢H,;, Mes = 2,3,5-C¢H,, Tip = 2,3,5-C¢H,) readily yielded a
dianionic cyclic cluster, Na,[(AlAr),].>>*° Despite these
landmark syntheses of low-valent aluminum species, neutral
molecules containing discrete, noncluster Al; units remain
unknown.

In this study, we present the synthesis of a stable linear
trialane, 2 (Figure 1), that results from the reduction of an N-
heterocyclic carbene (NHC)-stabilized aluminum dibromide
in hexane. This compound can be viewed as an aluminum
analog of propylene, deactivated through a [2 + 4] cyclo-
addition with a peripheral aromatic group of the carbene
donor. Additionally, the reduction of the same aluminum
dibromide adduct with a 5-fold excess of reducing agent
furnished a hitherto unknown NHC-stabilized aluminyl anion.
It is highly probable that the formation of both compounds
occurs initially through the creation of an NHC-stabilized
alumylene species. This proposition is substantiated by
trapping of this species in situ with bis(trimethylsilyl)acetylene.
To gain a comprehensive understanding of the resulting
compounds, theoretical studies were conducted to elucidate
their bonding and electronic properties.

B RESULTS AND DISCUSSION

Trialane 2 was synthesized through a two-step process. In the
initial step, [(Et,O)AIBr,Dur] (Dur = 2,3,5,6-CsHMe,)*” was
treated with the NHC 1,3-bis(2,6-diisopropylphenyl)-imidazol-
2-ylidene (IDip),* in hexane at room temperature, resulting in
the formation of IDip-stabilized durylaluminum dibromide (1;
Scheme 1). In the subsequent step, reduction of compound 1
was carried out using 2.5 equiv of KCy in hexane, yielding a red
solution. After purification, red crystals of compound 2 were
obtained in a 15% yield (Scheme 2). It is noteworthy that a
similar reduction of carbene-coordinated aryldihaloalanes had
previously groduced a range of different products, including a
dialumene,” a self-stabilized dialuemene,*® diverse dialanes,""
and a diradical dialumene.”” Compound 1 was characterized
using standard spectroscopic, analytical, and crystallographic
techniques. In contrast, compound 2 exhibits high instability in
most common solvents, except for hexane and pentane.
Therefore, its characterization relied on solid-state NMR and
single-crystal X-ray diffraction.

The solid-state structure of compound 2 shows the molecule
to possess a near-linear Al; core, the central Al atom of which
is nearly T-shaped (Figure 2). The two terminal aluminum
atoms within this core have clear oxidation states of +2,
whereas the central aluminum atom assumes a + 1 oxidation
state. This is further confirmed by computational calculations
using the localized orbital bonding analysis (LOBA)" as
implemented in Multiwfn 3.8," which yield oxidation states of
+2 for the terminal aluminum atoms and +1 for the central

Scheme 1. Synthesis of Compounds 2 and 3 from 1
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Figure 2. Solid-state molecular structures of 2 and 3, with thermal
ellipsoids at the 50% probability level. All hydrogen atoms are omitted
for clarity. Selected bond lengths [A] and bond angles [deg] for 2:
Al1-Al2 2.5931(5), Al2—AlI3 2.5911(S), Al1—-C1 2.1294(12), Al2—
C22.0892(12), AlI3—C3 2.0808(13), Al13—C4 2.1012(13); Al1—Al2—
Al3 161.754(19). For 3: Al1-K1 2.2064(7), Al1-C1 2.0631(17),
All1-C4 2.0313(17), All—Cp,, 2.0101(17); C4—All—Cp,,
115.19(7), C4—Al1-C1 89.27(7), C1-Al1-Cp,, 124.71(7), K1—
All1-Cp,, 110.90(5), K1-Al1—-C1 101.07(4).

atom, resulting in a total oxidation state of +5 for the Al; core.
The Al—Al bonds in this compound are quite similar in length
(Al1-AI2:2.5931(5) A; Al2—AlI3:2.5911(S) A; Figure 2),
falling within the range of typical Al—Al single bond distances
(ranging from 2.50 to 2.95 A).** Notably, these bonds are
significantly longer than those observed in the dialumene
compound [(NHC)(Tip)Al = Al(Tip)(NHC)] (Al = Al
2.4039(8) A, Tip = 2,4,6-C¢H,iPr;, NHC = 1,3-diisopropyl-
4,5-dimethylimidazol-2-ylidene).” Furthermore, the three
aluminum atoms in compound 2 exhibit a slight deviation
from linearity (Al1—AI2—AI3 = 161.754(19)°, calcd. 163.4°),
with the bonding angles of the central Al2 atom deviating

https://doi.org/10.1021/jacs.4c10967
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significantly from the typical sp” angle of 120° (Al1—AI2—C2 =
90.04(4)°, caled. 90.4°; Al3—AI2—C2 = 94.03(4)°, calcd.
93.6°). The Al-C bond distances are nearly identical, with
Al2—C2 measuring 2.0892(12) A and AI3—C3 at 2.0808(13)
A. These bond lengths are slightly shorter than those of All—
Cl (2.1294(12) A) and Al3—C4 (2.1012(13) A), both of
which are formally dative bonds involving the NHC donors. In
the solid-state *C{'H} NMR spectrum of 2, two broad
resonances were observed at 179.4 and 217.0 ppm and were
assigned to the carbene carbon nuclei. Signals corresponding
to the Al-bound carbon nuclei of the dearomatized arene ring
could not be identified, presumably due to quadrupolar
broadening.

To gain further insights into the electronic structure of 2, we
performed density functional theory (DFT) calculations at the
@B97X-D/Def2-TZVP level, using structures optimized at
@B97X-D/Def2-SVP. Initially, we conducted calculations for
both singlet and triplet states, yielding vertical and adiabatic
singlet—triplet gaps of $3.2 kcal mol™ and 37.7 kcal mol™,
respectively. These results confirm that the system is indeed a
closed-shell singlet, with no biradicaloid character, contrasting
with the Al—Al bond systems recently obtained and
characterized by our group.””*® Subsequently, we analyzed
the Mayer bond orders (MBOs) of the system. The Al—Al
bonds both exhibit an MBO value of 0.95, indicating the
absence of 7x interactions across these bonds. This is
corroborated by the examination of the canonical Kohn—
Sham molecular orbitals (MOs) and intrinsic bond orbital
(IBO)*® analysis (Figure 3). The HOMO of 2 consists
primarily of ¢ contributions from the Al—Al bonds, along with
additional contributions from the phenyl ring attached to the
Al core, while the LUMO is located on the IDip ligands. The
IBOs associated with the Al—Al bond further confirm the
absence of m components. These findings provide a
comprehensive understanding of the bonding nature in 2,

(A) Kohn—-Sham MOs of 2

5L

——P

— ’((

7
I!\

HOMO LUMO
-5.68 eV +0.78 eV

(B) I1BOs of 2

Figure 3. (A) Canonical Kohn—Sham molecular orbitals of
compound 2. Calculations were performed at the wB97X-D/Def2-
TZVP level of theory. Hydrogen atoms are omitted for clarity. The
HOMO-LUMO gap at this level of theory is 6.46 eV. (B) Intrinsic
bond orbitals of compound 2 depicting the Al—Al bonds.

emphasizing the dominance of ¢ interactions and the lack of 7
character in the Al—Al bonds.

In a variation of the above reaction, subjecting 1 to an excess
of the reducing agent KCy (five equivalents) resulted in the
formation of a few crystals of aluminyl anion 3 (Scheme 1). It
is worth noting that isolable aluminyl anions are very rare
species. Aldridge’s pioneering work led to the isolation of the
first aluminyl anion, sparking subsequent advances in this
field."” Most known examples are stabilized within a robust
chelatin§, dianionic ligand environment and are cyclic in
nature.” Liptrot and co-workers have recently reported the
first observation of an aluminyl anion based on nonchelating
ligands, obtained by a potassium-mediated reduction of
[AII{N(Dip)SiMe;},] (Dip = 2,6-iPr,CsH;).* Nevertheless,
to date, there are no reports of tricoordinate carbene-stabilized
aluminyl anions of the form [LAIR,]™. This absence is likely
attributable to the inherent proclivity of this anion to undergo
disproportionation, which is perhaps also responsible for the
notably low yield of 3. Compound 3 could only be
characterized by solid-state molecular structure determination
(Figure 2). During its formation, one of the isopropyl C—H
bonds of the IDip donor is activated, furnishing a six-
membered ring. The Al1—C3 (2.0313(17) A) and All-Cp,,
(2.0101(17)A) bonds are similar in length and are comparable
to typical Al-C bond distances but slightly shorter than the
Al-Cyyc bond (Al1-C1 2.0631(17) A). An intriguing
observation was the aluminum-to-potassium bond distance
(Al1-K1 2.2064(7) A), which is much shorter than a
comparable reported alkyl-substituted aluminum anion
(3.4549(5) A)*° and other reported aluminum anions
(3.5346(8)—3.7053(9) A).*”>'=>* Additionally, this bond
distance is notably shorter than the sum of the covalent radii
of aluminum and potassium (3.28 A).*

Given the unique nature of compound 3, we conducted
DFT calculations to gain insights into its electronic structure
and compared it with Yamashita’s alkyl-substituted aluminum
anion.*’ Surprisingly, while the optimized Al—K bond length in
Yamashita’s system was 3.378 A—slightly shorter than the
experimental crystal structure—the Al-K distance in com-
pound 3 increased to 3.277 A, with the K atom centrally
located between the two Ph groups. The MBO analysis
revealed an Al-K bond order of 0.31 in compound 3, nearly
identical to that of Yamashita’s system (0.30). Additionally,
compound 3 exhibited a significantly smaller HOMO—-LUMO
gap (4.62 eV) compared to compound 2 (6.46 eV) and
Yamashita’s system (5.76 €V). A similar trend was observed in
the vertical and adiabatic singlet—triplet gaps, which were 40.8
kcal mol™ and 35.5 kcal mol™" for Yamashita’s system,
respectively, and 26.3 kcal mol™' and 10.8 kcal mol™" for
compound 3. The HOMO of 3, depicted in Figure 4,
underscores the “aluminum anion” nature of the system. Taken
together, these results suggest that the unusually short AlI-K
contact observed in the crystals of compound 3 is likely due to
a crystal packing effect.

The formation of the trialane compound 2 and the aluminyl
anion 3 from compound 1 suggests that an alumylene
intermediate is formed during the course of the reaction.
Indeed, the reversible dissociation of dialumenes (RAl = AIR)
into alumylenes (RAL:) is also a well-established phenomenon
in aluminum chemistry.””***>*® In 2021, Krimer and Cowley
reported the reversible dissociation of an amidophosphine-
supported dialumene into the corresponding alumylene.™ This
alumylene was effectively trapped with an alkyne, leading to

https://doi.org/10.1021/jacs.4c10967
J. Am. Chem. Soc. 2024, 146, 33536—33542


https://pubs.acs.org/doi/10.1021/jacs.4c10967?fig=fig3&ref=pdf
https://pubs.acs.org/doi/10.1021/jacs.4c10967?fig=fig3&ref=pdf
https://pubs.acs.org/doi/10.1021/jacs.4c10967?fig=fig3&ref=pdf
https://pubs.acs.org/doi/10.1021/jacs.4c10967?fig=fig3&ref=pdf
pubs.acs.org/JACS?ref=pdf
https://doi.org/10.1021/jacs.4c10967?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as

Journal of the American Chemical Society

pubs.acs.org/JACS

o

HOMO
—4.12eV

Figure 4. HOMO of compound 3. Calculations were performed at
the wB97X-D/Def2-TZVP level of theory. Hydrogen atoms are
omitted for clarity. The HOMO—LUMO gap at this level of theory is
4.62 eV.

the formation of an intriguing aluminocyclopropene. In recent
work, we have also used this strategy to capture a transient
alumylene species.”” In an attempt to trap the base-stabilized
monomeric alumylene 4, we conducted the reduction of
compound 1 in the presence of bis(trimethylsilyl)acetylene,
resulting in the generation of aluminocyclopropene 5 (Scheme
2). This provides strong evidence in favor of the proposed
formation of alumylene 4 in the course of the reaction to form
the trialene compound 2. The molecular structure of § (Figure
5) showed a distinct C=C bond with a C1—C2 bond lenggh of
1.365(2) A, similar to other aluminocyclopropene rings.””>’
We became interested in further investigating the electronic
structure of 4 through DFT calculations, specifically examining
its differences when a different carbene ligand, such as a
cyclic(alkyl) (amino) carbene (CAAC), replaces the NHC IDip

(A) Kohn-Sham MOs of 4 (B) Solid-state molecular

structure of 5

HOMO LuMO />\

-5.48 eV +0.88 eV

(C) Kohn-Sham MOs of 5§

et

HOMO-3 HOMO LUMO

—-6.34 eV -5.73 eV +0.76 eV

Figure S. (A) Canonical Kohn—Sham molecular orbitals of 4. (B)
Solid-state molecular structure of S. with thermal ellipsoids at the 50%
probability level. All hydrogen atoms are omitted for clarity. Selected
bond lengths [A] and bond angles [deg]: AlI-C1 1.936(2), Al-C2
1.948(2), C1—C2 1.365(3), Al-C3 2.0492(2), Al-C4 1.997(2);
C1—-Al-C2 41.16(9). (C) Canonical Kohn—Sham molecular orbitals
of 4. Calculations were performed at the @B97X-D/Def2-TZVP level
of theory. Hydrogen atoms are omitted for clarity. The HOMO—
LUMO gaps at this level of theory are 6.36 eV for 4 and 6.49 eV for S.

in 4, resulting in 4“*C. This comparison is particularly
relevant in the context of their boron-based counterparts,
borylenes, which we have recently studied extensively from a
computational persépective, focusing on CAAC- and NHC-
stabilized variants.”

CAAC is a better m-acceptor than IDip, making it more
suitable for stabilizing radicals and biradicals.’”*® Surprisingly,
however, carbene-stabilized borylenes of type RLB: with
CAAC ligands exhibit a singlet ground state, whereas their
NHC counterparts are all triplet ground states.”’ This explains
the discovery of various diborenes featuring IDip and other
NHCs, which can be considered dimerization products of
triplet borylenes. For aluminum, the situation is different. Both
4 and 4“*C have singlet ground states and feature bent
structures. The Al lone pair of 4 appears as the HOMO of the
system, as shown in Figure SA. In contrast, the LUMO of 4 is
mostly composed of a twisted Al-CN 7 orbital. Additionally,
the vertical and adiabatic singlet—triplet gaps of 4 are 31.9 kcal
mol™" and 17.2 kcal mol™, respectively, which are larger than
those of 4°*4€ with values of 22.9 kcal mol™! and 4.8 kcal
mol ™",

The relatively low adiabatic singlet—triplet gap of 4 (c.f. the
value of 37.7 kcal mol™" for 2, for example) can explain not
only its enhanced reactivity but also its trapping with
bis(trimethylsilyl)acetylene, leading to compound 5, whose
solid-state structure is shown in Figure SB. The stability of S is
comparable to that of 2, with vertical and adiabatic singlet—
triplet gaps of 52.4 kcal mol™" and 33.1 kcal mol ™, as well as a
HOMO-LUMO gap of 6.49 eV, the largest among the
compounds investigated herein. The canonical Kohn—Sham
MOs of §, illustrated in Figure SC, indicate that the HOMO is
primarily localized on the C,Al ring. According to the charge
decomposition analysis”> method as implemented in Multiwfn
3.8," the HOMO predominantly consists of the in-plane
antibonding C—C 7* orbital of the acetylene moiety (62%).
The second most important contribution (20%) originates
from the LUMO of the alumylene fragment 4. In turn, the
LUMO of 3§ is situated in the 7-space of the IDip ligand and
extends to the Dip groups. Finally, HOMO-3 depicts the C—
C 7 bond of the aluminocyclopropene ring. Altogether, these
results highlight the intricate electronic structure of com-
pounds 4 and 5, emphasizing the unique stabilization provided
by the C,Al ring and the IDip ligand, and suggesting new
avenues for exploring the reactivity and design of aluminum-
based 7-complexes.

To examine whether compound $ could theoretically act as
a source for the base-stabilized monomeric alumylene 4, we
performed additional computations to examine the interaction
energy between 4 and bis(trimethylsilyl)acetylene. At the
@wB97X-D/Def2-TZVP level of theory, the Gibbs free energy
for the dissociation of § into 4 plus the alkyne is calculated to
be +27.0 kcal/mol, suggesting that the formation of 4 from §
could potentially be achievable with thermal input. However,
experimental evidence shows that compound $ is unstable in
benzene, decomposing even at room temperature. Due to this
instability, further heating would likely lead to complete
decomposition rather than the clean formation of 4.

Finally, in order to better understand the mechanism of the
formation of 2 from 4, we conducted a thorough computa-
tional investigation focused on identifying plausible inter-
mediates and energetically favorable pathways. Given the large
size of the systems involved, a complete mechanistic
investigation of all possible transition states was impractical
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and beyond the scope of this study. Instead, we focused our
efforts on key intermediates and energetically viable reaction
steps to propose a reasonable mechanistic pathway. The
proposed mechanism is illustrated in Scheme 3.

Scheme 3. Proposed Mechanism for the Formation of 2
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“The computed free energies of reaction (kcal/mol) for each step are
also shown.

Our computational analysis began by examining the
dimerization of 4 to form the dialumene species 6. This
reaction was found to be slightly endergonic, with a free energy
difference of AG, = +1.2 kcal/mol in hexane solution. From
this intermediate, we propose that one of the carbene ligands
detaches, forming intermediate 7. The free energy change for
this process is AG, = +12.3 kcal/mol. The formation of the
free IDip, which is supported by our NMR observations, aligns
well with the computational results, confirming that this
intermediate likely plays a key role in the reaction mechanism.
Intermediate 7 is characterized by a dicoordinate aluminum
center, which opens up the possibility for further reactivity.

The subsequent reaction of 7 with a third molecule of 4
leads to the formation of the trialane compound 8 (AG; =
—29.0 kcal/mol). Notably, this reaction is more exergonic than
the alternative reaction of 7 with the free IDip, indicating that
the pathway involving 7 — 8 is more favorable. Compound 8,
which features only tricoordinate aluminum atoms, presents
two plausible routes to the formation of 2. In the first pathway,
one of the Dip substituents undergoes activation, resulting in a
cycloaddition reaction that forms intermediate 9 (AG, =
—17.1 kecal/mol). The final step in this pathway involves the
transfer of the central Dur substituent to the terminal
aluminum, completing the formation of 2 with a free energy
change of AG; = —19.8 kcal/mol. The total free energy for the
reaction, where three molecules of 4 yield compound 2 and a
free IDip ligand, is AG,,. = —52.5 kcal/mol.

An alternative pathway was also considered, in which the
Dur migration occurs before the cycloaddition. This pathway
leads to intermediate 9’ (see Figure S12 in the SI). However,
the formation of 9 is energetically unfavorable (AG, = +26.0
kcal/mol), making this intermediate less stable than 9 by +43.1

kcal/mol. Therefore, based on these calculations, we propose
that the cycloaddition occurs prior to Dur migration, as this
pathway is energetically more favorable and involves more
suitable intermediates.

B CONCLUSIONS

In summary, we report the synthesis and isolation of the first
example of a neutral nonhypercoordinate trialane chain
compound, as well as a new aluminyl anion. Quantum
chemical calculations have demonstrated that both systems
possess closed-shell singlet multiplicities, confirming the
absence of any biradicaloid character. Additionally, we
successfully trapped a plausible reaction intermediate in the
trialane formation through the reduction of IDip-stabilized
durylaluminum dibromide in the presence of an alkyne. This
trapping product suggests the formation of a base-stabilized
monomeric alumylene (LRAL:) in the course of the reaction,
whose electronic structure and reactivity were further
investigated through computational calculations. We hope
that this work will pave the way to the synthesis of other
compounds bearing discrete chains of aluminum atoms, a
conceptually simple but practically very challenging class of
compounds.

B ASSOCIATED CONTENT

© Supporting Information
The Supporting Information is available free of charge at
https://pubs.acs.org/doi/10.1021/jacs.4c10967.

Experimental section, plots of NMR and UV—vis spectra
for new compounds, and complete details of crystallo-
graphic experiments and computational calculations
(PDF)

Compiled coordinates of all calculated structures (XYZ)

Accession Codes

Deposition Numbers 2326709—2326711 and 2326719 contain
the supplementary crystallographic data for this paper. These
data can be obtained free of charge via the joint Cambridge
Crystallographic Data Centre (CCDC) and Fachinformations-
zentrum Karlsruhe Access Structures service.

B AUTHOR INFORMATION

Corresponding Authors

Holger Braunschweig — Institute for Inorganic Chemistry,
Julius-Maximilians-Universitit Wiirzburg, 97074 Wiirzburg,
Germany; Institute for Sustainable Chemistry & Catalysis
with Boron, Julius-Maximilians-Universitit Wiirzburg,
97074 Wiirzburg, Germany; © orcid.org/0000-0001-9264-
1726; Email: h.braunschweig@uni-wuerzburg.de

Felipe Fantuzzi — School of Chemistry and Forensic Science,
University of Kent, Canterbury CT2 7NH, UK,;

orcid.org/0000-0002-8200-8262; Email: f.fantuzzi@

kent.ac.uk

Authors

Debabrata Dhara — Institute for Inorganic Chemistry, Julius-
Maximilians-Universitit Wiirzburg, 97074 Wiirzburg,
Germany; Institute for Sustainable Chemistry & Catalysis
with Boron, Julius-Maximilians-Universitit Wiirzburg,
97074 Wiirzburg, Germany; © orcid.org/0000-0002-1792-
2568

Lukas Endres — Institute for Inorganic Chemistry, Julius-
Maximilians-Universitit Wiirzburg, 97074 Wiirzburg,

https://doi.org/10.1021/jacs.4c10967
J. Am. Chem. Soc. 2024, 146, 33536—33542


https://pubs.acs.org/doi/suppl/10.1021/jacs.4c10967/suppl_file/ja4c10967_si_001.pdf
https://pubs.acs.org/doi/10.1021/jacs.4c10967?goto=supporting-info
https://pubs.acs.org/doi/suppl/10.1021/jacs.4c10967/suppl_file/ja4c10967_si_001.pdf
https://pubs.acs.org/doi/suppl/10.1021/jacs.4c10967/suppl_file/ja4c10967_si_002.xyz
https://summary.ccdc.cam.ac.uk/structure-summary?pid=ccdc:2326709&id=doi:10.1021/jacs.4c10967
https://summary.ccdc.cam.ac.uk/structure-summary?pid=ccdc:2326711&id=doi:10.1021/jacs.4c10967
https://summary.ccdc.cam.ac.uk/structure-summary?pid=ccdc:2326719&id=doi:10.1021/jacs.4c10967
http://www.ccdc.cam.ac.uk/structures
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Holger+Braunschweig"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0001-9264-1726
https://orcid.org/0000-0001-9264-1726
mailto:h.braunschweig@uni-wuerzburg.de
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Felipe+Fantuzzi"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0002-8200-8262
https://orcid.org/0000-0002-8200-8262
mailto:f.fantuzzi@kent.ac.uk
mailto:f.fantuzzi@kent.ac.uk
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Debabrata+Dhara"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0002-1792-2568
https://orcid.org/0000-0002-1792-2568
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Lukas+Endres"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/doi/10.1021/jacs.4c10967?fig=sch3&ref=pdf
https://pubs.acs.org/doi/10.1021/jacs.4c10967?fig=sch3&ref=pdf
pubs.acs.org/JACS?ref=pdf
https://doi.org/10.1021/jacs.4c10967?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as

Journal of the American Chemical Society

pubs.acs.org/JACS

Germany; Institute for Sustainable Chemistry & Catalysis
with Boron, Julius-Maximilians-Universitit Wiirzburg,
97074 Wiirzburg, Germany; Institute for Physical and
Theoretical Chemistry, Julius-Maximilians-Universitit
Wiirzburg, 97074 Wiirzburg, Germany; © orcid.org/0000-
0002-5523-3624

Aritra Roy — Department of Chemical and Energy Engineering,
London South Bank University, London SE1 0AA, UK;

orcid.org/0000—0003-0243—9 124

Rian D. Dewhurst — Institute for Inorganic Chemistry, Julius-
Maximilians-Universitit Wiirzburg, 97074 Wiirzburg,
Germany; Institute for Sustainable Chemistry & Catalysis
with Boron, Julius-Maximilians-Universitit Wiirzburg,
97074 Wiirzburg, Germany; ® orcid.org/0000-0001-5978-
811X

Riidiger Bertermann — Institute for Inorganic Chemistry,
Julius-Maximilians-Universitit Wirzburg, 97074 Wiirzburg,
Germany; Institute for Sustainable Chemistry & Catalysis
with Boron, Julius-Maximilians-Universitit Wiirzburg,
97074 Wiirzburg, Germany

Complete contact information is available at:
https://pubs.acs.org/10.1021/jacs.4c10967

Notes
The authors declare no competing financial interest.

B ACKNOWLEDGMENTS

Financial support from the Deutsche Forschungsgemeinschaft
is gratefully acknowledged (BR1149/26-1 and 466954611).
D.D. thanks the Alexander von Humboldt Foundation for a
postdoctoral fellowship. We thank Mr. Christoph Mahler for
helping with mass spectrometry. L.E. thanks the Verband der
Chemischen Industrie (VCI) for a Kekulé fellowship. F.F.
thanks the University of Kent for financial support.

B REFERENCES

(1) Schnockel, H. Metalloid Al- and Ga-clusters: a Novel Dimension
in Organometallic Chemistry Linking the Molecular and the Solid-
State Areas? Dalton Trans. 2005, 3131—3136.

(2) Burgert, R.; Schndckel, H. Monitoring the Dissolution Process of
Metals in the Gas Phase: Reactions of Nanoscale Al and Ga Metal
Atom Clusters and Their Relationship to Similar Metalloid Clusters.
Chem. Commun. 2008, 2075—2089.

(3) Noth, H,; Master, W. Beitrage zur Chemie des Bors, VI: Uber
Subverbindungen des Bors. Hypoborsdure-Tetrakis-Dialkylamide und
Hypoborsiure-Ester. Chem. Ber. 1961, 94, 509—514.

(4) Brotherton, R. J.; McCloskey, A. L.; Petterson, L. L.; Steinberg,
H. Tetra-(amino)-diborons. J. Am. Chem. Soc. 1960, 82, 6242—6245.

(5) Néth, H.; Pommerening, H. Hexakis(dimethylamino)-
cyclohexaborane, a Boron(I) Compound Without Electron Defi-
ciency. Angew. Chem., Int. Ed. Engl. 1980, 19, 482—483.

(6) Biffar, W.; Noth, H; Pommerening, H. Stabilization of
Diborane(4) Derivatives by Tert-Butyl Groups: The First Tetraalkyl-
diborane(4). Angew. Chem., Int. Ed. Engl. 1980, 19, S6—57.

(7) Schluter, K; Berndt, A. Persistent Tetraalkyldiboranes(4).
Angew. Chem., Int. Ed. Engl. 1980, 19, 57—58.

(8) Moezzi, A,; Olmstead, M. M.; Bartlett, R. A.; Power, P. P.
Enhanced Thermal Stability in Organodiborane(4) Compounds:
Synthesis and Structural Characterization of MeO(Mes)BB(Mes)-
OMe, Mes,BB(Mes)OMe, Mes,BB(Mes)Ph, and Mes,BB(Mes)-
CH,SiMe; (Mes = 2,4,6-Me;CcH,). Organometallics 1992, 11,
2383—2388.

(9) Uhl, W. Tetrakis[bis(trimethylsilyl)methyl]dialan(4), eine
Verbindung Mit Aluminium—Aluminium-Bindung. Z. Naturforsch.
B 1988, 43, 1113—1118.

(10) Uhl, W. Organoelement Compounds with Al-Al, Ga—Ga, and
In—In Bonds. Angew. Chem., Int. Ed. Engl. 1993, 32, 1386—1397.

(11) Uhl, W. Organoelement Compounds Possessing Al—Al, Ga—
Ga, In—In, and T1-T1 Single Bonds. Adv. Organomet. Chem. 2004, S1,
53—108.

(12) Urry, G; Garrett, A. G.; Schlesinger, H. I. The Chemistry of the
Boron Subhalides. I. Some Properties of Tetraboron Tetrachloride,
B4Cl4. Inorg. Chem. 1963, 2, 396—400.

(13) Hermannsdorfer, K. H.; Matejc¢ikova, E.; Néth, H.
Dimethylaminopolyborane. Chem. Ber. 1970, 103, 516—527.

(14) Klusik, H.; Berndt, A. The Radical Anion from Tetra-t-
butyltetraborane(4), a New Route to tBu4B4. J. Organomet. Chem.
1982, 234, C17—-C19.

(15) Baudler, M.; Rockstein, K; Oehlert, W. Tris(diethylamino)-
cyclotriborane and Constitutional Isomerism Between cyclo- and
closo-hexakis(diethylamino) Hexaborane(6). Chem. Ber. 1991, 124,
1149—-1152.

(16) Linti, G.; Loderer, D.; Néth, H.; Polborn, K,; Rattay, W.
Reactions and Structure of Electron-Precise Triborane(S) and
Tetraborane(6) Derivatives. Chem. Ber. 1994, 127, 1909—1922.

(17) Maier, C.-J.; Pritzkow, H.; Siebert, W. Blue Tetrakis-
(diisopropylamino)-cyclotetraborane and Yellow Tetrakis-
(tetramethylpiperidino)tetrabora-Tetrahedrane. Angew. Chem., Int.
Ed. 1999, 38, 1666—1668.

(18) Braunschweig, H.; Ye, Q.; Vargas, A.; Dewhurst, R. D.; Radacki,
K.; Damme, A. Controlled Homocatenation of Boron on a Transition
metal. Nat. Chem. 2012, 4, 563—567.

(19) Braunschweig, H.; Dewhurst, R. D.; Hérl, C.; Phukan, A. K;
Pinzner, F.; Ullrich, S. Direct Hydroboration of B=B Bonds: A Mild
Strategy for the Proliferation of B-B Bonds. Angew. Chem., Int. Ed.
2014, 53, 3241—3244.

(20) Braunschweig, H; Hérl, C. Unexpected Cluster Formation
upon Hydroboration of a Neutral Diborene with 9-BBN. Chem.
Commun. 2014, 50, 10983—1098S.

(21) Briickner, T.; Stennett, T. E.; Hef3, M.; Braunschweig, H. Single
and Double Hydroboration of B—B Triple Bonds and Convergent
Routes to a Cationic Tetraborane. J. Am. Chem. Soc. 2019, 141,
14898—14903.

(22) Lu, W,; Li, Y; Kinjo, R. Crystalline Tetraatomic Boron(0)
Species. J. Am. Chem. Soc. 2019, 141, 5164—5168.

(23) Stennett, T. E.; Bertermann, R ; Braunschweig, H. Construction
of Linear and branched Tetraboranes by 1,1-and 1,2-Diboration of
Diborenes. Angew. Chem., Int. Ed. 2018, 57, 15896—15901.

(24) Hermann, A; Cid, J; Mattock, J. D.; Dewhurst, R. D.;
Krummenacher, I; Vargas, A,; Ingleson, M. J; Braunschweig, H.
Diboryldiborenes: 7z-Conjugated B, Chains Isoelectronic to the
Butadiene Dication. Angew. Chem., Int. Ed 2018, 57, 10091—10095.

(25) Briickner, T.; Dewhurst, R. D.; Dellermann, T.; Miiller, M.;
Braunschweig, H. Mild Synthesis of Diboryldiborenes by Diboration
of B-B Triple Bonds. Chem. Sci. 2019, 10, 7375—7378.

(26) Schnepf, A.; Doriat, C.; Méllhausen, E.; Schndckel, H. A Simple
Synthesis for Donor-Stabilized Ga2I4 and Ga3IS Species and the X-
ray Crystal Structure of Ga315-3PEt3. Chem. Commun. 1997, 2111—
2112.

(27) Hill, M. S.; Hitchcock, P. B.; Pongtavornpinyo, R. A Linear
Homocatenated Compound Containing Six Indium Centers. Science
2006, 311, 1904—1907.

(28) Linti, G.; Zessin, T. Synthesis, Structure and Reactions of an
Amidinate Stabilised Trigallane. Dalton Trans. 2011, 40, 5591—5598.

(29) ﬂfﬁng, C.; Baum, E.; Képpe, R.; Schnockel, H. Cp;*ALIg: An
Intermediate in Reactions Leading to Elemental Aluminum and AIIII
Species? Angew. Chem., Int. Ed. 1998, 37, 2397—2400.

(30) Klemp, C.; Stoter, G.; Krossing, L; Schnéckel, H. AlBr,
STHF-The First Salt Like Aluminum Subhalide. Angew. Chem., Int.
Ed. 2000, 39, 3691—3694.

(31) Henke, P.; Schnockel, H. Metastable Aluminum(I) Com-
pounds: Experimental and Quantum Chemical Investigations on
Aluminum(I) Phosphanides—An Alternative Channel to the
Disproportionation Reaction? Chem. Eur. ]. 2009, 15, 13391—13398.

https://doi.org/10.1021/jacs.4c10967
J. Am. Chem. Soc. 2024, 146, 33536—33542


https://orcid.org/0000-0002-5523-3624
https://orcid.org/0000-0002-5523-3624
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Aritra+Roy"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0003-0243-9124
https://orcid.org/0000-0003-0243-9124
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Rian+D.+Dewhurst"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0001-5978-811X
https://orcid.org/0000-0001-5978-811X
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Ru%CC%88diger+Bertermann"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/doi/10.1021/jacs.4c10967?ref=pdf
https://doi.org/10.1039/b507002n
https://doi.org/10.1039/b507002n
https://doi.org/10.1039/b507002n
https://doi.org/10.1039/b801224e
https://doi.org/10.1039/b801224e
https://doi.org/10.1039/b801224e
https://doi.org/10.1002/cber.19610940234
https://doi.org/10.1002/cber.19610940234
https://doi.org/10.1002/cber.19610940234
https://doi.org/10.1021/ja01509a009?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1002/anie.198004821
https://doi.org/10.1002/anie.198004821
https://doi.org/10.1002/anie.198004821
https://doi.org/10.1002/anie.198000561
https://doi.org/10.1002/anie.198000561
https://doi.org/10.1002/anie.198000561
https://doi.org/10.1002/anie.198000571
https://doi.org/10.1021/om00043a019?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/om00043a019?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/om00043a019?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/om00043a019?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1515/znb-1988-0905
https://doi.org/10.1515/znb-1988-0905
https://doi.org/10.1002/anie.199313861
https://doi.org/10.1002/anie.199313861
https://doi.org/10.1016/S0065-3055(03)51002-4
https://doi.org/10.1016/S0065-3055(03)51002-4
https://doi.org/10.1021/ic50006a039?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/ic50006a039?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/ic50006a039?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1002/cber.19701030221
https://doi.org/10.1016/S0022-328X(00)85859-3
https://doi.org/10.1016/S0022-328X(00)85859-3
https://doi.org/10.1002/cber.19911240526
https://doi.org/10.1002/cber.19911240526
https://doi.org/10.1002/cber.19911240526
https://doi.org/10.1002/cber.19941271015
https://doi.org/10.1002/cber.19941271015
https://doi.org/10.1002/(SICI)1521-3773(19990601)38:11<1666::AID-ANIE1666>3.0.CO;2-V
https://doi.org/10.1002/(SICI)1521-3773(19990601)38:11<1666::AID-ANIE1666>3.0.CO;2-V
https://doi.org/10.1002/(SICI)1521-3773(19990601)38:11<1666::AID-ANIE1666>3.0.CO;2-V
https://doi.org/10.1038/nchem.1379
https://doi.org/10.1038/nchem.1379
https://doi.org/10.1002/anie.201309325
https://doi.org/10.1002/anie.201309325
https://doi.org/10.1039/C4CC04476B
https://doi.org/10.1039/C4CC04476B
https://doi.org/10.1021/jacs.9b07991?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.9b07991?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.9b07991?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.9b02173?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.9b02173?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1002/anie.201809976
https://doi.org/10.1002/anie.201809976
https://doi.org/10.1002/anie.201809976
https://doi.org/10.1002/anie.201805394
https://doi.org/10.1002/anie.201805394
https://doi.org/10.1039/C9SC02544H
https://doi.org/10.1039/C9SC02544H
https://doi.org/10.1039/a703776g
https://doi.org/10.1039/a703776g
https://doi.org/10.1039/a703776g
https://doi.org/10.1126/science.1123945
https://doi.org/10.1126/science.1123945
https://doi.org/10.1039/c1dt10209e
https://doi.org/10.1039/c1dt10209e
https://doi.org/10.1002/(SICI)1521-3773(19980918)37:17<2397::AID-ANIE2397>3.0.CO;2-K
https://doi.org/10.1002/(SICI)1521-3773(19980918)37:17<2397::AID-ANIE2397>3.0.CO;2-K
https://doi.org/10.1002/(SICI)1521-3773(19980918)37:17<2397::AID-ANIE2397>3.0.CO;2-K
https://doi.org/10.1002/1521-3773(20001016)39:20<3691::AID-ANIE3691>3.0.CO;2-9
https://doi.org/10.1002/1521-3773(20001016)39:20<3691::AID-ANIE3691>3.0.CO;2-9
https://doi.org/10.1002/chem.200901838
https://doi.org/10.1002/chem.200901838
https://doi.org/10.1002/chem.200901838
https://doi.org/10.1002/chem.200901838
pubs.acs.org/JACS?ref=pdf
https://doi.org/10.1021/jacs.4c10967?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as

Journal of the American Chemical Society

pubs.acs.org/JACS

(32) Dabringhaus, P.; Willrett, J.; Krossing, I. Synthesis of a low-
valent Al," cluster cation salt. Nat. Chem. 2022, 14, 1151—1157.

(33) Cox, D. M,; Trevor, D. J.; Whetten, R. L.; Kaldor, A. Aluminum
Clusters: Ionization Thresholds and Reactivity Toward Deuterium,
Water, Oxygen, Methanol, Methane, and Carbon Monoxide. J. Phys.
Chem. 1988, 92, 421—429.

(34) Li, Z.J.; Li, J. H. Doping effect of hydrogen on Al cluster. Solid
State Commun. 2009, 149, 375—378.

(35) Wright, R. J.; Brynda, M.; Power, P. P. Synthesis and Structure
of the “Dialuminyne” Na,[Ar'AlAlIAr'] and Na,[(Ar”Al),]: Al—Al
Bonding in Al,Na, and Al;Na, Clusters. Angew. Chem., Int. Ed. 2006,
45, 5953—5956.

(36) Lehmann, A.; Queen, J. D.; Roberts, C. J.; Rissanen, K.; Tuo-
nonen, H. M,; Power, P. P. The Dialuminene AriPrgAlAlAriPrg
(AriPrg = C¢H-2,6-(C¢H,—2,4,6-iPr3),—3,5-iPr,). Angew. Chem. Int.
Ed. 2024, No. €202412599.

(37) Dhara, D.; Endres, L; Krummenacher, L; Arrowsmith, M.;
Dewhurst, R. D.; Engels, B.; Bertermann, R.; Finze, M.; Demeshko, S.;
Meyer, F.; Fantuzzi, F.; Braunschweig, H. Synthesis and Reactivity of
a Crystalline Neutral Diradical Dialumene. Angew. Chem., Int. Ed.
2024, 63, No. 202401052.

(38) Hintermann, L. Expedient Syntheses of the N-heterocyclic
Carbene Precursor Imidazolium Salts IPr-HCI, IMes-HCI and IXy-
HCL. Beilstein J. Org. Chem. 2007, 3, 3.

(39) Weetman, C.; Porzelt, A; Bag, P.; Hanuscha, F.; Inoue, S.
Dialumenes — Aryl vs. Silyl Stabilisation for Small Molecule
Activation and Catalysis. Chem. Sci. 2020, 11, 4817—4827.

(40) Dhara, D.; Jayaraman, A.,; Harterich, M,; Dewhurst, R. D,;
Braunschweig, H. Generation of a Transient Base-Stabilised
Arylalumylene for the Facile Deconstruction of Aromatic Molecules.
Chem. Sci. 2022, 13, 5631—5638.

(41) Dhara, D.; Fantuzzi, F.; Hirterich, M.; Dewhurst, R. D.;
Krummenacher, L; Arrowsmith, M.; Pranckevicius, C.; Braunschweig,
H. Stepwise Reduction of a Base-stabilised Ferrocenyl Aluminium-
(II1) Dihalide for the Synthesis of Structurally-Diverse Dialane
Species. Chem. Sci. 2022, 13, 9693—9700.

(42) Thom, A. J. W.; Sundstrom, E. J.; Head-Gordon, M. LOBA: a
localized orbital bonding analysis to calculate oxidation states, with
application to a model water oxidation catalyst. Phys. Chem. Chem.
Phys. 2009, 11, 11297—11304.

(43) Lu, T.; Chen, F. Multiwfn: A multifunctional wavefunction
analyzer. J. Comput. Chem. 2012, 33, S80—592.

(44) Bag, P.; Weetman, C.; Inoue, S. Experimental Realisation of
Elusive Multiple-Bonded Aluminium Compounds: A New Horizon in
Aluminium Chemistry. Angew. Chem., Int. Ed. 2018, 57, 14394—
14413.

(45) Mellerup, S. K.; Cui, Y.; Fantuzzi, F.; Schmid, P.; Goettel, J. T.;
Belanger-Chabot, G.; Arrowsmith, M,; Krummenacher, L; Ye, Q;
Engel, V.; Engels, B.; Braunschweig, H.; et al. Lewis-Base Stabilization
of the Parent Al(I) Hydride under Ambient Conditions. J. Am. Chem.
Soc. 2019, 141, 16954—16960.

(46) Knizia, G. Intrinsic Atomic Orbitals: An Unbiased Bridge
between Quantum Theory and Chemical Concepts. J. Chem. Theory
Comput. 2013, 9, 4834—4843.

(47) Hicks, J.; Vasko, P.; Goicoechea, J. M.; Aldridge, S. Synthesis,
Structure and Reaction Chemistry of a Nucleophilic Aluminyl Anion.
Nature 2018, 557, 92—9S5.

(48) Hicks, J.; Vasko, P.; Goicoechea, J. M.; Aldridge, S. The
Aluminyl Anion: A New Generation of Aluminium Nucleophile.
Angew. Chem., Int. Ed. 2021, 60, 1702—1713.

(49) Jackson, R. A.; Matthews, A. R. J.; Vasko, P.; Mahon, M. F.;
Hicks, J.; Liptrot, D. J. An Acyclic Aluminyl Anion. Chem. Commun.
2023, 59, 5277—5280.

(50) Kurumada, S.; Takamori, S.; Yamashita, M. An Alkyl-
Substituted Aluminium Anion with Strong Basicity and Nucleophil-
icity. Nat. Chem. 2020, 12, 36—39.

(51) Grams, S.; Eyselein, J.; Langer, J.; Firbe, C.; Harder, S.
Boosting Low-Valent Aluminum(I) Reactivity with a Potassium
Reagent. Angew. Chem., Int. Ed. 2020, 59, 15982—15986.

33542

(52) Schwamm, R. J.; Anker, M. D.; Lein, M,; Coles, M. P.
Reduction vs. addition: The Reaction of an Aluminyl Anion with
1,3,5,7-Cyclooctatetraene. Angew. Chem., Int. Ed. 2019, S8, 1489—
1493.

(53) Hicks, J.; Vasko, P.; Goicoechea, J. M.; Aldridge, S. Reversible,
Room-Temperature C—C Bond Activation of Benzene by an Isolable
Metal Complex. J. Am. Chem. Soc. 2019, 141, 11000—11003.

(54) Koshino, K.; Kinjo, R. Construction of 6-Aromatic AlB, Ring
via Borane Coupling with a Dicoordinate Cyclic(alkyl)(amino)-
Aluminyl anion. J. Am. Chem. Soc. 2020, 142, 9057—9062.

(55) Falconer, R; Byrne, L. K. M,; Nichol, G. S; Krimer, T,;
Cowley, M. J. Reversible Dissociation of a Dialumene. Angew. Chem.,
Int. Ed. 2021, 60, 24702—2478.

(56) Bakewell, C.; Hobson, K; Carmalt, C. J. Exploring Equilibria
Between Aluminium(I) and Aluminium(III): The Formation of
Dihydroalanes, Masked Dialumenes and Aluminium(I) Species.
Angew. Chem., Int. Ed. 2022, 61, No. €202205901.

(57) Dhara, D.; Jayaraman, A.; Hirterich, M.; Arrowsmith, M.;
Jiirgensen, M.; Michel, M.; Braunschweig, H. Trapping of a Transient
Base-Stabilised Alumylene and Alumylene-Type Reactivity of a Self-
Stabilising Dialumene towards Organic Azides. Chem. Eur. J. 2023, 29,
No. €202300483.

(58) Kumar Kushvaha, S.; Mishra, A,; Roesky, H. W.; Chandra
Mondal, K. Recent Advances in the Domain of Cyclic (Alkyl)-
(Amino) Carbenes. Chem. Asian J. 2022, 17, No. ¢202101301.

(59) Welz, E.; Béhnke, J; Dewhurst, R. D.; Braunschweig, H.;
Engels, B. Unravelling the Dramatic Electrostructural Differences
Between N-Heterocyclic Carbene- and Cyclic (Alkyl)(amino)-
carbene-Stabilized Low-Valent Main Group Species. J. Am. Chem.
Soc. 2018, 140, 12580—12591.

(60) Schmid, P.; Fantuzzi, F.; Klopf, J.; Schroder, N. B.; Dewhurst,
R. D.; Braunschweig, H.; Engel, V.; Engels, B. Twisting versus
Delocalization in CAAC- and NHC-Stabilized Boron-Based Birad-
icals: The Roles of Sterics and Electronics. Chem. Eur. J. 2021, 27,
5160—5170.

(61) Fantuzzi, F; Jiao, Y.; Dewhurst, R. D.; Weinhold, F.;
Braunschweig, H.; Engels, B. Can a Wanzlick-like equilibrium exist
between dicoordinate borylenes and diborenes? Chem. Sci. 2022, 13,
5118—-5129.

(62) Dapprich, S.; Frenking, G. Investigation of Donor-Acceptor
Interactions: A Charge Decomposition Analysis Using Fragment
Molecular Orbitals. J. Phys. Chem. 1995, 99, 9352—9362.

https://doi.org/10.1021/jacs.4c10967
J. Am. Chem. Soc. 2024, 146, 33536—33542


https://doi.org/10.1038/s41557-022-01000-4
https://doi.org/10.1038/s41557-022-01000-4
https://doi.org/10.1021/j100313a036?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/j100313a036?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/j100313a036?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1016/j.ssc.2008.12.031
https://doi.org/10.1002/anie.200601925
https://doi.org/10.1002/anie.200601925
https://doi.org/10.1002/anie.200601925
https://doi.org/10.1002/anie.202412599
https://doi.org/10.1002/anie.202412599
https://doi.org/10.1002/anie.202401052
https://doi.org/10.1002/anie.202401052
https://doi.org/10.1186/1860-5397-3-22
https://doi.org/10.1186/1860-5397-3-22
https://doi.org/10.1186/1860-5397-3-22
https://doi.org/10.1039/D0SC01561J
https://doi.org/10.1039/D0SC01561J
https://doi.org/10.1039/D2SC01436J
https://doi.org/10.1039/D2SC01436J
https://doi.org/10.1039/D2SC02783F
https://doi.org/10.1039/D2SC02783F
https://doi.org/10.1039/D2SC02783F
https://doi.org/10.1039/b915364k
https://doi.org/10.1039/b915364k
https://doi.org/10.1039/b915364k
https://doi.org/10.1002/jcc.22885
https://doi.org/10.1002/jcc.22885
https://doi.org/10.1002/anie.201803900
https://doi.org/10.1002/anie.201803900
https://doi.org/10.1002/anie.201803900
https://doi.org/10.1021/jacs.9b09128?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.9b09128?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/ct400687b?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/ct400687b?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1038/s41586-018-0037-y
https://doi.org/10.1038/s41586-018-0037-y
https://doi.org/10.1002/anie.202007530
https://doi.org/10.1002/anie.202007530
https://doi.org/10.1039/D3CC01317K
https://doi.org/10.1038/s41557-019-0365-z
https://doi.org/10.1038/s41557-019-0365-z
https://doi.org/10.1038/s41557-019-0365-z
https://doi.org/10.1002/anie.202006693
https://doi.org/10.1002/anie.202006693
https://doi.org/10.1002/anie.201811675
https://doi.org/10.1002/anie.201811675
https://doi.org/10.1021/jacs.9b05925?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.9b05925?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.9b05925?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.0c03179?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.0c03179?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.0c03179?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1002/anie.202111385
https://doi.org/10.1002/anie.202205901
https://doi.org/10.1002/anie.202205901
https://doi.org/10.1002/anie.202205901
https://doi.org/10.1002/chem.202300483
https://doi.org/10.1002/chem.202300483
https://doi.org/10.1002/chem.202300483
https://doi.org/10.1002/asia.202101301
https://doi.org/10.1002/asia.202101301
https://doi.org/10.1021/jacs.8b07644?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.8b07644?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.8b07644?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1002/chem.202004619
https://doi.org/10.1002/chem.202004619
https://doi.org/10.1002/chem.202004619
https://doi.org/10.1039/D1SC05988B
https://doi.org/10.1039/D1SC05988B
https://doi.org/10.1021/j100023a009?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/j100023a009?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/j100023a009?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
pubs.acs.org/JACS?ref=pdf
https://doi.org/10.1021/jacs.4c10967?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as

