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The notion that a regular icosahedron is unattainable in neutral Bi,H, has persisted for nearly 70 years.
This is because 24 valence electrons are used for B—H bonds, while another 24 electrons are necessary
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to maintain the deltahedron, unlike the 26 used in the dianion. According to Wade—Mingos rules, the
neutral system should be a deltahedron with a capped face. Nevertheless, our exploration of the potential
energy surface of BjpHj, reveals that the global minimum is a closed-shell form with an H, unit attached

rsc.li/dalton to a boron vertex of BjoH1q, preserving the deltahedral boron skeleton.
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Introduction

In 1955, Longuet-Higgins and Roberts predicted that the
B,,H;,>~ ion would have a regular icosahedron structure based
on molecular orbital analysis." Their goal was to determine the
existence of B;,H;,. They hypothesized that a boron icosahe-
dron would require thirteen bonding orbitals to hold it
together and twelve outward-facing orbitals to connect with
hydrogens, concluding that “B;,H;,, if it existed, would have
forty-eight valence electrons. Twenty-four of these would be
required to form the BH bonds, leaving twenty-four for the icosa-
hedral bonding orbitals. However, these orbitals are thirteen in
number, the top four being degenerate, so that the molecule would
definitely not have a closed-shell electronic structure. At present
all the hydrides of boron whose nuclear configurations are known
appear to have closed-shell structures, so we may conclude with
reasonable certainty that B;,H;, would be unstable. It is,
however, not unlikely that a stable ion, Bj,H,;,"~, might exist”.!
Five years later, Pitochelli and Hawthorne isolated this
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dianion,” while Wunderlich and Lipscomb performed an X-ray
diffraction study of K,B;,H;,, confirming the perfect Platonic
solid structure of B;,H;,>” in the crystal.® Nevertheless, the
form of the neutral B;,H;, remains uncertain.

Schleyer and co-workers proposed an arrangement for
B,,H;, (Fig. 1) in which all twelve B-H bonds are present, but
distortions occur due to the Jahn-Teller effect.* The authors
optimized and characterized the radical anion B;,H;,~ by con-
straining it to the I, point group at the AM1 level. The struc-
ture was then displaced along the vector with the most nega-
tive eigenvalue and re-minimized to serve as the initial guess
for a full optimization at the B3LYP/6-31G(d) level. This pro-
cedure yielded a Ty, arrangement with three imaginary frequen-
cies. Eliminating these imaginary frequencies resulted in a C,,
minimum (Fig. 1, right). In 2021, Bhattacharyya et al. partially
explored the B;,H;, potential energy surface (PES) at the
CCSD/cc-pVDZ level of theory (only six forms). They found a

B,H %, I

BioHjp, Gy,

Fig. 1 By,H3,2" structure and the one proposed by Schleyer as the most
stable for the neutral system.

This journal is © The Royal Society of Chemistry 2023


http://rsc.li/dalton
http://orcid.org/0000-0002-7488-7164
http://orcid.org/0000-0003-3501-7905
http://orcid.org/0000-0002-2859-7633
http://orcid.org/0000-0002-9715-8693
http://orcid.org/0000-0003-1961-8321
https://doi.org/10.1039/d3dt02652c
https://doi.org/10.1039/d3dt02652c
https://doi.org/10.1039/d3dt02652c
http://crossmark.crossref.org/dialog/?doi=10.1039/d3dt02652c&domain=pdf&date_stamp=2023-11-24
http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d3dt02652c
https://pubs.rsc.org/en/journals/journal/DT
https://pubs.rsc.org/en/journals/journal/DT?issueid=DT052046

Open Access Article. Published on 03 November 2023. Downloaded on 12/4/2025 7:17:26 AM.

Thisarticleislicensed under a Creative Commons Attribution-NonCommercial 3.0 Unported Licence.

(cc)

Dalton Transactions

distorted deltahedron (C;) with five imaginary frequencies as
the lowest energy structure. Their only conclusion was that this
cage is unstable, and they did not explore any further.’

It is well-known that the global minimum of B,,Hy,2 " is an
icosahedron,® so we have used it as a benchmark to validate
our genetic algorithms for exploring PESs. During one of the
tests, instead of achieving the icosahedron, we obtained a
structure with a three-center-two-electron (3c-2e) B-H, bond,
which was unexpected. Because of a human error, the system
was submitted as neutral! Interestingly, the obtained structure
differs from the one reported by Schleyer and co-workers for
Bi,Hi,," deviating from the icosahedron with twelve B-H
bonds and any other structure proposed in the past seven
decades. In this paper, we show that the most stable form of
B,,H;, is a boron deltahedron with ten B-H bonds instead of
twelve, along with a 3c-2e B-H, interaction. This structure is
lower in energy by over 23.5 kcal mol™ compared to the propo-
sal by Schleyer and co-workers.

Computational details

The PES of B;,H;, was systematically explored using a modi-
fied genetic algorithm implemented in GLOMOS.” Further
details about GLOMOS are described elsewhere.® The initial
screening, in both singlet and triplet states, was performed at
the PBEO/def2-SVP level.”'® The lowest-lying energy isomers
within a 60 kcal mol™" range were further re-minimized at the
TPSS-D3/def2-TZVP level.'>'" Approximately 2000 initial struc-
tures were used to thoroughly explore the chemical space, and
our algorithm successfully identified over 181 singlet and 200
triplets local minima at the TPSS/def2-SVP level. Stationary
points were characterized by harmonic vibrational frequency
analysis at the same level. Relative Gibbs free energies were
computed at the CCSD(T)'?/def2-TZVP//TPSS-D3/def2-TZVP
level, including entropic contributions and thermal correc-
tions at the DFT level at 298.15 K. The interconversion pathway
of lower energy minima was also determined. Intrinsic reac-
tion coordinate (IRC)" computations were carried out to
ensure that the transition states (TS) connected to the correct
local minima. All of these calculations were conducted using
Gaussian 16."* The bonding analysis in these boron hydrides
was carried out using Wiberg Bond Indices (WBI) and Natural
Population Analysis (NPA)."® This was achieved by utilizing the
wave functions generated in Gaussian and subsequently input-
ting them into the NBO6.0 program.

To understand the electronic distribution of the molecule
in terms of n-center two-electron (nc-2e) bonds, recovering
Lewis’ bonding concepts and delocalized bonding elements,
the Adaptive Natural Density Partitioning (AdANDP) method*®
developed by Zubarev and Boldyrev and implemented in
Multiwfn'” was employed.

Additionally, the nature of the interaction between B;,H;,
and H, was analyzed by the Energy Decomposition Analysis
(EDA)'®" at the TPSS-D3/TZ2P//TPSS-D3/def2-TZVP level using
the ADF 2016 package.>**' The EDA decomposes the instan-

This journal is © The Royal Society of Chemistry 2023
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taneous interaction energy, AEj,,, into four terms: a quasi-clas-
sical electrostatic interaction (AVs), a Pauli exchange repul-
sion term (AEp,y;) caused by repulsion between same spin
electrons, an orbital interaction term (AE,,) as a result of the
stabilizing orbital interaction, and a dispersion corrections
(AE4sp) added via Grimme’s D3 version approximation.
Hence, AE;j, is defined as AEj, = AEpyu;i + AVejgtar + AEom, +
AEgjsp. The reader is referred to some comprehensive reviews
for a more detailed description of EDA.>>** To provide quanti-
tative insights, we carried out an isomerization energy
decomposition analysis (IEDA).>* This analysis allows us to
decompose the isomerization energy (AE;g,) into the distortion
energy (AEgs) and the changes in interaction energies
between the fragments of each isomer (AAE;,). The latter
term can be further decomposed into the variations in orbital
(AAE,,) and electrostatic (AAVg) interactions, Pauli repul-
sion (AAEp,y;), and dispersion energy (AAEg;sp).

To investigate the dynamic behavior of B;,H;,, Born-
Oppenheimer Molecular Dynamics (BO-MD)*® computations
were performed at 600 K for a period of 10 ps using a time step
of 1 fs. A Nose-Hoover chain thermostat was used during the
simulations to maintain a constant temperature.”®>® Note that
the selected temperature is not a real temperature in the
macroscopic sense but rather a parameter to regulate the total
kinetic energy of the atoms, ensuring they possess enough
energy to overcome energy barriers. This allows reasonable
simulation times for the interconversion between isomers to
take place. These computations were done using the deMon-2k
program®’ at the PBEO/DZVP?° level.

Results

During the exploration of the B;,H;, PES, we identified lower-
energy forms that differ from that reported by Schleyer and co-
workers (see Fig. 2).* The global minimum (1) has C; sym-
metry, with an deltahedral boron skeleton bearing ten B-H
bonds only. One of the remaining boron atoms is bonded
solely to B atoms, while the other is bonded to an H, frame-
work, both at opposing vertices. Our computations reveal
forms where one hydrogen is tricoordinate, namely, 3, 5, 6,
and 9, with relative Gibbs free energies to 1 of 5.7, 8.4, 8.5,
and 21.3 kcal mol™", respectively (at the CCSD(T)/def2-TZVP//
TPSS-D3/def2-TZVP level). Additionally, there are two struc-
tures (4 and 8) with a hydrogen atom located at one of the
edges of the deltahedron, which are 7.3 and 20.4 kcal mol™*
higher in free energy than 1, respectively. In fact, 8 is identical
to the one proposed by Jena and co-workers.>' There are two
other isomers 2, (AG;, = 3.2 kcal mol™") and 7 (AG,, =
13.9 kecal mol™") that contain a hydrogen molecule (these
forms will be discussed in further detail below). Structure 10,
with C,, symmetry, is the one reported by Schleyer* as the
most stable arrangement of Bj,H;, (Fig. 1, right); however, it is
23.5 keal mol™" less stable than 1. In 10, a B-B bond forming
one of the faces of the deltahedron is elongated (from 1.850 to
2.796 A). The most stable triplet is 11, with a AG;4; of

Dalton Trans., 2023, 52,17398-17406 | 17399
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40.3 kecal mol™". ESIf includes higher-energy isomers (Fig. S1
and S27). So, within the energy range of 60 kcal mol™" above
the global minimum, the deltahedral boron skeleton is
dominant.

Let us examine the structure and bonding of the global
minimum of B;,H;,, 1. The H, fragment has an H-H bond
length of 0.838 A, which is 0.1 A longer than the bond distance
in free H, (Fig. 3). These hydrogen atoms are 1.342 A away
from the neighboring boron. Notably, the boron cage of the
neutral system is more compact than the dianionic one, ie.,
the distance between two boron atoms at opposite vertices is
reduced from 3.408 to 2.934 A, considering the boron atom
bonded to H, and that at the opposite vertex. On the other
hand, the B-H bond lengths in the neutral system are slightly
longer (1.186 A) than in the dianion (1.137 A).

One question that arises is whether the dianion can remain
stable with the same arrangement that includes an H, frag-
ment. Starting with the Cg structure of 1, two electrons were
added and then optimized. During the optimization process,

17400 | Dalton Trans., 2023, 52,17398-17406

11, C,, A
40.3

Fig. 2 Low-lying structures of B;,H;,. Relative Gibbs free energies (in kcal mol™) computed at the CCSD(T)/def2-TZVP//TPSS-D3/def2-TZVP level.

H, was reoriented, resulting in an interaction of the boron
backbone and only one hydrogen atom, resulting in a complex
with Cs, symmetry (1*7, Fig. S3f). The B---H distance is
2.664 A, while the H-H bond length is 0.764 A. The energy
difference between the dianion’s icosahedral structure and 1>~
is 89.0 kcal mol™'. So, this system can be described as a
complex between Bj,H;,>~ and H,, but it is not energetically
viable at all.

Removing two electrons has interesting consequences on
the geometry beyond the formation of the H, fragment. The B-
H and B-B bond lengths in Bj,H;,>” are 1.137 and 1.792 A,
respectively, with corresponding WBI values of 0.96 and 0.54.
In comparison, the B-H bond lengths in 1 are longer (1.186 A),
indicating weaker B-H bonds in the neutral system. This is
supported by a reduction of the WBIp_; value from 0.96 in the
dianion to 0.82 in the neutral molecule.

There are also subtle changes in the boron skeleton. Let us
divide the deltahedron into two hemispheres to describe these
modifications. An axis of rotation crosses the system from one

This journal is © The Royal Society of Chemistry 2023
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1, C,

Fig. 3 TPSS-D3/def2-TZVP structural comparison between B12H122~ and BioH, (1). All distances are given in A.

pole to the other. At the northern pole, the boron attached to
the H, fragment is located, while the bare boron is at the other
pole. The boron atom attached to H, has a B-B distance of
1.747 A to its five neighboring boron atoms, which is slightly
shorter than the B-B distance in the dianion, and a WBI value
of 0.56. The B-B bond lengths connecting the northern and
southern hemispheres are also slightly shorter (1.783 A with
WBI = 0.53) than those in the dianion. The B-B bond lengths
of the hydrogen-free boron are much shorter (1.696 A and WBI
= 0.58). In other words, the bonds along the axis are com-
pressed. Conversely, the B-B bonds forming the five-mem-
bered rings perpendicular to the axis lengthen to 1.832 (WBI =
0.47) and 1.844 A (WBI = 0.50). That is, the B-B bond lengths
perpendicular to the axis are expanded.

Our findings hold importance when dealing with electron-
deficient By, polyhedra, especially in the context of many Bj,-
based borides. The oxidation of deltahedral B;, units has long
drawn the interest and curiosity of chemists, with some of the
initial studies originating from the solid-state community.*>
From this perspective, exploring the structures of all isomers

80
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becomes valuable in the quest to identify oxidized B;, frame-
works. Fig. 4 compiles all B-H and B-B distances in the eleven
isomers depicted in Fig. 2. Notably, there is a distinct and
well-defined peak at 1.19 A corresponding to the 2c-2e B-H
distances, which are a little longer than the B-H bond distance
in the dianion (1.137 A). Note three additional peaks with
lengths ranging from 1.30 to 1.45 A. The first of these peaks
corresponds to the 3c-2e bonds involved in forming the H,
molecule, while the other two peaks are associated with dis-
tances where the hydrogen atom is di- or tricoordinate.

In contrast, the distribution of B-B distances is consider-
ably more intricate. There are five discernible peaks centered
at 1.69, 1.79, 1.85, 1.88, and 1.94 A, with the first three being
the most prominent. The first peak is connected to B-B bonds
involving bare boron, signifying that electron deficiency of this
boron atom is compensated by forming more localized B-B
bonds around. The other two peaks, as in 1, correspond to the
B-B distances within the hemispheres, where the hemispheres
are defined concerning the axis created by the bare boron
atom and the opposing boron atom, regardless of the presence

—B-H
— B-B

)%

il Yl

1.1 1.2 1.3 14

1.5

1.6 1.7 1.8 1.9 2.0

Bond length (A)

Fig. 4 Distribution of B—H and B—B bond distances in the most stable isomers of B;,H;, (y = 0.01 A).

This journal is © The Royal Society of Chemistry 2023
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of an H, framework. The longer-distance peaks are linked to
multicentric bonds where the hydrogen is tricoordinate. In
such structures, both B-H and B-B distances are expanded, as
two electrons must bind four atoms.

So, removing two electrons and subsequently generating a
hydrogen molecule to offset this process facilitates the preser-
vation of the deltahedral cage. This, in turn, results in the
cluster containing a Lewis acidic bare boron atom, leading to a
low-lying LUMO (situated on this exposed boron atom, as
depicted in Fig. 5), which impacts the HOMO-LUMO gap
(Table S1%). The computed gap for the dianion is 5.63 eV (at
the TPSS/def2-TZVP level), while for 1, the respective value is
3.75 eV. The reduction in the gap may affect the stability of the
wave function. Nevertheless, we conducted a T1 diagnostic
using the CCSD/cc-pVTZ level of theory, serving as a tool to
assess the quality of single-reference electron correlation
methods. The T1 diagnostic values for all systems were below
0.02 (see Table S1t), confirming the suitability of our single-
reference electron correlation methods.

Let us analyze the chemical bonding in 1. According to
AdNDP, there are ten 2c-2e B-H bonds and one 3c-2e bond
involving a boron atom and the H, fragment, as shown in
Fig. 6. The remaining electrons in the boron backbone are dis-
tributed among 4c-2e bonds. This distribution of 26 electrons
throughout the skeleton is the main reason the cage retains its
deltahedral form. The Wade-Mingos rules predict that remov-
ing two electrons in the closo B;,H;,>” icosahedron would
result in a deltahedral structure with a capped face, like the
structure proposed by Schleyer and co-workers.” But that is not
the case. The global minimum for B;,H;, uses the number of
electrons necessary to preserve a closed-shell deltahedral cage
(26 electrons). It compensates for the loss of two electrons
from B;,H;,>” by forming an H, unit that bonds to a boron
atom via a 3c-2e bond. This mechanism is even distinct from
the one observed in Aypercloso derivatives of B;,H;,, such as
hypercloso-B;,(OR);, (systems used as photoredox reagents,

Fig. 5 Lowest unoccupied molecular orbital (LUMO) of BioHj».
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¢
10 x 2¢c-2¢ B-H 1 x 3¢c-2¢ B-H,
ON=1.96-1.97¢| ON= 1.99]e|

13 x 4c-2e B-B-B-B
ON=1.95-1.99¢|

Fig. 6 AdNDP analysis of 1. Occupation numbers (ONs) are given in |e].

and in particular as photoinitiators for cationic polymeriz-
ation), where the oxidation prevents open-shell configurations
and only leads to a reduction of the I;, srmmetry to D34.>*>°

To quantitatively understand the 3c-2e B-H, bond in
B1,H1,, we performed an EDA, choosing H, and B;,H;, as frag-
ments. The EDA shows a strong interaction between the two
fragments (AE,, = —32.3 kcal mol ™). Interestingly, the orbital
contribution (AE,, = —87.0 kcal mol™) is nearly twice as large
as the electrostatic contribution (AVege.e = —41.8 keal mol™),
contributing about two-thirds (66.4%) of the total attractive
interaction. This indicates that the 3c-2e B-H, bond is primar-
ily a covalent bond.

Since the dianion has a degenerate HOMO, removing the
electron pair leads to an electronic state that tends toward a
Jahn-Teller distortion, as suggested by Longuet-Higgins and
Roberts." Optimization of the neutral system within the
dianion point group (1y,) yields a C,y, structure (F, Fig. S41) with
five imaginary frequencies, which is 52.7 kcal mol™ higher in
energy than 1. Following the vector with the most negative
eigenvalue (—656 cm™") and re-minimizing produces the local
minimum 8, which is 20.4 kcal mol™" less energetically stable
than 1. Note that all twelve B-H bonds are still present in 8,
but one is shared with an adjacent boron atom. This raises two
questions: Is 8 kinetically stable, and what is the mechanism
for converting 8 to 1?

The hydrogen migration from one hemisphere to another
begins with the displacement of a hydrogen atom from the
B1-B2 bond (see Fig. 7) to the boron triangular face 2-3-4
(structure 6) via TSg 6. The barrier is negligible, only 1.0 keal
mol~'. Note that 6 is more stable than 8 by 11.9 kcal mol™".
The next step involves the migration of the hydrogen atom
toward the 3-4-5 face (Isomer 5) via TSe_5, where the hydrogen
bridges B3 and B4, with a barrier of only 3.6 kcal mol™.
Moving from the equator to the 4-5-6 face of the northern
hemisphere involves a barrier of only 2.2 kcal mol™ (TSs_s),
leading to 3, which is more stable than 5 by 2.7 kcal mol™".

This journal is © The Royal Society of Chemistry 2023
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Fig. 7 Mechanism for the conversion of 8 to 1. Relative Gibbs free energies are in kcal mol™.

The final step is the formation of the H, molecule to produce
1, with a barrier of 3.2 kcal mol™" (TS;_;). 1 is more stable than
3 by 5.7 kcal mol™". It is worth mentioning that all hydrogen
migrations occur across edges, not vertices. So, the formation
of 1 from 8 is exergonic (AG = 20.4 kcal mol™") with low bar-
riers. Consequently, 8 is kinetically unstable. In other words,
once the two electrons are removed, the minimum that still
holds the twelve B-H bonds is kinetically unstable, and the
transformation to 1 is kinetically and thermodynamically
favorable. Upon the formation of 1, there exists a possibility
that the B-H, interaction might not be strong enough and
could dissociate, resulting in the formation of Bj,H;o + Ho,.
This dissociation process would require a Gibbs free energy of
15.8 kecal mol™ in the gas phase (with full optimization of
each species). It is important to note that the value obtained
may not be directly applicable to experimental conditions.
This is because 1 and the resulting B;,H;, are likely to exist in
the solid state at room temperature, while H, will remain as a
gas. However, this value is a reasonable starting point for
understanding the interaction between B;,H;, and H,. Note
that the HOMO-LUMO gap for 8 is 2.48 eV. However, when a
hydrogen atom is transferred to create structures involving a
bare boron atom (6, 5, 3, or 1), the gap increases, ranging from
3.51 to 3.75 eV, with 1 showing the largest gap (3.75 eV).

To gain further insight into the transformation process
from 8 to 1, we performed a Born-Oppenheimer molecular

This journal is © The Royal Society of Chemistry 2023

dynamics simulation at 600 K for 10 ps, using structure 8 as
the starting point. A movie depicting this BO-MD simulation is
provided in the ESI,f where two hydrogen atoms have been
colored differently for better visualization. At the beginning of
the simulation, there is a rapid interconversion from 8 to 6,
then to 5, and finally to 3 in less than 1 ps. This stage can be
described as a displacement of the bridged hydrogen in 8 (in
blue in the BO-MD movie) above the center of the triangular
faces in 6, 5, and 3. This matches perfectly with the mechanis-
tic pathway. At this point, the simulation shows a series of
interconversions between structures 3, 5, and 6 during the first
4 ps, eventually reaching the global minimum 1. During the
final step, which occurs between 4.0 and 4.3 ps, isomer 2
briefly emerges. In this isomer, the hydrogen atoms marked in
blue and green combine to form an H, unit that becomes
bonded to a boron atom on one of the upper triangular faces.
Afterward, one of these hydrogen atoms (specifically the green
one in this instance) quickly moves to form 1. This last
migration occurs in less than 0.3 ps, hinting at a very low
energy barrier for this process. Once the global minimum is
attained, it maintains its structural integrity without signifi-
cant distortion, confirming its kinetic stability.

Finally, Hoffmann and co-workers proposed three struc-
tures of B;,H;y, all of them retaining the deltahedral boron
skeleton.?” These arrangements correspond to three potential
isomers resulting from the removal of two hydrogen atoms,

Dalton Trans., 2023, 52,17398-17406 | 17403
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namely ortho, meta, and para (as benzene), with the meta
isomer being the most stable. Initially, adding an H, molecule
to the para, meta, and ortho Bi,H;, isomers would yield struc-
tures 1, 2, and 7, respectively. This raises the question of how
to explain the stabilization of the para isomer instead of the
meta form.

To elucidate the relative stability of the ortho, meta, and
para isomers of the B;,H;o:--H, complexes, we carried out an
EDA (Table 1). The interaction energy values for the para
isomer (—32.3 kcal mol™") were found to be higher compared
to those of the ortho (—27.8 kcal mol™") and meta (—26.2 kcal
mol ") isomers. In all three cases, the orbital contribution was
approximately double the electrostatic contribution. Despite
the higher electrostatic and comparable or even higher orbital
interaction values computed for the ortho and meta isomers
compared to the para one, the Pauli repulsion significantly
outweighs these factors. Therefore, the Pauli repulsion plays a
critical role in determining the relative stability of the three
systems.

Let us now compare the different contributions using an
isomerization energy decomposition analysis (IEDA). To
conduct this analysis, we consider a hypothetical thermo-
dynamic cycle, as depicted in Fig. S5,f where positive values
favor the para isomer (Table 2). In the case of para-ortho iso-
merization, although both the orbital and electrostatic contri-
butions favor the ortho structure, the Pauli repulsion in the
ortho isomer tips the balance in favor of the para isomer.
Therefore, both the distortion and interaction energies
support the preference for the para isomer. Conversely, in the
case of para-meta isomerization, although the distortion
energy favors the meta structure, it is not sufficient to counter-
balance the Pauli repulsion. Thus, as mentioned earlier, the
para isomer is strongly favored due to the Pauli repulsion. So,
even among the three neutral B;,H,, isomers that include an
H, unit, determining the most stable configuration is a
complex task.

Table 1 Energy decomposition analysis considering the interaction
between Bj;;H;p and the capping H, molecule at the all-electron
TPSS-D3/TZ2P//TPSS-D3/def2-TZVP level. The percentage values in
parentheses indicate the contribution of the total attractive interaction.
Energy values are given in kcal mol™

ortho (7) meta (2) para (1)
AEjn¢ —27.8 —26.2 -32.3
AEpauli 118.4 104.5 98.7
AEy —96.0 (65.7) —85.5 (65.4) —87.0 (66.4)
AVeistat —48.2 (33.0) —43.1 (33.0) —41.8 (31.9)
AEgisp —2.0(1.4) -2.2 (1.7) -2.2(1.7)
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Table 2 Isomerization energy decomposition analysis at the TPSS-D3/

TZ2P//TPSS-D3/def2-TZVP level for para—ortho and para—meta isomeri-
zations of Bj,Hj,. Energy values are given in kcal mol™t

para-ortho para-meta
AEiso 12.3 2.1
AEgis (ByoHyo) 7.3 -3.4
AEgis (Hp) 0.5 -0.6
AAE;y, 4.5 6.1
AAEq, 9.0 1.5
AAVersae -6.3 -1.2
AAEpqui 19.7 5.8
AAEg;g, 0.1 0.0

Conclusions

After conducting an exhaustive search on the potential energy
surface, we found a novel structure for the global minimum of
By, Hy, that is 23.5 kecal mol™ more stable than the previously
reported structure. The main difference from the dianion is
the presence of a 3c-2e bond between a boron atom and an H,
unit. Nearly 70 years ago, it was suggested that B;,H;, has 24
valence electrons for B-H bonds and lacks electrons to main-
tain its deltahedral form. According to the Wade-Mingos
rules, removing two electrons from the closo B,,H;,>” icosahe-
dron would result in a deltahedral structure with a capped
face, similar to the Schleyer structure proposed earlier.
However, our bonding analysis shows that the system priori-
tizes the integrity of the boron framework rather than focusing
on electrons for B-H bonds (at least in this case). The for-
mation of a multicenter bonding between a boron vertex and
an H, unit resolves this electron deficiency. In fact, EDA indi-
cates that this 3c-2e bond is predominantly covalent. Our
mechanistic studies indicate that removing two electrons from
the dianion results in a local minimum where the twelve B-H
bonds are still present but evolve to the global minimum due
to relatively low interconversion barriers. Clearly, predicting
boron structures remains a challenge. Despite significant pro-
gress since the pioneering work of Longuet-Higgins and
Roberts in 1955, accurately predicting the structure of boron
clusters remains a complex task. By serendipity, we have suc-
cessfully predicted the structure of a neutral system, specifi-
cally B;,H;,, which could be considered one of the most repre-
sentative. This achievement would contribute to our under-
standing of the structure, reactivity, and potential applications
of other neutral borohydrides.
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