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Orbital Compatibility in the Condensation of Polyhedral Boranes**

Oottikkal Shameema and Eluvathingal D. Jemmis*

The Wade n+1 rulel' and the mno rule®” describe the
electronic requirements for the stability of polyhedral bor-
anes (e.g., 1) and macropolyhedral boranes (e.g., 2 and 3),
respectively (see Figure 1). Though useful in explaining and
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Figure 1. Structures of B;,H;,% (1), four-shared-atom B,H;s (2), and
three-shared-atom B, Hy5'~ (3).

designing structures, electron-counting rules provide a yes or
no answer; not all molecules having the stipulated numbers of
electrons are equally stable. It is desirable to have a
qualitative understanding, wherever possible, of the factors
that control the relative stability of a family of molecules. We
formulated the concept of compatibility of orbitals to explain
the relative stability of polyhedral boranes, carboranes, and
metallaboranes.”! Herein we demonstrate that similar con-
cepts can be used to determine the best combination of
polyhedra for the formation of condensed macropolyhedral
boranes.

There is intense current interest in macropolyhedral
boranes for application in boron neutron capture therapy,
pharmaceuticals,”) nanotechnology,”® and materials science.”
A variety of homonuclear and heteronuclear macropolyhe-
dral structures are known with varying architectural pat-
terns.[’! Several computational studies have been performed
to find the thermodynamic preference of structural patterns
in macropolyhedral boranes.>* However, the question why
the numbers turn out the way they do was not answered.
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Herein we investigate the factors that contribute to the
preference of a polyhedron with a given number of vertices
for another polyhedron with a particular number of vertices in
forming condensed polyhedral boranes.

We began our analysis with three-shared-atom closo—
closo macropolyhedra. The geometries of all structures were
optimized by using the Gaussian03 suite of programs') with
the hybrid HF-DFT methods B3LYP/6-31G* and BP86/6-
311+ G

Let us consider the formation of a macropolyhedron with
three shared atoms. Hydrogen atoms of the three B—H bonds
of one polyhedron must be removed to free the exohedral
hybrid orbitals for condensation with another polyhedron.
The spread of orbital combinations arising from the three
orbitals is larger for a smaller polyhedron (Figure 2a vs. b). A

a) b)

Figure 2. a),b) Schematic representation of the B—H bond orbitals of
small and large polyhedra, respectively. c) Definition of the X-B-H
angle.

measure of this spread can be inferred from the X-B-H angle,
where X is the centroid of the triangular B; face (Figure 2¢).
The X-B-H angle for n-vertex closo polyhedra with n=5-12
(Table 1) shows that BsHs*™ has the largest angle of bending
(151.9) and B,H,,*" the smallest (127.3). This implies that the
smaller the cluster the larger the effective diffuseness and
spread of the fragment orbitals pointing outwards from the
cluster. Therefore, the small cluster fragment is better poised
to interact with a large cluster, whereas a large cluster with
less diffuse fragment orbitals prefers to condense with a small

Table 1: X-B-H angle of B,H,>” polyhedra with n=5-12 taken as the
average of the three X-B-H angles of the face.

Structure X-B-H [°]
BsHs> 151.9
BeHg ™ 144.7
B,H,* 140.7
BsHs* 137.8,137.0
BsHy* 132.6, 134.2, 135.5
10Ho 128.7,134.8
By Hs, 122.4,127.7,129.3, 129.9,131.0, 133.9
By, Hy, 127.3
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cluster (Figure 3). Structural details of mcomplexes of
tricarbonyl metal clusters were explained by Hoffmann
et al. in 1976 using a similar argument.P!

Figure 3. Schematic representation of orbital compatibility for the
condensation of a small polyhedron with a large polyhedron.

—>

—

A detailed quantitative analysis of the diverse condensa-
tion processes and a comparison of the stabilities of the
macropolyhedral structures confirm this hypothesis. Consider
the formation of B, H;s~ (3) from two Bj,H;,* polyhedra
[Eq. (1)]. This equation and several others involving B,H,*"

B12H1227 + B12H1227 - BZ]H]87 + B3H337 (1)

are used to estimate the stability of the resulting macro-
polyhedral structure, but they artificially favor the side of the
equation with larger B,H,’” due to the higher stability of
larger anions (Table 1 in the Supporting Information). The
isodesmic Equation (2) estimates the energetics of condensa-
tion most convincingly.

closo(n,)—closo(n,) + closo(n,)—closo(n,) — 2 closo(n,)—closo(n,)

)

The reaction energies of isodesmic Equation (2), listed in
Table 2, clearly show the preference of a small cluster to
condense with a large cluster. Where many isomers are
possible, only the energy associated with the most stable
fusion is quoted. These are plotted against the difference in
the number of vertices of the individual polyhedra of the
macropolyhedral structure in Figure 4. The reaction energy
increases with increasing difference in the number of vertices.
Formation of closo(12)—closo(6) is more exothermic
(—68.8 kcalmol ") than any other combination with a 12-
vertex cluster. The 12-vertex polyhedron (B;,H;,*") is the
most stable of the single polyhedra considered herein, and
among the small polyhedra the 6-vertex polyhedron (BsH¢*)
has the highest stability.l'"”! The reaction energies reveal that
the best fragment for condensation with 5-, 6-, and 7-vertex
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Table 2: Reaction energies AH [kcal mol™'] of Equation (2) calculated at
the B3LYP/6-31G* level for the same triangular faces wherever possible.

n,
5 6 7 8 9 10 11 12
m
5 0 - - - - - - -
6 —8.6 0 - - - - - -
7 12 =71 0 - - - - -
8 178 —18 7.7 0 - - - -
9 -18.7 —23.8 6.9 7.9 0 - - -
10 -316 —-553 -176 -5.9 0.9 0 - -
11 —267 —33.6 —105 —29 83 —25 0 -
12 -505 -688 —363 —131 212 -—-17.7 31 0
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Figure 4. Reaction energy of Equation (2) versus difference in the
number of vertices.

clusters is a 12-vertex cluster, whereas for 9-, 10-, 11-, and 12-
vertex clusters the 6-vertex cluster is best suited.

For an 8-vertex polyhedron the reaction energies for
condensation with 5- and 12-vertex clusters are similar (—17.8
and —13.1 kcalmol ™). The reaction energies for condensation
of any n;-vertex cluster with clusters having n,=n;+1
vertices of less than —10 kcalmol ' (-8.6, —7.1, 7.7, 7.9, 0.9,
—2.5, 3.1 kcalmol ™! for closo(5)—closo(6), closo(6)—closo(7),
closo(T)—closo(8), closo(8)—closo(9), closo(9)—closo(10),
closo(10)—closo(11), and closo(12)—closo(11), respectively)
indicate mismatched fragment orbitals of the individual
clusters and hence suboptimal overlap.

We compared the energy of the different macropolyhedral
structures formed by condensation of a given polyhedron
through different triangular faces with that of a closo 12-
vertex cluster with an X-B-H angle of 127.3°. Calculations
show that closo(9)—closo(12) is more stable when it is
condensed through a triangular face with an average X-B-H
angle of 135.5° rather than through one having an X-B-H
angle of 132.6° (Table 3). This is valid for the isomers of other
macropolyhedral structures, too. Thus when the difference in
the X-B-H angle of two polyhedra is large, they are more
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Table 3: Relative energies of macropolyhedra formed by condensation
with closo(12) through different types of triangular faces of polyhedra
closo(n) with n=8-11.

Structure® X-B-H[?]  Relative energy [kcalmol™]
B3LYP/6-31G* BP86/6-311 +G*
closo(8)—closo(12) 137.8 0.0 0.0
closo(8)—closo(12) 137.0 8.4 6.1
closo(9)—closo(12) 1355 0.0 0.0
closo(9)—closo(12) 134.2 2.9 23
closo(9)—closo(12) 132.6 24.4 20.9
closo(10)—closo(12) 134.8 0.0 0.0
closo(10)—closo(12) 128.7 33 2.6
closo(11)—closo(12) ~ 133.9 0.0 0.0
closo(11)—closo(12) 122.4 12.2 14.5
closo(11)—closo(12) ~ 127.7 24.3 23.5

[a] Structures which are minima in the potential-energy surface are
considered.

compatible for orbital overlap to form the condensed
structure.

Relative energies of isomeric macropolyhedral structures
depend on the stability of individual clusters and orbital
compatibility. Since a large polyhedron prefers a small
polyhedron as partner for condensation, the macropolyhedral

Table 4: Relative energies for isomeric macropolyhedral structures
closo(n,)—closo(n,). Only the most stable isomer of an n,—n, combina-
tion is considered.

Structure Ak Relative energy [kcal mol™']
n Ny B3LYP/6-31G* BP86/6-311 + G*
12 10 2 0.0 0.0
11 11 0 19.4 17.8
12 9 3 0.0 0.0
11 10 1 27.7 24.7
12 8 4 0.0 0.0
10 10 0 35.2 29.9
11 9 2 45.6 423
12 7 5 0.0 0.0
11 8 3 51.8 49.7
10 9 1 52.2 473
12 6 6 0.0 0.0
11 7 4 53.3 49.7
10 8 2 58.1 54.8
9 9 0 63.5 60.4
12 5 7 0.0 0.0
11 6 5 25.8 24.6
10 7 3 335 29.2
9 8 1 51.3 50.2
10 6 4 0.0 0.0
11 5 6 11.0 9.6
8 8 0 25.6 25.0
9 7 2 26.7 27.9
9 6 3 0.0 0.6
10 5 5 0.6 0.0
8 7 1 8.8 9.8
7 7 0 0.0 0.0
9 5 4 7.1 4.2
8 6 2 8.5 7.8
7 6 1 0.0 0.0
8 5 3 4.1 2.9
6 6 0 0.0 0.0
7 5 2 0.7 0.1
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structures will be more stable when the difference in the
number of vertices between individual polyhedra is large and
thus allows optimum overlap of the fragment orbitals.
Relative energies of macropolyhedral structures are given in
Table 4. In most cases, the energetics follows the difference in
the number of vertices of the individual clusters (Ak =n,—n,)
of the macropolyhedra. For example closo(12)—closo(10) is
19.4 kcalmol ™' more stable than closo(11)—closo(11). The
stability order of closo(12)—closo(7) > closo(11)—closo(8) >
closo(10)—closo(9) and  closo(12)—closo(6) > closo(11)—
closo(7) > closo(10)—closo(8) > closo(9)—closo(9) shows the
role of orbital compatibility in determining the stability of
macropolyhedral structural patterns. However, when the
energy difference is very small (e.g., closo(7)—closo(6) vs.
closo(8)—closo(5)), factors such as steric interactions also
become important. Since B, H;s'", a combination of two
B,H,,*" units by triangular-face sharing, was already synthe-
sized last year, we can be optimistic about the synthesis of
many condensation products which are even more exother-
mic.

Herein we have considered only the three-shared-atom
closo(n,)—closo(n,) structural patterns, for which the results
show a preference of a large polyhedron for a small
polyhedron in condensations. We anticipate that this will be
true in general with any macropolyhedra involving nido and
arachno patterns. The contributions of orbital compatibility to
the stability will vary with each macropolyhedral borane.
These details, as well as the condensation involving nido and
arachno arrangements, will be published elsewhere.

Received: March 18, 2008
Published online: June 20, 2008

Keywords: boranes - cluster compounds -
density functional calculations - orbital compatibility

[1] a) K. Wade, Chem. Commun. 1971, 792-793; b) K. Wade,
Electron Deficient Compounds, Nelson, London, 1971; ¢) G. A.
Olah, K. Wade, R. E. Williams, Electron Deficient Boron and
Carbon Clusters, Wiley, New York, 1991.

[2] a) E. D. Jemmis, M. M. Balakrishnarajan, P. D. Pancharatna, J.
Am. Chem. Soc. 2001, 123, 4313-4323; b) E. D. Jemmis, M. M.
Balakrishnarajan, P. D. Pancharatna, Chem. Rev. 2002, 102, 93 -
144; c) M. M. Balakrishnarajan, E. D. Jemmis, J. Am. Chem. Soc.
2000, 722, 4516-4517; d) E. D. Jemmis, E. G. Jayasree, Acc.
Chem. Res. 2003, 36, 816—824.

[3] a) E.D. Jemmis, J. Am. Chem. Soc. 1982, 104, 7017-7020;

b) E. D. Jemmis, P. von R. Schleyer, J. Am. Chem. Soc. 1982, 104,

4781-4788; ¢) E. D. Jemmis, G. Subramanian, L. Radom, J. Am.

Chem. Soc. 1992, 114, 1481-1483; d) G. N. Srinivas, A. Anoop,

E.D. Jemmis, T. P. Hamilton, K. Lammertsma, J. Leszczynski,

H. F. Schaefer 111, J. Am. Chem. Soc. 2003, 125, 16397 -16407,

e) M. Elian, M. M. L. Chen, D. M. P. Mingos, R. Hoffmann,

Inorg. Chem. 1976, 15, 1148-1155; f) E.D. Jemmis, K.S.

Sharma, P.N.V. Pavan Kumar, J Mol Struct. THEOCHEM

1985, 121,305-311; g) B. Pathak, S. Pandian, N. Hosmane, E. D.

Jemmis, J. Am. Chem. Soc. 2006, 128, 10915 -10922.

a) D. A. Feakes, K. Shelly, C. B. Knobler, M. F. Hawthorne,

Proc. Natl. Acad. Sci. USA 1994, 91, 3029-3033; b)N.S.

Hosmane, A. Franken, G. Zhang, R.R. Srivastava, R.Y.

Smith, B.F. Spielvogel, Main Group Met. Chem. 1998, 21,

[4

[}

www.angewandte.org

Chemie

5563


http://dx.doi.org/10.1021/ja003233z
http://dx.doi.org/10.1021/ja003233z
http://dx.doi.org/10.1021/cr990356x
http://dx.doi.org/10.1021/cr990356x
http://dx.doi.org/10.1021/ja994199v
http://dx.doi.org/10.1021/ja994199v
http://dx.doi.org/10.1021/ar0300266
http://dx.doi.org/10.1021/ar0300266
http://dx.doi.org/10.1021/ja00389a021
http://dx.doi.org/10.1021/ja00382a008
http://dx.doi.org/10.1021/ja00382a008
http://dx.doi.org/10.1021/ja00030a053
http://dx.doi.org/10.1021/ja00030a053
http://dx.doi.org/10.1021/ja036868h
http://dx.doi.org/10.1021/ic50159a034
http://dx.doi.org/10.1016/0166-1280(85)80070-1
http://dx.doi.org/10.1016/0166-1280(85)80070-1
http://dx.doi.org/10.1021/ja061399f
http://dx.doi.org/10.1073/pnas.91.8.3029
http://www.angewandte.org

Communications

5564

(5]

(6]

(7]

(8]

www.angewandte.org

319-324; c) A. Lugman, N. H. Sumathy, J. E. Eklund, J. Wang,
N. S. Hosmane, J. Am. Chem. Soc. 2002, 124, 7292 -7293.

a) Z.J. Lesnikowski, Eur. J. Org. Chem. 2003, 4489-4500; b) A.
Rolland, Pharmaceutical Particle Carriers: Therapeutic Applica-
tions, Marcel Dekker, New York, 1993.

a) M. F. Hawthorne, Pure Appl. Chem. 2003, 75, 1157-1164;
b) P. Schaffer, J. F. Britten, A. Davison, A.G. Jones, J. F.J.
Valliant, Organomet. Chem. 2003, 680, 323 -328; c) H. S. Nalwa,
Handbook of Nanostructured Materials and Nanotechnology,
Academic Press, San Diego, 1999.

a) M. F. Hawthorne in Advances in Boron Chemistry (Ed.: W.
Siebert), Royal Society of Chemistry, London, 1997, p.261;
b) M. F. Hawthorne in Contemporary Boron Chemistry (Eds.:
M. G. Davidson, A. K. Hughes, T. B. Marder, K. Wade), Royal
Society of Chemistry, London, 2000, p. 197.

a) M. F. Hawthorne, R. L. Pilling, P. F. Stokely, P. M. Garrett, J.
Am. Chem. Soc. 1963, 85,3704—-3705; b) M. F. Hawthorne, R. L.
Pilling, P. F. Stokely, J. Am. Chem. Soc. 1965, 87, 1893 -1899;
c) R. A. Watson-Clark, C. B. Knobler, M. F. Hawthorne, Inorg.
Chem. 1996, 35,2963 -2966; d) M. F. Hawthorne, R. L. Pilling, J.
Am. Chem. Soc. 1966, 88, 3873 —-3874; ¢) J. Rathke, R. Schaeffer,
Inorg. Chem. 1974, 13, 3008-3011; f) P.G. Simpson, W.N.
Lipscomb, J. Chem. Phys. 1963, 39, 26-34; g) A. R. Pitochelli,
M. F. Hawthorne, J. Am. Chem. Soc. 1962, 84, 3218-3218;
h) P. G. Simpson, W. N. Lipscomb, Proc. Natl. Acad. Sci. USA
1962, 48, 1490-1491; i) P. G. Simpson, K. Folting, R. D. Dobrott,
W. N. Lipscomb, J. Chem. Phys. 1963, 39, 2339-2348;j) X. L. R.
Fontaine, N. N. Greenwood, J. D. Kennedy, P.J. Mackinnon,
Chem. Soc. Dalton Trans. 1988, 1785-1793; k) J. H. Enemark,
L. B. Friedman, W. N. Lipscomb, Inorg. Chem. 1966, 5, 2165—
2173; 1) N. E. Miller, E. L. Muetterties, J. Am. Chem. Soc. 1963,
85, 3506-3506; m) E. Bernhardt, D.J. Brauer, M. Finze, H.
Willner, Angew. Chem. 2007, 119, 2985-2988; Angew. Chem.

[9

[10

]

—

Int. Ed. 2007, 46,2927 -2930; n) J. Zhang, M. Zhang, Y. Zhao, B.
Chen, C.-C. Sun, J. Comput. Chem. 2006, 27, 1817 -1821.

a) F. A. Kiani, M. Hofmann, Inorg. Chem. 2006, 45, 6996—7003;
b) F. A. Kiani, M. Hofmann, Dalton Trans. 2006, 5515; c) F. A.
Kiani, M. Hofmann, Dalton Trans. 2007, 1207; d) F. A. Kiani, M.
Hofmann, Chem. Eur. J. 2008, 14, 2886-2889; ¢) E. D. Jemmis,
E. G. Jayasree, Collect. Czech. Chem. Commun. 2002, 67, 965 —
990; f) E. D. Jemmis, P. D. Pancharatna, Appl. Organo. Chem.
2003, 17, 480—-492.

Gaussian03 (Revision A.1), M. J. Frisch, G. W. Trucks, H. B.
Schlegel, G. E. Scuseria, M. A. Robb, J. R. Cheeseman, J. A.
Montgomery, Jr., T. Vreven, K. N. Kudin, J. C. Burant, J. M.
Millam, S.S. Iyengar, J. Tomasi, V. Barone, B. Mennucci, M.
Cossi, G. Scalmani, N. Rega, G. A. Petersson, H. Nakatsuji, M.
Hada, M. Ehara, K. Toyota, R. Fukuda, J. Hasegawa, M. Ishida,
T. Nakajima, Y. Honda, O. Kitao, H. Nakai, M. Klene, X. Li, J. E.
Knox, H. P. Hratchian, J. B. Cross, C. Adamo, J. Jaramillo, R.
Gomperts, R. E. Stratmann, O. Yazyev, A. J. Austin, R. Cammi,
C. Pomelli, J. W. Ochterski, P. Y. Ayala, K. Morokuma, G. A.
Voth, P. Salvador, J.J. Dannenberg, V.G. Zakrzewski, S.
Dapprich, A. D. Daniels, M. C. Strain, O. Farkas, D. K. Malick,
A. D. Rabuck, K. Raghavachari, J. B. Foresman, J. V. Ortiz, Q.
Cui, A. G. Baboul, S. Clifford, J. Cioslowski, B. B. Stefanov, G.
Liu, A. Liashenko, P. Piskorz, I. Komaromi, R. L. Martin, D. J.
Fox, T. Keith, M. A. Al-Laham, C. Y. Peng, A. Nanayakkara, M.
Challacombe, P. M. W. Gill, B. Johnson, W. Chen, M. W. Wong,
C. Gonzalez, J. A. Pople, Gaussian, Inc., Pittsburgh, PA, 2003.

[11] a) A. D. Becke, Phys. Rev. A 1988, 38, 3098—3100; b) C. Lee, W.

Yang, R. G. Parr, Phys. Rev. B 1988, 37, 785-789.

[12] P.von R. Schleyer, K. Najafian in The Borane, Carborane,

Carbocation Continuum (Ed.: J. Casanova), Wiley, New York,
1998, pp. 169-190.

© 2008 Wiley-VCH Verlag GmbH & Co. KGaA, Weinheim

Angew. Chem. Int. Ed. 2008, 47, 5561-5564


http://dx.doi.org/10.1002/ejoc.200300259
http://dx.doi.org/10.1351/pac200375091157
http://dx.doi.org/10.1021/ja01087a011
http://dx.doi.org/10.1021/ic951484g
http://dx.doi.org/10.1021/ic951484g
http://dx.doi.org/10.1021/ja00968a044
http://dx.doi.org/10.1021/ja00968a044
http://dx.doi.org/10.1021/ic50142a046
http://dx.doi.org/10.1063/1.1734029
http://dx.doi.org/10.1021/ja00875a058
http://dx.doi.org/10.1073/pnas.48.9.1490
http://dx.doi.org/10.1073/pnas.48.9.1490
http://dx.doi.org/10.1063/1.1701439
http://dx.doi.org/10.1039/dt9880001785
http://dx.doi.org/10.1021/ic50046a019
http://dx.doi.org/10.1021/ic50046a019
http://dx.doi.org/10.1021/ja00904a049
http://dx.doi.org/10.1021/ja00904a049
http://dx.doi.org/10.1002/ange.200604077
http://dx.doi.org/10.1002/anie.200604077
http://dx.doi.org/10.1002/anie.200604077
http://dx.doi.org/10.1002/jcc.20511
http://dx.doi.org/10.1021/ic060591f
http://dx.doi.org/10.1039/b700270j
http://dx.doi.org/10.1002/chem.200701369
http://dx.doi.org/10.1135/cccc20020965
http://dx.doi.org/10.1135/cccc20020965
http://dx.doi.org/10.1002/aoc.462
http://dx.doi.org/10.1002/aoc.462
http://dx.doi.org/10.1103/PhysRevA.38.3098
http://dx.doi.org/10.1103/PhysRevB.37.785
http://www.angewandte.org

