JACS

OURNAL OF THE AMERICAN CHEMICAL SOCIETY

Subscriber access provided by ISTANBUL TEKNIK UNIV

Communication

A Terminal Borylene Ruthenium Complex: From
B#H Activation to Reversible Hydrogen Release
Gilles Alcaraz, Ulrike Helmstedt, Eric Clot, Laure Vendier, and Sylviane Sabo-Etienne

J. Am. Chem. Soc., 2008, 130 (39), 12878-12879 « DOI: 10.1021/ja805164n « Publication Date (Web): 06 September 2008
Downloaded from http://pubs.acs.org on February 8, 2009

. RBH, [Ru] RBH,

CI}’ | - Csb .

1y
o

Additional resources and features associated with this article are available within the HTML version:

H2 *Ruj=Br = H:

More About This Article

. Supporting Information

. Links to the 1 articles that cite this article, as of the time of this article download
. Access to high resolution figures

. Links to articles and content related to this article

. Copyright permission to reproduce figures and/or text from this article

View the Full Text HTML

ACS Publications

High quality. High impact. Journal of the American Chemical Society is published by the American Chemical
Society. 1155 Sixteenth Street N.W., Washington, DC 20036


http://pubs.acs.org/doi/full/10.1021/ja805164n

J

AlC

S

COMMUNICATIONS

Published on Web 09/06/2008

A Terminal Borylene Ruthenium Complex: From B—H Activation to Reversible
Hydrogen Release

Gilles Alcaraz,*' Ulrike Helmstedt,* Eric Clot,* Laure Vendier, and Sylviane Sabo-Etienne* '

Laboratoire de Chimie de Coordination du CNRS, 205 route de Narbonne, 31077 Toulouse Cedex 04, France and
Institut Charles Gerhardt, UMR 53253, CNRS-UM2-ENSCM-UM|1, case courrier 1501, Place Eugene Bataillon,
34000 Montpellier, France

Received July 4, 2008; E-mail: sabo@Icc-toulouse.fr

Since the first structurally characterized terminal borylene
complex reported in 1998," important findings have been regularly
disclosed concerning the chemistry of metal—boron double bond
complexes.zf6 With a stabilized B—R unit (R = amino, alkyl, aryl,
silyl, metal fragment) in the coordination sphere of the metal, this
class of complexes of general formulation L,M=B—R is mostly
limited to early transition metals (V, Cr, Mo, W) and Mn for neutral
complexes. Four additional examples with late transition metals
(Fe, Pt, and Ir) are reported so far.”'° Their reactivity is dominated
by addition of metal bases, borylene transfer, metathesis, and
insertion reactions. The lack of simple and viable synthetic
approaches still hampers their promising development, the syntheses
being restricted to salt elimination from suitable dihaloboranes and
homoleptic carbonylmetallates, photoinduced intermetallic borylene
transfer, phosphine-induced cleavage of a bimetallic bridged
borylene complex, and halogen abstraction from B-halogenoboryl
complexes in the case of terminal cationic borylene complexes.®'!

As part of our broad program on the chemistry of o-complexes
and more particularly on o-borane complexes,'*'* we have recently
reported the isolation of the ruthenium complex RuH,(?:*-
H,BMes)(PCys3), in which mesitylborane is coordinated to the metal
through two geminal -B—H bonds.'* Here we report the reaction
of mesitylborane with a chlorohydrido(dihydrogen) ruthenium
complex leading to the isolation of the first terminal borylene
ruthenium complex that can serve as a model for reversible
dihydrogen storage.'”

Reaction of RuHCI(H,)(PCys3), (1) in toluene with 1.5 equiv of
mesitylborane is carried out at room temperature. After evaporation
of the solvent under vacuum and workup, a yellow powder analyzed
as RuHC1(BMes)(PCys3), (2) was isolated (80% yield) (scheme 1)
and fully characterized by NMR and X-ray diffraction crystal-
lography.'®

The '"'B{'H} NMR spectrum shows a broad signal centered at
0 106.0 in a region characteristic of two-coordinated boron atom**°
and strongly downfield of that of mesitylborane dimer. The 'H
NMR spectrum exhibits in the hydride region a well-resolved triplet
at 0 —14.88 (Jpy = 18.1 Hz) that collapsed into a singlet upon
phosphorus decoupling. Boron decoupling experiments confirm that
the hydride is not coupled to the boron (Figure S1). The mesityl
group exhibits five sharp signals, two for the aryl protons and three
for the methyl groups, respectively, clearly indicating hindered
rotation around the B—Cj,,, bond. The 1:1:1 integration ratio for
the hydride triplet and the two nonequivalent aromatic CH protons
are in agreement with a species bearing one mesityl group and one
hydride around the ruthenium center.

" Laboratoire de Chimie de Coordination du CNRS.
* Institut Charles Gerhardt.
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Scheme 1. Synthesis of the Borylene Complex 2
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The X-ray structure of 2 was determined at 110 K (Figure 1).
The Ru atom is in a distorted trigonal bipyramid environment with
the phosphines in axial positions (P1—Ru—P2 164.44(3) A). The
coordination sites in the equatorial plane are occupied by the boron
and the chlorine atoms, whereas the hydride could not be located
as a result of some disorder. The boron atom is two-coordinated
and linearly bound to its neighboring Ru and C atoms (Ru—B—C1
178.1(3) A). The Ru—B distance of 1.780(4) A is among the
shortest metal—B bonds ever reported, 7 pm shorter than the Pt—B
bond in the terminal mesityl cationic platinum complex (1.859(3)
A)° but comparable to the metal—B bonds in cationic mesityl iron
(1.792(8) A)” and neutral rerr-butyl manganese borylene complexes
(1.809(9) A), respectively.'!

Electron-deficient d® trans-ML;(PR3), complexes are known to be
stabilized by ;r-donating ligands, and depending on the donor abilities
of the ligands, the complexes have either a square-pyramidal (T-shaped)
or a distorted trigonal bipyramidal (Y-shaped) geometry.'” If BMes
is considered as a neutral ligand, it is formally equivalent to CO with
two sr-accepting orbitals and a T-shaped structure would be expected
as in RuHCI(CO)(PCys), which exhibits a T-shaped geometry with
trans Cl and CO, the hydride being trans to the vacant site.'® But,
even though the hydride position was not refined in 2, the X-ray
structure clearly indicates that the sz-donor Cl and the sr-acceptor BMes
are not mutally frans and the geometry is better defined as a pseudo
Y-shaped structure. To shed more light on this special feature and to
securely locate the hydride, ONIOM (B3PWO91/UFF) calculations have
been performed on 2 (see Supporting Information (SI) for Computa-
tional Details). Two different isomers, 2Y and 2T, were optimized

Figure 1. X-ray crystal structure of 2. Hydrogen atoms are omitted for
clarity. Selected bond lengths [A] and angles [deg]: Ru—B 1.780(4), B—Cl1
1.558(5), B—=Ru—CI(1A) 113.76(12), Ru—B—C1 178.1(3), PI—Ru—P2
164.44(3).
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Scheme 2. Reaction of the Borylene Complex 2 with Hy
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(Figure S2). B3PWO91 single-point calculations on the ONIOM
geometries resulted in 2Y being 41.6 kJ mol ' more stable than 2T.
There is thus a clear energetic preference for 2Y. Even though the
geometry of 2Y is in better agreement with experiment than that of
2T (Table S1), there is a close contact between the hydride and the
boron (1.548 A, Figure S2) that could cast some doubt on the
description of 2 as a true borylene. The isomer 2Y was thus optimized
at the B3PW91 level to check if the close contact pertained. At this
better level of theory, the geometry obtained for 2Y-DFT is in very
good agreement with experiment (Ru—B = 1.793 A (1.780(4) A),
Ru—B—Cl1 = 177.7° (178.1(3)°), B—Ru—Cl = 127.3° (113.76-
(12)°), 2Y-DFT (2-X-ray)),"® and there is no direct contact between
the hydride ligand and the boron (H+*+B = 2.142 A, Figure S3).

To further confirm the borylene nature of 2, an NBO analysis of
the electronic structure of 2Y-DFT was carried out. If the phosphine
ligands define the z axis and Ru—B defines the x axis, then back-
donation from Ru is expected from d,; and d,, (see Table S2 in the
SI for composition of selected NLMO for 2Y-DFT). The NBO
procedure yielded three lone pairs on Ru as expected for a d° Ru"
complex. This agrees with the idea that the BMes ligand is a neutral
L-ligand with two sr-accepting orbitals. In 2Y-DFT back-donation
contributions from d,, and d,, are similar as illustrated by the
magnitude of the B content in the NLMO (12.5%). The BMes ligand
thus behaves similarly to CO in such a geometry. The preference
for a Y-shaped geometry in 2 results probably from similar
o-donating influences for hydride and borylene. Interestingly, there
is some participation of B (5.3%) in the o(Ru—H) NLMO even
though the hydride boron distance is long. Finally, the Wiberg bond
indices around Ru in 2Y-DFT confirm the description of 2 as a
true borylene complex (Ru—B, 1.49; Ru—H, 0.58; Ru—Cl, 0.30;
Ru—P, 0.46).

Pressurization of a C¢Dg solution of 2 with dihydrogen (3 bar)
at room temperature leads to the complete disappearance of the
ruthenium borylene signal as monitored by *'P{'H} NMR. The
formation of two new complexes 3 and 4 in variable ratio exhibiting
a resonance signal at 6 59.1 and 53.7, respectively, was observed
(Scheme 2).

Interestingly, after drying the mixture of 3 and 4 under vacuum,
the resulting solid was characterized as the borylene complex 2.
Such a process could be repeated several times by successive H,
pressurization (3 bar in C¢Dg solution)/vacuum cycles. Complex 4
was identified as RuHCI(H,),(PCys3), on the basis of multinuclear
NMR data by comparison to an authentic sample prepared from
direct reaction of 1 with H,.>® In solution, an equilibrium is
established as a result of mesitylborane/dihydrogen exchange. The
intermediate complex 3 can be described as a mesitylborane adduct
onto a RuHCI(PCy3), fragment on the basis of NMR data.>' Two
different B—H bond activation levels are observed as a result of
two different trans ligands (H vs Cl). The hydrogen transfer process
with release of mesitylborane was ascertained by trapping it as a
pyridine adduct. Indeed, reaction of 2 with pyridine under a
dihydrogen atmosphere led to the mesitylborane—pyridine adduct
fully characterized by NMR spectroscopy.*?

In conclusion, complex 2 is the first borylene ruthenium complex
synthesized by simple addition of a dihydrogenoborane and

concomitant evolution of dihydrogen. Remarkably, the dihydrogen
release can be reversed. In view of these preliminary results, one
can expect a versatile reactivity from this new borylene at ruthenium
by analogy to the tremendous development of carbene ruthenium
chemistry.?*2*
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