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ABSTRACT: Rhenium tricarbonyl complexes with three
N-heterocyclic ligands (N-alkylimidazoles or pyridines)
undergo deprotonation with KN(SiMe3)2 and then
oxidation with AgOTf to afford complexes with
pyridylimidazole or bipyridine bidentate ligands resulting
from deprotonation, C−C coupling and rearomatization.

Heteroaromatic biaryls are important structural motifs
found in many natural products, pharmaceuticals,

agrochemicals, and functional materials.1 Classical palladium-
catalyzed cross-coupling methods require previously activated
substrates, a heteroaryl halide and an organometallic species.2

In the last years, catalytic direct arylations have emerged which
avoid the introduction of functional groups by C−H activation
prior to cross-coupling of at least one of the two coupling
partners.3 This strategy is especially useful for heteroaromatic
substrates as their prefunctionalizations are often difficult
(organometallic derivatives are often troublesome to prepare
and unstable).4 Recently, this concept has been developed one
step further designing dehydrogenative cross-coupling of two
heteroarenes.5 However, to date, efficient C−H/C−H cross-
coupling between very similar partners remains a challenge
because of their tendency to undergo homocoupling.6

Herein, we report the metal-templated synthesis of (a)
pyridylimidazole complexes by selective cross-coupling of
pyridines and imidazoles, and (b) 2,2′-bipyridine complexes
by C−C coupling of two pyridyl ligands. In both cases,
coordination to the same organometallic fragment is the only
previous functionalization.
Metal coordination of N-heterocycles can increase the acidity

of their α-CH groups,7 and make them more electrophilic.8 We
decided to explore if the combination of both features could be
used to effect C−C coupling between two N-heterocyclic
ligands coordinated to the same metal fragment.
The reaction of [Re(OTf)(CO)3(N-MeIm)2] (N-MeIm = N-

methylimidazole) with the equimolar amount of NaBAr′4 (Ar′
= 3, 5-bis(trifluoromethyl)phenyl)9 and either pyridine (py) or
γ-picoline (pic) afforded the new compounds [Re(CO)3(N-
MeIm)2(pyR)]BAr′4 (R = H, 1a; Me, 1b; see Scheme 1), which
were characterized by IR, and NMR.10 The IR spectra showed
the typical two intense νCO bands pattern for fac-{Re(CO)3}
complexes (e.g., at 2028 and 1914 cm−1 for 1a). 1H and 13C
NMR spectra indicate the incorporation of one pyridinic ligand
per rhenium fragment.

When compound 1a was treated with KN(SiMe3)2 in THF
at −78 °C, a neutral product was formed, as shown by a large
shift to lower wavenumbers of the νCO IR (to 2004, 1890, and
1877 cm−1), which was too unstable for isolation. Addition of
silver trifluoromethanesulfonate afforded compound 2a along
with metallic silver (Scheme 2).

The solid-state structure of 2a, determined by X-ray
diffraction (see Figure 1a),11 despite its low quality, shows
that the cationic complex consists of a fac-{ReI(CO)3} fragment
bonded to N-MeIm, and 2-pyridylimidazole ligands. The latter
results from the C−C coupling of the imidazole C2, once
deprotonated, and one pyridine Cortho followed by oxidative
rearomatization. Pyridylimidazoles, usually synthesized via de
novo construction of the imidazole ring,12 are used as ligands in
the preparation of luminiscent complexes, including two
rhenium tricarbonyl examples.13 The γ-picoline derivative 1b
afforded, under the same reaction conditions, complex 2b,
which was fully characterized, including an X-ray structure
determination (Figure 1b),14 that confirms the formation of the
bidentate ligand. No side reactions affecting the methyl group
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Scheme 1. Synthesis of [Re(CO)3(N-MeIm)2(pyR)]BAr′4
Compounds

Scheme 2. Reactivity of [Re(CO)3(N-MeIm)2(pyR)]BAr′4
Compounds
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of the γ-picoline unit were detected. The pyridine and
imidazole rings are planar, as expected, and nearly coplanar,
with a dihedral angle of 4.1(0.4)°. The Re−N(1) [2.180(6) Å]
is longer than the Re−N(2) bond distance [2.132(5) Å],
reflecting the stronger basicity of the imidazole and both
distances are virtually identical to those found for the only
pyridylimidazole rhenium(I) compound structurally character-
ized.13a

A growing number of pyridylimidazole complexes are
known; however, their chemistry remains somewhat under-
developed as a result of synthetic difficulties.15 No precedent of
their metal-templated synthesis has been reported, and the
synthesis of bidentate ligands via C−C coupling of mono-
dentate ligands remains rare.16 The highly reactive Sc(III)
complex [(NNfc)Sc(η2-N,C-1-methylimidazolyl)(N-MeIm)]
(NNfc = fc-(NSitBuMe2)2, fc = 1,1′-ferrocenylene) does not
react with pyridines, but does react with 2,2′-bipyridine to yield
the coupled product which does not undergo further
transformation (rearomatization or ring-opening) even upon
prolonged heating.16c

To test the generality of the reaction, we extended our study
to the bis(pyridyl) complex [Re(CO)3(dmap)2(N-MeIm)]-
BAr′4 (dmap = 4-dimethylaminopyridine, 3).10 Treatment of 3
with the stoichiometric amount of KN(SiMe3)2 in THF at −78
°C followed by reaction with AgOTf yielded the cationic
pyridylimidazole complex 4, analogously to the formation of 2a
and 2b. This shows that the employment of the more electron-
rich dmap ligand did not prevent the proposed (see below)
nucleophilic attack of the imidazol-2-yl, and the formation of
pyridylimidazole ligand.
Note that, regardless of the particular composition of the

cationic complex (two imidazoles and one pyridine, as in 1a,b
or one imidazole and two pyridines, as in 3), no homocoupling
products (containing biimidazole or bipyridine chelates) have
been detected, suggesting a clear-cut difference between the
two type of ligands in that N-methylimidazole is significantly
more acidic, and pyridines are more electrophilic.
In the absence of mechanistic studies, we speculate that the

formation of the pyridylimidazole complexes occurs via
deprotonation of the imidazole C2−H, nucleophilic attack of
the deprotonated carbon onto a pyridine ortho carbon to afford

a dearomatized intermediate,17 which then would be oxidized
by Ag+,18,19 the latter step encouraged by the restoration of the
aromaticity and the conjugation between the two adjacent
aromatic cycles.20 We have encountered that 2 equiv of AgOTf
are needed for the reactions to reach completion. This could be
an indication of two 1e− oxidations: the neutral C−C coupled
product would undergo one electron oxidation to a radical
cation, followed by deprotonation to a radical, and oxidation to
the observed product. The base for the second deprotonation
(only 1 equiv of KN(SiMe3)2 was used) would be HN(SiMe3)2
formed in the first deprotonation step.21 An alternative
mechanism involving initial 2e− oxidation of Re(I) to Re(III)
by Ag(I), and subsequent deprotonation of the 2-pyridyl group,
which would rearomatize the ligand and return the metal
oxidation state to (I) could not be ruled out.
Finally, we wondered if this reactivity could be extended to

tris(pyridyl) derivatives to get, after the dehydrogenative C−C
coupling reaction, bipyridine (bipy) ligands. There are obvious
difficulties: (1) as for the site of the deprotonation, pyridines
are less acidic than N-alkylimidazoles;22 and (2) monodentate
pyridines could be more problematic electrophiles because of
their lability that could promote attack to the metal instead.
2,2′-bipyridines are one of the most versatile bidentate ligands
in organometallic and inorganic chemistry.23 Heterogeneous
catalytic pyridine homocoupling is not applicable to 4-
substituted pyridines,24 and the other major method to prepare
bipys, transition-metal catalyzed cross-coupling reactions
require prefunctionalization of the substrates.23,25

Compound [Re(CO)3(dmap)3]OTf (5), prepared straight-
forwardly by thermal substitution from [Re(OTf)(CO)5] and
dmap, reacted with the strong base KN(SiMe3)2 and AgOTf to
afford the coupling product [Re(CO)3(bipy′)(dmap)]OTf
(bipy′ = 4,4′-bis(dimethylamino)-2,2′-bipyridine, 6; see
Scheme 3).

The new compound 6 (Figure 2) displays a 2,2′-bipyridine
ligand showing that the deprotonation of an ortho C−H group
of a pyridyl ligand has been achieved, a reaction that, as far as
we know, lacks precedents. In fact, there are just a few examples
of metal-mediated coupling of pyridines, restricted to alkali or
very reactive early transition metals.16a,26 Coordination of
metals fragments in the rare κ2 and κ6 coordination modes have
been employed for enhancing the reactivity of pyridines.27 In
the majority of its metal complexes, pyridines are κ1(N)
coordinated. Nucleophilic attack to nonfunctionalized pyridine
in such complexes has been the subject of a long-standing
controversy,28 and clear-cut evidence remains scarce.
In summary, unprecedented intramolecular C−C coupling

via deprotonation/oxidation sequences allowed the synthesis of
complexes of pyridylimidazole chelates from complexes
containing monodentate, nonfunctionalized pyridine and
imidazole ligands. Extension of this methodology to tris-

Figure 1. (a) Molecular structure of the cationic complex of 2a; (b)
molecular structure of the cation in 2b.

Scheme 3. Formation of the Bipyridine Derivative 6
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(pyridyl) species afforded a 4,4′-disubstituted 2,2′-bipyridine,
which synthesis is not well established nowadays.
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