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The reaction of [RuCl2(p-cymene)]2 with arylimines and
4 equiv. of KOAc in methanol at room temperature produces
stable (N^C)-cyclometallated ruthenium(II) complexes via
C–H bond activation/deprotonation. This method can be
applied also to nitrogen-containing molecules: N-phenylpyra-
zole, 2-phenyl-2-oxazoline and benzo[h]quinoline. N-Phenyl-
pyrazole, [RuCl2(p-cymene)]2 and diphenylacetylene directly
lead to alkyne insertion into the metallacycle C–Ru bond.

Catalytic C–H bond activation and functionalisation of arenes
with ruthenium(II) catalysts is a very fast developing area due to
its success in direct arylation1–3 and alkenylation4 reactions. The
regioselectivity of these catalytic reactions is usually controlled
by a nitrogen-containing directing group such as a heterocycle1–4

that is binding to the ruthenium(II) centre. The mechanism of
ruthenium(II) catalysed sp2C–H bond functionalisation involves
as the initial step the easy formation of an (N,C)-cyclometallated
intermediate via ortho C–H bond deprotonation that is favoured
by a reversibly coordinating base such as carbonate5 and
especially carboxylate.6,7 This C–Ru bond formation key step is
followed by more energetic oxidative addition of arylhalides
leading to arylation6 or by insertion of alkenes en route to C–H
alkenylation after β elimination.8,9

Although (N,C)-cyclometallated ruthenium(II) complexes
were initially made by transmetallation from mercury salts,10

they have been shown, especially by Pfeffer et al.11,12 and
Davies et al.,13,14 to arise from N-containing functional arene
derivatives by C–H bond deprotonation, such as from arylmethyl-
amines,10a,11c,12 1-aminotetraline,11d phenylpyrrolidine,11c phenyl-
pyridine,11a,12,14 oxazolines,13b,c and pyrazole.13c

Surprisingly, whereas arylimines could be functionalized
by catalytic arylation with ruthenium(II) catalysts,15–17 their
cyclometallation with ruthenium(II) complexes is not straightfor-
ward. Previously cationic ruthenium(II) cyclometallated imines
were obtained from benzylideneanilines from RuCl2(PMe3)-
(C6Me6),

18 and benzodiazepine offered its arylimine moiety to
generate a ruthenacycle.19 The positive influence of acetate to
promote cyclometallation at room temperature was observed by
Davies13a and two aldimines, containing an N-alkyl group, led
to the (N,C)-cyclometallated product on reaction with RuCl-
(OAc)(p-cymene) but in the presence of benzaldehyde to reach
good yields.13 Whereas arylideneanilines did not lead readily to
the cyclometallated ruthenium(II) complex,13c they easily led to
rhodium or iridium cyclometallated derivatives.13a,14,20 Cyclo-
metallation of arylimines such as oxazolines appears less favor-
able than that of alkylimines and it often failed with ruthenium
and rhodium complexes with respect to iridium promoted
cyclometallation.13c

Aldimine cyclometallation with the ruthenium(II) complex
was previously reported but surprisingly mostly with aldimine
containing an N-alkyl group.13a,18,19 By contrast, catalytic diary-
lation of N-arylimines with arylhalides in the presence of
[RuCl2(p-cymene)]2 1 catalyst activated by KOAc and PPh3 was
recently shown to be successful in both NMP16 and water17 sol-
vents. This reaction is expected to take place via initial formation
of the cyclometallated intermediate that was not observed before
and it motivated our search for imine cyclometallation with the
same complex precursor.

We now report an easy method to directly produce stable
cyclometallated ruthenium(II) complexes of arylimines with a
[RuCl2(p-cymene)]2 precursor, via C–H bond activation/depro-
tonation in the presence of KOAc at room temperature in metha-
nol, a method that can be applied to related nitrogen-containing
heterocyclic molecules. The same reaction in the presence of
alkyne directly leads to alkyne insertion into the cyclometallated
C–Ru bond.

Thus the ruthenium(II) complex 1 was reacted with 2 equiv. of
aldimine 2a in the presence of 2 equiv. of KOAc as it was also
shown to be profitable for C–H bond activation by deprotonation
on cooperative action of both the Ru(II) centre and the acetate
base.6,13 No reaction occurred in THF, but in methanol after only
5 h at room temperature, 36% of orange complex 3a were iso-
lated. The reaction was then performed in the presence of
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2 equiv. of KOAc and 3 equiv. of K2CO3 but no product was
obtained. This result is consistent with the observation of Jutand
et al.,6 during the phenylpyridine cyclometallation with Ru-
(OAc)2(arene): on addition of K2CO3 the C–H bond activation
process and the cyclometallation were drastically slowed down,
likely due to competitive coordination of carbonate on the ruthe-
nium(II) centre.21 This reaction of 1 and 2a in methanol with
4 equiv. of KOAc at room temperature for 20 h led to the quanti-
tative formation of 3a that was isolated in 90% yield (Scheme 1).

The reactions of aryl aldimines 2a–c and aryl ketimine 2d
with [RuCl2(p-cymene)]2 in the presence of 4 equiv. of KOAc
per ruthenium dimer complex 1 took place at room temperature
in methanol to generate the ruthenium complexes 3a–d isolated
in 52–90% yields (Scheme 1).

It is noteworthy that when complex 1 was reacted with
2 equiv. of KOAc per ruthenium atom, in the absence of aldi-
mine but in methanol at r.t., the quantitative formation of Ru-
(OAc)2(p-cymene)3a,b took place easily (Scheme 2). Thus in the
presence of aldimine in methanol the quantitative metallacycle
formation was fast, with respect to that of Ru(OAc)2(p-cymene),
and one chloride was retained in complex 3a. Actually when this
isolated complex Ru(OAc)2(p-cymene) was formed in methanol,
the addition of aldimine 2a to the methanol solution did not give
the metallacycle 3a. However the reaction of isolated Ru-
(OAc)2(p-cymene) with 2a in the presence of 1 equiv. of KCl in
methanol led to the formation of complex 3a with 66% isolated
yield (Scheme 2). This is consistent with a fast exchange of
OAc−/Cl− in methanol to give the more stable complex 3a con-
taining chloride than acetate, and with Davies’ observation of
the crucial role of the RuCl(OAc)(arene) intermediate for
cyclometallation.13a

The 1H NMR spectrum of 3a shows that the cyclometallated
phenyl H6 and H3 protons are observed as two inequivalent
doublets at δ = 8.19 ppm and δ = 7.54 ppm, respectively. The
CHvN proton gives a singlet at δ = 8.10 ppm. The 1H NMR
data of p-cymene are consistent with a chiral metal centre. The
ν(CvN) free imine absorption at 1621 cm−1 decreases to
1579 cm−1 as expected by coordination of the aryl aldimine
nitrogen. In the 13C NMR spectra, notably the phenylmetallated
carbon atoms of ruthenium complexes 3a–3d are observed at
δ 188–192 ppm, respectively.22

The molecular structure of the new complex 3d was
confirmed by X-ray crystallography. ORTEP drawings with the
corresponding atom labelling are shown in Fig. 1. The structure
shows a typical piano-stool type geometry.13a,22

This easy cyclometallation synthetic method for imines led us
to apply this method in the synthesis of known cyclometallated
Ru(II) complexes. The reaction of 2-phenylpyridine 4 with
[RuCl2(p-cymene)]2 in the presence of 4 equiv. of KOAc led to
the formation of ruthenium cyclometallated complex 5 in 94%
yield after 20 h at room temperature (Scheme 3).6,23 The reaction
of 1-phenylpyrazole 6 with [RuCl2(p-cymene)]2 in the presence
of 4 equiv. of KOAc gave after 20 h at room temperature
complex 713c that was isolated in 79% yield.

2-Phenyloxazoline 8, that was not previously cyclometallated
with the (arene)–ruthenium(II) complex, was reacted with
[RuCl2(p-cymene)]2 in the presence of KOAc in methanol and

Scheme 1 Ruthenium(II) cyclometallation of arylimines.

Scheme 2

Fig. 1 X-ray structure of 3d with 50% probability thermal ellipsoids.
Hydrogen atoms are omitted for clarity. Selected bond lengths (Å) and
angles (°): Ru–C11 2.0411(17), Ru–N 2.0916(14), Ru–Cl 2.4149(5),
C11–Ru–N 77.26(6), C11–Ru–Cl 86.87(5), Cl–Ru–N 88.27(4), C17–
N19 1.302(2).

Scheme 3 Ruthenium(II) cyclometallation of 1-phenylpyrazole and 2-
phenylpyridine.

This journal is © The Royal Society of Chemistry 2012 Dalton Trans., 2012, 41, 10934–10937 | 10935
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led to the formation of complex 9 isolated in 40% yield
(Scheme 4). This low yield may be due to the weak coordinating
ability of an oxazoline group to ruthenium(II) centres although it
can efficiently direct C–H bond catalytic arylation of 2-oxazolyl
benzene in water.17

The reaction of benzo[h]quinoline 10 with [RuCl2-
(p-cymene)]2 in the presence of KOAc can be performed in
methanol at r.t. and a new complex 11 was isolated in 47% yield
(Scheme 5). In the 13C NMR spectrum, the cyclometallated
carbon atom is observed at δ 178.4 ppm.

These examples of cyclometallation of arenes containing a
nitrogen functional directing group with [RuCl2(p-cymene)]2/
4KOAc in methanol show the crucial role of at least one chloride
ligand and the inertness of Ru(OAc)2(p-cymene) alone
(Scheme 2). It is thus likely that the ortho C–H bond deprotona-
tion of the coordinated ligand to the Ru(Cl)(arene)+ moiety is
achieved by external acetate as for phenylpyridine by [Ru(OAc)-
(arene)]+ OAc−.6

The reaction of phenylpyrazole 6 and complex 1 under the
cyclometallation formation conditions (Scheme 1) but with
1 equiv. of diphenylacetylene led directly to the formation of
complex 12 that was isolated in 67% yield after 20 h
(Scheme 6). Complex 12 corresponds to the insertion product of
alkyne into the cyclometallated C–Ru of intermediate 7. The
13C NMR spectrum of 12 shows for the new cyclometallated
carbon atomvC(Ph)–Ru moiety a singlet at δ = 183.3 ppm,
whereas the (C1–Ru) carbon singlet in 7 is at δ 162.0 ppm.24

In conclusion, the above results show a general method to
produce a variety of (N^C)-cyclometallated ruthenium(II) com-
plexes on reaction of [RuCl2(p-cymene)]2 with arylaldimines,
arylketimine, but also with 2-phenylpyridine, N-phenyl-pyrazole,

2-phenyl-2-oxazoline and benzo[h]quinoline. The mild reaction
conditions in methanol at room temperature and the action of
4 equiv. of KOAc per ruthenium dimer appear crucial, and are
consistent with C–H bond activation/deprotonation by external
acetate. It is shown that the imine cyclometallated complex is
isolated in the presence of chloride, rather than with only acetate,
and that N-phenylpyrazole and diphenylacetylene and the
complex resulting from alkyne insertion into the metallocycle
C–Ru bond can be obtained directly.

The authors are grateful to CNRS, the French Ministry for
Research, the Institut Universitaire de France (P.H.D.), the ANR
program 09-Blanc-0101-01, and the Chinese Scholarship
Council for a PhD grant to B.L.

Notes and references

1 (a) S. Oi, S. Fukita, N. Hirata, N. Watanuki, S. Miyano and Y. Inoue,
Org. Lett., 2001, 3, 2579; (b) S. Oi, K. Sakai and Y. Inoue, Org. Lett.,
2005, 18, 4009; (c) S. Oi, E. Aizawa, Y. Ogino and Y. Inoue, J. Org.
Chem., 2005, 70, 3113; (d) S. Oi, R. Funayama, T. Hattori and Y. Inoue,
Tetrahedron, 2008, 64, 6051; (e) S. Oi, H. Sasamoto, R. Funayama and
Y. Inoue, Chem. Lett., 2008, 9, 994.

2 (a) L. Ackermann, Org. Lett., 2005, 7, 3123; (b) L. Ackermann,
A. Althammer and R. Born, Angew. Chem., Int. Ed., 2006, 45, 2619;
(c) L. Ackermann, R. Vicente and A. Althammer, Org. Lett., 2008, 10,
2299; (d) L. Ackermann and M. Mulzer, Org. Lett., 2008, 10, 5043;
(e) L. Ackermann, R. Born and P. Alvarez-Bercedo, Angew. Chem., Int.
Ed., 2007, 46, 6364; (f ) L. Ackermann, P. Novak, R. Vicente,
V. Pirovano and H.-K. Potukuchi, Synthesis, 2010, 2245; (g) L. Acker-
mann, R. Vicente, H.-K. Potukuchi and V. Pirovano, Org. Lett., 2010, 12,
5032; (h) L. Ackermann and A.-V. Lygin, Org. Lett., 2011, 13, 3332.

3 (a) F. Pozgan and P. H. Dixneuf, Adv. Synth. Catal., 2009, 351, 1737;
(b) P. Arockiam, V. Poirier, C. Fischmeister, C. Bruneau and
P. H. Dixneuf, Green Chem., 2009, 11, 1871; (c) P. B. Arockiam,
C. Fischmeister, C. Bruneau and P. H. Dixneuf, Angew. Chem., Int. Ed.,
2010, 49, 6629; (d) W. Li, P. Arockiam, C. Fischmeister, C. Bruneau and
P. H. Dixneuf, Green Chem., 2011, 13, 2315; (e) B. Stefane, J. Fabris and
F. Pozgan, Eur. J. Org. Chem., 2011, 3474.

4 (a) H. Weissman, X. Song and D. Milstein, J. Am. Chem. Soc., 2001,
123, 337; (b) K.-H. Kwon, D. W. Lee and C. S. Yi, Organometallics,
2010, 29, 5748; (c) C. S. Yi and D. W. Lee, Organometallics, 2009, 28,
4266; (d) T. Ueyama, S. Mochida, T. Fukutani, K. Hirano, T. Satoh and
M. Miura, Org. Lett., 2011, 13, 706; (e) L. Ackermann and J. Pospech,
Org. Lett., 2011, 16, 4153; (f ) P. B. Arockiam, C. Fischmeister,
C. Bruneau and P. H. Dixneuf, Green Chem., 2011, 13, 3075;
(g) Y. Hashimoto, T. Ueyama, T. Fukutani, K. Hirano, T. Satoh and
M. Miura, Chem. Lett., 2011, 40, 1165; (h) K. Padala and
M. Jeganmohan, Org. Lett., 2011, 13, 6144; (i) K. Padala and
M. Jeganmohan, Org. Lett., 2012, 14, 1134; ( j) B. Li, J. Ma, N. Wang,
H. Feng, S. Xu and B. Wang, Org. Lett., 2012, 14, 736;
(k) Y. Hashimoto, T. Ortloff, K. Hirano, T. Satoh, C. Bolm and M. Miura,
Chem. Lett., 2012, 41, 151; (l) L. Ackermann, L. Wang, R. Wolfram and
A.-V. Lygin, Org. Lett., 2012, 14, 728.

5 I. Özdemir, S. Demir, B. Çetinkaya, C. Gourlaouen, F. Maseras,
C. Bruneau and P. H. Dixneuf, J. Am. Chem. Soc., 2008, 130, 1156.

6 E. Ferrer-Flegeau, C. Bruneau, P. H. Dixneuf and A. Jutand, J. Am.
Chem. Soc., 2011, 133, 10161.

7 L. Ackermann, Chem. Rev., 2011, 111, 1315.
8 (a) V. I. Sokolov, L. L. Troitskaya and O. A. Reutov, J. Organomet.
Chem., 1979, 182, 537; (b) A. D. Ryabov, I. K. Sakodinskkaya and
A. K. Yatsimirsky, J. Chem. Soc., Dalton Trans., 1985, 2629.

9 (a) D. L. Davies, S. M. A. Donald and S. A. Macgregor, J. Am. Chem.
Soc., 2005, 127, 13754; (b) M. Lafrance and K. Fagnou, J. Am. Chem.
Soc., 2006, 128, 16496; (c) D. Garcia-Cuadrado, A. A. C. Braga,
F. Maseras and A. M. Echevarren, J. Am. Chem. Soc., 2006, 128, 1066;
(d) Y. Boutadla, D. L. Davies, S. A. Macgregor and A. I. Poblador-
Bahamonde, Dalton Trans., 2009, 5820; (e) D. Balcells, E. Clot and
O. Eisenstein, Chem. Rev., 2010, 110, 749; (f ) D. Lapointe and
K. Fagnou, Chem. Lett., 2010, 39, 1118.

Scheme 4 Ruthenium(II) cyclometallation of 2-phenyloxazoline.

Scheme 5 Ruthenium(II) cyclometallation of benzo[h]quinoline.

Scheme 6 Ruthenium(II) cyclometallation of phenylpyrazole.

10936 | Dalton Trans., 2012, 41, 10934–10937 This journal is © The Royal Society of Chemistry 2012

D
ow

nl
oa

de
d 

by
 W

as
hi

ng
to

n 
U

ni
ve

rs
ity

 in
 S

t. 
L

ou
is

 o
n 

13
/0

5/
20

13
 1

4:
13

:2
9.

 
Pu

bl
is

he
d 

on
 3

0 
Ju

ly
 2

01
2 

on
 h

ttp
://

pu
bs

.r
sc

.o
rg

 | 
do

i:1
0.

10
39

/C
2D

T
31

40
1K

View Article Online

http://dx.doi.org/10.1039/c2dt31401k


10 (a) H. C. L. Abbenhuis, M. Pfeffer, J. P. Sutter, A. Decian, J. Fisher,
H. L. Ji and J. H. Nelson, Organometallics, 1993, 12, 4464; (b) S. Attar,
J. H. Nelson, J. Fischer, A. Decian, J. P. Sutter and M. Pfeffer, Organo-
metallics, 1995, 14, 4559; (c) R. K. Rath, S. G. Valavi, K. Geetha and
A. R. Chakravarty, J. Organomet. Chem., 2000, 596, 232;
(d) J.-P. Djukic, A. Berger, M. Duquenne, M. Pfeffer, A. de Cian and
N. Kyritsakas-Gruber, Organometallics, 2004, 23, 5757.

11 (a) S. Fernandez, M. Pfeffer, V. Ritleng and C. Sirlin, Organometallics,
1999, 18, 2390; (b) R. L. Lagadec, L. Rubio, L. Alexandrova,
R. A. Toscano, E. V. Ivanova, R. Meškys, V. Laurinavicius, M. Pfeffer
and A. D. Ryabov, J. Organomet. Chem., 2004, 689, 4820;
(c) J.-B. Sortais, N. Pannetier, N. Clément, L. Barloy, C. Sirlin,
M. Pfeffer and N. Kyritsakas, Organometallics, 2007, 26, 1868;
(d) J.-B. Sortais, N. Pannetier, A. Holuigue, L. Barloy, C. Sirlin,
M. Pfeffer and N. Kyritsakas, Organometallics, 2007, 26, 1856.

12 (a) M. Pfeffer, J. P. Sutter and E. P. Urriolabeitia, Bull. Soc. Chim. Fr.,
1997, 12, 4464; (b) W. Ferstl, I. K. Sakodinskaya, N. Beydoun-Sutter,
G. Le Borgne, M. Pfeffer and A. D. Ryabov, Organometallics, 1997, 16,
411.

13 (a) D. L. Davies, O. Al-Duaij, J. Fawcett, M. Giardiello, S. T. Hilton and
D. R. Russell, Dalton Trans., 2003, 4132; (b) D. L. Davies, O. Al-Duaij,
J. Fawcett and K. Singh, Organometallics, 2010, 29, 1413;
(c) Y. Boutadla, D. L. Davies, R. C. Jones and K. Singh, Chem.–Eur. J.,
2011, 17, 3438; (d) Y. Boutadla, D. L. Davies, O. Al-Duaij, J. Fawcett,
R. C. Jones and K. Singh, Dalton Trans., 2010, 39, 10447.

14 Y. Boutadla, O. Al-Duaij, D. L. Davies, G. A. Griffith and K. Singh,
Organometallics, 2009, 28, 433.

15 S. Oi, Y. Ogino, S. Fukita and Y. Inoue, Org. Lett., 2002, 4,
1783.

16 B. Li, C. B. Bheeter, C. Darcel and P. H. Dixneuf, ACS Catal., 2011, 1,
1221.

17 B. Li, K. Devaraj, C. Darcel and P. H. Dixneuf, Tetrahedron, 2012, 68,
5179.

18 G. Martin and J. Boncella, Organometallics, 1989, 8, 2968. Cationic ruthe-
nium(II) cyclometallated benzylideneaniline PhC(R)vNPh (R = H, Me) were
obtained on reaction with RuCl2(PMe3)(C6Me6) and 2 equiv. of AgBF4.

19 J. Perez, V. Riera, A. Rodriguez and D. Miguel, Organometallics, 2002,
21, 5437. Benzodiazepine on reaction with [RuCl2(p-cymene)]2
generated the (N,C)-ruthenacycle involving its arylimine moiety in the
presence of NEt3 in dichloromethane.

20 (a) L. Li, W. W. Brennessel and W. D. Jones, Organometallics, 2009, 28,
3492. For rhodium complexes, the cyclometallation of arylimines was
accelerated by NaOAc and aryl donating groups. The region-selectivity of
C–H bond deprotonation, independent of temperature, was shown to be
mostly sensitive to the steric effects; (b) C. Scheeren, F. Maasarani,
A. Hijazi, J. P. Djukic, M. Pfeffer, S. D. Zaric, X. F. Le Goff and
L. Ricard, Organometallics, 2007, 26, 3336; (c) Y.-K. Sau, X.-Y. Yi,
K.-W. Chan, C.-S. Lai, I. D. Williams and W.-H. Leung, J. Organomet.
Chem., 2010, 695, 1399; (d) J. F. Hull, D. Balcells, J. D. Blakemore,
C. D. Incarvito, O. Eisenstein, G. W. Brudvig and R. H. Crabtree, J. Am.
Chem. Soc., 2009, 131, 8730.

21 B. Demerseman, D. M. Mbaye, D. Semeril, L. Toupet, C. Bruneau and
P. H. Dixneuf, Eur. J. Inorg. Chem., 2006, 1174.

22 Crystallographic data for compounds 3a and 3d have been deposited
with the Cambridge Crystallographic Data Centre as supplementary
publications CCDC 891360 and 891361.

23 Complex 5 was previously made from [RuCl2(p-cymene)]2 by transme-
tallation with a mercury salt,10d and from phenylpyridine in the presence
of 2.5 equiv. of NaOAc at r.t. in CH2Cl2 (64%),14 and from KOAc in
acetonitrile.6

24 This complex 12 was previously obtained by Davies by insertion of
diphenylacetylene into complex 7 (42%).13

This journal is © The Royal Society of Chemistry 2012 Dalton Trans., 2012, 41, 10934–10937 | 10937

D
ow

nl
oa

de
d 

by
 W

as
hi

ng
to

n 
U

ni
ve

rs
ity

 in
 S

t. 
L

ou
is

 o
n 

13
/0

5/
20

13
 1

4:
13

:2
9.

 
Pu

bl
is

he
d 

on
 3

0 
Ju

ly
 2

01
2 

on
 h

ttp
://

pu
bs

.r
sc

.o
rg

 | 
do

i:1
0.

10
39

/C
2D

T
31

40
1K

View Article Online

http://dx.doi.org/10.1039/c2dt31401k

