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Abstract: Metal�metal singly-bonded diruthenium com-
plexes, bridged by naphthyridine-functionalized N-hetero-
cyclic carbene (NHC) ligands featuring a hydroxy appendage
on the naphthyridine unit, are obtained in a single-pot reac-
tion of [Ru2(CH3COO)2(CO)4] with 1-benzyl-3-(5,7-dimethyl-
1,8-naphthyrid-2-yl)imidazolium bromide (BIN·HBr) or 1-iso-
propyl-3-(5,7-dimethyl-1,8-naphthyrid-2-yl)imidazolium bro-
mide (PIN·HBr), TlBF4, and substituted benzaldehyde contain-
ing an electron-withdrawing group. The modified NHC-
naphthyridine-hydroxy ligand spans the diruthenium unit in
which the NHC carbon and hydroxy oxygen occupy the axial
sites. All the synthesized compounds catalyze acceptorless
dehydrogenation of alcohols to the corresponding alde-
hydes in the presence of a catalytic amount of weak base
1,4-diazabicyclo[2.2.2]octane (DABCO). Further, acceptorless
dehydrogenative coupling (ADHC) of the alcohol with

amines affords the corresponding imine as the sole product.
The substrate scope is examined with 1 (BIN, p-nitrobenzal-
dehyde). A similar complex [Ru2(CO)4(CH3COO)(3-PhBIN)][Br] ,
that is devoid of a hydroxy arm, is significantly less effective
for the same reaction. Neutral complex 1 a, obtained by de-
protonation of the hydroxy arm in 1, is found to be active
for the ADHC of alcohols and amines under base-free condi-
tions. A combination of control experiments, deuterium la-
beling, kinetic Hammett studies, and DFT calculations sup-
port metal–hydroxyl/hydroxide and metal–metal coopera-
tion for alcohol activation and dehydrogenation. The bridg-
ing acetate plays a crucial role in allowing b-hydride elimina-
tion to occur. The ligand architecture on the diruthenium
core causes rapid aldehyde extrusion from the metal coordi-
nation sphere, which is responsible for exclusive imine
formation.

Introduction

In metal-catalyzed reactions, the catalytic activity is mainly
metal-based, whereas the ligand plays important roles in mod-
ulating electron density on the metal and controlling the steric
environment around it. However, there is an emerging class of
catalysts in which the ligand actively participates in bond-
breaking and bond-making processes, causing a reversible
structural transformation of the catalyst during substrate acti-
vation and product formation.[1] Synergistic cooperation be-
tween metal and ligand is recognized to promote superior cat-
alytic activity both in natural and synthetic systems.[2]

The concept of metal–ligand cooperativity has been exploit-
ed to develop a new generation of bifunctional catalysts.
Noyori’s catalyst (Scheme 1, I), which utilizes metal–amine/

metal–amide interconversion for the hydrogenation of carbon-
yl and carbonyl-type compounds, inspired much activity in this
area.[3] The interplay between Lewis acidic Rh and coordinated
amide nitrogen in Gr�tzmacher’s catalyst (II) is linked to dehy-
drogenative coupling of primary alcohols with water, metha-
nol, or amine.[4] Milstein’s elegant PNP–Ru (III) and PNN–Ru (IV)
systems display an interesting mode of cooperation involving

Scheme 1. Metal–ligand cooperating catalysts.
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ligand aromatization/dearomatization, which is exploited for
catalytic dehydrogenative synthesis of esters, acetals, imines,
amines, and amides from alcohols and the reverse reactions.[5]

Aliphatic PNP pincer complexes catalyze transfer hydrogena-
tion of ketones and imines, hydrogenation of esters, and dehy-
drogenation of ammonia–boron adducts.[6] Shvo’s catalyst (V)
dehydrogenates secondary alcohols following a simultaneous
b-elimination and proton transfer to the metal.[7] Although the
original catalyst is a dinuclear complex, the active species con-
tains a single Ru.[8] Yamaguchi and Fujita reported an Ir catalyst
that contains hydroxy pyridine for acceptorless dehydrogena-
tion of secondary alcohols.[9] Morris et al. have performed de-
tailed mechanistic investigations of alcohol-assisted outer-
sphere hydrogenation of ketones catalyzed by a Ru–NHC com-
plex incorporating an amine appendage (VI).[10] Gelman intro-
duced a dibenzobarrelene-based PC(sp3)P pincer ligand (VII)
that features -CH2OH arms.[11] Intramolecular cooperation be-
tween the metal and the hydroxide functionality brings about
the acceptorless dehydrogenative coupling (ADHC) of alcohols
with amines.[12]

Recent activities on bifunctional catalysis have fo-
cused on the discovery of new cooperation modes
and the fabrication of novel molecular platforms.
Carefully designed metal–ligand cooperation has the
potential to realize better performing catalysts and
enable the development of new reactions. We have
been exploring bimetallic reactivity with the inten-
tion of developing useful catalysts based on bimetal-
lic systems.[13] Towards this end, naphthyridine-func-

tionalized N-heterocyclic
carbene (NHC) ligands
have been incorporated
on a metal–metal singly
bonded [RuI–RuI] plat-
form.[14] Site-directed anchoring of
the ligand afforded a bridged com-
plex VIII (Scheme 2) featuring an
accessible axial site that was ex-
ploited for carbene-transfer cataly-
sis to a variety of substrates.[14] We
proposed that the introduction of
a protonic arm (�XH; X = O, N)
might result in cooperative action

with the metal at the axial site, as illustrated in Scheme 3.
Functionalization at the ortho-position of the naphthyridine

unit is a difficult exercise. This was, however, previously ach-
ieved through the use of an aldol-type C�C bond-formation re-
action between the naphthyridine ortho-methyl substituent

and carbonyl compounds on a [Ru2(CO)4]2 + framework
(Scheme 4).[15] In this work, electron-deficient aromatic benzal-
dehydes were found to work well with naphthyridine-NHC li-
gands. Four new diruthenium(I) complexes are described bear-
ing ligands that offers a protonic arm at the site trans to the
Ru�Ru bond (Scheme 5). These compounds activate the alco-
hol and catalyze ADHC of alcohols with amines for exclusive
formation of the corresponding imine. The metal–ligand coop-
eration mechanism is also examined in this work.

Results and Discussion

Single-pot reaction between [Ru2(CO)4(CH3COO)2] , 1-benzyl-3-
(5,7-dimethyl-1,8-naphthyrid-2-yl)imidazolium bromide
(BIN·HBr) or 1-isopropyl-3-(5,7-dimethyl-1,8-naphthyrid-2-yl)imi-
dazolium bromide (PIN·HBr), TlBF4, and benzaldehydes contain-
ing an electron-withdrawing group in the para position, pro-
vided compounds 1–4. Metal coordination of the BIN or PIN
ligand is vital prior to C�C coupling. Isolation of [Ru2(CO)4-
(CH3COO)(3-PhBIN)](Br) (VIII) confirmed the bridging disposi-
tion of the ligand on the diruthenium(I) core.[14] TlBF4 removed
the axial bromide, and subsequent aldol-type C�C bond for-
mation with different aldehydes gave the desired compounds.
It must be noted here that only electron-deficient benzalde-
hydes containing an electron-withdrawing nitro, cyanide, or tri-
fluoromethyl group afforded coupled products ; attempts to
use ketones or electron-rich aldehydes failed. These results are
in contrast to C�C coupled products obtained with a variety of
ketones and 2-methyl-naphthyridine on the [Ru2(CO)4]2 +

core.[15] Natural population analysis charge (NPA) calculations
on [Ru2(CO)4(CH3COO)(3-PhBIN)]Br show that NHC-based li-
gands make the Ru centers sufficiently electron rich,[14] but fails
to activate ketones or electron-rich aldehydes efficiently. An-
other plausible explanation involves the trans NHC unit, which

Scheme 2. Napthyridine–NHC
bridged diruthenium(I)
complex.

Scheme 3. Proposed metal–ligand interplay at axial site of a diruthenium
platform.

Scheme 4. C�C bond-forming reaction through aldol-type addition on
a [Ru2(CO)4] core.

Scheme 5. Syntheses of diruthenium–NHC complexes bearing a protonic arm at the axial
site (present work).
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prohibits strong axial binding of the aldehyde and means that
the carbonyl carbon is not electrophilic enough to be attacked
by the methyl carbon.

The X-ray structure of [Ru2(L1)(CO)4(CH3COO)][BF4] , in which
L1 = 2-[7-(3-benzyl-1H-imidazol-1-ylidene)-5-methyl-1,8-naph-
thyridin-2-yl]-1-(4-nitrophenyl)ethanol (1; Figure 1) revealed the
formation of a modified naphthyridine-NHC ligand L1 through
C�C bond formation between BIN and p-nitrobenzaldehyde.
The diruthenium unit is spanned by the ligand and is addition-
ally bridged by an acetate unit. Two carbonyl groups are ori-
ented cis to each ruthenium. The Ru�Ru distance 2.667(1) � is
similar to that previously reported for the naphthyridine-NHC
bridged diruthenium complex Ru2(CO)4(CH3COO)(3-PhBIN)Br
(VIII ; 2.691(1) �).[14] The carbene carbon is axially coordinated
and the second axial site is occupied by a weakly bound OH
group, with a Ru�O distance of 2.338(4) �. The strong trans
effect of the carbene carbon leads to a longer Ru�O distance
compared with [Ru2(CO)4(L’)2][BF4]2 (IX ; L’= 2-methyl-1-(1,8-
naphthyridin-2-yl)propan-2-ol) (2.244(6) �).[15] Similar com-
pounds were achieved for p-nitrobenzaldehyde (2 ; Figure S1 in
the Supporting Information), p-cyanobenzaldehyde (3 ; Fig-
ure S3), and p-trifluoromethylbenzaldehyde (4 ; Figure S5) with
PIN as NHC ligand. All four compounds feature a common hy-
droxy arm at the axial site of the Ru2(CO)4 core.

The 1H NMR spectrum of 1 reveals an interesting pattern
(Figure S7). The methylene ’CH2’ protons show two apparent
AB quartet signals centered at d= 4.03 and 4.35 ppm with
2J(H,H) values 14.4 and 14.2 Hz, respectively. The appearance of
the AB pattern is due to a comparable chemical shift difference
and coupling constant. The remaining 1H signals are consistent
with its solid-state structure. The carbene carbon is observed
at d= 173 ppm in the 13C NMR spectrum, and the ESI-MS ex-
hibits the expected signal at m/z 842, which is assigned for
[1�BF4]+ (Figure 2).

Catalysts that perform acceptorless dehydrogenation (AD)
are of significant importance.[16] The process involves extraction
of hydrogen from unreactive alcohol without the need for

a stoichiometric amount of oxidant, thereby providing a non-
polluting route to aldehydes and related products.[17] The ac-
cessible protonic arm at the axial site of the diruthenium–NHC
complexes prompted us to study possible bifunctional accept-
orless dehydrogenation of alcohols to aldehydes. Reaction of
1 mmol benzyl alcohol and 1 mol % catalyst 1 in toluene at
reflux for 24 h in the presence of 5 mol % KOH afforded 98 %
conversion into benzaldehyde. More importantly, addition of
1.2 mmol benzylamine and 4 � molecular sieves to this reac-
tion afforded N-benzylidene benzylamine as a single product
in high yield (>90 %). First we screened a range of bases in
the model reaction involving 1 mmol benzyl alcohol and
1.2 mmol benzylamine. Interestingly, conversions were very
similar for a range of bases, including KOH, KOtBu, NaH, 1,8-
diazabicyclo[5.4.0]undec-7-ene (DBU) and 1,4-diazabicyclo-
[2.2.2]octane (DABCO) (Table 1). Only 5 mol % base was suffi-
cient to afford maximum conversion with 1 mol % catalyst.
Subsequent reactions were performed with DABCO as base.
Molecular sieves were essential for imine formation; perform-
ing the reaction in their absence gave a mixture of products
(aldehyde, amine and imine). The reaction was not efficient at
room temperature and best results were obtained in toluene
at reflux (110 8C). Compounds 2–4 were also employed for the
model reaction under the optimized conditions and they af-
forded similar conversions (92–95 %; Table 2). Remaining stud-
ies were carried out with 1 because of its easy accessibility as
a pure, crystalline product.

The substrate scope was then examined under the opti-
mized conditions (catalyst 1 (1 mol %), alcohol/amine (1:1.2
mol), DABCO (5 mol %), 4 � molecular sieves, toluene, reflux,
24 h). Electron-rich p-methoxybenzyl alcohol gave excellent
conversions into the corresponding imines with benzylamine
(96 %; Table 3, entry 1), p-methylbenzylamine (94 %; entry 2),
cyclohexylamine (94 %; entry 3), and hexylamine (91 %; entry 4).
Substrates p-methylbenzyl alcohol and benzyl alcohol afforded
good yields with a range of amines (92–71 %; entries 6–15).
Electron-deficient p-nitrobenzyl alcohol gave relatively lower
yields compared with electron-rich alcohols (entries 16 and 17).
Reaction of 2-phenylethanol with benzylamine or hexylamine
provided 86 and 82 % imine (entries 18 and 19). Long-chain al-

Figure 1. Molecular structure (40 % probability thermal ellipsoids) of 1 with
important atoms labeled. Hydrogen atoms are omitted for clarity. Selected
bond lengths [�] and angles [8]: Ru1�Ru2 2.667(1), Ru2�C20 2.061(5), Ru1�
C2 1.833(6), Ru1�O5 2.134(3), Ru1�N4 2.192(4), Ru1�O9 2.338(4), Ru2�C1
1.843(5). C4-Ru1-Ru2 95.3(2), O5-Ru1-Ru2 82.9(1), N4-Ru1-Ru2 85.3(2), O9-
Ru1-Ru2 152.8(1), C20-Ru2-O6 83.1(2), C20-Ru2-N3 77.3(2), C20-Ru2-Ru1
157.7(2), O6-Ru2-Ru1 84.2(9), C5-O6-Ru2 121.6(3), C31-O9-Ru1 121.8(3).

Figure 2. Simulated (dotted line) and experimental (solid line) mass distribu-
tions for [1�BF4]+ .
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cohols octanol and hexanol afforded lower yields than benzyl
alcohol when treated with benzylamine and hexylamine (en-
tries 20–23). With 2-ethoxyethanol, benzylamine and hexyla-
mine provided 80 and 72 % imine, respectively. Aniline convert-
ed into the corresponding imines when reacted with p-me-
thoxybenzyl alcohol (81 %), p-methylbenzyl alcohol (79 %), or
benzyl alcohol (71 %) (entries 5, 10 and 15).

The Ru–NHC complex [RuCl2(IiPr)(p-cymene)] (IiPr = 1,3-diiso-
propylimidazol-2-ylidene) catalyzes imine formation from alco-

Table 1. Screening of base for imine formation catalyzed by 1.[a]

Entry Base Conversion [%][b]

1 KOH 95
2 KOtBu 95
3 NaH 94
4 DBU 92
5 DABCO 92

[a] Reaction conditions: benzyl alcohol (1 mmol), benzylamine (1.2 mmol),
base (5 mol %), catalyst 1 (1 mol %), toluene, 4 � molecular sieves, reflux,
24 h. [b] Conversions determined by GC analysis.

Table 2. Catalyst screening.[a]

Entry Catalyst Base Conversion [%][b]

1 1 DABCO 92
2 2 DABCO 92
3 3 DABCO 91
4 4 DABCO 91
5 1 a DABCO 93
6 1 a – 66 [c]

7 VIII DABCO 55
8 IX DABCO 68, 86[d]

[a] Reaction conditions (unless mentioned otherwise): benzyl alcohol
(1 mmol), benzylamine (1.2 mmol), DABCO (5 mol %), catalyst (1 mol %),
toluene, 4 � molecular sieves, reflux, 24 h. [b] Conversions determined by
GC analysis. [c] Without any base. [d] After 48 h at 130 8C in p-xylene as
solvent.

Table 3. Imine formation from alcohol and amine by catalyst 1.[a]

Entry Substrate Substrate Product Yield
[%][b]

1 96

2 94

3 94

4 91

5 81

6 92

Table 3. (Continued)

Entry Substrate Substrate Product Yield
[%][b]

7 87

8 85

9 85

10 79

11 90

12 87

13 87

14 84

15 71

16 81

17 71

18 86

19 82

20 88

21 84

22 83

23 72

24 80

25 72

[a] Reaction conditions: alcohol (1 mmol), amine (1.2 mmol), DABCO
(5 mol %), catalyst 1 (1 mol %), toluene, 4 � molecular sieves, reflux, 24 h.
[b] Yield determined by GC-MS analysis with nonane as internal standard.
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hols and amines with DABCO,[18] but gave amide in the pres-
ence of strong base KOtBu (15 mol %) and additive PCy3·HBF4

(5 mol %).[19] Bifunctional catalyst 1, however, gave only imine,
irrespective of the nature of the base. Furthermore, 1 also af-
forded an imine in the case of aniline, for which the Ru–NHC
complex failed to give a clean product. Gelman’s bifunctional
catalyst (VII) showed catalytic activity for imine formation ex-
ploiting hydroxy/hydroxide cooperation.[12]

Diruthenium(I) catalyst [Ru2(CO)4(CH3COO)(3-PhBIN)][Br]
(VIII), which is devoid of a hydroxy appendage, dehydrogenat-
ed benzyl alcohol less efficiently than 1 under identical condi-
tions (59 vs. 98 %). Accordingly, lower imine conversion (55 %)
was observed for VIII than for 1 (92 %) for the model reaction
(Table 2, entry 7). This result implies that the hydroxy append-
age promotes alcohol dehydrogenation. We further employed
catalyst IX, which contains two naphthyridine-based ligands,
but this afforded lower imine conversion (68 %). The conver-
sion improved to 86 % upon prolonged heating for 48 h at ele-
vated temperature (130 8C).

The use of base was essential for this reaction; in the ab-
sence of base, catalyst 1 gave less than 5 % conversion for the
reaction between benzyl alcohol and benzylamine, and un-
reacted alcohol and amine were recovered from the reaction
mixture. Obtaining imines from alcohols and amines under
base-free conditions is a challenge met by very few catalysts.[5c]

A neutral complex 1 a, which exhibited high solubility in
common organic solvents, was synthesized by reacting 1 with
NaH in tetrahydrofuran (Scheme 6), and the 1H NMR spectrum

of this complex showed a downfield shift of the methylene
protons by Dd= 0.16 and 0.28 ppm compared with 1. The re-
maining proton signals in the NMR spectrum were similar to
those of 1. We could also achieve conversion of 1 a into 1 in
the presence of alcohol.[20] Compound 1 a catalyzed the model
ADHC reaction in the absence of any base with 55 % conver-
sion. p-Methoxybenzyl alcohol afforded 68 and 66 % imine
products with benzylamine and p-methylbenzylamine, respec-
tively, under base-free conditions, and the reaction between p-
methylbenzyl alcohol and benzylamine gave the correspond-
ing imine in 60 % conversion. Thus, the bimetallic Ru system
exhibited moderate activity under acceptorless and base-free
conditions for imine formation, although the yields were lower
than those obtained with Milstein’s PNP–Ru catalyst (III).[5c] The
conversion improved upon the addition of base, finally match-
ing the activity of 1.

We propose a bifunctional mechanism to account for the
conversion of alcohol into aldehyde. Because neutral 1 a exhib-
its substantial activity in the absence of base, it is assumed
that the active catalytic species is the deprotonated form of 1.
The alcohol is activated in a bifunctional manner to form axial
diruthenium-alkoxide, causing the hydroxy arm to open up
(Scheme 7). Subsequent b-hydride elimination of alkoxide pro-
duces the aldehyde and the [Ru–Ru]-H intermediate. In the ab-
sence of amine, the hydride intermediate has been identified
by a characteristic signal at d=�7.37 ppm in the 1H NMR spec-
trum.[21] The active catalyst is regenerated with the liberation
of hydrogen and the extruded aldehyde reacts with amine to
give the imine as the final product.[22]

To investigate the mechanism in more detail, we carried out
studies with deuterated alcohol. A model imination reaction in
[D8]toluene did not afford deuterated product, thus ruling out
the possibility of isotope scrambling from solvent. Reaction of
a,a-[D2]-benzyl alcohol with benzylamine gave deuterated N-
benzylidene benzylamine as the major product (93:7 D/H ob-
served by GC-MS analysis; Scheme 8). The conventional metal-

based mechanism involves a RuII-dihydride species, which un-
dergoes reductive elimination followed by oxidative addition
of alcohol to a RuII-hydride-alkoxide species (see
Scheme S1).[18, 23] Such a process necessarily leads to hydrogen
scrambling in the product. Madsen et al. observed 42 % hydro-
gen incorporation for the catalyst [RuCl2(IiPr)(p-cymene)] ,
which lacks functional attributes for metal–ligand coopera-
tion.[18] The absence of significant isotope scrambling is indica-
tive of a bifunctional mechanism that involves a Ru-monohy-
dride intermediate.[24] The 1H NMR spectrum reveals only one

Scheme 6. Synthesis of compound 1 a.

Scheme 7. Proposed mechanism for imine formation.

Scheme 8. Imination with a,a-[D2]-benzyl alcohol by catalyst 1.
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signal corresponding to the metal-hydride.[25] The dehydrogen-
ation step involves the metal-hydride and the accessible ligand
proton. The presence of the generated hydrogen gas was con-
firmed by GC (thermal detector) techniques.[26]

One important aspect of catalyst 1 is that it selectively af-
fords imines without any trace of amide or other side-prod-
ucts. It is recognized that the ability of the metal unit to bind
the intermediate product aldehyde determines the product
identity.[5c, 27] The amine attacks the metal-coordinated alde-
hyde and gives a hemiaminal that undergoes dehydration to
afford an imine or, alternatively, an amide is obtained that is
generated through a second dehydrogenation process.[27] The
NHC-based ligand architecture on the diruthenium core en-
sures rapid extrusion of aldehyde from the metal coordination
sphere, which, on reaction with amine, produces imine and
water. A reaction of benzyl alcohol with catalyst 1 did not
afford any trace of benzyl benzoate (GC-MS analysis) after 24 h,
supporting the assertion that the aldehyde is rapidly extruded
from the metal core.[23]

The key step in the acceptorless alcohol dehydrogenation
reaction is b-hydride elimination, which requires a vacant site
cis to the alkoxide group.[28] The bridging acetate in 1 possibly
moves away from m2 to h1 mode, providing a pathway for the
elimination to occur. This is apparent because complex IX,
which features hydroxy arms but does not contain acetate,
gave lower yields under identical reaction conditions. The con-
version improved on prolonged heating at higher temperature
(Table 2, entry 8). It is assumed that one of the ligands under-
goes demetallation at high temperature, paving the way for
the reaction to occur.

Kinetic Hammett studies were carried out to investigate the
key b-hydride elimination step. Benzyl alcohol was allowed to
compete with para-substituted benzyl alcohols (X = OMe, Me,
F, NO2) in reaction with benzylamine (Scheme S2). The progress
of the reaction was monitored by GC-MS analysis and a linear

relationship was obtained for the plot of ln(c0/c) of substituted
benzyl alcohols against the same values for benzyl alcohol
(Table S1), confirming first-order dependence of the reaction
with respect to alcohol. The slopes of the straight lines gave
relative reactivities (kX/kH), which were plotted against all possi-
ble s values (s+ , s� , s .) of a particular substituent.[19a, 29] A
straight line was successfully generated only with s+ with
a negative slope (1=�0.703) (Figure S9), which suggests the
generation of a positive charge at the benzylic position of the
alcohol, thus supporting the proposition of b-hydride elimina-
tion for the conversion of alcohol into aldehyde.

To gain further mechanistic insight on the b-hydride elimina-
tion and the role of acetate, we carried out DFT calculations at
the B3LYP level of theory. A simplified system was chosen
whereby the benzyl group at the imidazolyl nitrogen was re-
placed by a methyl group and methanol was considered as
the substrate. The optimized structure of the active catalytic
species (Scheme 9, A) showed axial coordination of the hydrox-
ide (Ru2�O2 = 2.133 �; aRu1-Ru2-O2 = 155.48). Methanol addi-
tion resulted in an axial [Ru–Ru]-OCH3 species B (Ru2�O3 =

2.148 �) forcing the arm to open up as the hydroxy. The bridg-
ing acetate then moved away to h1-bound mode, paving the
way for b-elimination. Because we looked for an axial hydride
prior to dehydrogenation, species C was optimized whereby
the methoxide migrated from the axial to the equatorial site
(Ru2�O3 = 2.044 �), keeping the axial site open (Ru2···H1 =

3.076 �), and it was calculated to be marginally higher
(0.82 kcal mol�1) in energy than B. The methoxide then
changes its orientation to generate an agostic complex D that
involves C�H interaction with the metal (Ru2···H2 = 2.196 �).
Subsequent b-hydride elimination leads to an axial [Ru–Ru]-H
species E via transition state TS-DE, corresponding to a free
energy of activation of 16.11 kcal mol�1. The TS-DE that con-
nects D and E was calculated to have a single imaginary fre-
quency of �394.21 cm�1, and involved movement of one

Scheme 9. Computed reaction pathway for alcohol dehydrogenation catalyzed by 1.
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methyl proton H2 towards Ru2 and methyl carbon C1 towards
methoxide oxygen O3. The Ru�H distance in E was calculated
to be 1.688 �, and the Ru2�O3 (2.219 �) and Ru2�C1 (2.248 �)
distances revealed a side-on interaction with the aldehyde. A
more stable intermediate (F ; 3.26 kcal mol�1) was also comput-
ed whereby the aldehyde binds through the carbonyl oxygen
(Ru2�O3 = 2.185 �; C1�O3 = 1.159 �). The acetate reverts to
the bridging mode, expelling aldehyde from the metal coordi-
nation sphere (G), in a process that is energetically favorable
by 8.97 kcal mol�1. The active catalyst A is regenerated by liber-
ation of hydrogen. Thus, catalyst 1 displays both Ru–hydroxy/
hydroxide and Ru�Ru cooperation for alcohol dehydrogena-
tion and subsequent selective imine formation.

Conclusion

Catalyst 1 exhibits both metal–metal and metal–ligand cooper-
ation for the dehydrogenative coupling reaction between alco-
hols and amines. Alcohol addition at the axial site followed by
b-hydride elimination produces aldehyde and hydrogen. Deu-
terium labeling and kinetic experiments confirm bifunctional
alcohol activation and dehydrogenation in the catalytic cycle.
A similar diruthenium(I)–NHC complex without the hydroxy ap-
pendage was shown to be a poor catalyst. These results under-
score the metal–ligand cooperation in the activity of catalyst 1.
Furthermore, the bridging acetate on the diruthenium unit
plays an important role in allowing effective b-elimination to
occur. The NHC-based ligand architecture promotes aldehyde
extrusion from the metal coordination sphere, and the alde-
hyde then reacts with amine to give the corresponding imine
with the loss of a water molecule. The inability of the aldehyde
to reside on the dimetal core ensures no side-products such as
amides are produced. The present work demonstrates metal–
hydroxy/hydroxide cooperation that is reminiscent of Gelman’s
system but on a [RuI�RuI] platform.[12]

Experimental Section

General Procedures

All reactions with metal complexes were carried out under an at-
mosphere of purified nitrogen by using standard Schlenk vessel
and vacuum line techniques. Infrared spectra were recorded in the
range 4000–400 cm�1 on a Perkin Elmer Spectrum Two with KBr
pellets. 1H NMR spectra were obtained on a JEOL JNM–LA 400 and
500 MHz spectrometer. 1H NMR chemical shifts were referenced to
the residual hydrogen signal of the deuterated solvents. ESI-MS
were recorded on a Waters Micromass Quattro Micro triple quadru-
pole mass spectrometer. Elemental analyses were performed on
a Thermoquest EA1110 CHNS/O analyzer. GC-MS experiments were
performed on an Agilent 7890A GC and 5975C MS system. The re-
crystallized compounds were powdered, washed several times
with dry diethyl ether or hexane, and dried in vacuo for at least
48 h prior to elemental analyses. Melting points were measured in
open capillaries on a JSGW melting point apparatus and are
uncorrected.

Materials

Solvents were dried by conventional methods, distilled under nitro-
gen, and deoxygenated prior to use. RuCl3·nH2O (39 % Ru) was pur-
chased from Arora Matthey, India. The compounds Ru2(CO)4-
(CH3COO)2, BIN·HBr, and PIN·HBr were synthesized by following the
literature procedures.[13, 14, 30] Benzyl alcohol-a,a-[D]2 was purchased
from Sigma-Aldrich and used without further purification.

Synthesis of 1: The ligand precursor BIN·HBr (69 mg, 0.17 mmol)
was added to an acetonitrile solution of Ru2(CH3COO)2(CO)4

(75 mg, 0.17 mmol) and the mixture was stirred at 60 8C for 48 h.
TlBF4 (49 mg, 0.17 mmol) was then added and stirred for an addi-
tional 30 min. The resulting mixture was filtered through a small
pad of Celite. The clear red solution was completely evaporated
under reduced pressure. The solid mass was dissolved in 15 mL of
dichloromethane. p-Nitrobenzaldehyde (40 mg, 0.26 mmol) was
added to this solution, which was stirred at room temperature for
12 h. The solvent was evaporated to dryness, and 10 mL of hexane
was added with stirring to induce precipitation. The red solid was
isolated, washed with hexane, and dried in vacuo. Crystals suitable
for X-ray diffraction were grown by layering petroleum ether over
a concentrated dichloromethane solution of compound 1 inside an
8 mm o.d. vacuum-sealed glass tube. Yield: 126 mg (78 %). M.p.
>250 8C; 1H NMR (500 MHz, CD3CN, 294 K): d= 8.96 (d, J = 9.3 Hz,
1 H, NP), 8.49 (d, J = 9.2 Hz, 1 H, NP), 8.11 (d, J = 2.2 Hz, 1 H, Imdz),
8.09 (d, J = 2.1 Hz, 1 H, Imdz), 7.64 (s, 1 H, NP), 7.46–7.33 (m, 9 H,
2Ph), 5.62 (s, 2 H, CH2

benzyl), 5.60–5.58 (m, 1 H, CHCHOH), 4.35 (dd, J1 =
14.2 Hz, J2 = 2 Hz, 1 H, CH2), 4.03 (dd, J1 = 14.4 Hz, J2 = 2 Hz, 1 H,
CH2), 2.83 (s, 3 H, CH3

NP), 2.55 ppm (s, 3 H, CH3
OAc) ; 13C NMR

(125.8 MHz, CD3CN, 296.2 K): d= 210.2 (CO), 201.8 (CO), 196.6 (CO),
191.6 (CO), 181.8 (OCOOAc), 172.9 (NCNIm), 156.9 (NCNNP), 155.3
(NNPCNIm), 152.3 (CCNNP), 152.3 (CCCNP), 141.2 (CCCNP), 140.8 (CCCNP),
135.6 (CCNPh), 135.3 (CCCNP), 130.5 (NCCIm), 129.2 (CCCPh), 129.0
(CCCPh), 128.8 (CCCPh), 128.5 (CCCPh), 127.9 (CCCPh), 127.6 (CCCbenzyl),
127.3 (CCCbenzyl), 126.9 (CCCbenzyl), 126.6 (CCCbenzyl), 124.4 (CCCbenzyl),
121.4 (CCCbenzyl), 119.5(CCCNP), 117.4 (NImCC), 55.6 (CCO), 49.6
(CCOOAc), 29.8 (CH3

NP), 28.1 ppm (CH2
NP) ; IR (KBr): n= 2071 (CO),

2025 (CO), 1951 (CO), 1425 (OAc), 1060 cm�1 (BF4); ESI-MS: m/z =
842 corresponding to [1�BF4]+ ; elemental analysis calcd (%) for
C33H26N5O9BF4Ru2 : C 42.82, H 2.83, N 7.57; found: C 42.71, H 2.72, N
7.58.

Synthesis of 1a : NaH (5 mg, 2 mmol) was added to [Ru2(L1)(CO)4-
(CH3COO)][BF4] (100 mg, 1 mmol) dissolved in 10 mL of THF and
the mixture was stirred for 6 h at room temperature. The THF was
removed and the sample evaporated to dryness, after which it was
redissolved in 15 mL of dichloromethane. The resulting mixture
was filtered through a small pad of Celite. The resulting filtrate was
concentrated under reduced pressure and petroleum ether was
added to induce precipitation. The violet-colored precipitate was
washed with petroleum ether and dried under vacuum. Yield:
90 mg (90 %). M.p. >250 8C; 1H NMR (500 MHz, CD3CN, 294 K): d=
8.96 (d, J = 9.3 Hz, 1 H, NP), 8.49 (d, J = 9.2 Hz, 1 H, NP), 8.11 (d, J =
2.2 Hz, 1 H, Im), 8.09 (d, J = 2.1 Hz, 1 H, Im), 7.64 (s, 1 H, NP), 7.46–
7.33 (m, 9 H, 2Ph), 5.62 (s, 2 H, CH2

benzyl), 5.60–5.58 (m, 1 H, CHCHOH),
4.49 (dd, J1 = 14.0 Hz, J2 = 2 Hz, 1 H, CH2), 4.1 (dd, J1 = 14.3 Hz, J2 =
2 Hz, 1 H, CH2), 2.83 (s, 3 H, CH3

NP), 2.55 ppm (s, 3 H, CH3
OAc) ;

13C NMR (125.8 MHz, CD3CN, 296.2 K): d= 210.2 (CO), 201.8 (CO),
196.6 (CO), 191.6 (CO), 181.3 (OCOOAc), 172.1 (NCNIm), 156.9 (NCNNP),
155.3 (NNPCNIm), 152.3 (CCNNP), 152.3 (CCCNP), 141.2 (CCCNP), 140.8
(CCCNP), 135.6 (CCNPh), 135.3 (CCCNP), 130.5 (NCCIm), 129.2 (CCCPh),
129.0 (CCCPh), 128.8 (CCCPh), 128.5 (CCCPh), 127.9 (CCCPh), 127.6
(CCCbenzyl), 127.3 (CCCbenzyl), 126.9 (CCCbenzyl), 126.6 (CCCbenzyl), 124.4
(CCCbenzyl), 121.4 (CCCbenzyl), 119.5 (CCCNP), 117.4 (NImCC), 55.6 (CCO),
49.4 (CCOOAc), 29.8 (CH3

NP), 28.1 ppm (CH2
NP); IR (KBr): n= 2071 (CO),
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2025 (CO), 1951 (CO), 1425 cm�1 (OAc); elemental analysis calcd
(%) for C33H25N5O9Ru2 : C 47.31, H 3.01, N 8.36; found: C 47.26, H
2.98, N 8.32.

Synthesis of 2 : Compound 2 was synthesized following a similar
procedure employed for the synthesis of 1 by using PIN·HBr
(60 mg, 0.17 mmol), Ru2(CO)4(CH3COO)2 (75 mg, 0.17 mmol), TlBF4

(49 mg, 0.17 mmol), and p-nitrobenzaldehyde (40 mg, 0.26 mmol).
Crystals suitable for X-ray diffraction were grown by layering
hexane over a concentrated dichloromethane solution of 2 inside
an 8 mm o.d. vacuum-sealed glass tube. Yield: 113 mg (74 %). M.p.
>250 8C; 1H NMR (400 MHz, CD3CN, 294 K): d= 8.94 (d, J = 9.2 Hz,
1 H, NP), 8.16 (d, J = 9.2 Hz, 1 H, NP), 8.10 (d, J = 2.3 Hz, 1 H, Im), 8.0
(d, J = 8.7 Hz, 2 H, Ph), 7.90 (d, J = 8.3 Hz, 2 H, Ph), 7.79 (s, 1 H, NP),
7.57 (d, J = 2.4 Hz, 1 H, Im), 5.03–5.09 (m, 1 H, CHCHOH), 4.35 (dd, J1 =
14.2 Hz, J2 = 2 Hz, 1 H, CH2), 4.01 (dd, J1 = 14.2 Hz, J2 = 2 Hz, 1 H,
CH2), 2.82 (s, 3 H, Me-NP), 2.75–2.76 (m, 1 H, CHiPr), 2.46 (s, 3 H,
CH3

OAc), 1.64 (s, 3 H, CH3
iPr), 1.63 ppm (s, 3 H, CH3

iPr) ; 13C NMR
(99.5 MHz, CD3CN, 296.2 K): d= 211.1 (CO), 206.5 (CO), 202.7 (CO),
191.9 (CO), 189.4 (NCNNP), 184.6 (NNPCNIm), 180.4 (OCOOAc), 179.4
(NCNIm), 162.4 (CCNNP), 156.3 (CCCNP), 153.2 (CCCNP), 142.2 (CCCNP),
141.2 (CCNPh), 139.1 (CCCNP), 133.2 (NCCIm), 129.8 (CCCPh), 127.0
(CCCPh), 125.1 (CCCPh), 123.0 (CCCPh), 121.5 (CCCPh), 120.4 (CCCNP),
119.2 (NImCC), 54.4 (CCO), 49.6 (CCOOAc), 48.9 (NCCiPr), 29.8 (CH3

NP),
28.1 (CH2

NP), 23.2 (CCCiPr), 18.5 ppm (CCCiPr) ; IR (KBr): n= 2071 (CO),
2025 (CO), 1951 (CO), 1426 (OAc), 1061 cm�1 (BF4); ESI-MS: m/z =
792 corresponding to [2�BF4]+ ; elemental analysis calcd (%) for
C31H28N5O9BF4Ru2 : C 39.74, H 2.87, N 7.99; found: C 39.69, H 2.81, N
7.84.

Synthesis of 3 : Compound 3 was synthesized following a similar
procedure employed for the synthesis of 1 by using PIN·HBr
(60 mg, 0.17 mmol), Ru2(CO)4(CH3COO)2 (75 mg, 0.17 mmol), TlBF4

(49 mg, 0.17 mmol), and p-cyanobenzaldehyde (34 mg, 0.26 mmol).
Crystals suitable for X-ray diffraction were grown by layering
hexane over a concentrated dichloromethane solution of 3 inside
an 8 mm o.d. vacuum-sealed glass tube. Yield: 107 mg (72 %). M.p.
>250 8C; 1H NMR (400 MHz, CD3CN, 294 K): d= 8.94 (d, J = 9.1 Hz,
1 H, NP), 8.53 (d, J = 9.4 Hz, 1 H, NP), 8.20 (d, J = 2.7 Hz, 1 H, Im), 8.0
(d, J = 8.7 Hz, 2 H, Ph), 7.98 (d, J = 8.5 Hz, 2 H, Ph), 7.90 (s, 1 H, NP),
7.50 (d, J = 2.4 Hz, 1 H, Im), 5.15–5.06 (m, 1 H, CHCHOH), 4.34 (dd, J1 =
14.1 Hz, J2 = 2 Hz, 1 H, CH2), 4.03 (dd, J1 = 14.2 Hz, J2 = 2 Hz, 1 H,
CH2), 2.83 (s, 3 H, Me-NP), 2.74–2.72 (m, 1 H, CHiPr), 2.46 (s, 3 H,
CH3

OAc), 1.66 (s, 3 H, CH3
iPr), 1.61 ppm (s, 3 H, CH3

iPr) ; 13C NMR
(99.5 MHz, CD3CN, 296.2 K): d= 210.1 (CO), 206.1 (CO), 201.2 (CO),
192.0 (CO), 187.2 (NCNNP), 184.1 (NNPCNIm), 179.1 (NCNIm), 162.0
(CCNNP), 156.7 (CCCNP), 153.0 (CCCNP), 142.7 (CCCNP), 141.4 (CCNPh),
139.8 (CCCNP), 133.2 (NCCIm), 129.2 (CCCPh), 127.5 (CCCPh), 124.7
(CCCPh), 123.0 (CCCPh), 121.1 (CCCPh), 120.0 (CCCNP), 119.2 (NImCC),
55.4 (CCO), 54.1 (OCOOAc), 48.9 (CCOOAc), 48.2 (NCCiPr), 29.6 (CH3

NP),
28.0 (CH2

NP), 22.9 (CCCiPr), 18.9 ppm (CCCiPr) ; IR (KBr): n= 2067 (CO),
2025 (CO), 1947 (CO), 1422 (OAc), 1060 cm�1 (BF4); ESI-MS: m/z =
772 corresponding to [3�BF4]+ ; elemental analysis calcd (%) for
C30H26N5O7BF4Ru2 : C 42.02, H 3.06, N 8.17; found: C 41.99, H 3.01, N
8.09.

Synthesis of 4 : Compound 4 was synthesized following a similar
procedure employed for the synthesis of 1 by using PIN·HBr ligand
precursor (60 mg, 0.17 mmol), Ru2(CO)4(CH3COO)2 (75 mg,
0.17 mmol), TlBF4 (49 mg, 0.17 mmol), and p-trifluromethylbenzal-
dehyde (45 mg, 0.26 mmol). Crystals suitable for X-ray diffraction
were grown by layering hexane over a concentrated dichlorome-
thane solution of 4 inside an 8 mm o.d. vacuum-sealed glass tube.
Yield: 129 mg (72 %). M.p. >250 8C; 1H NMR (400 MHz, CD3CN,
294 K): d= 8.80 (d, J = 5.5 Hz, 1 H, NP), 8.09 (d, J = 9.2 Hz, 1 H, NP),
8.08 (d, J = 2.3 Hz, 1 H, Im), 8.06 (d, J = 2.4 Hz, 1 H, Im), 7.67 (s, 1 H,

NP), 7.65 (d, J = 5.28 Hz, 2 H, Ph), 7.57 (d, J = 1.1 Hz, 2 H, Ph), 7.46
(d, J = 8.2 Hz, 2 H, Ph), 7.32 (d, J = 8.4 Hz, 2 H, Ph), 5.19–5.14 (m, 1 H,
CHCHOH), 4.06 (dd, J1 = 13.9 Hz, J2 = 4.6 Hz, 1 H, CH2), 3.71 (dd, J1 =
14.0 Hz, J2 = 3.2 Hz, 1 H, CH2), 2.43 (s, 3 H, Me-NP), 2.75–2.76 (m, 1 H,
CHiPr), 1.75 (d, J = 6.6 Hz, 3 H, CH3

iPr), 1.71 ppm (d, J = 6.7 Hz, 3 H,
CH3

iPr) ; 13C NMR (99.5 MHz, CD3CN, 296.2 K): d= 208.2 (CO), 203.9
(CO), 202.5 (CO), 184.2 (CO), 178.3 (NCNIm), 165.4 (NCNNP), 163.8
(OCO), 156.1 (NNPCNIm), 155.2 (CCNNP), 151.4 (CCCNP), 145.2 (CCCNP),
141.8 (CCCNP), 135.7 (CCNPh), 129.7 (CCCNP), 128.2 (NCCIm), 126.4
(CCCPh), 125.2 (CCCPh), 125.2 (CCCPh), 125.1 (CCCPh), 122.6 (CCCPh),
122.5 (CCCPh), 120.6 (CCCPh), 118.5 (CCCPh), 118.5 (CCCPh), 117.4
(CCCPh), 112.7 (CCCPh), 54.5 (FCC), 48.9 (NCCiPr), 23.2 (CCCiPr),
21.5 ppm (CCCiPr) ; 19F NMR (372.5 MHz, CD3CN, 294 K): d=�63.0
(CF3C6H4COO), �63.5 (CF3L4), �151.7 (BF4) ; IR (KBr): n= 2074 (CO),
2033 (CO), 1984 (CO), 1325 (CF3C6H4COO), 1066 cm�1 (BF4

–) ; ESI-MS:
m/z = 945 corresponding to [4�BF4]+ ; elemental analysis calcd (%)
for C36H27N4O7BF10Ru2 : C 41.96, H 2.64, N 5.44; found: C 41.90, H
2.61, N 5.38.

General procedure for the catalytic reaction

Complex 1 (9.26 mg, 0.01 mmol), DABCO (5.6 mg, 0.05 mmol), alco-
hol (1 mmol), amine (1.2 mmol), nonane (0.2 mmol), 4 � molecular
sieves (100 mg), and toluene (3 mL) were placed in an oven-dried
reaction vessel. The reaction mixture was heated at reflux at 110 8C
with stirring for 24 h. It was cooled to room temperature and the
solvent was removed in vacuo. The residue was purified by silica
gel column chromatography (hexane/Et2O 10:0!9:1 with 5 %
Et3N) to afford the imine.

X-ray data collection and refinement

Single-crystal X-ray studies were performed on a CCD Bruker
SMART APEX diffractometer equipped with an Oxford Instruments
low-temperature attachment. All the data were collected at
100(2) K using graphite-monochromated MoKa radiation (la =
0.71073 �). The frames were indexed, integrated, and scaled by
using the SMART and SAINT software packages[31] and the data
were corrected for absorption by using the SADABS program.[32]

The structures were solved and refined with the SHELX suite of
programs.[33] All hydrogen atoms were included in the final stages
of the refinement and were refined with a typical riding model.
Structure solution and refinement details for compounds 1–4 are
provided in the Supporting Information. Anisotropic treatment of
these three atoms resulted nonpositive definite displacement ten-
sors and were therefore subjected to isotropic refinement. The
“SQUEEZE” option in the PLATON program[34] was used to remove
a disordered solvent molecule from the overall intensity data of
compounds 1 and 4. Pertinent crystallographic data for com-
pounds 1–4 are summarized in Table S2 in the Supporting Informa-
tion. The crystallographic figures used in this manuscript have
been generated using Diamond 3.1e software.[35] CCDC-949508 (1),
949509 (2), 949510 (3), and 949511 (4) contain the supplementary
crystallographic data for this paper. These data can be obtained
free of charge from The Cambridge Crystallographic Data Centre
via www.ccdc.cam.ac.uk/data_request/cif.

Computational study

Calculations were performed by using density functional theory
(DFT) with Becke’s three-parameter hybrid exchange functional[36]

and the Lee–Yang–Parr correlation functional (B3LYP).[37] Geometry-
optimized structures were characterized fully by analytical frequen-
cy calculations as minima on the potential energy surface. The
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double-z basis set of Hay and Wadt (LanL2DZ) with a small core
(1s2s2p3s3p3d4s4p4d) effective core potential (ECP)[38] was used
for Ru. The ligand atoms H, N, C, and O atoms were described by
using the 6-31G(d,p) basis sets. All optimization calculations were
performed with the Gaussian 09 (G09)[39] suite of programs. Atomic
charges were calculated by natural population analysis (NPA) as im-
plemented in Gaussian 03.[40] Solvent effects were accounted for by
using methanol (e= 32.63), taking optimized geometries from gas-
phase calculations with a polarizable continuum model (PCM).[41]
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Phil. Trans. R. Soc. A 2005, 363, 901.

[4] T. Zweifel, J.-V. Naubron, H. Gr�tzmacher, Angew. Chem. 2009, 121, 567;
Angew. Chem. Int. Ed. 2009, 48, 559.

[5] a) J. Zhang, G. Leitus, Y. Ben-David, D. Milstein, J. Am. Chem. Soc. 2005,
127, 10840; b) C. Gunanathan, L. J. W. Shimon, D. Milstein, J. Am. Chem.
Soc. 2009, 131, 3146; c) B. Gnanaprakasam, J. Zhang, D. Milstein, Angew.
Chem. 2010, 122, 1510; Angew. Chem. Int. Ed. 2010, 49, 1468; d) C. Gu-
nanathan, D. Milstein, Angew. Chem. 2008, 120, 8789; Angew. Chem. Int.
Ed. 2008, 47, 8661; e) C. Gunanathan, Y. Ben-David, D. Milstein, Science
2007, 317, 790.

[6] a) M. K�ß, A. Friedrich, M. Drees, S. Schneider, Angew. Chem. 2009, 121,
922 – 924; Angew. Chem. Int. Ed. 2009, 48, 905 – 907; b) M. Bertoli, A.

Choualeb, A. J. Lough, B. Moore, D. Spasyuk, D. G. Gusev, Organometal-
lics 2011, 30, 3479; c) T. J. Schmeier, G. E. Dobereiner, R. H. Crabtree, N.
Hazari, J. Am. Chem. Soc. 2011, 133, 9274; d) Z. E. Clarke, P. T. Maragh,
T. P. Dasgupta, D. G. Gusev, A. J. Lough, K. Abdur-Rashid, Organometal-
lics 2006, 25, 4113; e) B. Askevold, J. T. Nieto, S. Tussupbayev, M. Diefen-
bach, E. Herdtweck, M. C. Holthausen, S. Schneider, Nat. Chem. 2011, 3,
532; f) M. Bertoli, A. Choualeb, D. G. Gusev, A. J. Lough, Q. Majora, B.
Moore, Dalton Trans. 2011, 40, 8941.

[7] a) Y. Shvo, D. Czarkie, Y. Rahamim, D. F. Chodosh, J. Am. Chem. Soc.
1986, 108, 7400; b) N. Menashe, Y. Shvo, Organometallics 1991, 10,
3885; c) Y. Shvo, D. Czarkie, J. Organomet. Chem. 1986, 315, C25.

[8] a) C. P. Casey, S. W. Singer, S. R. Powell, R. K. Hayashi, M. Kavana, J. Am.
Chem. Soc. 2001, 123, 1090; b) G. Csjernyik, A. H. �ll, L. Fadini, B. Pugin,
Jan-E. B�ckvall, J. Org. Chem. 2002, 67, 1657; c) R. Karvembu, R. Prabha-
karan, K. Natarajan, Coord. Chem. Rev. 2005, 249, 911; d) M. C. Warner,
C. P. Casey, Jan-E. B�ckvall, Top. Organomet. Chem. 2011, 37, 85 – 125.

[9] a) K.-i. Fujita, N. Tanino, R. Yamaguchi, Org. Lett. 2007, 9, 109; b) K.-i.
Fujita, T. Yoshida, Y. Imori, R. Yamaguchi, Org. Lett. 2011, 13, 2278.

[10] a) W. W. N. O, A. J. Lough, R. H. Morris, Organometallics 2012, 31, 2137;
b) W. W. N. O, A. J. Lough, R. H. Morris, Chem. Commun. 2010, 46, 8240;
c) W. W. N. O, A. J. Lough, R. H. Morris, Organometallics 2012, 31, 2152;
d) W. W. N. O, A. J. Lough, R. H. Morris, Organometallics 2009, 28, 6755.

[11] a) C. Azerraf, A. Shpruhman, D. Gelman, Chem. Commun. 2009, 466;
b) S. Musa, R. Romm, C. Azerraf, S. Kozuch, D. Gelman, Dalton Trans.
2011, 40, 8760; c) C. Azerraf, D. Gelman, Organometallics 2009, 28,
6578; d) C. Azerraf, D. Gelman, Chem. Eur. J. 2008, 14, 10364; e) D.
Gelman, R. Romm, Top. Organomet. Chem. 2013, 40, 289 – 318; f) K.
Oded, S. Musa, D. Gelman, J. Blum, Catal. Commun. 2012, 20, 68.

[12] S. Musa, S. Fronton, L. Vaccaro, D. Gelman, Organometallics 2013, 32,
3069.

[13] a) A. Sinha, M. Majumdar, M. Sarkar, T. Ghatak, J. K. Bera, Organometallics
2013, 32, 340; b) M. Majumdar, A. Sinha, T. Ghatak, S. K. Patra, N. Sadhu-
khan, S. M. W. Rahaman, J. K. Bera, Chem. Eur. J. 2010, 16, 2574; c) A.
Sinha, S. M. W. Rahaman, M. Sarkar, B. Saha, P. Daw, J. K. Bera, Inorg.
Chem. 2009, 48, 11114; d) M. Majumdar, S. K. Patra, M. Kannan, K. R.
Dunbar, J. K. Bera, Inorg. Chem. 2008, 47, 2212; e) S. K. Patra, J. K. Bera,
Organometallics 2006, 25, 6054; f) S. K. Patra, N. Sadhukhan, J. K. Bera,
Inorg. Chem. 2006, 45, 4007; g) J. K. Bera, N. Sadhukhan, M. Majumdar,
Eur. J. Inorg. Chem. 2009, 4023; h) S. K. Patra, S. M. W. Rahaman, M. Ma-
jumdar, A. Sinha, J. K. Bera, Chem. Commun. 2008, 2511; i) R. K. Das, B.
Saha, S. M. W. Rahaman, J. K. Bera, Chem. Eur. J. 2010, 16, 14459; j) R. K.
Das, M. Sarkar, S. M. W. Rahaman, H. Doucet, J. K. Bera, Eur. J. Inorg.
Chem. 2012, 1680; k) A. Sinha, P. Daw, S. M. Rahaman, B. Saha, J. K. Bera,
J. Organomet. Chem. 2011, 696, 1248; l) B. Saha, S. M. W. Rahaman, A.
Sinha, J. K. Bera, Aust. J. Chem. 2011, 64, 583.

[14] B. Saha, T. Ghatak, A. Sinha, S. M. W. Rahaman, J. K. Bera, Organometal-
lics 2011, 30, 2051.

[15] S. K. Patra, J. K. Bera, Organometallics 2007, 26, 2598.
[16] A. J. A. Watson, J. M. J. Williams, Science 2010, 329, 635.
[17] C. Gunanathan, D. Milstein, Science 2013, 341, 249.
[18] A. Maggi, R. Madsen, Organometallics 2012, 31, 451.
[19] a) I. S. Makarov, P. Fristrup, R. Madsen, Chem. Eur. J. 2012, 18, 15683;

b) Y. Zhang, C. Chen, S. C. Ghosh, Y. Li, S. H. Hong, Organometallics
2010, 29, 1374.

[20] p-Nitrobenzyl alcohol (11 mg, 0.072 mmol) and [nBu4N]BF4 (24 mg,
0.073 mmol) were added to a solution of 1 a (40 mg, 0.048 mmol) in tol-
uene (3 mL) and the mixture was stirred vigorously for 6 h at room
temperature. The red precipitate was isolated, washed with toluene
(2 	 5 mL) and hexane (2 	 10 mL), then recrystallized and dried under
vacuo to give 1. Yield: 18 mg (40 %).

[21] Benzyl alcohol (0.015 mL), DABCO (0.004 mL), catalyst 1 (14 mg) in C6D6

(0.6 mL) were heated at 75 8C for 4 h in a sealed NMR tube and the
1H NMR spectrum was recorded.

[22] a) C. F. H. Allen, J. Van Allan, Org. Synth. 1941, 21, 108; b) C. V. Stevens,
W. Vekemans, K. Moonen, T. Rammeloo, Tetrahedron Lett. 2003, 44,
1619; c) L. Casarrubios, J. A. P�rez, M. Brookhart, J. L. Templeton, J. Org.
Chem. 1996, 61, 8358; d) B. K. Huckabee, S. Lin, T. L. Smith, T. L. Stuk,
Org. Process Res. Dev. 2000, 4, 594.

[23] A. Sølvhøj, R. Madsen, Organometallics 2011, 30, 6044.
[24] O. P
mies, J.-E. B�ckvall, Chem. Eur. J. 2001, 7, 5052.

Chem. Eur. J. 2014, 20, 1 – 11 www.chemeurj.org � 2014 Wiley-VCH Verlag GmbH & Co. KGaA, Weinheim9 &&

These are not the final page numbers! ��

Full Paper

http://dx.doi.org/10.1021/cr900202j
http://dx.doi.org/10.1021/ar2000265
http://dx.doi.org/10.1002/ange.200704654
http://dx.doi.org/10.1002/ange.200704654
http://dx.doi.org/10.1002/anie.200704654
http://dx.doi.org/10.1002/ange.200500773
http://dx.doi.org/10.1002/ange.200500773
http://dx.doi.org/10.1002/anie.200500773
http://dx.doi.org/10.1021/cs3005083
http://dx.doi.org/10.1021/ja016248l
http://dx.doi.org/10.1021/om200747k
http://dx.doi.org/10.1002/ange.201007367
http://dx.doi.org/10.1002/anie.201007367
http://dx.doi.org/10.1021/om300670r
http://dx.doi.org/10.1021/om300670r
http://dx.doi.org/10.1002/ange.200902455
http://dx.doi.org/10.1002/anie.200902455
http://dx.doi.org/10.1002/anie.200902455
http://dx.doi.org/10.1021/ja310782k
http://dx.doi.org/10.1021/ja310782k
http://dx.doi.org/10.1039/b201317g
http://dx.doi.org/10.1039/b201317g
http://dx.doi.org/10.1002/ejic.201100752
http://dx.doi.org/10.1002/1521-3757(20011015)113:20%3C4002::AID-ANGE4002%3E3.0.CO;2-R
http://dx.doi.org/10.1002/1521-3757(20011015)113:20%3C4002::AID-ANGE4002%3E3.0.CO;2-R
http://dx.doi.org/10.1002/1521-3773(20011015)40:20%3C3884::AID-ANIE3884%3E3.0.CO;2-7
http://dx.doi.org/10.1021/ja903519a
http://dx.doi.org/10.1002/chem.200500253
http://dx.doi.org/10.1002/chem.200500253
http://dx.doi.org/10.1016/j.ccr.2004.04.007
http://dx.doi.org/10.1016/j.ccr.2004.04.007
http://dx.doi.org/10.1002/ange.200704685
http://dx.doi.org/10.1002/anie.200704685
http://dx.doi.org/10.1002/anie.200704685
http://dx.doi.org/10.1021/ja994527r
http://dx.doi.org/10.1021/ja994527r
http://dx.doi.org/10.1002/ange.19971090333
http://dx.doi.org/10.1002/ange.19971090333
http://dx.doi.org/10.1002/anie.199702851
http://dx.doi.org/10.1021/ja00146a041
http://dx.doi.org/10.1021/jo010721w
http://dx.doi.org/10.1002/1521-3757(20010105)113:1%3C40::AID-ANGE40%3E3.0.CO;2-K
http://dx.doi.org/10.1002/1521-3773(20010105)40:1%3C40::AID-ANIE40%3E3.0.CO;2-5
http://dx.doi.org/10.1002/1521-3773(20010105)40:1%3C40::AID-ANIE40%3E3.0.CO;2-5
http://dx.doi.org/10.1002/1521-3757(20020617)114:12%3C2108::AID-ANGE2108%3E3.0.CO;2-Z
http://dx.doi.org/10.1002/1521-3773(20020617)41:12%3C2008::AID-ANIE2008%3E3.0.CO;2-4
http://dx.doi.org/10.1002/1521-3773(20020617)41:12%3C2008::AID-ANIE2008%3E3.0.CO;2-4
http://dx.doi.org/10.1098/rsta.2004.1536
http://dx.doi.org/10.1002/ange.200804757
http://dx.doi.org/10.1002/anie.200804757
http://dx.doi.org/10.1021/ja052862b
http://dx.doi.org/10.1021/ja052862b
http://dx.doi.org/10.1021/ja808893g
http://dx.doi.org/10.1021/ja808893g
http://dx.doi.org/10.1002/ange.200907018
http://dx.doi.org/10.1002/ange.200907018
http://dx.doi.org/10.1002/anie.200907018
http://dx.doi.org/10.1002/ange.200803229
http://dx.doi.org/10.1002/anie.200803229
http://dx.doi.org/10.1002/anie.200803229
http://dx.doi.org/10.1126/science.1145295
http://dx.doi.org/10.1126/science.1145295
http://dx.doi.org/10.1021/om200437n
http://dx.doi.org/10.1021/om200437n
http://dx.doi.org/10.1021/ja2035514
http://dx.doi.org/10.1021/om060049z
http://dx.doi.org/10.1021/om060049z
http://dx.doi.org/10.1038/nchem.1051
http://dx.doi.org/10.1038/nchem.1051
http://dx.doi.org/10.1039/c1dt10342c
http://dx.doi.org/10.1021/ja00283a041
http://dx.doi.org/10.1021/ja00283a041
http://dx.doi.org/10.1021/om00057a019
http://dx.doi.org/10.1021/om00057a019
http://dx.doi.org/10.1016/0022-328X(86)80425-9
http://dx.doi.org/10.1021/ja002177z
http://dx.doi.org/10.1021/ja002177z
http://dx.doi.org/10.1021/jo0163750
http://dx.doi.org/10.1016/j.ccr.2004.09.025
http://dx.doi.org/10.1021/ol062806v
http://dx.doi.org/10.1021/ol2005424
http://dx.doi.org/10.1021/om300108p
http://dx.doi.org/10.1039/c0cc02664f
http://dx.doi.org/10.1021/om300071v
http://dx.doi.org/10.1021/om9007746
http://dx.doi.org/10.1039/b815051f
http://dx.doi.org/10.1039/c1dt10167f
http://dx.doi.org/10.1039/c1dt10167f
http://dx.doi.org/10.1021/om900723s
http://dx.doi.org/10.1021/om900723s
http://dx.doi.org/10.1002/chem.200801728
http://dx.doi.org/10.1016/j.catcom.2012.01.017
http://dx.doi.org/10.1021/om400285r
http://dx.doi.org/10.1021/om400285r
http://dx.doi.org/10.1021/om301228h
http://dx.doi.org/10.1021/om301228h
http://dx.doi.org/10.1002/chem.200902797
http://dx.doi.org/10.1021/ic901502n
http://dx.doi.org/10.1021/ic901502n
http://dx.doi.org/10.1021/om060774+
http://dx.doi.org/10.1021/ic0600073
http://dx.doi.org/10.1002/ejic.200900312
http://dx.doi.org/10.1039/b803632b
http://dx.doi.org/10.1002/chem.201001960
http://dx.doi.org/10.1002/ejic.201101283
http://dx.doi.org/10.1002/ejic.201101283
http://dx.doi.org/10.1016/j.jorganchem.2010.11.003
http://dx.doi.org/10.1021/om200142p
http://dx.doi.org/10.1021/om200142p
http://dx.doi.org/10.1021/om070139j
http://dx.doi.org/10.1126/science.1191843
http://dx.doi.org/10.1021/om201095m
http://dx.doi.org/10.1002/chem.201202400
http://dx.doi.org/10.1021/om901020h
http://dx.doi.org/10.1021/om901020h
http://dx.doi.org/10.1016/S0040-4039(03)00005-4
http://dx.doi.org/10.1016/S0040-4039(03)00005-4
http://dx.doi.org/10.1021/jo961391w
http://dx.doi.org/10.1021/jo961391w
http://dx.doi.org/10.1021/op000201n
http://dx.doi.org/10.1021/om200928b
http://dx.doi.org/10.1002/1521-3765(20011203)7:23%3C5052::AID-CHEM5052%3E3.0.CO;2-Z
http://www.chemeurj.org


[25] In contrast, Madsen et al. (Ref. [19a]) reported a doublet at d=

�18.04 ppm [J(H,H) = 7.1 Hz] for a Ru-dihydride intermediate.
[26] Benzyl alcohol (0.90 mL), DABCO (0.024 mL), and catalyst 1 (84 mg) in

toluene (3 mL) were heated at 110 8C for 4 h in a sealed reaction vessel.
The gas evolved was injected into a GC instrument and analyzed; H2

was identified by comparison with the retention time of an authentic
sample.

[27] A. Nova, D. Balcells, N. D. Schley, G. E. Dobereiner, R. H. Crabtree, O. Ei-
senstein, Organometallics 2010, 29, 6548.

[28] a) C. Elschenbroich, A. Salzer, Organometallics : A Concise Introduction,
2nd ed. , Wiley-VCH, Weinheim, Germany, 1992 ; b) R. H. Crabtree, The
Organometallic Chemistry of the Transition Metals, 3rd ed., Wiley, New
York, 2001.

[29] a) C. Hansch, H. Gao, Chem. Rev. 1997, 97, 2995; b) C. Hansch, A. Leo,
R. W. Taft, Chem. Rev. 1991, 91, 165; c) X. Creary, M. E. Mehrsheikh-Mo-
hammadi, S. McDonald, J. Org. Chem. 1987, 52, 3254.

[30] M. A. Petrukhina, Y. Sevryugina, K. W. Andreini, J. Cluster Sci. 2004, 15,
451.

[31] SAINT, software for CCD diffractometers, Bruker AXS, Madison, 2000.
[32] G. M. Sheldrick, SADABS Program for Correction of Area Detector Data,

University of Gçttingen, Gçttingen, 1999.
[33] SHELXTL, Package v. 6.10, Bruker AXS, Madison, 2000 ; G. M. Sheldrick,

SHELXS-86 and SHELXL-97, University of Gçttingen, Gçttingen, 1997.
[34] A. L. Spek, PLATON, University of Utrecht, Utrecht, 2001.
[35] K. Brandenburg, Diamond, v3.1e, Crystal Impact GbR, Bonn, 2005.
[36] R. G. Parr, W. Yang, Density-Functional Theory of Atoms and Molecules,

Oxford University Press, Oxford, 1989.

[37] a) A. D. J. Becke, J. Chem. Phys. 1993, 98, 5648; b) C. Lee, W. Yang, R. G.
Parr, Phys. Rev. B 1988, 37, 785.

[38] a) P. J. Hay, W. R. Wadt, J. Chem. Phys. 1985, 82, 270; b) W. R. Wadt, P. J.
Hay, J. Chem. Phys. 1985, 82, 284; c) P. J. Hay, W. R. Wadt, J. Chem. Phys.
1985, 82, 299.

[39] Gaussian 09, Revision C.01; M. J. Frisch, G. W. Trucks, H. B. Schlegel, G. E.
Scuseria, M. A. Robb, J. R. Cheeseman, G. Scalmani, V. Barone, B. Men-
nucci, G. A. Petersson, H. Nakatsuji, M. Caricato, X. Li, H. P. Hratchian,
A. F. Izmaylov, J. Bloino, G. Zheng, J. L. Sonnenberg, M. Hada, M. Ehara,
K. Toyota, R. Fukuda, J. Hasegawa, M. Ishida, T. Nakajima, Y. Honda, O.
Kitao, H. Nakai, T. Vreven, J. A. Montgomery Jr. , J. E. Peralta, F. Ogliaro,
M. Bearpark, J. J. Heyd, E. Brothers, K. N. Kudin, V. N. Staroverov, R. Ko-
bayashi, J. Normand, K. Raghavachari, A. Rendell, J. C. Burant, S. S. Iyen-
gar, J. Tomasi, M. Cossi, N. Rega, J. M. Millam, M. Klene, J. E. Knox, J. B.
Cross, V. Bakken, C. Adamo, J. Jaramillo, R. Gomperts, R. E. Stratmann,
O. Yazyev, A. J. Austin, R. Cammi, C. Pomelli, J. W. Ochterski, R. L. Martin,
K. Morokuma, V. G. Zakrzewski, G. A. Voth, P. Salvador, J. J. Dannenberg,
S. Dapprich, A. D. Daniels, O. Farkas, J. B. Foresman, J. V. Ortiz, J. Cio-
slowski, D. J. Fox, Gaussian, Inc. , Wallingford, CT, 2009.

[40] A. E. Reed, R. B. Weinstock, F. Weinhold, J. Chem. Phys. 1985, 83, 735.
[41] a) J. Tomasi, M. Persico, Chem. Rev. 1994, 94, 2027; b) V. Barone, M.

Cossi, J. Phys. Chem. A 1998, 102, 1995.

Received: November 10, 2013

Published online on && &&, 0000

Chem. Eur. J. 2014, 20, 1 – 11 www.chemeurj.org � 2014 Wiley-VCH Verlag GmbH & Co. KGaA, Weinheim10&&

�� These are not the final page numbers!

Full Paper

http://dx.doi.org/10.1021/om101015u
http://dx.doi.org/10.1021/cr9601021
http://dx.doi.org/10.1021/cr00002a004
http://dx.doi.org/10.1021/jo00391a015
http://dx.doi.org/10.1007/s10876-004-5769-1
http://dx.doi.org/10.1007/s10876-004-5769-1
http://dx.doi.org/10.1063/1.464913
http://dx.doi.org/10.1103/PhysRevB.37.785
http://dx.doi.org/10.1063/1.448799
http://dx.doi.org/10.1063/1.448800
http://dx.doi.org/10.1063/1.448975
http://dx.doi.org/10.1063/1.448975
http://dx.doi.org/10.1063/1.449486
http://dx.doi.org/10.1021/cr00031a013
http://dx.doi.org/10.1021/jp9716997
http://www.chemeurj.org


FULL PAPER

& Dehydrogenation

B. Saha, S. M. Wahidur Rahaman, P. Daw,
G. Sengupta, J. K. Bera*

&& –&&

Metal–Ligand Cooperation on
a Diruthenium Platform: Selective
Imine Formation through Acceptorless
Dehydrogenative Coupling of Alcohols
with Amines

Ligand lends a hand : Metal–hydroxy/
hydroxide and metal–metal cooperation
is demonstrated for acceptorless dehy-
drogenation of alcohols to give alde-
hydes. The ligand architecture ensures
rapid extrusion of the aldehyde from
the metal core, resulting in the forma-
tion of the corresponding imine as the
sole coupled product with amines (see
scheme; DABCO = 1,4-diazabicyclo-
[2.2.2]octane).
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