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The review deals with the new rapidly developing field of homogeneous catalysis and coordination chemistry, namely with
reactions involving hydrogen transfer from organic compounds to transition metal complexes accompanied by the dissociation
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1. INTRODUCTION

The homogeneous hydrogenation of organic compounds
catalysed by transition metal complexes is one of the most
thoroughly investigated fields of homogeneous coordination
catalysis (see the relevant reviews'™"). The most
important stage in the mechanism of homogeneous hydro-
genation reactions is the activation of the H. molecule and
the dissociation of the H-H bond. Recently we witnessed
the growth of interest in extremely similar processes—
the activation and dissociation of a C ~H bond by transition
metal compounds. Reactions of this kind are being
increasingly used to transfer hydrogen and (or) an organic
residue to different molecules.

This review deals with the part of the problem con-
cerning hydrogen transfer from one organic molecule to
another with the aid of transition metal compounds. These
reactions have not so far been reviewed and are only
mentioned in studies on homogeneous hydrogenation (see,
for example, Ugo'® and Kwiatek'?).

Hydrogen transfer reactions are of significant interest
both from the standpoint of the search for new methods of
activating C-H bonds and in the preparative sense, since
they lead to new ways of achieving hydrogenation and
dehydrogenation reactions under mild conditions. It
should also be noted that reactions of this type have
attracted attention from the standpoint of the simulation of
biochemical hydrogen and electron transfer processes (cf.
Zelenin and Khidekel''®),

In the present review we consider only those catalytic
hydrogen transfer reactions which are accompanied by the
dissociation of C~H bonds. We are not concerned with the
large field of reactions accompanied by the oxidation of
C -H bonds, which results in electron transfer to a mole-
cule of oxygen or another oxidant., Thus we are dealing
primarily with processes where one can speak with greater
or lesser certainty of hydrogen transfer from one organic
molecule to another, catalysed by transition metal com-
pounds.

Catalytic hydrogen transfer from organic compounds
has much in common with homogeneous hydrogenation by
molecular hydrogen. Like homogeneous hydrogenation, it
includes two fundamental stages.

1. Dissociation of the C-H bond and hydrogen transfer
to the metal (M):

H
R—H4M — R+MH or R<H+M»—>MH.1+R.

2. Hydrogen transfer from the metal to an unsaturated
substrate (S):

M—H4S -» S—H+4+M or MH, +S - SH, + M .

The second stage is evidently the same as the analogous
stage in homogeneous hydrogenation. Thus the specific
features of hydrogen transfer processes are fundamentally
related to the specific features of the first reaction stage,
In this connection we shall consider separately the first,
most important reaction stage and shall then return to the
problem of the catalysis of hydrogen transfer, which
includes the simultaneous occurrence of both processes.

II. DISSOCIATION OF THE C-H BOND AND HYDROGEN
TRANSFER TO THE TRANSITION METAL

As in the dissociation of the H-H bond, the dissociation
of the C—H bond with the aid of transition metal compounds
can occur in principle via several different mechanisms
(M is the transition metal atom in the complex).

1, With proton traasfer:

FRREH + M—> R+ (M—H',
2. With hydride hydrogen transfer:
RQ+ M — RY + (M—H)" .
3. With homolytic dissociation of the C-H bond:

R§H + 2M—> M—H + M—R,

4. Via reactions of the oxidative addition type:

H
Y
R—H+ M M\R

The nature of the process occurring will of course
depend not only on the transition metal compounds but to
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no less an extent on the nature of the C~H bond in the
reacting organic compounds, the properties of which can
vary within extremely wide limits.

Reactions of Type (1)

These involve the acid dissociation of the C~H bond and
protonation of the transition metal compounds. They are
not of interest for the present problem, since such
hydrogen transfer cannot lead to the reduction of the sub-
strate. However, one should note that the analogous
process—the dissociation of the C-H bond as a result of
electrophilic substitution,

R—H + Mt —> RM + H*,

(1a)

is the first stage of a number of important catalytic pro-
cesses. The metal-carbon o bond formed in this reaction
can undergo further transformations and in the fn-st place
can give rise to oxidative dimerisation products'®. A

reaction of this type is, for example, the first stage of the
conversion of benzene mto biphenyl under the influence of
palladium and platinum compounds?®

AtH + Pd*+ — ArPd+ 4 H*+ ,
2ArPd+ — ArAr 4- 2Pd*+
Possibly the oxidative dimerisation of olefins under the
influence of palladium salts takes place analogously?*™":

2CH,=CR; - Pd** — R,C=CHCH=CR, +- 2H+ 4 Pdo ,

as well as the oxidative coupling of aromatic hydrocarbons
to olefins®%t:

ArH - ArCH=CH, - Pd% — Ar'CH=CHAr + 2H* 4 Pd .

We shall examine in somewhat greater detail reactions
of types (2), (3), and (4), which are of greatest interest
from the standpoint of hydrogen transfer to unsaturated
substrates.

Reaction (2)

This can be regarded as the transfer of the hydrlde ion
H~ from carbon to the metal (the hydride shifts in organic
chemistry have been reviewed?®). Reactions of this type
can occur either as a synchronous transfer of hydrogen and
an electron pair via a transition state of a linear or 7-type,

or as a result of a one-electron transfer followed by the
transfer of hydrogen in the form of a proton (or radical):

R :H- M* — [RH* 4 :M] > R*+ HM
N[R* o+ HE MY

However, regardless of the nature of these “intimate”
mechanisms of the hydride shift, the latter should be
favoured by factors such as a positive (not unduly large)

t However, one cannot rule out the possibility that in
the dimerisation of olefins the first stage is the dissocia-
tion of the C —H bond via mechanisms (2), (3), or (4).
Thus reversible homolytic dissociation of the vinyl C~H
bond has been suggested?®” for the oxidative coupling of
acrylonitrile under the influence of ruthenium(II) salts:

2L, Ru+ 2CHy=CHCN = 2L,RuH (CH=CHCN) - NCCH=CH—CH=CHCN .
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charge at the metal atom and the presence of 7 -ligands,
which stabilise the metal-hydrogen bond.

The hydride mobility of the C~H bond in the organic
compound which behaves as the donor of the hydride ion is
particularly important for the occurrence of such reac-
tions. The ease of the elimination of the hydride ion is
paralleled by the stability of the carbonium ion formed as
a result—the more stable the carbonium ion under the
glven conditions the greater the ease with which the hydride
ion is split off from the initial C-H bond. The stability
of carbonium ions is known to be determined to a consider-
able degree by the nature of the substituents at the carboni-
um carbon atom,

The resulting carbonium ions are stabilised and the
hydride shifts via mechanism (2) are thus facilitated by
electron-donating substituents of the following kinds.

a. Alkyl groups; the ease of elimination of hydride
hydrogen increases in the sequence Me-H < Me2CH-H <
Me3C -H.

b. Substituents containing multiple bonds (in the first
place carbon—carbon bonds) coupled with the carbonium
centre and giving rise thereby to the possibility of the
delocalisation of the positive charge. The accumulation
of such aryl or vinyl substituents at the carbon atom signi-
ficantly facilitates the elimination of the hydride ion from
the latter; an example is provided by triphenylmethane,
which is readily converted into the triphenylmethyl cation:

PhycH — 0 prce

.. Substituents containing a free pair of p electrons
(-NRz, OR, SR, etc.). Such substituents stabilise the
carbonium centre with formation of much more stable
conjugate cations:

’) - H
(:\/SQ RN EJ} e

Groups bearing not only an electron pair but also a nega-~
tive charge facilitate the elimination of the hydride ion

+
——> R,C====QH — R,C=0 + H',

even more. In particular this accounts for the high
reducing capacity of alkoxides:
RC s W, o
G '

d. The hydride ion elimination reaction is significantly
facilitated when it results in the formation of molecules
with enhanced stability. This factor accounts for the
particularly great ease of elimination of the hydride ion
from cyclopropene and cycloheptatriene (including cases
where the process takes place under the influence of tran-
sition metal compounds), leading to the formation of non-
benzenoid aromatic cyclopropenylium and tropylium cations:

O =@ b=

Another example is provided by the dihydropyridine-
nucleotide coenzyme (reduced nicotinamide-adenine dinu-
cleotide NADH), which is an active hydride ion donor (cf.
Zelenin and Khidekel' %)

H
b 7] @
¥

® %

This reaction, which is biochemically important, is
facilitated both by the presence of the free electron pair
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of nitrogen and by the formation of the aromatic pyridini-
um system.,

In certain cases the stabilisation of the products of the
hydride shift reaction is accompanied by rapid elimination
of a proton. The elimination of the hydride ion from
dihydroanthracene, which leads to the formation of the
aromatic anthracene system, takes place in this way:

H H
-IHT); -HY
o .
(or-2H)
H H

The ease of elimination of the hydride ion from formic
acid and formates can be explained not only by the influ~
ence of the free electron pair of the adjacent oxygen atom
but also by the considerable stability of the resulting car-
bon dioxide molecule:

A2 -
A — O, + H* ,

A m
p/ [H?}

—C —co, .

Reaction (3)

We shall now turn to the mechanism of reactions (3),
which involves the homolytic dissociation of the C-H bond.
The energy of the homolytic dissociation of the C~H bond
(R-H—R-+H-) is 103 = 2 kcal mole™ (at 298°K) for the
methane molecule and has similar values for other satu-
rated hydrocarbons and for benzene. It differs very little
from the dissociation energy of the H-H bond, which is
104.2 kcal mole™ (at 298°K)f. Thus comparison of reac-
tion (3) with the analogous homolytic dissociation reaction
of the H> molecule,

H, 4 2M. — 2MH ,

shows that the differences between the free energies of
these two reactions must be determined primarily by the
differences between the stabilities of the metal-carbon
and metal-hydrogen bonds.

Reaction (4)

The same considerations apply also to the occurrence
of the oxidative addition reactions of type (4). As in the
analogous reaction of Hz,*® the energy of this reaction can
be deduced from the following qualitative considerations.
If in the course of the dissociation of the C-H bond the
metal is oxidised as a result of oxidative addition via
mechanism (4) and passes from the square d® configuration
to the octahedral d* configuration [d° configuration (Ed. of
Translation)], the energy of the reaction will be approxi-
mately described by the equation

AE=Ey y+ Eyc—Ecnt+P) ,

1 In those cases where the radical R- is stabilised by
conjugation, the dissociation energy is appreciably lower:
77 keal mole™ for the allyl-H bond and 78 kcal mole™ for
the benzyl—-H bond. This accounts for the greater ease of
dissociation of these bonds.
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where EM-H is the energy of the hydrogen~metal bond,
EM-C the energy of the carbon-metal bond, EC -H the
dissociation energy of the C~H bond, and P the promotion
energy of electron transfer in the ligand field to a higher
orbital (for example from the 5dz2 orbital to the 6pz orbi-
tal). As stated above, Ec -y changes within fairly narrow
limits and AE will thus depend primarily on P and EM-C.
P will decrease (and hence AE will increase) following the
introduction of electron-donating ligands (promoting the
transfer of non-bonding electrons to higher orbitals) and
on passing to metals of the lower Periods. On the other
hand, electron-accepting ligands should hinder the reac-
tion. One should of course note that, for hydrogen trans-
fer catalysts, P must not be very small either, since
otherwise the hydride formed will be unduly stable and will
be unable to give up its hydrogen to the substrate.

It is as yet not completely clear how the EM-C depend
on different factors, However, one should note that
previous ideas concerning the low thermodynamic stability
of the transition metal—-carbon bond proved to be incorrect
and that the role of the ligands in the stabilisation of these
bonds is related in the first place to kinetic factors *'®,
Electron-donating, strongly nucleophilic ligands should
probably exhibit a powerful stabilising effect®. The
available thermodynamic data are very scanty, but they
do show that the transition metal-aryl bond is much more
stable than the transition metal-alkyl bond. Thus the
energy of the Pt—Ph bond in (EtsP)PtPh, is approximately
250 kJ mole™!,38 while the Pt—Me bond in CpPtMe; has an
energy of only about 164 kJ mole™.* Similarly the
energies of the Ti—Ph and Ti-Me bonds in Cp.TiPh; and
Cp=TiMe: are respectively 350 and 250 kJ mole™,

Thus, other conditions being equal, the reactions
involving the oxidative addition of the C-H bond to a tran-
sition metal atom should occur much more readily for
aromatic compounds than for aliphatic compounds. Indeed
the experimental data quoted below confirm this conclusion.

Furthermore, in oxidative addition reactions occurring
with the formation of a metal-carbon bond the entropy
component will presumably make a large contribution to
EM-C (in contrast to the M~H bond). For this reason,
such reactions should be favoured by a low coordination
number of the initial complex (which is frequently associ-
ated also with a low oxidation state of the metal) and a
small size of the ligands present and of the organic group
R introduced.

It is noteworthy that reactions of type (3) and (4) give
rise to the possibility not only of hydrogen transfer but
also of the transfer of various organic groups R to sub-
strates S with the aid of transition metal complexes, for
example:

R R R
Y 4 7
—H+ M - M M S -8 M.
R—H 4 g \H+ \H+

It has been shown recently that the dissociation of C-C
bonds can sometimes take place analogously to the disso-
ciation of C~H bonds with formation of products containing
a metal—carbon ¢ bond *~%:

R
R—R+ M — M<R and R—R 4 2M -» 2M—R .

In certain cases these reactions, in which the metal is
inserted into the C~C bond, constitute intermediate stages
in skeletal rearrangements ***, However, examination
of these interesting reactions is outside the scope of the
present review.

The data available at present by no means make it
always possible to decide which of the mechanisms (1)-(4)
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governs the activation of the C-H bond; usually this has
to be inferred solely on the basis of the structure of the
resulting transition metal hydride complexes.

Fairly extensive experimental data on the use of vari-
ous organic hydrogen donors for the synthesis of hydride
complexes have accumulated in the coordination chemistry
of transition metals (see reviews 2% ). We shall examine
these experimental results from the standpoint of the ideas
formulated above concerning the dissociation of C-H
bonds. We shall consider first reactions where a
hydride mechanism of type (2) can be postulated.

The formation of ruthenium, osmium, rhodium, and
iridium hydride complexes using alcohols as hydrogen
donors has been most widely investigated. This reaction
is promoted by alkaline agents, i.e. the C-H bond in alco-
hols is activated as a result of the formation of the alkox-
ide ion and in the course of the reaction the alcohols them-
selves are converted into aldehydes and ketones; reactions
of this type probably take place with a hydride ion shift
via mechanism (2).

Thus, when the complex PtClL(PEts). is refluxed in an
ethanol solutlon of potassium hydroxide, the hydrlde com-
plex of platinum and acetaldehyde are obtained *®

PtCl, (PEty), + KOH -+ EtOH - PtHCI (PEts), + Me-C{H + KCI+ H0 »
RuyCly (PEtgPh)y Cl + 2EtOH - 2KOH — 2RuHCl (CO) (PEt,Ph); + 2CH, -+ 2KCI 4 2H,0

The rhodium hydride complex HRh(PPhs)s is formed when
(PhsP)sRhC1 interacts with tr1phenylphosphme in n-propyl
aleohol in the presence of alkaline agents*’, In certain
cases hydride complexes can be obtained from alcohols
also in the absence of alkalis, Thus, when (PhsP)sIrC1
reacts with ethanol (in the absence of a base), the hydr1de
complex (PhsP);IrH.C1l and acetaldehyde are obtained *®

The question of which hydrogen atom in the alcohol passes
to the metal was elucidated for the formation of iridium
hydrlde complexes in the presence of deuteriated alco-
hols **

+ CHyCH,OH + H;0 — ItHCl; (PhyP)s (1)
4 CH,CH,OH + D,0 — ItHCl, (PheP)s (2)
KalIrClg + PhsP | 1 CH,CH,0OD 4- D,0 -» ItHCl, (PhsP)s » (3)
+ CH,CD4OH + H,0 — IDCly (PhyP)s < (4)

The mechanism shows that the interaction of the iridium
salt and triphenylphosphine with both aqueous ethanol and
with EtOD in the presence of D-O [reactions (1)-(3)] leads
to the formation of the iridium hydride complex IrHC1z(PPhs)s, ;
i.e. neither water nor the hydrogen atom of the alcoholic
hydroxy-group behave as hydrogen donors in this reaction.
On the other hand, the use of an alcohol with deuterium
atoms at the 1-C atom [reaction (4)] leads to the forma-
tion of the deuteriated complex IrDCL(PhsP)s. The
experimental data show convincingly that the formation of
hydride complexes from alcohols takes place as a result
of the elimination of a hydrogen atom from the 1-C carbon
atom of the alcohol, which exhibits the greatest hydride
mobility. The fact that the addition of a base facilitates
the removal of hydrogen from the alcohol as a result of
the enhancement of the effect of p, o conjugation in alkox-
ides becomes understandable from the same point of view.

One should note that alcohols can behave not only as
hydrogen donors but also simultaneously as donors of the
carbonyl group. For example, when triphenylphosphine
is refluxed with (NH4)208Cls in the monomethyl ether of
diethylene glycol, the mixed hydridocarbonyl complex
HOsC1(CO)(Ph,P), is obtained®*. When [**C Jethylene
glycol was used, it was shown that the glycol in fact
behaves as the carbonylating agent in this reaction.
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The formation of iridium, ruthenium, rhodium, and
osmium hydride complexes in the reaction with alcohols
has been described also in a number of other studies® ™°,

When transition metal complexes react with alcohols,
it is not always possible to isolate and identify the hydride
complex, although its formation is indirectly confirmed by
the identification of the alcohol dehydrogenation products.
For example, when allyl alcohol was refluxed with RuCls.

.3H:0, propene, acrolein, and propionaldehyde were found
in the reaction products, although the hydride complex was
not identified®®. The study of the effect of phosphines on
the capacity of rhodium complexes to eliminate hydride
hydrogen from alcohols showed that the more basic the
phosphine the greater the ease of this reaction ®.

It is noteworthy that the ligands coordinated to the
metal atom can themselves behave as hydride donors in
the formation of transition metal hydride complexes. In
this case the hydride complex is formed as a result of
hydrogen transfer from the organic component of the
ligand molecule to the metal atom with dissociation of the
C~H bond. Thus in the ruthenium complex
(C10H:s)Ru(DMPE), where DMPE = Me:P(CH:).PMe,
hydrogen transfer from the methyl group of the phosphine
ligand leads to the formation of a ruthenium hydride com-

plex®
i
L
(CwHw)IML-ED—P(Me)CHzCH,PMe, (DMPE)  —

—> CiH,y + RuHICH,=P(Me)CH,CH,PMe,| (DI ,

According to the authors' data, the hydride complex is in
tautomeric equilibrium with a zerovalent ruthenium com-
plex:

H
RuH [H>C=P (Me) CH,CH,P (Mez)] (DMPE) 2 Ru(DMPE), .

The dissociation of the C~H bond of the methyl group is
observed also for the rhodium complex coordinated to the
(o-tolyl)sP ligand ®

Reactions mvolvmg the intramolecular transfer of
hydride hydrogen from the f-position of ¢ -alkyl ligands,
leading to the formation of hydride complexes, are very
common in the chemistry of organic derwatlves of tran-
sition metals (they have been reviewed %):

New o o N’
/IJ(I\ /;'_TCH\'

Reactions of this type take place readily when organo-
lithium, organomagnesium, and organoaluminium com-
pounds act on salts and complexes of transition metals.
As an example of reactions involving individual o-alkyl
derivatives, we may quote the reaction of the platinum
complex PtC1(Et)(PEts), which eliminates ethylene on
heatinsg and forms a hydride complex via the mecha-
nism %%

CH,
(EtP)a CIPt—CH,CH, — (EtaP)s CIPt c’i; —+ (E4;P)a CIPt—H + CHy=CHj «
'S

That B-elimination does in fact take place has been
demonstrated in particular for the n-butylcopper com-
plex %

(BusP) CuCH,CDyCH,CH; ~> (BusP) CuD 4 CH,=CDCH,CH;

Coordinated formate ligands can also readily give up
hydrogen with formation of hydride complexes. For
example, the osmium formate complex Os(OOCH):(CO).
.(PPhs): is converted on refluxing in benzene into the
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hydride H.0s(CO)(PhsP). with evolution of carbon dioxide
via the mechanism

O~ /o =C/O H
/J{:E (‘,') /H o+ »\As,..
AN N B4R

The migration of hydrogen from carbon to the transition
metal was observed very easily in the ruthenium formate
complex (PhsP)sRu(H)OOCH.®"™  This complex elimi-
nates carbon dioxide unusually readily under the influence
of various agents with formation of a hydride complex:

PhyP > (PhyP)e RuH, + CO,
CO — (PhgP)y Ru(CO) Hy + CO:
N; 2 (PhyP)sRu (N,) Hy + CO, 5
H; 2 (PhyP)s Rub; 4 CO;

(PhaP)y Ru—O—CH +
i 4

These unusual properties of the ruthenium formate com-
plex can be accounted for by the exceptional ease of the
migration of the hydride hydrogen of the formate group

to the metal, accompanied by the formation of an unstable
ruthenium hydride complex with carbon dioxide via the
mechanism

H o) H

=0 == PPhgsRY

(PPhy);Ru fH\/c—O <= (PPhy, \“H
H

= (PPhy),RuL + CO,
“H

L
.o, ==

(L = PlisP, Ny Hy)

All the examples described above concerned reactions
leading to the formation of a metal~hydrogen bond via
mechanism (2), i.e. with formal transfer of a hydride ion
from the C~-H bond. Reactions involving the
dissociation of the C-Hbond via mecha-
nisms (3) and (4), accompanied by the simultaneous
formation of metal-carbon and metal~hydrogen bonds,
constitute another group.

In contrast to hydride addition reactions, processes
of this type are most typical for the dissociation of aro-
matic C~H bonds and the majority of examples known at
present concern reactions of the type

Ar
A—HiM — M<H

These reactions, which occur under the influence of
low-valence transition metal derivatives, are frequently
accompanied by the intermediate formation of 7 ~arene
complexes and their isomerisation to o- aryl der1vat1ves
According to the data of Chatt and Davidson™, dichlorodi-
(1,2-bisdimethylphosphinoethane)ruthenium 1s converted
on treatment with sodionaphthalene in tetrahydrofuran
(THF) into a # -arene complex of ruthenium which is in
equilibrium with the o -naphthylruthenium hydride com-
plex:

e [OT o= O = 00

(L= Me,PCH,CH,PMe,)

The radical-anions of other aromatic hydrocarbons
react similarly. In the case of benzene one can employ
a mixture of benzene and metallic potassium instead of
the radical-anions:

/H
LoRu
L,Ru(:lq++K—> L,Ru<_—‘ .
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Similar reactions with aromatic radical-anions have
been observed for cyclopentadienyl complexes of tungsten
tantalum, platinum, and other transition metals ™™™,
for example:

120°

/Ar
(CyHy)y W+ ArH = (Cet)e W\H ’

(Ar=CeHs, p-CHsCeH
CeDs

(CaHy)s M—H + /Dy = (CeHg)a M—D
NH

(M=Nb, Ta) .

Titanium, vanadium, and chromium complexes give rise
to reactlons of the same type, with dissociation of the
aromatic C-H bond """,

It has been shown by X~ray diffraction ™ that the prod-
uct of the reaction of naphthalene with the 1,2-bisdimethyl-
phosphinoethane complex of ruthenium is indeed a o~
naphthyl derivative of ruthenium.

It is noteworthy that hydrogen isotope exchange in
benzene, catalysed by platinum salts, proceeds via an
analogous mechanism with prehmmary dissociation of the
C -H bond ™*°,

Not only aromatic hydrocarbons of the benzene type
but also cyclopentadienyl ligands can serve as a source of
hydrogen for the formation of the metal-hydrogen bond.
Thus, in the reduction of titanocene derivatives by sodium,
magnesium, sodionaphthalene, and other reducing agents,
extremely ready m1gration of hydrogen from the ligand to
the metal takes place® ™®*:

[(CsHg)a Tila  [(CsHs) (CsHo) TiH]

N u ]
(CeHy)s Ti — (CsHs) (CsHy) TiH — [(CsHa TiH]~
These reactions are also accompanied by the 7, ¢ rear-
rangement of the ligand. Thus the following structural
formulae have been proposed for the hydride form of
titanocene [(CsHs)(CsHs)TiH}:

el RoD,
50 B

Finally the formation of hydride-allyl complexes from
olefinic m complexes can be included among reactions of
the type occurring with homolytic dissociation of the C~-H
bond via a mechanism close to oxidative addition:

L—H
__ (m —_— (m+2)

(m = degree of oxidation)

(CsHa)a TiCl; >

Thus ruthenium hydride-allyl complexes HRu(CO),(C;12His),
HRu3(CO)e(C12Hy7), and HRus(CO)(C24Hss) are formed when
cyclododecatrlene reacts with ruthenium carbonyl
Rus(CO);2.% In the formation of 7 -allyl complexes of
palladium, allyl hydrogen is also sPht off with intermedi-
ate formation of the Pd-H bond®®~

Rl Cl -ehct g N
| /C\ / -—-Pd Pd*—
& '/ \l e’

R'

Dienes are formed in the decomposition of allyl com-
plexes at an elevated temperature; a reaction of this



404

kind in the presence of oxidising agents (for example
CuCl:) can be achieved catalytically ®

ROOCCH,CH==CHCH,COOR - 2CuCl, ""C"_,
- ROOCCH=CHCH=CHCOOR + 2CuCI + 2HCI .

Another group of reactions occurring with insertion of
the metal in an aromatic C-H bond comprises intramo-~
lecular hydrogen transfer from the o7tho-position in the
aromatic rings of phenylphosphine and phenyl phosphlte
ligands. Thus, on heating a solution of (PhsP)sIrCl in
benzene, a hydrlde complex is formed®, The migration
of the hydrogen atom from the phenyl rmg was demon-
strated using a fully deuteriated initial complex, On
heating of [P(Ce¢Ds)ssIrCl in benzene, the product is a
complex whose infrared spectrum indicates the presence
of the Ir-D bond and the absence of the Ir-H bond.

Evidently this reaction is a type of oxidative addition
[reaction (4)]:

Ph—P — Ir(PhyP)y Cl — {__ /\

Ph
‘ \" H Ph,P z {rlr)(pph'

The interaction of IrC1(1,5-cyclo-octadiene) with tri-
phenyl phosphite in acetone also leads to the formation of
a hydride complex as a result of the migration of the
ovtho -hydrogen from the ligand *

Cl  OPh ci
hO) PJ P/ OPh PhO), Phllr P. oPn
[ PhO)PylreP — - [( 2 ¥ /\OPh
H H Q
N/ Ve

' -

In many instances reactions of this kind are reversible
and lead to the exchange of the o7tho-hydrogen atoms of
the benzene rings with the hydride hydrogen linked to the
metal. For example, the exchange of hydrogen for
deuterium in the ortho-positions of the benzene ring of
the trlphenylphosphme ligands in the cobalt complex pro-
ceeds via the following mechanism

L,Co—H

L,Co
LoColNgH LY Ph,P@ o, pw@

ol
D;Co D

pni—@ = l @

The deuterium exchange reactions take glace similarly
with the phosphine complexes of ruthenium For
example, when the ruthenium complex H:Ru(PhsP)s was
allowed to react with D; in benzene and this was followed
by the decomposition of the resulting complex with hydro-
gen pgeroxide, deuterium was identified in the benzene
ring On the basis of these results, the authors con-
cluded that in the course of the reaction there is a rapid
reversible interaction of the ruthenium atom with the
0-C-H bond:

HyRu (PhP)y = HiRu (PPhy)e
—H, It
DDH D H
\l/
u (PPhy), 2_; ./ RuPPhs \R{ « (PPhy);
ﬂ (1 i
& |—LPh, /| Phs Ve [
C —PPh,
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A similar hydrogen transfer to the ruthenium atom with
formation of a hydride complex occurs also in the case of
the trlphenyl phosphite ligand *°

It is noteworthy that the ease of migration of hydrogen
from the ortho-position of the benzene ring is probably
related not only to the nature of the metal but also to the
structure of the complex. X-Ray diffraction analysis of
the triphenylphosphine complex of ruthenium (PhsP)sRuCls
showed that the hydrogen atom in the o7tho-position in
the benzene rmg is at a very short distance from the
ruthenium atom '®

PhyP

>0
Cl—Ril
1N

PP’ () PPh,

This accounts for the ease of migration of the hydrogen
atom to ruthenium in such complexes.

The formation of hydride complexes as a result of
hydrogen transfer from the phenyl group and the coordi-
nated phosphine ligand was also observed for cobalt and
iron complexes. Thus the interaction of
HCo(N:)[P(CeDs)s]; with bis-(1,2~diphenylphosphinoethane)
results in the formation of a mixture of HCo(DPPE). and
DCo(DPPE)., where DPPE ?isdiphenylphosphinoethane®?,
while irradiation of Fe(C:H4)(DPPE). in benzene solution
leads to the formation of ethylene and the hydride complex
HFe(0-CeH4)(PC¢Hs)CH.CH2P(C6Hs . (DPPE), the phosphine
ligand behav ing as the source of hydrogen in both
instances % A similar reaction has been observed
also for ruthenium complexes with triphenylphosphine %%,

It is noteworthy that the cleavage of the 0-C ~H bonds
of the benzene ring in the ligands proceeds so readily that
in many cases they yield products with a stable transition
metal~carbon bond. Certain transition metal complexes
of azobenzene'”"*'® and Schiff bases '°°**'° have this struc-

ture, for example:

Ni

@,}»@ :

In the course of formation of such complexes the metal is
apparently inserted in the 0-C ~H bond with subsequent
elimination of hydrogen (as a proton or a hydrogen atom).
The examples examined above concern the insertion of
the metal in an aromatic C~H bond. However, recent
findings show that transition metal compounds are capable
of being inserted also in an aliphatic C-H bond in saturated
hydrocarbons. Shilov, Shteinman, and coworkers''* ™! and
then also other workers'**"'!® observed deuterium exchange
involving methane, ethane, and other saturated hydrocar-
bons under the influence of platinum and cobalt. The
results can be accounted for by reversible oxidative addi-
tion with dissociation of an aliphatic C—H bond and the
intermediate formation of hydride-alkyl derivatives:

R
e
LPth L RH ant\ ~ L PR H* ,
H

H
rRH, ./
L,CoH, 2 H; + L,CoH > L,Co—H
R
Analysis of kinetic data for deuterium exchange with

water in aqueous acetic acid solutions of platinum(II) salts
showed that the activity of the platinum compounds

decreases in the sequence PtXs: > PtX3 > PtX3~ and in the
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following sequence of the ligands X: C1> Br > 1. How-
ever, this reaction can occur also without the formation
of a hydride via the elimination of a })roton and the forma-

tion of an alkylplatinum derivative e,

PtCI;™ + RH 2 PICI,R?*™ - H* - CI™ .

Thus fairly numerous organic substrates can behave
as hydrogen donors in reactions with transition metal
complexes leading to hydride complexes. However, the
formation of hydride complexes alone is insufficient for
the reduction of organic substrates. The hydrogen atom
in the hydride complex must be sufficiently labile for the
complex to be capable of participating in hydrogen trans-
fer reactions. Moreover, as in homogeneous hydrogena-
tion, the resulting hydride complex must be able to coor-
dinate and activate the unsaturated substrate.

III. CATALYTIC HYDROGEN TRANSFER

The range of catalytic reactions involving hydrogen
transfer from organic compounds to unsaturated substrates
(olefins, aldehydes, ketones, etc.) known at present is
much narrower than that of hydrogen reduction reactions.
However, the number of known reactions of this kind is
rapidly increasing and some of them have already assumed
preparative importance.

1. Reduction by Alcohols, Alkoxides, and Ethers

Alcohols and alkoxides are most widely used as hydro-
gen donors. One of the first studies in this field was
carried out by Italian workers*”’*'", who found that unsa-
turated compounds can be reduced in the presence of
rhodium, complexes using benzyl alcohol as the hydrogen
donor. In the presence of rhodium complexes of the type
LsRh(CO)H, where L = Et;P, Bu;P, PhoMeP, etc., the
reduction of oct-1-ene by benzyl alcohol in the presence
of potassium benzyloxide (with formation of PhCOOK) was
observed. However, this reaction was fairly slow even
at an elevated temperature (130°C), the maximum yield
of the hydrogenation product (octane) amounting to only
35% after 4 h (Table 1).

Table 1. Catalytic activities of the phosphine complexes
of rhodium in hydrogen transfer from benzyl alcohol to
oct-1-ene (0.06 mole of benzyl alcohol, 0,035 mole of oct-
1-ene, 0.006 mole of potassium benzyloxide, and 0.0003
mole of the catalyst, 130°C, time 4 h).

Conversion of ben- .
g+ Conversion of oct-
Catalyst zg;g:ﬁiel?;) l-ene into octane, %

HRR(CO)(PEt;)s 50 35
HRh(CO)(PBuy)g 25 6
HRRh(CO)( PEtgPh;; 15 3
HRW(CO)(PMePh,)g 2 traces
HRh(CO)(PEty)y 4

The reduction of unsaturated compounds with hydrogen
transfer from alcohols can occur also in the presence of
certain transition metal salts''®., Thus rhodium and
ruthenium chlorides catalyse at 100°C the reduction by
ethanol of hex-3-yne to hex-3-ene, of cyclopentadiene to
cyclopentene, and of 5-vinylbicyclo[2,2,1]hept-2-ene to
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2-vinylbicyclo[2,2,1]heptane, the ruthenium salt proving
to be more active than the rhodium salt.

The authors of this investigation suggest that in the
course of the reduction process an intermediate complex
with an Rh-H bond is formed and is responsible for the
reduction. The study''® where it was shown that rhodium
salts catalyse the dehydrogenation of 2-propanol is inter-
esting in this connection. It is suggested that the dehydro-
genation of the alcohol proceeds via an intermediate
hydride according to the mechanism

Me,CHOH + [RhI!! — C1] 2 Me;CO + [RAT —H]4- HCI
[RhIUH] + HCI - [Rh™'Cl) 4 H, &
The alcohol dehydrogenation reaction has also been
described in the presence of cobalt carbonyl as a process
which is the converse of the hydro%enation of aldehydes
in the hydroformylation reaction'2~12%,

There are literature data concerning the transfer of
hydrogen from alcohols to unsaturated compounds under
the influence of transition metal acetylacetonates (for
example, nickel acetylacetonate)'®*, The reaction pro-
ceeds under fairly severe conditions at a temperature of
200~220°C. Methyl linoleate and methyl octadecadieno-
ate, which have conjugated double bonds, were reduced
under these conditions with the aid of different alcohols
(isopropyl, n-propyl, ethyl, s-butyl, n-butyl, s-pentyl,
and n-tentyl). In the hydrogenation of methyl linoleate
the reaction products contain an appreciable proportion of
trans-octadecenoate, The authors did not observe an
appreciable difference between the rates of hydrogenation-
of cis-octadecenoate and its fvans-isomer, but, owing to
steric hindrance, trans,trans-octadecadienoate is reduced
much more slowly than the cis,frans-isomer.

Other examples of hydrogen transfer from alcohols to
the unsaturated soya-bean oil esters, to linoleic and lino-
lenic acid esters, and to other polyenes have also been
described '®*"*%¢, " The reactions proceed at 100°C and lead
mainly to the formation of mono-olefins. Complexes of
the type C1.M(PPhs),, where M = Pt or Pd, in combination
with SnCl; behave as catalysts of these hydrogen transfer
reactions.

The double bonds activated by functional groups can be
selectively reduced by alcohols. Thus a study has been
made of the catalytic hydrogen transfer from 2-propanol
to aB-unsaturated ketones in the presence of iridium com-
pounds'¥"'*® The reduction of the double bond is cata-
lysed by the complex H[IrC1l:(MezSO). ].2Me2SO, which on
refluxing forms the hydride HIrClz(MezSO)s.

The C=C double bond in benzylideneacetophenone and in
other similar compounds has been reduced with the aid of
the same catalytic system:

PhCOCH==CHPh — PhCOCH,CH;Ph ,
Me;CCOCH=CHPh —> Me;CCOCH,CH,Ph ,
PhCO (CH==CH),Ph ~> PhCO (CH,CHo),Ph .

The reduction of aB-unsaturated ketones to saturated
ketones by benzyl alcohol is catalysed effectively by the
ruthenium complex (PhsP)sRuCL.'*® For example, when
1-phenylbut-1-en-3-one is heated in benzyl alcohol in the
presence of a catalytic amount of the ruthenium complex
at 200°C, the product is 92% of 1-phenylbutan-3-one.
Together with benzyl alcohol, other alcohols were also
employed as hydrogen donors in this reaction:
PhCH.CH20H, PhCH(OH)CH3, and CHs(CHz)¢CH,OH (Table
2). The same investigators showed that the aromatic
aldehydes a-C1oH-CHO, B-C;0HCHO, and others can also
function as hydrogen donors'*® (Table 3).
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Reports have been published recently concerning the
reduction of the double bond in cyclo-olefins with the aid
of dihydric phenols'**'*#§, Thus when cyclo-octa-1,3-
diene and cyclo-octa-1,5-diene react with hydroquinone in
dioxane in the presence of triphenylphosphine complexes
of iron(Il), cobalt(ll), and nickel(II) at 200°C the cyclo-
octadienes are reduced catalytically to cyclo-octene and
cyclo-octane. According to the authors, these reactions
take place as a result of an intramolecular hydrogen
transfer, since the pressure in the reaction vessel
remained unchanged in the course of the reactions, i.e. the
evolution of molecular hydrogen was not observed. Apart
from cyclo-octene and cyclo-octane, isomerisation prod-
ucts were detected at the end of the reaction: cyclo-octa-
1,4-diene and cyclo-octa-1,3-diene. The efficiency of
various compounds as reducing agents under the conditions
investigated decreases in the sequence pyrogallol > cate-
chol > hydroquinone > n-dodecanethiol > 1-octanol >
cyclohexene > 2-octanol > 1-dodecanol > n-dodecylamine,

Table 2. Hydrogen transfer from alcohols to aB8-unsatu-
rated carbonyl comgounds in the presence of (PhsP)sRuClz
(Sasson and Blum '?°),
Reacti Yield of saturated
Hydrogen donor (weight,g) | Hydrogen acceptor (weight, g) te:;., 23 ‘cff‘:;-n{]h‘ioeznyound
PhCH,OH (1,08) PhCH = CHCOMe (1.46) 200 %
PhCH,CH,OH (1.22 PhCH = CHCOMe (1.48) 200 %
PhCH(OH)Me (1.22) PhCH = CHCOMe (1.46) 200 93
Me| CH,).&H.,OH (1:30) PhCH = CHCOMe (1.46) 190 82
PhCH,OH (1.08) PhCH = CHCOPh (2.08) 200 98
PhCH,OH (1.08) dH,CMe,CH,CMe — f%g? 200 4“4
PhCH,0H (1.08) PhCH = CHCOCMe, (1.88) 200 89
PhCH,OH (1.08) PhCH = CMeCHO (1.468 200 61
PhCH,OH (1.08) PhCH = CHCOOE (1.76) 200 53

The reduction of the multiple bond in unsaturated com-
pounds with the aid of dihydroxybenzene derivatives can
occur also in agueous solutions'**, for example in agueous
alkaline solutions of vanadium(III) in the presence of a
number of di- and trihydroxy-derivatives of benzene and
naphthalene (catechol, pyrogallol, and 2,3-dihydroxy-
naphthalene). Acetylene is reduced to ethylene at room
temperature.

Together with alcohols, cyclic ethers can also be used
as hydrogen donors for the reduction of unsaturated com-
pounds. For example, when tetrahydrofuran is employed
as the solvent in the presence of catalysts of the type
CLM(PPh;s)., where M = Ni, Pd, or Pt, the olefins are
reduced 2512613 It ig interesting that the nickel catalyst
is active also in a benzene medium, but it is not clear what
the hydrogen source is in this case.

Japanese workers'® described the reduction of olefins
with the aid of dioxane in the presence of a rhodium cata-
lyst. When cyclopentene is heated at 180°C in dioxane
solution in the presence of (PhsP)sRhC1, 0.43 mole of
dioxene and 0.42 mole of cyclopentane are formed. After
the reaction the individual complex (PhsP)2RhC1(C4Hs0:),
formed as a result of the displacement of one phosphine
group from the initial complex by dioxane, was isolated.

§ These reactions proceed with the dissociation of O~H
bonds only. However, the similarity of the catalysts and
conditions employed make it useful to examine them in
this section.
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By analogy with hydrogenation by molecular hydrogen and
the isomerisation of olefins, the authors suggest the
following reaction mechanism:

RACI (PPhy)s (CaHi0y) 72 RHCIH (CH;03) (PPhiy)y 22 RCIH, (PPhg)y (CeH,Oy) 2202 —
+dioxane |

2 RCIH, (PPhy)s (olefin ) =2 RhCIH (alkyl) (PPhy)y
2 RhCI (PPhy); (C(H50;) + paraffin

There is convincing evidence showing that rhodium
monohydride complexes are formed via the oxidative
addition of dioxane with dissociation of the C -H bond
(kinetic data, isotope effect data, etc.). With the aid of
organic hydrogen donors, primarily alcohols, it is pos-
sible to reduce not only carbon-carbon multiple bonds in
unsaturated compounds but also functional groups such as
the carbonyl and nitro-groups.

Table 3. Hydrogen transfer to af-unsaturated quitones
in the presence of ruthenium, rhodium, and iridium com-

-2
plexes** (donor :acceptor ; catalyst = 1 :[?]:5% 107 for
Nos.1-8 and 1:20:5 x 107" for Nos. 9-16).

p — T Yield of

No. | Hydrogen donor Hydrogen acceptor ,y?t':' ng'"" l:;:?”;" z‘t‘;‘n‘e“;
1 | a-CioH,CHO | PhCH=CHCOPh 1 285 2,5 60
2 | @-C;H,CHO PhCH=CHCOPh 2 285 2,5 21
3 | a-CigH,CHO | PhCH=CHCOPh 3 285 25 3%
4 | a-CyBiCHO | PhCH=CHCOC(Me;) 1 285 25 60
5 | B-CiH,CHO | PhCH=CHCOPh 1 285 25 28
6 | p-CHyCeH,CHO| PhRCH=CHCOPh 1 200 14 50
7 | p-CHyGH(CHO| p-MeOC;H,CH=CHCOPH| 1 200 14 68
8 | p-CICH,CHO | PhCH =CHCOPh 1 240 14 31
9 | HCONHMe | PhCH—=CHCOMe 1 180 2.5 25
10 [ HCONHMe | PhCH=CHCOPh 1 180 25 30
11 | Hcoon PhCH—CHCOMe 1 97 2 90
12 | HCOOH PhCH—CHCOMe 2 97 % 16
13 | HCOOH PhCH—CHCOMe 3 97 2% 9%
14 | HCOOH PhCH=CHCOPh 3 97 2% 95
15 | HCOOH PhCH—CHCOMe, 3 97 % 96
16 | HCOOH gﬁ% 1 o7 2% %
* 1. LsRuCl. 2. LsRhCl. 3. LzIr(CO)Cl, L = PhsP.

Thus the reaction of substituted cyclic ketones with
solutions of chloroiridic acid in aqueous isopropyl alcohol
containing different ligands (dimethyl sulphoxide, tri-
methyl phosphite, or phosphorous acid) leads to the forma-
tion of axial alcohols in high yields'?’. For example,
4-t-butylcyclohexanol is formed from 4-t-butylcyclohexa-
none under these conditions. When the reaction was
carried out in the presence of dimethyl sulphoxide, a
number of iridium complexes, which catalyse hydrogen
transfer reactions, were isolated'?®,

Hydrogen transfer and reduction of carbonyl group are
observed also when isopropyl alcohol is refluxed with
cyclohexanone in the presence of catalytic amounts of the
complexes Il‘Hs(PPhs)sé IrH;(PPhy), ReH;(PhsP),, and
RuHBr(CO)(PEt,Ph)s. '* It is interesting that, when 4-
substituted cyclohexanones are employed, equatorial alco-
hols are formed as the main reduction products'®.

An active ruthenium catalyst of hydrogen transfer from
primary and secondary alcohols to ketones [RuCl2(PPhs)s]
was proposed by Freidlin and coworkers'®~'*', The
addition of bases accelerates this reaction. The reaction
rate depends on the structure of the alkyl substituents in
the alcohol molecule and falls sharply following the intro-
duction of bulky tertiary groups. Alkylphenylmethanols
reduce ketones at a much higher rate than 2-alkanols.

The structure of the ketone has also a significant influence
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on the rate of reaction,which decreases in the sequence
cyclohexanone > acetophenone > cyclopentanone > 2-hexa-
none > cycloheptanone > cyclo-octanone.

It is interesting that the univalent rhodium complex
(PPhs)sRhCl, which is an active catalyst of homogeneous
hydrogenation, is also active in hydrogen transfer from
alcohols'*”*® Its activity in this reaction is higher
approximately by a power of ten than the activity of the
ruthenium complex (PPh;s);RhCl; and depends little on the
structure of the alcohol and ketone.

Catalytic reduction of aldehydes by alcohols was
observed also in the course of the condensation of alcohols
catalysed by rhodium compounds'®®*, In this reaction the
rhodium catalyst dehydrogenates the primary alcohol to
the aldehyde with simultaneous formation of a carbonyl-
phosphine-hydride complex (in this complex the carbonyl
group of the aldehyde formed serves as a source of CO).
In an alkaline medium two aldehyde molecules condense
with formation of an oB-unsaturated aldehyde, which is
reduced by the rhodium hydride complex to a saturated
aldehyde and to a higher alcohol:

0
LM ya
R (CHy),0H ——— RCH,—¢

RO™

R !

|
RCH,CH=C—CH,OH XG0l RCH,CH=CR—
LM \H

o}

1 (o]
RCH,CH,CHC
R

[L, M= (PPh,)sRhC], HRh (CO) (PPhy)s]

R_(ngﬁ_, RCH,CH,CHRCH,OH

Studies on the catalytic reduction of the carbonyl group
in complex natural products are interesting. Thus steroid
ketones can be reduced by isopropyl alcohol in the pres-
ence of tris(triphenylphosphine)rhodium chloride **%,

Under these conditions, the reduction of ketones to axial
alcohols is to some extent stereospecific. The rate of
reduction in the presence of the rhodium catalyst did not
increase appreciably following the addition of alkali.

A study has also been made of the reduction by alcohols
of a wide range of steroids in the presence of the
HeIrC1[P(OMe)s]s catalyst'**. This system is fully selec-
tive in the reduction of the 3~oxo-group in the presence of
oxo-groups in other positions. Thus the oxo-groups in the
6-, 7-, 11-, 12-, 17-, 17@-, and 20-positions are hardly
reduced (Table 4).

The reduction of other functional groups, in particular
of the nitro-group, by alcohols in the presence of transi-
tion metal complexes has been described'*. Thus a meth-
anol solution of Fes(CO),. reduces specifically the aromatic
nitro-group to a primary amino-group. The nitro-group
is reduced with relatively high yields also in the presence
of different substituents in the benzene ring (p-C1, o-Cl,
o-Me, p-OMe, p-OH, p-COOEt, p-COMe, p-HCOMe,
p-CH=CH-CH=CHz, m~NO, p-NHz, and others).

It is noteworthy that the hydrogen transfer from alco-
hols to unsaturated substrates occurs under somewhat
more severe conditions (temperature 80—130°C) than in
homogeneous hydrogenation under the influence of analogous
catalysts (usually at room temperature). This can be
accounted for by the greater difficulty of the dissociation
of the C-H bond compared with the H-H bond.
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2. Reduction by Formic Acid and Formates

One of the interesting and extremely effective hydrogen
donors for the reduction of organic compounds is formic
acid and its derivatives. It is well known that formic acid
and its salts are powerful reducing agents. This is
usually attributed to the presence of the “aldehyde-like”
hydrogen at the carbon atom which exhibits an appreciable
hydride mobility (see above). In 1967 Coffey reported
that, in the presence of phosphine complexes of platinum,
ruthenium, and iridium, formic acid undergoes catalytic
decomposition with formation of hydrogen and carbon
dioxide'*®, He also stated that, following the introduction
into this catalytic system [in the presence of the complex
H,Ir(PPh;)s] of butyraldehyde, the latter is reduced to the
corresponding alcohol. Further results obtained in the
reduction of the carbonyl group by formic acid were pub-
lished by the same author in a patent'*’.

Table 4. Reduction of 3-oxosteroids in the presence of
the Henbest reagent [H.IrCls, (MeO)sP, and 90% aqueous
2-propanol J*,

32 H
- )
£9 g |3 |8
Steroid 5 g § '§ = Yield of other products, %
b5
23 | § |s®|se
8§ 8ol =z | =
E b+ S| RQ|EQ
Sx| 2E| Fa|>&
Sa-Series
Sa-Androstan-3-one 74 131 90 10 -
178-Hydroxy-5a-androstan-3-one 45 128 95 2 -
Sa-Androstane-3,17-dione 7 94 94 2 | 3-oxo-derivative (3%)
Sa-Androstane, 3,11,17-trione 40 72 94 5 -
Sa-Cholestane-3,6-dione 73 175 68 29 |3-oxo-derivative (3%)
Sa-Pregnane-3,20-dione 67 94 78 | 6-7 |3-oxo-derivative (3%),
17-isoproducts (11%)
20a-Hydroxy-Sa-pregnan-3-one 88 131 59 4 | 3-oxo-derivative (34%)
20p-Hydroxy-Sa-pregnan-3-one 87 131 15 5 | 3-oxo-derivative (75%),
unidentified products (5%)
Sa-Pregnane-3,11,20-trione 61 92 63 9 | 3-oxo-derivative (3%),
17-isoproducts (24%)
58-Series
5p-Androstane-3,17-dione 42 72 98 2 -
17p-Hydroxy-5g-androstan-3-one 78 209 98 2 -
58-Pregnane-3,2-dione 76 9% 72 1 {3-oxo-derivative (2%),
17-isoproducts (25%)
20a-Hydroxy-58-pregnan-3-one 90 232 98 2 -
58-Pregnane-3,11,20-trione 33 94 72 1 | 17-isoproducts (27%)
56-Pregnane-3,12,20-trione 21 72 88 4 | 17-isoproducts (8%)

* The reaction is carried out in boiling isopropyl alcohol.

It was found recently that formic acid can readily re-
duce carbon-carbon multiple bonds in the presence of
various transition metal complexes as catalysts'®™1%!,

The study of a wide range of phosphine complexes in
this reaction showed that the principal relations observed
in hydrogenation by molecular hydrogen are retained also
in the reduction of olefing by formic acid. The influence
of ligands, the valence of the transition metal, the nature
of the substrate, etc. is similar. However, in contrast
to hydrogenation by hydrogen, the reduction of olefins by
formic acid is significantly affected by the solvent. The
reduction hardly occurs in non-polar solvents (benzene,
toluene, etc.) even under severe conditions, but proceeds
extremely readily in dimethylformamide (DMF) and
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dimethylacetamide. It is extremely significant that
molecular hydrogen does not hydrogenate olefins in these
solvents and under these conditions, which is evidence of
intramolecular hydrogen transfer from HCOOH. That the
hydride hydrogen from formic acid is involved in the
reduction of the olefins has been demonstrated by separate
experiments with DC OOH.

Olefins are reduced by formic acid usually at a higher
temperature (60~100°C) than in the hydrogenation by

molecular hydrogen in the presence of the same complexes.

This is due in all probability to the greater difficulty of the
dissociation of the C-H bond in formic acid. There are
several ways of increasing the catalytic activity of the
systems in which formic acid functions as a source of
hydrogen.

1. By employing a combination of catalysts instead of
individual complexes. Thus combination of the catalysts
(PPh3)Rh(CO)C1 and (PPh;)Ir(CO)C1 is more active than
each complex separately.

2. By employing a combination of transition metal com-
plexes one of which is incapable of reducing the olefin but
behaves under mild conditions as a catalyst of the decom-
position of formic acid and the other can transfer hydrogen
to the olefin. Such a system can be achieved, for exam-
ple, by combining the complex (PhsP)sCo(Nz)H, which can
catalyse the decomposition of formic acid at room tem-
perature, and any catalyst of homogeneous hydrogenation
which can give rise to hydrogen transfer [for example,
(PPhs)sRhC1].

3. By adding formate salts. In this case the formate
anion presumably serves as an efficient donor of the
hydride ion and formic acid behaves as a proton donor:

H—}CO0™ + M —> (MH)" + CO, ,
(MH)™ + HCOOH —> MH, + HCOO ,
MH, + RCH=CH, —> M + RCH,CHj «

Indeed the employment of a mixture of formic acid and
its salt made it possible in a number of cases to increase
appreciably the degree of reduction and to lower the
reaction temperature. For example, a mixture of formic
acid with its salt in the presence of the complex (PhsP)sRhC1
reduces quantitatively oct-1-ene and oct-4-ene, while the
degree of their reduction by formic acid alone under the
same conditions does not exceed 15%. In many instances
a mixture of formates and formic acid reduces olefins
even at room temperature.

It is interesting that formates themselves are also
capable of reducing olefins and acetylenes in the presence
of transition metals and in some cases the reduction by
alkali metal formates proceeds more readily than by
formic acid. Water behaves as the source of protons in
such systems. The nature of the cation linked to the
formate has hardly any effect on the activity of the
reducing agent.

Comparison of the catalytic activities of various tran-
sition metal complexes in the reduction of olefins by for-
mic acid showed that ruthenium complexes are the most
active and among these the highest activity is shown by
(PhyP);Ru(H)Cl. This complex catalyses the reduction of
terminal olefins at room temperature in high yields.

This behaviour of the ruthenium complex can be explained
by the exceptional ease of the dissociation of the C-H bond
of the formate group at the ruthenium atom with transfer
of the hydride ion to ruthenium (see above). It is note-
worthy that the ruthenium formate complex
(PPh3):RuH(OOCH) is itself an effective catalyst of the
decomposition of formic acid and of the reduction of ole~
fins by formic acid at room temperature.
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Kinetic studies and studies on model reactions suggest
the following general mechanism of the decomposition of
formic acid and the reduction of olefins [in the presence
of the complex (PhsP)sRu(H)C1]:

LaRu(H)Cl+- S LyRu (H)ClL- S+ L 5
H

/7
(1) LRu(H)Cl - S+ HCOOH - S [L,Ru:OOCH:l H* ,

T Cl
+s | —co, H
H
7 /O
Ly Ru\-CO, = L,Ru CH ;
cl 8\0/
H H
/ /"7 CHR
L;Ru- COy ‘*ﬂf&*‘_'—» Ly Rl « n ,
Nt et ©
it +5§1-—s
O CH,CH,R
LN
il S s als
Cl cl

where S is a solvent molecule,

The decomposition of formic acid under the influence
of transition metals can probably proceed not only via the
formation of a formate complex with subsequent hydride
transfer from the C-H bond to the metal in accordance
with the mechanism

M 4 HCOOH — HCOOM™ -+ H* —» HM~ 4 CO, 4 H* — MH, 4 CO, ,

but also by the insertion of the metal in the carbon-hydro-
gen bond with the initial formation of the hydride of the
metallocarboxylic acid:

H

/
M- HCOOH — M
N\cooH

— MH,; +CO; .

Indeed, when formic acid is refluxed with iridium com-
plexes of the type LsIrCl; (where L = Me:PhP or Et.PhP),
the product is a complex, which has the structure
LIr(CO)H(COOH)C1 according to infrared spectroscopic
data and its chemical properties'®. This reaction is of
interest not only from the standpoint of the understanding
of the mechanism of the decomposition of formic acid but
also from the standpoint of the possible transfer of frag-
ments of the metallocarboxylic acid to olefins via a
mechanism involving a kind of reductive carboxylation*®

H
M+ HCOOH - M

2= e coon .
\COOH N

The possibility of such addition of the elements of formic
acid and also of its esters to cyclohexene and other olefins
has been demonstrated in catalysis by rhodmm rutheni-
um, osmium, and platinum complexes The complexes
(PPhs)sRhC1, (PPhs)sRhC1, (PPhs)aIr(CO)Cl and
(PPhs)Rh(CO).;Cl proved to be the most active catalysts.
However, the yields of the carboxylic acid are low and do
not exceed 40 mole per mole of the catalyst; the process
is complicated by side reactions involving the decomposi-
tion of formic acid, the reduction of the olefin, etc.

This reaction is an example of an interesting type of
C -H bond dissociation and of the transfer of both hydrogen
and of an organic group to the substrate. Such reactions
can in many instances lead to new ways of obtaining valu-
able substances.

In conclusion of the section devoted to formic acid as a
reducing agent, mention should be made of the fact that in
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the presence of ruthenium and rhodium complexes the acid
is capable of the selective reduction of a8-unsaturated
ketones to saturated ketones!'®® (Table 3). It is inter-
esting that, when the complex (PPhs);RuCl is used as a
catalyst, not only formic acid but also DMF can serve as
a source of hydride hydrogen. The study on the exchange
of hydrogen in the C~H bond in DMF with molecular
deuterium catalysed by rhodium complexes'**”*** is
interesting in this connection. The authors propose the
following possible mechanism for the exchange process:

H H
| Dy |
Rh «--O=C—N(CHy); = llzh—O—(I_‘—N (CHy), =
D D
H D D
N/

| |
= Rh——-- O=C—N(CHy); = Rhe--0=C—N(CHy);+ HD .

3. Disproportionation Reactions

Catalytic reactions where the same substrate molecule
can behave both as a donor and as an acceptor of hydrogen
are of great interest. This results either in the isomeri-
sation of the initial molecule (with intramolecular hydrogen
migration) or disproportionation (with intermolecular
hydrogen migration).

The isomerisation of allyl alcohol to progionaldehyde
catalysed by cobalt hydrocarbonyl'®®, iron'>", ruthenium**®,
and palladium '** complexes can serve as an example of
such intramolecular hydrogen transfer. When allyl alco~
hol is acted upon by deuteriated cobalt hydrocarbonyl, the
entire deuterium is bound in the methyl group of propion-
aldehyde, which suggests the following mechanism for this

reaction %6
Hoo (HY 4
HT “Co-
CH,=CH—CH,0H + DCo(CO),—> Co7 —
.. YD
\CH,

— CH,DCH=CHOH — CH,DCH,CHO

Numerous olefin isomerisation reactions under the influ-
ence of transition metal compounds also constitute essen-
tially intramolecular hydrogen migrations. They occur
either with activation of the allylic C~H bond of the olefin
(which is most readily dissociated):
CH,
HyC=CH—CH,R + LyM —> | ML, = [—ML, ==
CH,R k 1!1

Me
K/ML,T—: Me—CH=CHR + L,M

CHR

or they involve the metal-hydrogen hydridic bond already
present via an intermediate o-alkyl derivative:
H Me Me H
CHy | | | h
H,C=CH—CHR+ L M—H 2 C"H - ML, 2 RCH,—CH—ML, 2> CHR—-M 2

N
CH,R
2 MeCH=CHR 4 L,M—H.

The isomerisation reactions have been discussed in grea-
ter detail in numerous reviews, for example that of
Orchin®,

o-Alkyl derivatives of transition metals, which are in
many instances intermediates in the catalytic migration of
hydrogen in olefins, are also capable of undergoing very
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readily intermolecular hydrogen exchange in the course of
the dissociation of the metal—-carbon bond via the mecha-
nism

2M—CH;CHg — 2M ++ CHyCHy ++ CH,=CH, .

For example, the decomposition of pentacyano(2 -butenyl)-
cobaltate(II) results in the formation of butenes and buta-
dienes®®. The alkylcarbonylrhodium hydride complex
(formed in the decarbonylation of aliphatic aldehydes)
decomposes with formation of alkanes and alkenes'® ™%:

2 RuCIH (CO) (PPh), (CH,CH,R) — MeCH,R + CH,=CHR + H, .

The number of examples of this kind could be greatly
extended. It is noteworthy that o-alkyl groups can behave
also as reductants for an “external” substrate (an unsatu-
rated compound), but this reaction does not have prepara-
tive value. For example, when tolane reacts at room
temperature with o-methyl derivatives of chromium,
tolalréf reduction products were identified after hydroly-
sis "

PhC=CPh [+ MeMgCl 4 CrCly. 3THF] HQ
- PhCH=CHPh+PhCH,CH,Ph - PhC=CHPh - Ph—C—CH,Ph .

I
Me} CH,

When a deuteriated Grignard reagent was employed it was
shown that the methyl group is in fact the hydrogen
donor ',

The olefin disproportionation reactions in the presence
of complex catalysts discovered recently are interesting.
It was found that cyclohexe-1,4-diene can disproportionate
in a homogeneous medium in the presence of
(Ph3P).Ir(CO)C1 with formation of benzene and cyclohex-
ane'®, In this case, as in N.D. Zelinskii's classical
irreversible catalysis, one cyclohexadiene molecule
behaves as the donor and the other as the acceptor of

hydrogen:
H_-H 9
03200
>
H”™H N(H) H

The complex Ph(@ -Cs;Mes)CgHs also catalyses the dis-
proportionation of cyclohexa-1,3-diene and cyclohexa-1,4-
diene to cyclohexene and benzene'®”. This involves the
formation of a rhodium complex accompanied by the iso-
merisation of the 14-diene to the 1,3-diene with subse-
quent disproportionation:

(CeMegRACI, + © + EtOH —>

The formation of the rhodium complex from the 1,3-diene
is accompanied only by disproportionation without iso-
merisation,

The reaction of cyclohexa-1,3-diene with RuCl; in etha-
nol results in the formation of a 7-benzene complex of
ruthenium *®®,  This reaction probably proceeds via the
catalytic disproportionation of cyclohexadiene.

In the presence of palladium salts cyclohexa-1,3-diene
Zﬁ cor};;erted into benzene and an allyl complex of palla-

ium **°:

\ 1
4@ + 2P4Cl, o 2O + @wd/c\w‘_@ .
N
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The disproportionation reactions of cyclohexene cata-
lysed by palladium salts'™"™ probably belong to the same
type. For example, on heating with Pd(CN), at 130°C,
cyclohexene gives rise to a mixture of cyclohexanes and
benzene [yields of 479 and 212% relative to Pd(CN)]'"°:

-0 -

When acted upon by PdClz, 1-methylcyclohex-1-ene
forms similarly methylcyclohexane and toluene even at
room temperature'’™; this entails the simultaneous oxi-
dation of the olefin and the formation of metallic palladium.
However, the authors believe that palladium complexes
and not metallic palladium catalyse this reaction.

An interestinF disproportionation reaction was dis-
covered by Riill 72, who established that, in the presence
of C02(CO); under the conditions of the Reppe synthesis,
cyclododeca-1,59-triene is converted into the methyl
ester of cyclododecanecarboxylic acid. In addition it was
found that the corresponding aldehyde is formed in the
course of the reaction. Hydrogen required for this reac-
tion is formed as a result of the conversion of cyclodo-
deca-1,5,9-triene into the symmetrical hydrindacene,
which was detected in the reaction products:

Lo’ (CH,) HCOOR +
Coy(CO)g B

4, Direct Dehydrogenation Reactions

The problem of the possible occurrence of direct
dehydrogenation reactions under the influence of complex
catalysts, i.e. reactions which are the converse of hydro-
genation, for example

LM
o o=+
H H
has attracted particular attention. Such reactions could
in principle be catalysed by the same complexes as
hydrogenation and the reaction mechanism might include
the activation of the C—H bond:

SH
SHy;+ M2 M 2 S+ MH, S +M+H, .
“H
However, under mild conditions all these reactions are
as a rule thermodynamically unfavourable and the equi-
librium is displaced wholly towards the formation of the
hydrogenation products.

The few examples in which processes of this kind are
known involve the formation of products which are thermo-
dynamically the most stable. Thus, as already stated
above, formic acid decomposes extremely readily when
acted upon by various transition metal complexes via the
mechanism

HCOOH - CO, + Hy .

Here the “driving force” of the reaction, which is com-
pletely displaced to the right, is the high thermodynamic
stability of the COz molecule (AHyg =~ 264 kcal mole™).
Direct dehydrogenation with formation of a C=C double
bond was observed in a few instances and only for com-
pounds where the double bond is stabilised by conjugation.
Thus it has been stated'™ that cyclohexane is dehydro-
genated to benzene on interaction with IrC1{PPhs)s.
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However, the yield of benzene was small and it was not
clear whether hydrogen was evolved or an iridium hydride
complex was formed. (Experiments with a deuteriated
substrate showed that hydrogen is transferred to iridium
from the phosphine ligands and not from the substrate.)
There are also data for the dehydrogenation of cyclohex-
ane by palladium(II) salts'™,

Extremely interesting examples of catalytic dehydro-
genation were observed by Blum and Biger '™ for com-
pounds whose dehydrogenation results in the formation of
a double bond between two benzene rings. For example,
on heating with a catalytic amount of (PhsP);RhC1,
(AsPh;s);RhC1, (PhsPlIr(CO)C1, or (PPhs)sRuCl; at 260°C,
bibenzyl gives rise to frans-stilbene:

PhCH,—CH,Ph — PhCH=CHPh -+ H, .

Other dehydrogenation reactions proceed similarly:

L0 =0

+3H, .

It is interesting that the rates of these reactions are
close to those of dehydrogenation at a heterogeneous palla-
dium catalyst, but the reactions in the presence of the
complexes are more selective. Thus, on heating with
(PhsP)sRhC1 (at 225°C for 15 h), 9,10-dihydroanthracene
gives a quantitative yield of anthracene (without the forma-
tion of tetrahydroanthracenes). Transition metal hydride
complexes are probably formed as intermediates in this
reaction, Indeed the hydride was isolated in the case of
the ruthenium complex.

There has been a brief communication'™ concerning the
catalytic dehydrogenation of toluene in the presence of
(PPhs)sIrC1:

P] IrCl
PhCH, (PPhy),ltC!

— PhCH,CH,Ph - PhCH=CHPh + PhC=CPh .
Presumably the occurrence of this reaction is related
primarily to the great ease of the dissociation of the ben-
zyl~hydrogen bond and subsequent dimerisation of the
benzyl radicals:

CH,Ph
PhCH; 4 L, Ir — th\ - [PhCHz] — PhCH,CH,Ph .

H

Finally mention may be made of the reaction in the
course of which cyclo-octa-1,3-diene is dehydrogenated
under the influence of chromium carbonyl with simultane-
ous ring contraction and aromatisation. The chromium
carbonyl complex of 0-xylene was isolated in a low yield!™:

© crico)s @Me

Me
Cr(CO),

---000~-~~
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The present review has dealt with a wide variety of
reactions involving the dissociation of C-H bonds with
subsequent hydrogen transfer to unsaturated compounds.
Transition metal complexes are effective catalysts of
these reactions and make it possible to carry them out
under comparatively mild conditions and fairly selectively.

Alcohols, alkoxides, aldehydes, dihydric phenols,
cyclic ethers, etc. can be used as hydrogen donors.
Formic acid and formates are particularly convenient
reducing agents.

Carbon-carbon double and triple bonds, the carbonyl
group, and the nitro-group have been hydrogenated with
the aid of these reducing agents. In many instances it
proved possible to demonstrate the high selectivity of the
reactions and their stereospecificity. It is noteworthy that
the ease and selectivity of the hydrogen transfer processes
and the availability of the reducing agents and catalysts
used make the reactions very convenient in many instances
on a preparative scale.
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