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1. Introduction

The right choice of a ligand for a metal-catalyzed
homogeneous reaction can be as critical as the choice
of the metal itself. In general, ligand design is
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somewhat like a fine art, requiring an individual,
often intuitive approach for each catalytic system.
There are certain families of ligands, however, that
seem to hold special promise for a wide variety of
reactions, catalyzed by late transition metals. Among
those are so-called hemilabile ligands,*~* with both
soft and hard nucleophilic centers within one mol-
ecule. Bis-phosphine monoxides (BPMOs) of the
general formula R'R?P—Y—P(O)R%R*, where Y is a
divalent spacer, constitute an important class of
hemilabile ligands. Due to the presence of both the
soft (P) and hard (O) Lewis base centers on one
molecule, BPMOs can stabilize various transition
metals in low and high oxidation states. Also, BPMOs
often form labile metal chelates which can easily
generate reactive, coordinatively unsaturated species
(see section 4.1.1 for more detail). Consequently, the
weak BPMO chelation provides low activation energy
paths to various transformations at the metal center,
such as ligand exchange, isomerization, oxidative
addition, migratory insertion, reductive elimination,
and so forth. As a result, transition metal-BPMO
complexes are often capable of catalyzing various
reactions under uncommonly mild conditions with
very high selectivities. As will be shown in section
4.1, some BPMO complexes of Rh and Pd exhibit
exceptionally high catalytic activities and/or superior
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selectivites in such important processes as methanol
carbonylation (the Monsanto acetic acid process) and
olefin hydroformylation and hydrocarboxylation. A
number of BPMOs have also proven usefulness in
synthesis, analytical chemistry, and the chemistry
of materials, and in cancer and AIDS research. Due
to the practical importance of BPMOs, a substantial
share of information on their synthesis and applica-
tions can be found in the patent rather than the open
literature.

The birth of the chemistry of BPMOs dates back
to the 1960s, when a few reports®~’ appeared de-
scribing the first members of the family of BPMOs,
in which the P(I11) and P(V) centers are separated
by a C,>7 or a C,® spacer. Since then the field has
advanced considerably. New synthetic methods have
been developed and exciting applications found for a
variety of BPMOs with different linkers between the
phosphine and phosphinyl functionalities. In 1991,
Bader and Lindner! published a survey of P,O-
ligands, and more recently Slone, Weinberger, and
Mirkin? reviewed various classes of hemilabile ligands.
However, no reviews have appeared in the literature
focusing specifically on the chemistry of BPMOs. In
this article, we provide a detailed overview of mixed
phosphine—phosphine oxide compounds, with the
literature covered up to mid-2003. More recent
progress is briefly summarized in section 5. Mono-
oxides of polycyclic, P-bridgehead diphosphines® and
BPMO analogues with the two P centers separated
by a nitrogen atom (recently reviewed by Ly and
Woollins®) are beyond the scope of this article.

2. Synthesis

Two general synthetic strategies are known for the
preparation of BPMOs. One involves two P; units
coming together to form a BPMO molecule. The other
approach is based on selective oxidation of one P
atom in readily available bidentate tertiary organic
phosphines.

2.1. Assembling BPMO Molecules from Two P,
Fragments

As early as 1960, Issleib and Baldauf® reported the
formation of Ph,PCH,P(O)Ph, (dppmO) in the reac-
tion of Ph,PCI with moist solutions of CH;N,. Soon
after that, Seyferth” developed the first general
method for the preparation of BPMOs of the general
formula Ar,PCH(R)P(O)Ar',, as shown in eq 1.

R

RCH,M R',PX
ArpP(O)CH(R)M AP PR, (1)
-ArH -MX 3

ArgPO

M = Li, MgX; X = CI, Br

Ar = Ph, 1-C4gH7, 2-BuOCgHy, 3-PhCgH4

R =H, Me, Et, Pr, Bu

R' = Ph, HC=CMej, 2,4,6-CgH,Cl3, CHCI,, p-dioxanyl, Cy, Me, 2-C4oH7,
N-morpholinyl

Modifications of this method have been reported
by several groups.°~* Grim’s work'® communicates
improved yields of Ph,PCH(R)P(O)Ph; (R = H, Me,
and Pr) from the inverse addition procedure, i.e.,
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when the phosphinylalkyllithium is added to Ph,PCI.
Also, a different route has been used to generate the
reactive nucleophilic building block Ph,P(O)CH(R)-
Li via deprotonation of Ph,P(O)CH,R with BuL.i (eq
2)_11714

R

BuLi Ph,PClI P
BuH

Ph,P(O)CH,R PhyP(O)CH(R)LI ————= PhyP
o]

PPhy (2)

R =H, Me, Ph

Rudomino and Tsvetkov!® have reported the syn-
thesis of dppmO from Ph,PH and formic acid in the
presence of HCI (eq 3). However, Bu,PH or Ph(Bu)-
PH remained unreactive under similar conditions.

HCI
thP/\Pth (3)
H,0 i

2Ph,PH + HCOOH
The mono-oxide of 1,2-bis(diphenylphosphino)eth-
ane (dppeO) was first isolated from the reaction of
1,2-bis(diphenylphosphino)ethylene with HBr in AcOH
followed by hydrolysis® and from alkaline hydrolysis
of 1,1,4,4,-tetraphenyl-1,4-diphosphoniacyclohexane
dibromide,%® in unspecified yield. The reaction of Ph,-
PH with Ph,P(O)CH=CH, (eq 4)'¢ or Ph,P(O)CH,-
CH,0OR (R = H, Et)'” afforded dppeO in 89 and 91%
yield, respectively. The same molecule has also been
obtained in 41% isolated yield from the photochemi-
cal addition of Ph,P(O)H to Ph,PCH=CH, in i-
PrOH.18

0 0
PhoP”Xx  + PhyPH _ LBUOK | Phop” > FPN2 @)

The backbone isomer of dppeO, 1,1-bis(diphe-
nylphosphino)ethane monoxide, has been prepared,
in unspecified yield, via hydrozirconation of diphenyl-
(vinyl)phosphine oxide, followed by the treatment
with Ph,PCI.%°

Butler and Davies? have reported the synthesis
of 1,1'-bis(diphenylphosphino)ferrocene monoxide (dp-
pfcO), by reacting 1-(diphenylphosphino)-1'-lithio-
ferrocene with Ph,P(O)CI or, alternatively, 1-(diphenyl-
phosphinyl)-1'-lithioferrocene with Ph,PCI. Asomewhat
similar strategy has been employed for the prepara-
tion of BINAP monoxide (BINAP(O))?'~?4 and its
5,5',6,6',7,7',8,8'-octahydro derivative?! via the Ni- or
Pd-catalyzed phosphinylation of the phosphino tri-
flates (eq 5). The triflates, in turn, are synthesized
in several steps from the corresponding binaphthol.
The racemic BINAP(O) prepared this way?® has been
resolved with an optically active C,N-cyclopalladated
complex. Treatment of the less soluble diastereomer
with ethylenediamine released (S)-BINAP(O).%

PPhz Ni or Pd catalyst PPh;
ot * HPOAR base PAr
99 s
(

Ar = Ph, p-toly
r=Fh, poly 37-70%

5)

A series of tri-P-substituted methanes of the type
(PhaP(X))(Ph2P(Y))(Ph,P(Z2))CH, where X, Y, Z = an
electron pair, O, S, or Se in various combinations
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have been prepared.?>~28 For instance, deprotonation
of Ph,P(O)CH,P(S)Ph, with BulL.i, followed by treat-
ment with Ph,PCI, produced (Ph,P)(Ph,P(O))(Ph,P-
(S))CH.28

2.2. Selective Oxidation of Polyphosphines

Numerous bidentate phosphines are easily acces-
sible and/or commercially available. Clearly, direct
mono-oxidation of organic tertiary diphosphines is
the most attractive approach to BPMOs. However,
oxidation of one of the two P(l11) atoms in a diphos-
phine molecule to P(V) does not diminish substan-
tially the reducing ability of the remaining P(I11)
center. As a result, direct oxidation of bidentate
phosphines with conventional oxidants (e.g., O,
H,0,, Br,/H;0) is nonselective, leading to mixtures
of the unreacted diphosphine, its monoxide, and its
dioxide.?®3° Tedious column separations of such
mixtures and poor yields (10—30%) are inevitable
when conventional diphosphine oxidations are em-
ployed to prepare BPMOs. Exceptions are rare. Thus,
Ph,PNHPPh; has been reported to undergo oxidation
with H,O, to the corresponding mono-oxide, which
was isolated in ca. 50% yield (crude form).*° Triphos
has been air-oxidized in the presence of a cobalt
catalyst to triphosO in 30—45% yield or to triphosO,
in 80—95% yield.*! The Co-catalyzed air oxidation of
dppm and dppe in the presence of excess sacrificial
3-methylbutanal has been claimed to produce dppmO
and dppeO in ca. 55% yield at 88—100% conversion
(GC data; no product isolation described).*? Similarly,
the Rh-catalyzed oxidation of BINAP with O; in the
presence of CO has been reported* to produce
mixtures of BINAP(O), and BINAP(O), with the
selectivity for the desired mono-oxide being only ca.
30—50%, as determined by NMR. No attempts have
been made to isolate BINAP(O) from these Rh-
catalyzed oxidations.*® The Staudinger-type reaction
of 1,2-bis(diphenylphosphino)benzene with Me3;SiN3
has been found to result in the exclusive formation
of the corresponding mono-iminophosphorane,*2 which
may be hydrolyzed to the oxide. This selectivity is
rather exceptional, as diphosphines with a flexible
backbone, such as dppm, often react with azides
nonselectively, unless special conditions (e.g., high
temperature, solvent-free) are applied.*** Although
a few more examples of selective mono-imination of
bidentate phosphines are known,*>4¢ hydrolysis of
such phosphine—iminophosphoranes to the desired
BPMO often occurs in low yield.*” Remarkably, the
electrochemical oxidation of dppfc under thoroughly
optimized conditions has been shown to produce
dppfcO in 66% isolated yield.%® Since the difference
in the E° values of dppfc and dppfcO is only 0.1 V,
careful optimization of the working potential is
critical in order to avoid further oxidation of the
electrochemically produced dppfcO to dppfcO,.3¢

Mading and Scheller®® have found an elegant
solution to the problem of low selectivity of polyphos-
phine oxidation. They have demonstrated that pro-
tonated forms of bidentate phosphines containing
basic dialkylphosphino groups (e.g., dmpe) can be
selectively mono-oxidized (eq 6).334¢ Unfortunately,
this “protection via protonation followed by oxidation”

Chemical Reviews, 2004, Vol. 104, No. 3 1631

method (eq 6)%3 is not applicable to the most readily
available and attractive diarylphosphino substrates
due to their insufficient basicity.

Mezp/\/PMez

H ® 1.[0]
PM .
Mezl'j/\/|l| ©2

® 2. base
I
MeQP/\/ PMe,  (6)

Abatjoglou and Kapicak® have developed a general
two-step method for the synthesis of BPMOs via
monobenzylation of a bidentate phosphine with ben-
zylic halides, followed by alkaline hydrolysis of the
phosphonium salt (eq 7). The first step of the Abat-
joglou—Kapicak process*® is run in a low-polarity
medium, such as toluene. This way the monophos-
phonium salt precipitates from the reaction mixture
as the reaction occurs, and thus benzylation of the
second P atom is avoided. The phosphonium salt is
then isolated and treated with aqueous NaOH to
produce the desired mono-oxide. Overall yields of 52—
81% for the two steps have been claimed*® for the
purified products Ph,P(CH,),P(O)PPh, (n = 1-6).
This two-step method has also been successfully used
by others.?251-54 Although difficulties in preparing
Ph,P(CH>),P(O)PPh; (n = 1'? and 3%) via the Abat-
joglou—Kapicak process have been mentioned, Ala-
jarin and co-workers®* have recently reconfirmed the
yield of 56% for dppmO (n = 1) in reaction 7.

PhCHgBr OH"

Ph,P-Y-PPh, [Ph,P-Y-P(CH,Ph)Ph,]* Br

PhoP-Y-P(O)Ph,  (7)

Y = (CHy)n, n = 1-6;
cis-CH=CH; trans-CH=CH

The first general, one-step method has been re-
cently developed for catalytic mono-oxidation of
diphosphines.>6~%8 This anaerobic oxidation readily
occurs under biphasic conditions in the presence of
a palladium catalyst and 1,2-dibromoethane as the
oxidant (eq 8) to afford various BPMOs in 50—90%
isolated yield. More recently, Tol-BINAP(O) was
prepared in the same manner.>®

Pd (II) (cat), 20-80 °C

PhoP-Y-PPh, + BrCH,CHgBr + 2NaOH
HQO” ,2-CQH4C|2 or CHQC|2

PhoP-Y-P(O)Phy | CHy=CH, + 2NaBr + HyO (8)

Ph,P-Y-PPh, = dppm, dppe, dppp, dppb, dppbz, dppfc,
(S)-BINAP, (R)-BINAP, rac-BINAP

The catalytic mono-oxidation is based on the ability
of some hard ligands, such as 0%, F~, OH™, AcO™,
and (in certain cases) H,O, to promote the remark-
ably clean inner-sphere redox transformation of
phosphine complexes of certain late transition met-
als, such as Cu, Ni, Rh, Ir, Pd, and Pt (eq 9).60-87

[LaM™(PRg)] + 20H" LMM2¢] + R4PO + HyO (9)

Reaction 9 is most characteristic of Pd(ll) com-
plexes.65-7274-78,808183-8587 Coordination of a hard
anion X~ to the metal center, followed by P—X
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reductive elimination, results in Pd(l1) reduction to
Pd(0) and simultaneous oxidation of the tertiary
phosphine to a P(V) derivative, such as phosphine
oxide or difluorophosphorane if X = F.®> When a
bidentate phosphine is involved in this Pd(I1)/P(111)
— Pd(0)/P(V) process, the corresponding BPMO or its
difluoro derivative is formed (e.g., eqs 10% and 11°).
In the presence of excess bis-phosphine, the Pd(0)
produced remains in solution in the form of the
corresponding zerovalent complex, [(L—L).Pd] (L—L
= diphosphine).

2[BugNJ* F, DMSO

PhyP(CH2),PPhy + PdCI, 2BuNJ CF
- 4!

n=1-4

PhyP(CHp),P(F)2Phy + Pd (0) (10)

L.,
ﬁPhZ
¢

Stoichiometric reactions such as 10 and 11 can be
rendered catalytic in Pd by selective oxidation of the
Pd(0) back to Pd(Il) with 1,2-dibromoethane. The
latter (unlike alkyl and benzyl halides) is poorly
reactive toward tertiary phosphines but readily oxi-
dizes the Pd(0) to Pd(Il) via oxidative addition
followed by bromide s-elimination (e.g., eq 12).58

[ e }

+ Pd(0) (11)

l’

[

gr] CaHa

R Br] dppe P P ]2+
[[\Pd, }L[E\de} (12)
P = PPh, P | 2B F P

Mechanistic studies of the Pd-catalyzed, biphasic
mono-oxidation of diphosphines (eq 8) indicated that,
depending on the composition/structure of the com-
plex the substrate forms with Pd(l1), the process is
governed by two slightly different catalytic loops
(Schemes 1 and 2).58 The mechanism shown in
Scheme 1 is operative for substrates L—L forming
water-soluble cationic complexes [(L—L).Pd]*" (e.g.,
L—L = dppe). Other diphosphines (e.g., L—L =
BINAP) form only neutral complexes with Pd?t, i.e.,
[(L—L)PdX;] (X = anionic ligand, e.g., halide). Be-
cause such neutral Pd(Il) chelates are insoluble in
water, the reaction with alkali likely occurs at the
interface rather than in the bulk of the aqueous
phase (Scheme 2).58

The selectivity of the catalytic reaction 8 is based
on the chelate effect that drives the replacement of
the BPMO just formed on the metal center with the
diphosphine substrate (Schemes 1 and 2). It is not
surprising, therefore, that poorly chelating, long-
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Scheme 1

P
2 C + PdXy
P

Organic Phase

20H"

PP~ ]2
2Br C Pd’ )
PP

Pd(l) 2X
H,0
Aqueous Phase [ PP ]
CP’Pd ﬁ)
Pd(0) ©
CHZZCHZ
Organic Phase CP
P
Br/\/Br [ P\ /P ]
CP,Pd\PD
Pd (0) P
oep.)
Scheme 2
P
C + PdX,
P
Organic §{ Aqueous
Phase Phase
CH2=CH2
PO X
(.
P X
X N\X Pd (Il) 20H
(X=Br)
P P
(G D]
P" P P
Pd (0) CP
P
O=P> [(P\ /P> } 2X" + Hy0
Pd
P’ P
(P Pd(0) ©
P

backboned bidentate phosphines, such as Ph,P(CH.),-
PPh, (n = 5), cannot be selectively oxidized using
reaction 8.

Table 1 contains data on BPMOs prepared by
various methods. In principle, polydentate phos-
phines may be selectively oxidized using metals as a
protecting group for one or more P-centers.30:88-110
These reactions are not regarded as an efficient route
to BPMOs but have proven useful for the synthesis
of metal complexes containing BPMO ligands and
therefore will be discussed in detail in section 3. The
formation of BPMOs as side products in various
reactions is known. For instance, dppfcO has been
isolated as a minor product (11% vyield) from the
reaction between [CpCo(CO),] and dppfc.t!!
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Table 1. Preparative Methods for the Synthesis of BPMOs

isolated 31P NMR, 6, ppm
BPMO acronym method of synthesis yield, % (Jp-p, H2) ref
MesP” " PMe, dmpmO Protonation of dmpm, followed by oxidation with  63.5 MeOH: —47.0; +50.2 (37.7) 33
5 H,0, and alkaline hydrolysis THF: —47.8; +36.4 (36.3)
Ph,P” PPh, dppmO  Reaction of PhsPO with MeLi, followed by ns? 7
o Ph,PCI 60 —28.4; +27.7 (50) 10
Reaction of Ph,P(O)Me with BulLi, followed by 64 12
Ph,PCI 57.6 13
ns —27.9;4+29.4 (53) 14
Mono-benzylation of dppm with PhCH;Br, 52.5 —28.7; +27.2 (49.5) 49
followed by alkaline hydrolysis of the 56 54
phosphonium salt
Reaction of Ph,PH with formic acid in the 76 —26.4; +27.9 (50.5) 15
presence of HCI
Pd-catalyzed anaerobic mono-oxidation of dppm  70—84 —26.5; +29.8 (50.5) 56—58
Tol,P” > PTol, dtolpmO Reaction of Ph,PH with formic acid in the 71 —28.5; +28.0 (47.8) 15
i presence of HCI
Mono-benzylation of Tol,PCH,CH,PTol, with ns —29.7; +29.9 (48) 52, 167
PhCH_.Br, followed by alkaline hydrolysis
of the phosphonium salt
Reaction of PhzPO with EtLi, followed by Ph,PCI 25 —-12.3; +33.6 (62) 10
PhoP™ "PPh; Reaction of Ph,P(O)Me with BuLi, followed by ns —12.6; +36.1 (65) 14
(0] Ph,PCI
Hydrozirconation of diphenyl(vinyl)phosphine ns —10.1; +31.4 (64.4) 19
oxide, followed by treatment with Ph,PCI
Reaction of PhzPO with BuLi, followed by Ph,PCI 48 —9.5; +32.7 (65) 10
46.5 13
PhaP .c’?)"“2 ns ~9.7;+35.7(69) 14
Ph Reaction of Ph,P(O)CH.Ph with BulLi, followed 61 11
I — by PhoPCI ns ~6.8;+30.0 (56) 14
phop P2 dppeO  Reaction of Ph,PH with CH,=CHP(O)Ph; in the 89 —13.2; +34.7 (50) 16
2 o] presence of t-BuOK
Reaction of Ph,PH with HOCH,CH,P(O)Ph; in 91 —-11.9; +31.6 (51.2) 17
the presence of KOH
Mono-benzylation of dppe with PhCH2Br, 81 —12.4; +31.7 (48.3) 49
followed by alkaline hydrolysis of the
phosphonium salt
Photochemical addition of Ph,P(O)H to 41 18
Ph,PCH=CH,
Pd-catalyzed anaerobic mono-oxidation of dppe 78—87 —11.5; +32.3 (48.0) 56—58
PhyP” >"PPh, dpppO  Mono-benzylation of dppp with PhCH2Br, 76 —18.6; +29.8 49
A followed by alkaline hydrolysis of the
phosphonium salt
Pd-catalyzed anaerobic mono-oxidation of dppp 73-76 —-17.2; +32.0 56—58
Ph.p” " PNz dppbO  Mono-benzylation of dppb with PhCH:Br, 75.5 —17.0; +30.1 49
2 (¢} followed by alkaline hydrolysis of the
phosphonium salt
Pd-catalyzed anaerobic mono-oxidation of dppb 80—83 —16.5; +32.2 56—58
PhoP” >""ppp, Mono-benzylation of 1,5-bis(diphenylphosphino)- 69 —16.3; +31.3 49
o) pentane with PhCH,Br, followed by alkaline
hydrolysis of the phosphonium salt
php” S PPh2 Mono-benzylation of 1,6-bis(diphenylphosphino)- 60 —16.6; +30.7 49
2 o) hexane with PhCH.Br, followed by alkaline
hydrolysis of the phosphonium salt
/\ Mono-benzylation of cis-1,2-bis(diphenylphos- ns —18.9; +34.0 (24.4) 49
PhP - PPhy phino)ethylene with PhCH,Br, followed by

% alkaline hydrolysis of the phosphonium salt
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Table 1 (Continued)

Grushin

isolated 3P NMR, ¢, ppm
BPMO acronym method of synthesis yield, % (Jp-p, Hz) ref
ph,p X P2 Mono-benzylation of trans-1,2-bis(diphenylphos- ns —5.8; +21.4 (19.6) 49
2 ¢} phino)ethylene with PhCH,Br, followed by
alkaline hydrolysis of the phosphonium salt
PPh, dppbzO Pd-catalyzed anaerobic mono-oxidation of dppbz 81-83 —12.8; +30.7 (14.8) 58
@[ Mono-benzylation of dppbz with PhCH,BTr, ns 167
bPhy followed by alkaline hydrolysis of the
] phosphonium salt
S —pphy dppfcO Reaction of (CsH4Br)Fe(CsH4PPh,) with BuL.i 72—95 20
followed by Ph,P(O)CI, or of (CsHsBr)Fe-
(CsH4P(O)Phy) with BuLi followed by Ph,PCI
@Eth Electrochemical oxidation of dppfc 66 —17.4; +28.5 36
Pd-catalyzed anaerobic mono-oxidation of dppfc 40—-65 —16.7; +28.5 56—58
OO (£)-BINAP(O) Multistep synthesis starting with BINOLP 70 =147, +27.7 23
PPh; Pd-catalyzed anaerobic mono-oxidation of 71 —16.7; +27.9 58
@) (£)-BINAP
SO
o
(S)-BINAP(O) Resolution of (+)-BINAP(O) with an optically 100 —-14.7, +27.7 23
OO PPh active C,N-cyclopalladated complex, followed
S 2 by treatment of the less soluble diastereomer
) Ph with ethylenediamine
OO o) : Pd-catalyzed anaerobic mono-oxidation of 80—-83 —16.7,+27.9 56—58
(S)-BINAP
= X (R)-BINAP(O) Pd-catalyzed anaerobic mono-oxidation of 80—81 —16.7; +27.9 56—58
A pen, (R)-BINAP
(R)
PPhy
0
(S)-Tol-BINAP(O) Pd-catalyzed anaerobic mono-oxidation of ns 59
OO PTol (S)-Tol-BINAP
2
(S)
O PTol,
o]
4€>th triphosO Co-catalyzed air oxidation of triphos 30—-45 —24.1;+29.1 41
PPh
ﬁthz
o]
0 triphosO; Co-catalyzed air oxidation of triphos 80—95 -—23.7;+30.2 41
PPh,
~€\Pph2
PPh,
(0]
Q, /~—PPh, Reaction of Ph,PH with (CH,=CH),P(O)Ph inthe 72.5 —13.1; +42.8 (46.0) 16
,P\/\ presence of t-BuOK
Ph PPh,
o Reaction of PhPH; with CH,=CHP(O)Ph; in the 90 —-17.0; +34.3 (43.5) 16
/~—PPh, presence of t-BuOK
Ph—R
\/\Pth

ans, not specified. ® The yield in the next column is for the final step, the Pd- or Ni-catalyzed reaction of Ph,P(O)H with

2-diphenylphosphino-2'-triflato-1,1'-binaphthyl.

3. Metal Complexes Containing BPMOs

Due to their unique coordination properties, BP-
MOs find numerous applications in catalysis with
metal complexes (see section 4.1). Understanding the
modes of binding of BPMOs to various metals is
therefore important in order to design new, efficient
catalytic systems for various organic reactions. In

connection with this, an overview of the coordination
chemistry of BPMOs will be presented in this section,
to precede the description of organic reactions cata-
lyzed by phosphine—phosphine oxide metal com-
plexes further below.

As mentioned above (section 2), oxidation of one
phosphino group in a bidentate phosphine to phos-
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phinyl does not influence significantly the electron-
donating ability of the remaining P(Ill) atom. As a
result, phosphino groups of BPMO molecules readily
undergo oxidation (see above) and quaternization
with alkyl halides'®'*? and aryl halides in the pres-
ence of a metal complex catalyst. Thus, quaterniza-
tion of dppmO with PhBr readily occurs in acetoni-
trile in the presence of a Ni catalyst to produce
[Ph,P(O)CH,PPh3]"Br—.12 The phosphinyl group of
a BPMO also exhibits the expected properties. For
instance, Wittig—Horner-type reactions of dppmO
with various aldehydes RCHO in the presence of
t-BuOK have been reported!** to afford Ph,PCH=
CHR in 48—69% vyield (see section 4.2). It is not
surprising, therefore, that both the P (phosphine) and
O (phosphinyl) nucleophilic centers on BPMO mol-
ecules can form complexes with various metal ions.

Both 3P NMR and IR spectral methods are most
helpful in determining the coordination modes of
BPMOs. When coordinated to a metal, the phosphino
and phosphinyl groups display 3P NMR signals that
are shifted (usually downfield for diamagnetic spe-
cies) from those of the free ligand (Table 1). In IR
spectra, the P=0 band (commonly 1170—1200 cm™!
for free RsPO) undergoes a noticeable shift to lower
frequencies upon coordination of the oxygen to a
metal center. Only on a rare occasion is the shift
Avp—o not very well-pronounced, e.g., for some Hg?>"—
and Cd?*—BPMO complexes (see section 3.1.7).

Simple considerations in terms of the hard and soft
acid and base principle predict that the soft P center
of BPMOs would prefer to bind to softer metals in
low oxidation states, such as Hg?", Pd°, Pd?", Pt?T,
and the like, whereas the hard O donor should have
a higher affinity for hard Lewis acids, e.g., the
lanthanides in the high oxidation state of +3. How-
ever, the presence of two basic centers on a BPMO
molecule allows, in many cases, for the binding of
both the P and O atoms to one metal center to form
a chelate. Such chelates are expected to be weak.
Indeed, for the softer metals it is the M—O bond that
would dissociate more readily, whereas for the harder
metals it is the soft phosphine group that would be
prone to come off with ease. As will be shown below,
in this section and in section 4, it is the weakness of
the chelates (hemilability) that makes the coordina-
tion chemistry of BPMOs very rich and most relevant
to homogeneous catalysis.

3.1. Mononuclear and Homopolymetallic
Complexes

3.1.1. Chromium, Molybdenum, and Tungsten

The original 1975 report from Grim et al.l° de-
scribes the high-temperature displacement of two
carbonyls in [M(CO)g] (M = Cr, Mo, W) with Ph,PCH-
(n-Pr)P(O)Ph, to give the corresponding five-mem-
bered chelates (eq 13). Unfortunately, yields and
selectivities for reaction 13 have not been specified.
The chelate structures were assigned on the basis of
analytical, IR, and 3P NMR data. The chemical shifts
from both of the P nuclei were considerably downfield
from those of the free ligand, indicating coordination
of both the P and O centers. Furthermore, the

Chemical Reviews, 2004, Vol. 104, No. 3 1635

characteristic vp—o frequency in the complexes was
lower by 35—42 cm™! than the value of the free ligand
(1170 cm™1), confirming metal binding to the phos-
phinyl group.

Ph e
Osp-ph  diglyme, 160 °C O=p—pp

P\J\/\ T~ 0 (OC)4M‘PJ\/\ (13)

<\
Ph Ph™ n

[M(CO)e] +
Ph”

M = Cr, Mo, W

In sharp contrast, similar reactions of [M(CO)g] (M
= Cr, Mo) with dppmO and dppeO resulted in
isolation of only unilaterally P-bound species (eqs
14-16).5° In all cases, complex reaction mixtures
were obtained, as indicated by TLC (although pre-
parative separation by column chromatography failed).
Two Cr complexes (egs 14 and 15) were isolated by
recrystallization. The Mo complexes (eq 16) were
identified by FABMS and IR analysis of micro-scale
guantities of the components absorbed on an analyti-
cal TLC plate after the separation. Disubstituted
complexes [(dppeO-«*-P),M(CO),] (M = Cr, Mo) were
found to possess the cis geometry. The dinuclear
complex [Mo2(CO)4(dppe0),] was proposed to have a
macrocyclic structure, in which each Mo is coordi-
nated to two carbonyls, one P, and an n%-Ph of the
phosphinyl group.®°

Ph Ph

[CrCO)l + dppmOo —2V™__ (oc)cr—p  Popy (14)
reflux, 1.5 h PA O

17%

Ph\Eh/\/ P(O)Ph,

petrol. ether L
[Cr(CO)s] + dppeO cis-(0C)4Cr{ (15)
reflux, 5 h P~
Ph” | P(O)Ph,
Ph
25%
diglyme Ph P(O)Ph
[Mo(CO)s] + dppe0 —— Y€ _ (oC)sMo—P~ > 2
reflux, 6 h Ph

(16)
Ph
Ph. so~_P(O)Ph,
cis-(OC)4;Mo,
Ph” Eh\/\ P(O)Ph,

+ "[Moy(CO)4(dppeO),]”

The markedly different coordination modes of Ph,-
PCH(n-Pr)P(O)Ph, and dppmO or dppeO to the soft,
zerovalent Cr, Mo, and W may be rationalized in
terms of the softer character of the P=0 oxygen on
the former ligand bearing an electron-donating n-
propyl group.

An interesting reaction occurred upon oxidation of
[(depe).Mo(N>).] with adventitious oxygen in anhy-
drous CgHe/HCI to produce the P,O-chelate [MoOClI;-
(depeO-«?-P,0)], as established by X-ray diffraction
(eq 17).%%

CgHg, HCI ‘_P/\—,PK
[Mo(N3),(depe),] Cl\l\/i -0 \\ 17)
trace O, U
O/CI Cl
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Oxidation of [W(CO)s(l)2(dppfc)] with H,O, gave
[W(CO)3(1)2(dppfcO-«2-P,0)], in which the 1,1'-bis-
(diphenylphosphino)ferrocene monoxide is P,O-bonded
to the tungsten atom.®” Likewise, oxidation of the
dangling PPh; group in [M(CO)s(dppm-«2-P,P)(dppm-
«*-P)] (M = W and Mo''%) with adventitious oxygen
has been reported to produce P-bonded dppmO
complexes [M(CO);(dppm-«2-P,P)(dppmO-«*-P)] (M =
W and Mo), both of which have been structurally
characterized.®1%%

Brock and Mayer have reported3* oxygen transfer
from dppeO to W(II), one of the most exciting findings
in the field of BPMO—metal complexes. It has been
shown that the heating of [(Ph.MeP),WCI,] with
dppeO in CgDs results in the formation of three
products, of which two are oxo—tungsten species (eq
18). Both the stoichiometry and labeling experiments
with dppe!®O provided unambiguous evidence for
oxygen transfer from the dppeO. Remarkably, this
is the first example of oxygen abstraction from a
tertiary phosphine oxide by a metal, resulting in the
cleavage of the very strong P=0 bond (ca. 130 kcal
mol—1).

Cl Cl ph,
LV|V|- s 4oou0 L"'v‘v"“P CeDg, 80 °C
ppe —_—
L/|\|- L/‘\O=PPh2 6h
cl cl
O  ph, 0 Gl Phy
c||\|P . Cll"'U\/'"‘\L LV|VP]
L/"“’\P] Tl | (18)
cl Phy cl ¢l Phy
L = PMePh,

The intermediate dppeO chelate (eq 18) has been
isolated and fully characterized. It has also been
shown that the dppeO ligand in [(Ph.MeP),WCl,-
(dppe0-«2-P,0)] is readily displaced by dppe. The
dppeO ligand can also be displaced by Ph,MeP,
although in this case the reaction is reversible, the
equilibrium being shifted toward the chelate. How-
ever, in the presence of both Ph,MeP and water, the
metal is oxidized to release dppeO irreversibly (eq
19). Reaction 18 also occurs for more strongly binding
L = PMes, albeit more sluggishly, with no dppeO
intermediate being observed.®*

ek i
L., WP L H Cl.,, L

w - H20 W (19)
" | YNo=pPh, -dppeO L

cl cl
L = PMePhy

3.1.2. Manganese, Technetium, and Rhenium

Blagborough, Davis, and Ivison have reported the
formation of [Mny(CO)g(dppeO-«1-P),] in 52% yield
upon treatment of [Mn,(CO)40] with 2 equiv of dppeO
in toluene under reflux. Bromination of the resulting
dppeO complex produced a mixture of trans (minor)
and cis (major) isomers of [MnBr(CO),(dppeO-«*-P)].
Treatment of the latter with AgNO; did not produce
the expected cationic P,O-chelate [Mn(CO)4(dppeO-

Grushin

«2-P,0)]" but rather gave [Mn(NOg3)(CO)4(dppeO-«*-
P)] instead. All these transformations are shown in
Scheme 3, along with the formation of mer-trans-

Scheme 3
Mno(COYol + gy o™\ ~P(OPM
toluene
reflux
1h
Phy(O)P.
\/\Ph %o %o
b P
L S
OC o °¢ co Ph\/\p(o)phz
BI’Z
l|3r‘__co ??_CO
oc—Ma—p—Ph Br—Mr—P— "
oc? |1 oc’ | |\/\
CO Ph P(O)Phy CO Ph P(O)Phy
major minor
dppeO
AgN03
/N02
Ph,(O)P.
o 2 Ph Br
| .CO \/\| |.CO on
oc—Ma—p—Ph Ph/P—/Nin—T</\
A
0C co Ph\/\ 0% Go ph

P(O)Ph;

[MnBr(CO)s(dppeO-«*-P),], which can also be pre-
pared directly from [MnBr(CO)s] and 2 equiv of
dppeO. In contrast, the reaction of [Mn,(CO)0] with
dppmO was found to be poorly selective, resulting in
a complex mixture of unidentified products.>®

The formation of cationic bis-P,O-chelate, [TcCl,-
(dppmO-«2-P,0)]", in the reaction of NH4TcO,4 with
dppm has been recently reported by the Davison
group (eq 20).1° The all-trans structure of the dppmO
complex, isolated in 33% yield as [TcCl(dppmO-«?-
P,0).]"PFs~, has been established by X-ray diffrac-
tion.

NH4TcO4 + dppm
4 2. NH4PFg 5 o=p

cl +

1. EtOH, HCI {FI:OI’/'TC’:P—[] oy 20)
P = PPhy cl

Katti and Barnes''® have synthesized P,O-chelated
[Re(O)Cly(X)(dppmO-«3-P,0)] (X = Cl, OEt) by react-
ing dppmO with [Re(O)Cl3(PPhs),] or [ReOCl,]~ gen-
erated from NH;ReO, and HCI. Alternatively, [Re-
(O)Cl3(dppmO-«2-P,0)] can be prepared by oxidation
of [Rez(u-0)(0),Cla(u-dppm)z] or [Rez(u-O)(u-Cl)(O)-
Cls(u-dppm);].9¢ Scheme 4 summarizes these syn-
thetic routes to [Re(O)Cl,(X)(dppmO-«?-P,0)], whose
structure has been established by X-ray analysis
carried out by both groups.®6.116

Interestingly, reactions of [Re(O)X3(EPh3),] (E = P,
As)17:118 or [PhyAs][ReOCI 4] with excess dppm in
hot benzene!'” or chloroform®8 resulted in deoxygen-
ation of Re and the formation of [ReXs(dppm)-
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Scheme 4
PN
Pc P a
(\:I PPh O:tR\é_o_leé:o
O~ | 3
;Re'\ cl c P\C}P
c” | el dppmO 0oL | WP (O]
PPh, ——— __Re_ —| -— or
c” | Yo=p b p
or c c. 9. c
Re Re.
ReOCly c” N7 1o
P Cp
P = PPh;

[O] = Oy, or Hy0y, or t-BuO,H, or m-CICgH4CO3H

(dppmO-«*-P)], in which the dppmO ligand is P-
bonded to the metal (eq 21). When [Re(O)Cl3(PPhs),]

05H5 or CHC|3
[Re(O)X3(EPh3),] + dppm (excess)
reflux
(or [Re(O)Cl4])
Ph, >|< «
<P\R oY (21)
P~ | P PPh,
E=P,As;X=Cl, Br Pha x Phy

was reacted with dppm at a higher temperature
(boiling toluene) in air, a poorly soluble green pre-
cipitate formed, consisting of mer-[Re(O)Cls(dppm)]
and some paramagnetic Re species (NMR).18 X-ray
analysis of a single crystal from the green solid
revealed the structure of one paramagnetic compo-
nent of the mixture, the Re(1V) P,O-chelate [ReCly-
(dppmO-«2-P,0)] (eq 22).

toluene, air
[Re(O)Cl3(PPh3),] + dppm
reflux
c | WP P, | .Cl
Re + 'Re (22)
cl” | o=Pph, P | Y
Cl Phy ¢

Chakravorty and co-workers!'*® have recently re-
ported some observations that are of special interest
and importance to the coordination chemistry of
BPMOs. It was demonstrated that oxygen atom
transfer from a Re(V)—oxo complex to dppm, dppe,
and dppp occurred to produce the corresponding
meridional Re(l11) species containing dppmO, dppeO,
and dpppO that are O-bonded to the metal (eq 23).

thlF;—(CHg)n—aPth

o
allecr PhPCHPPR,  cl | WO
Re — e,
c” | SN-ar (0=1.2.3) c” | N
N N

e

\

occurs forn =1
no reaction forn=2, 3

o1 (GHaper

ci_| .PPh,
e

o’ N (23)
N_J

Ar = 4-CICgHy

While the dppeO and dpppO complexes were stable,
the dppmO analogue readily rearranged to the P-
bonded, facial isomer. Activation energy parameters
for the “mer,0-dppmQ” to “fac,P-dppmO” isomeriza-
tion (AH* = 12.3 kcal mol~%; AS* = —38.2 cal K!
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mol~1) pointed to an intramolecular, strongly associa-
tive mechanism. Conformational analysis (based on
the X-ray data) indicated that the dangling PPh,
group of the O-bonded dppmO can easily access a
reactive site in the coordination sphere of Re. On the
contrary, the anti conformation of the PCH,CH,P
fragment appeared to prevent the gauche conforma-
tion needed for the isomerization to occur, due to the
cumbersome PPh; group. The geometry of the dppeO
complex was ideally suited for oxygen transfer to the
PPh;, group from another molecule of the oxo complex,
to give dinuclear mer,mer-[(NN),Re,(Cl)s(u-dppeO,)].
In contrast, no dinucleation but only oxidation was
observed for the analogous reaction of the dppmO
species.1t?

The dangling free PPh; group in [(CO).ReBr(dppm-
«?-P,P)(dppm-«*-P)] has been oxidized upon bubbling
air through a xylene solution of the complex at
ambient temperature for 12 days to produce [(CO),-
ReBr(dppm-«?-P,P)(dppmO-«!-P)] (X-ray) in 75%
yield.*?° Likewise, the PPh, groups of Ph,P(CH,),-
PPhy-«*-P (n = 1-5), hanging off the [ResSesg] core,
have been found to undergo facile air oxidation to
P(O)Ph,.*21 A minor product of the reaction of Re,-
(CO)40 with triphos has been isolated and found (X-
ray) to be fac-[Re(CO)s;Cl(triphosO-«?-P,P)], with the
triphosO being «?-P,P-coordinated to the metal.1??
Oxidation of [Re;(CO)q(dppfc-xi-P)] or [Rex(CO)o(u-
dppfc)Rex(CO)o] with MesNO or H,O, has been re-
ported® to furnish [Rey(CO)q(dppfcO-«t-P)] in 33—
50% yield (eq 24). The structure of [Re,(CO)q(dppfcO-
«*-P)] as a monohydrate has been determined by
X-ray diffraction.

& —PPhyRe,(CO)g

Fe
(OC)gRexPhoP——y
Me3NO

— "
or or H,O5

L —PPhyRe,(CO)g
Fe
PhoP—~—=>
& —PPhyRe,(CO)g
Fe 24)
thg@

Kinetic and mechanistic studies of sulfur transfer
from [(ArN)s;Rex(Me),(u-S);] (Ar = 2,6-diisopropyl-
phenyl) to dmpeO (to give Me,P(S)CH,P(O)Me,) have
been conducted to indicate P-coordination of two
dmpeO molecules, one to a metal center and one to
a sulfur bridge of the dinuclear complex.1?3

3.1.3. Iron, Ruthenium, and Osmium

There have been a number of papers describing the
formation of BPMO—Fe and —Ru complexes upon
oxidation of their bis-phosphine precursors with
various oxidants. Thus, oxidation of the dangling
phosphine group in [CpFe(CO)I(dppm-«!-P)] with
H,0, has been reported?* to produce the correspond-
ing dppmO complex in 82% vyield (eq 25). The same
complex has been obtained, albeit in low yield, upon
treatment of [Cp,Fe,(u-CO),(u-dppm)] with iodine.t?*
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& pn S e
oc-FeRPh 110, benzene oc—Fe—R-Ph
R (25)
I R—Ph I 0=R-Ph
Ph Ph

82%

Similarly, the noncoordinated phosphino group in
[(t-BuNC),RuCl(dppm-«*-P)(dppm-«2-P,P)] has been
oxidized with H,0O, to give the structurally similar
dppmO complex.®® Cyclization to the corresponding
P,O-chelate was induced by Cl abstraction with TIPF;
(eq 26).°8 Oxidation of the dangling phosphine func-
tion in the dppm-«-P Ru—Fe complex (eq 27) was as
straightforward.'?®

+ NR +
1 1"
p/\p,,,}R? P H0o | p>p., § P TIPFg
—_— I
cr- éu‘P O CIm Ll TICI
NR NR
93%
P = PPhy; R = t-Bu

NR ++

c
/\P:,,‘ ] _‘\P (26)
PQO/RCEUVP>
NR
89%
Ph Ph
HyC7=C= HoC=C==;
i O Me3NO i N0
CP(OC)Ru—TFe(CO), ————= Cp(OC)Ru—TFe(CO), @7)
P—Ph R
R—""Ph 0=R—"Pph
Ph™ Ph Ph ph

61%

Oxidation of one P-center in dppm Ru chelates has
also been reported,'96126 though these reactions are
often not as selective, commonly producing side
products (egs 28 and 29). It has also been found that
the yield of the resulting dppmO complexes strongly
depends on the solvent used. Thus, the reaction with
tetracyanoethylene in the presence of adventitious
air (eq 28) gave the dppmO complex in 31% and 2%
yield when carried out in THF and benzene, respec-
tively.106

Jia and co-workers'?¢ have observed the formation
of a mixture of the dppm-«?-P,P and dppmO-«?-P,O
Ru dioxygen complexes, as shown in eq 29. The
product ratio varied in a broad range depending on
solvent used (acetone or methanol). Remarkably, the
dppm dioxygen complex is unlikely to be an inter-
mediate in this reaction, as it did not react further
with air to give the dppmO chelate. Similar trans-
formations have also been observed with the corre-
sponding dppe Ru dihydride, although the resulting
dppe and dppeO dioxygen complexes were not iso-
lated but rather were characterized in situ.'?® Be-
cause [Cp*Ru(H).(dppe)] is a classical hydride, unlike
its dppm counterpart that exists as a 1:2 mixture of
the Ru(H), and Ru(H>) forms, it can be concluded that
the oxidation involves the (dppm)Ru(H), isomer!?6
shown in eq 29. Nonetheless, the lack of reactivity
of the nonclassical hydride toward oxygen cannot be
ruled out.

Grushin
<= o séz
CN
R N CN Ph Ru
el g S B
LP \C\ adventitious air \P\/ on
Ph Ph Ph
\
PH Ph NC
(among other products)
+ +
(e}
Ph u 2 Ph
~ o NN
AN ph-P /\/o
& L
PH Ph PH Ph
+
Ph_ Ru (29)
PP 1\ 0
< //O (0]
R
Ph Ph

In contrast with reactions 28 and 29, air oxidation
of complexes of the type [(N—N)RuCI;(P—P)] (N—N
= bpy or phen; P—P = (R)-BINAP or dppb) has been
reported'®® to occur selectively, affording the corre-
sponding P,O-chelates [(N—N)RuCI(BINAP(O)-«?-
P,0)]" and [(N—N)RuUCl,(dppbO-«3-P,0)] in 73—88%
isolated yield (egs 30 and 31). A remarkable coordi-
nation mode was observed (X-ray) for the BINAP(O)
ligand, involving both the P and O basic centers, as
well as the #?-bonded aromatic C=C moiety next to
the phosphinyl group. The cationic BINAP(O) com-
plexes are formed as a mixture of two isomers. For
both the bpy and phen derivatives, the major isomers
(Cl trans to C=C) were structurally characterized by
X-ray diffraction.'® It was also found that, unlike the
kinetically inert major isomers, the minor isomers
(ClI trans to N) are reactive toward donor molecules
(CO, MeCN) addition with concomitant dissociation
of the z-coordinated C=C moiety from Ru. In the
resulting cationic octahedral P,O-chelates [(N—N)-
RuCI(L)(BINAP(O)-x?>-P,0)] (L = CO, MeCN), the
ligand L is likely trans to P(III).

SOlR
. L aN

P Ru;
P¥ | YCI

1y e

1. air, MeOH, 20 °C, 14-17 days

2. NH,4PFg

P = PPh, P-0
/ N
- 30
N Cl '?U\ (30)
( = bpy or phen P N
N PFg’
two isomers
N ) ’\ ’\
P.. QN _air, MeOH, EtgN PN Pso,, N
54 (|:|‘C| 20°C, 18-22h o | ‘C| o7 | ~al
(one isomer)

P = PPh,

N
( = bpy or phen
N

The oxidation reaction of [(N—N)RuCly(dppb-«?3-
P,P)] was slow but could be accelerated by base
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Scheme 5
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1/2[(p-cymene),Ru,Cly] C|/|/Qu\ - . CI’/Ru\ cl
cl j S P
o=p P
\AngFe
: 2+ i +
R’I ) AgSbFg Rl )
7 U\ (SbFg)y =——— cl-y U\ SbFg
o P P
W\ \\
P P

(EtsN). Only one isomer was detected, which can have
one of the two structures shown in eq 31. Unlike their
cationic BINAP(O) counterparts, the [(N—N)RuCl,-
(dppbO-«?-P,0)] complexes were unreactive toward
MeCN and CO.108

A crystallographic study of one minor (7%) byprod-
uct of the reaction of RuClz:-nH,O with 1,2-bis-
(methyl(phenyl)phosphino)benzene in the presence of
formaldehyde (eq 32) revealed the P,O-chelate struc-
ture.'?’

PMePh
© CH,0
+ RuCl,
PMePh
Me Me
Ph Ve ¢ Meph Ph T ci Ph Me

CUATD - oA 3
RU + @[ Ru_ (32)
7 | P p7 | So=r

; N ¥ I "Ph
P me ©' mePh Ph e © Me

major product 7%; X-ray

Several BPMO complexes of Ru have been pre-
pared using presynthesized phosphine—phosphine
oxide ligands. Gimeno and co-workers have reported
the synthesis of a series of bis-allyl Ru(lV) species
containing dppfcO,'?8 dppmO,'?® dppeO,*?° dpppO,*?°
and dppb0.1?° All these reactions led to the formation
of the P-bonded nonchelates, as exemplified for
dppfcO (eq 33). The treatment of the analogous

7. GlPh Ph
“Ru—P—& (33)
" Fe
= PPh;
o]

67%

dppmO and dppeO complexes with 1 equiv of AgBF,
brought about cyclization via chloride abstraction and
coordination of the dangling phosphinyl to the metal,
to produce cationic P,O-chelates [(73:73-CioH16)RU-
(BPMO-«?-P,0)CI|"BF,;.22° The larger and hence less
stable dpppO and dppbO P,O-chelates failed to form
under similar conditions. These results'?® are in
accord with the previously observed dechlorination—

cyclization trends in complexes of the type [(BPMO-
k*-P),PdCl,] (BPMO = dppmO, dppeO, dpppO, dpp-
bO, and dppfcO; see section 3.1.5. below).

Faller’'s group have reported the synthesis of a
series of chiral Ru!459130-133 gnd QOs!3413% BPMO
complexes and their successful use as catalysts for
asymmetric Diels—Alder reactions. Dinuclear com-
plexes [(7%-p-cymene),M,Cly(u-Cl);] (M = Ru, Os)
readily reacted with various phosphine—phosphine
oxide ligands to produce mononuclear species. The
outcome of the reaction for Ru was found to be
strongly dependent on the nature of the BPMO ligand
used (Scheme 5). The reaction with dppmO?!* or
chiraphos(0)*2° produced only the P-bonded BPMO-
«*-P Ru species. Under similar conditions, the dppmO
derivative methylated at the central carbon was
found to exist in equilibrium with the corresponding
cationic P,O-chelate in a 1:1 ratio.** Such equilibria,
however, were shifted entirely toward the corre-
sponding chelates for BINAP(O) and TolBINAP(O)%3!
as well as for the derivatives of dppmO containing
Ph or Pr at the central C atom, Ph,PCH(i-Pr)P(O)-
Ph, and Ph,PCH(Ph)P(O)Ph,.1* Regardless of the
position of the equilibrium, treatment with AgSbFs
(1 equiv) resulted in the clean formation of [(#°-p-
cymene)RUuCl(BPMO-«?-P,0)]*SbFs~ in high yield
(Scheme 5). The high-yield synthesis of [(1®-p-cymene)-
RuCI(BPMO-«2-P,0)]"SbF¢~ can also be carried out
as a one-pot reaction of [(7%-p-cymene),Ru,Cl,] with
2 equiv of a BPMO and 2 equiv of AgSbF¢!2°7132 or
NaSbF6.59

Treatment of the monocationic monochlorides [(7°-
p-cymene)RUCI(BPMO-«?-P,0)]*SbFs~ with one more
equivalent of AgSbFg resulted in chloride abstraction
and generation of a Lewis acid center on the metal.
The vacant coordination site can be occupied, often
in a stereoselective fashion, by a variety of other
ligands L (Scheme 5), such as aldehydes,'#4130.133
sulfoxides,*133 water,3° acetonitrile,'® pyridines,!3?
and a solvent,14.59.130-133

A similar strategy has been employed for the
synthesis of analogous osmium complexes containing
Ph,PCH(Me)P(O)Ph,*** and (S)-BINAP(O)'* (Scheme
6). Interestingly, the reaction of [(#®-p-cymene),Os,-
Cly(u-Cl);] with Ph,PCH(Me)P(O)Ph, produced only
the P-bonded nonchelate [(58-p-cymene)OsCl,(Ph,-
PCH(Me)P(0O)Ph,-«-P),]*** which, unlike its Ru ana-
logue,'* is not prone to chelate formation via disso-
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Scheme 6
——|
P/\P=O = (S)-BINAP(O) T
1/2[(p-cymene),0s,Cly] cl /95\ cr
o P
A\
P
P =0 "
P=0 " ph,p” > P(0)Ph, AgSHF,

| AgSbF, !
_Os 6 _Os SbFg™
P

cl 2
_J i
0=pP

ciation of one of the chloro ligands (see above). The
cyclization was induced by the reaction with 1 equiv
of AgSbFs.

For chiral BPMOs, complexes of the type [(15-p-
cymene)MCI(BPMO-«?-P,0)]*, where M = Ru, Os
(Schemes 5 and 6), are diastereomeric due to the
chiral center on the ligand and on the metal. Only
one diastereomer was observed by 3P NMR for [(5-
p-cymene)RUuCl(BPMO-«?-P,0)]*, where BPMO =
Ph,PCH(R)P(O)Ph; (R = Mg, Pr, Ph).* X-ray analysis
of [(#5-p-cymene)RuCI(Ph,PCH(Pr)P(O)Ph,-«?-P,0)]*-
SbF¢~ and [(%-p-cymene)Ru(PhCHO)(Ph,PCH(Pr)P-
(O)Phy-«?-P,0)]?*(SbFs ™), indicated that the propyl
group on the central carbon is endo, tilting from the
Cl or PhCHO ligands and thus minimizing steric
strain in the complexes. The dicationic complex [(7®-
p-cymene)Ru(L)(dppmO-«?-P,0)]?* (Scheme 5) race-
mized at Ru, whereas its analogues with the chiral
BPMOs underwent epimerization to adopt the least
sterically hindered configuration. Upon addition of
sulfoxides or (1R)-(—)-myrtenal to [(7%-p-cymene)Ru-
(L)(BPMO-«?-P,0)]?* (BPMO = dppmO, Ph,PCH-
(Me)P(O)Phy), the weakly bound L was displaced by
the oxygen atom of the incoming sulfoxide or alde-
hyde with 2—40 diastereomeric excess.'*

Similar studies have been carried out!** with
analogous osmium complexes [(#%-p-cymene)OsCI-
(Ph,PCH(Me)P(O)Phy-«x2-P,0)]*SbFs~ and  [(15-p-
cymene)Os(L)(Ph,PCH(Me)P(O)Ph,-«2-P,0)]?"-
(SbFgs™)2. Unlike its Ru analogue, [(%-p-cymene)-
OsCIl(Ph,PCH(Me)P(O)Ph,-«2-P,0)]" was found to
exist in solution as two sets of enantiomeric diaste-
reoisomers in a 3.8:1 ratio that did not change after
3 days. This indicates that the more inert Os complex
epimerizes more slowly than the Ru analogue. Re-
markably, even the dication [(#®-p-cymene)Os(L)(Ph,-
PCH(Me)P(O)Phy-k?-P,0)]?" (Scheme 6) existed as a
1.4:1 mixture of diastereomers, to which unsaturated
aldehydes (trans-cinnamaldehyde, methacrolein, and
crotonaldehyde) coordinated exclusively via the car-
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bonyl oxygen upon dissociation of L. The more stable
diastereomers of the mono- and dicationic Os com-
plexes are the ones in which the methyl group of the
BPMO is distal to the monodentate ligand. The slow
epimerization rates for the Os complexes allowed for
detection of isomers that could not be observed for
the Ru counterparts.

The formation of [(#%-p-cymene)MCI((S)-BINAP(O)-
k?-P,0)]*SbFs~ (M = Ru% and Os!®) occurred
diastereoselectively, i.e., only one isomer was ob-
served. In contrast, mixtures of diastereomers in
different ratios were produced for the Ru (R,R)-
chiraphos(O) analogue in solution.'® Regardless of
the initial ratio, the chiraphos(O) complex always
crystallized in a 1:1 diastereomeric ratio. The use of
the chiral BPMO—Ru and —Os complexes as cata-
lysts is discussed in section 4.1.9. below.

3.1.4. Cobalt, Rhodium, and Iridium

It has been demonstrated that BPMO—Rh com-
plexes can efficiently and selectively catalyze a
number of reactions, including some industrially
important processes (section 4.1). Therefore, coordi-
nation and reactivity studies of BPMO complexes of
Rh and its lighter and heavier analogues, Co and Ir,
can bear important implications for catalysis.

The formation of a series of cobalt complexes of the
type [CpCol,(BPMO)] has been found® to occur upon
oxidation of the corresponding diphosphine chelates
with air or 30% H,0O, (eq 34). Reaction 34 is not
highly selective, as approximately one-third of the
bis-phosphine ligand was lost from the metal during
the oxidation, in the form of the corresponding
monoxide and dioxide. One of the BPMO complexes,
[CpCol,(dppmO-«-P)], was studied by X-ray diffrac-
tion to confirm the P-bonded, nonchelate structure.
The dppeO analogue was also synthesized indepen-
dently from [CpCol,(CO)] and dppeO.

=k =
o | o Co  + :. :.

|/P/ e | |/|/ R |//C°\P P/Cci\I
\_/ \/ |

[O] = air, Oy, or HyOs o=p (34)

P
< = dppm, dppe, dppp, dppb
P

Several important observations were made during
the studies of reaction 34. First, the reactivity toward
oxidation was strongly dependent on the length of
the linker in the diphosphine ligand, dppb > dppm
> dppp = dppe, the reverse of the trend in chelate
strength. That indicated that chelate opening was
required for the oxidation to occur. This conclusion
was supported by the fact that O, pressure up to 3.4
atm had little effect on the rate of oxidation. Reaction
34 occurred more readily in solvents of low polarity
(CH.CI,, CHCI3) than in methanol and was promoted
by the room light.8°

Remarkably, the most easily oxidizable cationic
complex, [CpCol(dppb-«?-P,P)]*1-, turned out to be
completely unreactive upon replacement of the iodide
counterion with BF,~ or PFs~. However, the addition
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of iodide in the form of [PrsN]*1~ to solutions of the
tetrafluoroborate and hexafluorophosphate salts ini-
tiated the oxidation. Moreover, oxidation of the
reactive [CpCol(dppb-«?-P,P)]"I~ was greatly en-
hanced in the presence of [PrsN]"1~. Separate experi-
ments indicated that it is the iodide in the contact
ion pair {[CpCol(dppb-«?-P,P)]"1"}, not free 1-, that
promoted the oxidation due to the reversible forma-
tion of [CpCol,(dppb-«*-P)] with one of the PPh;
groups dangling off the metal. Importantly, free dppb
did not undergo oxidation under similar conditions.
Therefore, on the basis of the experimental data, it
was concluded that the air oxidation might involve
a Co—0; intermediate complex, possibly via n°-to-7°
Cp ring slippage. It was also proposed that the
photolytic cleavage of the Co—l bond might be
involved to generate iodine radicals which oxidize the
dangling phosphine end of a dppb-«*-P Co intermedi-
ate.®?

Reactions of [(u3-CIC)Co3(CO)o] with dppm, dppe,
dppp, and dppb (thermal or catalyzed by [CpFe-
(CO)2]2) produced mainly carbonyl phosphine clusters
and also small quantities (5—25%) of the correspond-
ing [(u3-CIC)Co3(CO)s(BPMO-«'-P)], in which the
dppmO, dppeO, dpppO, and dppbO ligands were
P-bonded.*3¢ A similar complex, [(«3-MeC)Coz(CO)g-
(dppmO-«*-P)], was formed (5% yield) in the analo-
gous thermal reaction of [(x3-MeC)Co3(CQO)g] with
dppm.*3¥7 In both the catalytic®® and thermal®36.137
reactions that were all performed under N, the
mechanism of P(I11) oxidation and source of oxygen
remain unknown. It was established, however, that
the BPMOs were not present as impurities in the
starting phosphines and that no phosphine oxidation
took place in the reactions of dppm, dppe, dppp, and
dppb with [Co,4(CO);,].13¢

Some cobalt complexes of triphosO and triphosO,
have been isolated from the Co-catalyzed oxidation
of triphos.#t Catalytically active [CoCl,(triphos-«?-
P,P)] readily reacted with O, to give rise to a mixture
of high-spin tetrahedral Co(ll) complexes, as shown
in Scheme 7.

The oxidation is rapid, leading to a mixture of the
triphosO and triphosO, complexes. The former then
slowly reacts with O, to produce the latter, which
exhibits no reactivity toward oxygen (Scheme 7). This
reactivity pattern readily accounts for the high
selectivity of the catalytic oxidation of triphos to the
dioxide and only modest selectivity toward the mono-
oxide. A series of meticulous studies indicated that
the overall catalytic triphos oxidation process prob-
ably involves a combination of both consecutive
[CoCly(triphos-«2-P,P)] — [CoCl,(triphosO-«2-P,P)] —
[CoCly(triphosO,-«?-P,0)] and parallel [CoCly(triphos-
«?-P,P)] — [CoCly(triphosO-«?-P,0)] and [CoCly(triphos-
k?-P,P)] — [CoCl,(triphosO2-«?-P,0)] reactions. Both
the triphosO; and triphosO complexes were isolated
and characterized by X-ray diffraction. The triphosO
species was isolated in the form of its 2:1 adduct with
CoCl; due to coordination of the latter to the P=0
groups of the P,P-bonded mono-oxidized ligand
(Scheme 7).4*

As one would anticipate, ligand exchange in the
weak, seven-membered P,O-triphosO; chelate [CoCl.-
(triphosO,-«?-P,0)] with triphos is strongly driven
toward the formation of much more stable [CoCl.-
(triphos-«?-P,P)], a six-membered P,P-triphos chelate
(Keqg = 70; eq 35). A more surprising result is the
value of ca. 10 for the equilibrium between [CoCl,-
(triphosO-«?-P,P)] and [CoCly(triphos-«?-P,P)] (eq 36),
since the two complexes possess identical structures
within the first coordination surrounding. The two
species differ only in the nature of the remote
functionality, Ph,P and Ph,PO, which apparently can
somehow control the thermodynamics of equilibrium
36. It is conceivable that extra stabilization for the
triphos complex is provided by the reversible*! coor-
dination of the dangling PPh, group to the metal
center. Firm evidence has been obtained for the
formation of such triphos-«3-P,P,P Co species in a
separate series of experiments involving the reactions
of [CoCly(triphos-«?-P,P)] with NaBPh,; and with
NaBPh, and MesP to give [(triphos-«3-P,P,P),Cox(u-
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CI);)?*(BPhy ™), and [(triphos-«3-P,P,P)Co(PMe;)CI]*-
BPh,, respectively.*!

Q Ph
Ph,P ' _Ph
PL_Cl .
Co + triphos
/P\:O/ Cl Keq =70
Ph o,
Ph, Ph
PhyP P Cl
2 \06 + triphosO,  (35)
p\/ Cl
Ph" Ph
o Ph. Ph
Ph,P P<_ Cl
X >CQ + triphos
-p_  Cl Keq =10
Ph" Ph
Ph, Ph
Ph,P P Cl
2 X \Co’ + triphosO  (36)
p”” Tl
7/
P Ph

A stable cobalt complex has been isolated during
the studies of Co—dppmO-catalyzed hydroformyl-
ation of epoxides (see section 4.1.7 below) and found
to be [Co2(CO)e(dppmO-«1-P);] (X-ray).'®® The geom-
etry around each cobalt atom in the dinuclear com-
plex is trigonal bipyramid, with the three terminal
carbonyls occupying the equatorial positions and the
metal and monodentate, P-bound dppmO being api-
cal.1%8

Siegl, Lapporte, and Collman® have demonstrated
for the first time that, while conventional oxidation
of triphos with H,0, is nonselective, the ligand can
be mono-oxidized selectively in the form of its triphos-
«?-P,P metal complex, as shown in eq 37. The dicar-
bonyl Rh complex that is originally formed loses a
molecule of CO upon bubbling argon through its
solution. Similarly, triphos,3%14° dppe,% and BI-
NAP# ligands coordinated to a Rh center have been
selectively oxidized (e.g., eq 38).

Ph, ,Ph o Ph, ,Ph
PhZPXP\Rh/ co ©1 thPXP\Rh/ co
N\ co P\/ \ -CO

%

P Ph CO P Ph CO

(0]
PhZBXP\R( -
P\/ “co

/

S5

up to 50% yield

[O] = PhC(OOH)Me,

ool
ool

P = PPh,

02 25°C
toluene CHCl3

Wegman!#! has patented complexes of the type [Rh-
(CO)CI(BPMO-«?-P,0)] (BPMO = dppmO, dppeO,
dpppO, and dppbO), their preparation, and their use
in catalysis. These complexes*! and the iodo dppmO
analogue'*? were prepared by reacting [(CO),RhX],
(X = ClI, I) with corresponding BPMOs (eq 39). The
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iodo complex has been isolated in 84% yield and fully
characterized,*? whereas the presumably high yields
of the chloro complexes and their characterization
(except for vco = 1990 cm™1) are not specified in the
patent.'** The P,O-structure of [(CO)RhCI(dppmO-
«?-P,0)] (Cl trans to P), however, has been confirmed
by X-ray analysis,*%1%% and a similar chelate struc-
ture of [(CO)RhCI(dppeO-«?-P,0)] has been observed
in solution.*® However, no evidence has been pre-
sented for the considerably less stable dpppO and
dppbO chelates not being prone to oligomerize via
Rh—0O bond dissociation, as has been reported for
some Pd complexes (see section 3.1.5 below).

oc. X_ o P=0 ch.ci | P=0, X
12 RA RN+ < CHaClp or toluene & R
oc” X co
P " co

X = Cl; BPMO = dppmO, dppeO, dpppO, dppbO (39)
X =1; BPMO = dppmO

Under CO, the P,0O-chelates [Rh(CO)Cl(dppeO-«?-
P,0)] and [Rh(CO)CI(dppmO-«?-P,0)] are equilibrated
with the nonchelate dicarbonyl complexes, as shown
in eq 40, a key transformation involved in catalysis
of the Monsanto acetic acid process with Rh—BPMO
complexes (section 4.1.2).

P=0 cl €O

co Cl,

t ‘Rh 0 /’Rh’ (40)
7 Mo P o

(e

The position of equilibrium 40 strongly depends on
the stability of the P,O chelate. Thus, under 1 atm
of CO at room temperature, both species (eq 40) were
present in an approximately 1:1 ratio for the dppeO
derivative.’® An increase in the CO pressure to 3 atm
shifted equilibrium 40 entirely toward the dicarbonyl
dppeO-«t-P complex. The latter very rapidly reacted
with Mel to give Acl and P,0O-chelate [Rh(CO)CI-
(dppe0-«2-P,0)] (eq 41).1*3 Equilibrium 40 could also
be shifted back toward the P,0O-chelate by reducing
the pressure and purging the system with Na.

Ph
Kele)
CI/"’Rh“‘\ f Ph—F":o, Kl o
Ph._» very fast + (41)
R Neg  + Mol ——— IRh\ )J\I
Ph “F__CO
ﬁph2 Ph™ Ph
o]

In sharp contrast, the much more stable dppmO
chelate [Rh(CO)CIl(dppmO-«2-P,0)] remained unre-
active toward CO at 1 atm and 22 °C. An increase in
the CO pressure to 3 atm resulted in the formation
of only trace amounts of the dicarbonyl dppmO-«!-P
complex (eq 40).1*2 The vastly different behaviors of
the dppeO and dppmO complexes accounts for the
difference in the catalytic activity of these complexes
(section 4.1.2).

Gladiali and co-workers have reported'* the prepa-
ration of (+)- or (S)-BINAP(O)-«?-P,0 Rh chelates
[(diene)Rh(BINAP(O)-«?-P,0)]*X~, where diene =
COD or NBD and X = OTf or BF,4 (eqgs 42 and 43) for
use in a series of olefin hydroformylation, hydro-
boration, and hydrogenation reactions (section 4.1).
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NMR studies of the cationic complexes indicated
fluxionality, probably due to diene mobility rather
than BINAP(O) chelate ring-opening. It is noteworthy
that the NBD derivative appeared more fluxional
than the COD counterpart.'44

Me3SiOTF
1/2[(COD),Rh(1-OMe),] + BINAP(O)

P = PPh,

.
1. AgBF, in THF OO P=0, /\\
2. BINAP(O) /R N )
SR

BF4”

1/2[(diene),Rhy(u-Cl)]

P = PPh,

QV-Ne

The necessity to employ weakly coordinating an-
ions in order to obtain P,O-dppmO and -dppeO Rh
chelates was established before Gladiali's report,4*
by Blagborough, Davis, and Ivison.*® They found that
[(COD)Rh(acac)] reacted with 2 equiv of dppmO or
dppeO to give a material that was tentatively for-
mulated as [(COD)Rh(BPMO-«!-P),]*[acac]” (BPMO
= dppmO or dppeO). Treatment with NaPFs gave rise
to cationic P,O-chelates [(COD)Rh(dppmO-«2-P,0)] -
PFs~ and [(COD)Rh(dppeO-«2-P,0)]"PFs~ in 75% and
67% yield, respectively (eq 44).5°

(43)

NaPFg
[(COD)Rh(acac)] + PhyP(CH,),P(O)Phy ———
=1 (dppmO) or 2 (dppeO) Ph_Ph +
I P (ChH) - (a4
7‘Rh n| PFg (44)
A‘ o= P Ph
Ph

The reaction of [(COD),lr,(u-Cl)2] with dppmO or
dppeO has been reported® to cleanly produce P-
bound nonchelates in 87% yield (eq 45). The P,O- (eq
44) and P- (eq 45) coordination modes have been
reliably established on the basis of the NMR and IR
spectral data.>®

1/2[(COD)alra(u-Cl)a] + PhoP(CH)nP(O)Phy ——

=1 (dppmO) or 2 (dppeO)
\ /Cl O
:1/ (45)
PPhy-(CHa),- PPh2

3.1.5. Nickel, Palladium, and Platinum

The number of BPMO complexes of Ni, Pd, and Pt
reported in the literature exceeds that for any other
group of elements in the Periodic Table. Considering
the importance of the Ni group metals and BPMOs
in catalysis, this is not surprising. First we will
review BPMO complexes obtained by oxidation of Ni,
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Pd, and Pt derivatives of various polydentate phos-
phines. Then we will move on to the syntheses with
premade BPMOs.

In 1983, Langrick, McEwen, Pringle, and Shaw
reported® the clean, high-yield oxidation of the
dangling PPh; groups in a series of Pt complexes (eq
46). Mealli and co-workers described,**® also in 1983,
the slow air oxidation of [(i73-C3Ph3)Ni((Ph,PCH,-
CH2)3P)]+BPh47 to [(773-C3Ph3)NI((Ph2PCH2CH2)2PCH2-
CH,P(O)Phy-«3-P,P,P)]*BPh,~, in which all three
P(I11) centers are bonded to Ni (X-ray). Since then,
this approach has been used for the preparation of a
nUmber Of Ni’92,100,104,1467148 Pd’94,99,101,102,110,149,150 and

P186.107,151-153 complexes containing BPMOs.

o
g gp—— R Pen
Ph—P 2 Ph—P z
R H20; N
R—C=C—ft—C=C—R R—C—C—Fl’t—C:C—R (46)
R—Ph —Ph
Phop—"\ PhoP—" R
Ph I Ph

R = Me, Ph, p-MeCgHy4

Bianchini and co-workers have reported the re-
markable oxidation of [(triphos)Ni(#2-CS;)] with CO,
to produce [(triphosO-«2-P,P)Ni(CO3)] (X-ray) with
concomitant release of CO (eq 47).4¢ When the
reaction was repeated with air, pure O,, or KO, as
oxidants, the structurally similar (X-ray) S,S-dithio-
carbonate complex [(triphosO-«?-P,P)Ni(S,CO)] was
isolated in good yield.**” Likewise, the reaction of
[(triphos)Ni(S,CS)] with PhNO gave rise to [(tri-
phosO-«?-P,P)Ni(S,CS)] in 80% yield.*” Air oxidation
of the 1,3-dithiol-2-ylidene—Ni(0) complex [(triphos)-
Ni(CS2C,(CF3)2)] resulted in the formation of a mix-
ture of dithiolene derivatives of triphos-«*-P,P and
triphosO-«?-P,P, [(triphosO-«?-P,P)Ni(SC(CF3)=(CF3)-
CS], in 27% and 18% yield, respectively.4®

P

A S co, & A 0

/Ni\| os. oo ° Ni_ >=0 (47)
P’ Ca 2 P’ o

S

P = PPh,

Brunner et al.%? have reported the highly selective
oxidation of the sidearm PPh, groups in tridentate
phosphine—Ni(ll) complexes with O,, followed by
release of the optically active mono-oxidized ligands
from the Ni center by NaCN (eq 48).

Ph2F|> Ph2l|>:O
Ph, Phy
H,C (H2C)
FCh =R 01 o, 2N~ Cl NacN
Ni_ O —
P/ Cl P/ Cl
Ph, Phy
n=23 thll’=0
(H2C)n

\[PPhg (48)

PPh,

A series of interesting oxidation reactions of naph-
thalene-based polyphosphine—Ni complexes have
been recently reported'®1% py Bennett and co-
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workers (e.g., eq 49).1%4 Separation of the mixture of
the two isomeric tetraphosphine complexes on de-
gassed silica gel resulted in the isolation of the mono-
oxidized product (X-ray, see eq 49),1% presumably due
to residual oxygen in the system. Reaction 49 is
somewhat relevant to the air oxidation of 1,2,3,4-
tetrakis(diphenylphosphino)benzene,’® which has
been stated!®*'5* to be monoselective toward one of
the two external PPh; groups.

PPh,
Phy
P\ _Br
NiT
g Br o  PPh,
I
Phy Ph,P ;hg
PPhy e \ _Br
—— NiZ (49)
PPh, (separation) p Br
Ph
PhyP Eh2 2
O \N_/Br
i
AR X-ray
= Br
Phy . )
major isolated material
{mixture)

Air oxidation of [Pd.Cl,(dmpm),] has been re-
ported® to produce, in unspecified yield, cis-[(dmpmO-
«1-P),PdCl], in which the dmpmO ligands are P-
bonded to Pd (X-ray). Some cyclopalladated dppmO
complexes have been synthesized via air oxidation
of the corresponding dppm species, either isolated
(e.g., eq 50)°°:110.150 gr generated in situ.1%!

X
Ph, | * Phy *
R o
Pd v 2 Pd” ﬁ v (50)
N~,’ ) N~/ \
=N N O=PPh,
| Ph2 |
Ar Ar
X-ray

X =H; Ar=Ph; Y = SbFg (ref 99)
X =Me; Ar=p-Tol; Y =OTf (ref 110)

Interestingly, oxidation of the tridentate phosphine
in the P,P,P—Pd bromide complex (eq 51) can produce
either the four-coordinate or five-coordinate product,
depending on the oxidant used.'®> The structure of
the pentacoordinate complex has been established by
X-ray analysis, and the tetracoordinate dicationic
species has been characterized by NMR spectroscopic
data and elemental analysis.'®> A closely related
oxidation reaction of the same ligand on platinum
with H,O; selectively produced only one complex in
79% vyield (eq 52).197

Rashidi, Vittal, and Puddephatt have reported'#
the remarkable reaction of [Pd3(u3-CO)(u-dppm)s]>*-
(PFg7)2 with 2,6-Me,CgH3NC to produce a dinuclear
Pd complex containing deprotonated dppmO in the
rare C,P-coordination mode (X-ray), as shown in eq
53. The formation of the unusual product is be-
lieved*® to involve a series of sequential transforma-
tions to produce [(RNC),Pd(«-dppm).]*, which then

|:Ph—P—Pd—Br Br
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H20; 0~_F
+— " | Phy
(\',’th “Me,CO-E0 | 2P Ph

| . ~
k/PPhZ ar - Ph, l|;h/\/ﬁPh2 *
Me,CO - Et,O PC P S
Pd -
o) [P/ | \Pj Br
Il o~ Br Phy
PhoP Bh
(51)
Ph, ﬁhz "
RoMe o, \ Me
P{f —— Pt (52)
/N benzene o) P/ \M
NT Me I~ e
Ph,P Ph PhyP Ph

undergoes deprotonation and oxidation of a dppm
ligand.

? H +
RNC, ai PhzP PPh
L air

[Pd3(u3-CO)(u-dppm)s]?* (PFg )y ——— 2
RNC—Pd-Pd—CNR | .
PFg

Ph,P_ _PPh

R = 2,6-Me,CqHs TR
X-ray (53)

Another interesting report from Puddephatt’s group
describes the formation of a dppmO tetraplatinum
complex from [Pt;Hz(u-H)(u-dppm).]"PFs~ during
catalysis of the water gas shift reaction (eq 54).15!

Phy  Phy
rP\ P
Pt

CO,air  PhoP—p 7 > _PPhy

[Pighz(u-H)(h-dppm)z] PFe Rt

_CO, air Z
H,0 oc/!\\Pt/!/co (54)
PhaPy " PP,
N
PPh,
l:’th\\o X-ray

The dicationic dppmO-«?-P,0O bis-chelate (eq 55)
has been reported to form as an unexpected byprod-
uct upon treatment of [(dppm)PtClI;] with AgNO3 in
air. The cis geometry of this dication in the form of
[(dppmO-«2-P,0),Pt]?*(NOs™)2:2H,0 has been deter-
mined by X-ray analysis.'>? Inadvertent oxidation has
been reported'® to occur during the reaction of t-Bu,-
PCH,PMe, with [(Et3P).Pt,Cl,] in the presence of
NaClO,. The reaction gave cationic trans-[(EtsP)PtCI(t-
Bu,PCH,P(0O)Me;,-«?-P,0)]*CIO,4 ™, in which the P,O
binding mode and trans geometry were established
by X-ray analysis.'®3

ghz . Ph, Phy 2+
N AgNO3 R P i

om —= /p< (NO3) (55)
ghz o] PhoP=y \o=PPh;

A Pt(11)/P(111)-to-Pt(0)/P(V) redox reaction occurred
upon treatment of [(dppp).Pt(u-O).] with ethylene in
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the presence of water or catalytic amounts of [(dppp)-
Pt(OH),] to furnish the P-bonded Pt(0) nonchelate
[(CH,=CH,),Pt(dpppO-«'-P)].8 The complex was iso-
lated as an oil and characterized in solution. Like
numerous similar processes® 8 involving tertiary
phosphine Pd(I1) or Pt(I1) complexes (section 2.2), this
reaction likely involves P—OH reductive elimination
from the Pt(ll) center.

Presynthesized BPMOs have been used to prepare
various complexes of Ni, Pd, and Pt, both inorganic
and organometallic. Simple inorganic BPMO com-
plexes will be reviewed first, followed by BPMO
organometallics containing Ni—C, Pd—C, and Pt—C
bonds.

The simplest complexes of the type [(BPMO-«!-P),-
PtCl,] have been synthesized and isolated in 57—83%
yield from the reaction of various chloro Pt(ll) start-
ing materials ([(COD)PtCl,], [(PhCN).PtCIl;], [(t-
BUNC),PtCl;], and K;PtCl,) with 2 equiv of the
corresponding BPMO = dppmO,*?1% dppe0,121%5 and
dpppO?*? (eq 56). The bromo and iodo analogues
[(dppmO-«1-P),PtX;] (X = Br, I) can be prepared by
running reaction 56 in the presence of LiBr and Lil,
respectively.*? In all these complexes, the monoden-
tate P-bound BPMO ligands are cis in the solid state
and in solution. The only exception is the iodo
complex [(dppmO-«!-P),Ptl,], which was isolated as
the cis isomer but in CDCI; slowly (3 h at 20 °C)
isomerized to a 3:7 mixture of the cis and trans
species.!?

/‘\
Cl_ ,PPhy P(O)Ph
[LPICl] + 2 PhyP POPh, ——= Pt
cl” PPh,
\_P(O)Ph,
L = PhCN, t-BuNC, CI5; or L, = COD (56)

N
Ph,P  P(O)Ph, =dppmO, dppeO, dpppO

Palladium chloro complexes [(BPMO-«*-P),PdCl;]
have been prepared similarly for BPMO = dpp-
mO, 121315 dppeO,156.157 dpppO,5¢ dppbO,156 and dp-
pfcO™8 (eq 57). The earliest report® on the synthesis
of some chloro dppeO Pd(Il) complexes lacks suf-
ficient data to support the proposed structures/
formulas, some of which might look implausible to a
coordination chemist. Like the Pt analogues, com-
plexes of the type [(BPMO-«'-P),PdCl,] exhibit only
unilateral P-coordination to the metal. Single-crystal
X-ray diffraction studies indicated that [(dppeO-«!-
P),PdCl,]**® and [(dppfcO-«!-P),PdCI,]**¢ are trans,
unlike the BPMO—Pt chloro species. Furthermore,
in sharp contrast with the Pt analogues, the Pd
complexes undergo remarkably facile cis—trans
isomerization in solution.1%®

The position of the equilibrium between the cis and
trans isomers (eq 57) strongly depends on the me-
dium. A detailed 3P NMR study of cis—trans isomer-
ization of [(BPMO-«'-P),PdCl;] (BPMO = dppmO,
dppeO, dpppO, dppbO, and dppfcO) in benzene,
chloroform, dichloromethane, and methanol has been
reported.'® As anticipated,'®® an increase in polarity
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/\
cl, PPh, "(OPh2
[LoPdCly] + 2 PhoP P(O)Phy ——— Pd
PhP” “ClI
Phy(O)P__/ (57)

L =CI', PhCN, DMSO H

N
Ph,P P(O)Ph, =dppmO

dppeO Y

dpppO Cl_ PPhy P(O)Ph2

dppbO Pd

dppfcO cl” “Pph,
\_P(O)Ph,

of the medium favored the more polar cis isomers.
Thus, in benzene, [(dppmO-«-P),PdCl,] and [(dppeO-
«*-P),PdCl,] were exclusively trans, whereas in metha-
nol the cis-to-trans ratios for the two complexes were
95:5 and 40:60, respectively.’®® The only exception
was [(dppfcO-«1-P),PdCl,], which was always trans,
likely due to the cumbersome ferrocene-containing
BPMO ligand.'¢

Cis—trans isomerization has been found®¢ to be
remarkably more facile for the complexes [(BPMO-
k*-P),PdCl;] (seconds at room temperature) than for
most common [L,PdCl;], where L is a conventional
monodentate tertiary phosphine.’® This effect has
been attributed'®® to the presence of the phosphinyl
groups that are capable of intramolecularly coordi-
nating to the Pd center, thus mimicking the well-
known?®® catalysis of the cis—trans isomerization in
[(RsP).MCI;] (M = Pd, Pt) with free R3P. Although
such intramolecular P=O—Pd interactions have not
been observed directly for the complexes [(BPMO-«?-
P),PdCl,] and [(BPMO-«!-P),PtCl,], firm indirect
evidence for equilibrium 58 has been obtained.'>®

e /N + 7N\ +
i, PPy TOPR2 Ph,PO, /PF;I o PhPO_ PPN
Pd —_— ) — Pd
PhoP CI PhoP” CI PhoPG” PPhy
PholOP__J Pho(OP__J N

(58)

It was found*®®¢ that bis-P,O-chelates cis-[(dppmO-
k?-P,0),Pd]*"(BF;7), and cis-[(dppeO-«*-P,0),Pd]?*-
(BF47), form quantitatively upon ion-exchange ex-
traction of dichloromethane solutions of [(dppmO-«*-
P).PdCl,] and [(dppeO-«*-P),PdCl,] with 40% aqueous
NaBF,~ (eq 59). The structure of cis-[(dppeO-«?-P,0),-
Pd]?"(BF47). was established by X-ray analysis.%6
Bis-P,0O-chelates of the type [(dppmO-«?-P,0),M]*" (M
= Pd, Pt) and [(dppeO-«3-P,0),Pt]*" were first syn-
thesized by treatment of the corresponding complexes
[(BPMO-«!-P),MCl,] (M = Pt, Pd) with 2 equiv of
AgNO; and (optionally) addition of NH;PFs.1> How-
ever, due to the strong ability of Ag™ to scavenge
chloride, the silver nitrate reaction with [(BPMO-«!-
P).MCIl;] (M = Pt, Pd) may not be regarded as firm
evidence for equilibrium 58.

The ion-exchange extraction technique did not
produce satisfactory results with [(dpppO-«'-P),-
PdCl,]. Treatment of the latter with excess AgNO;
and NaBF, produced a material that was shown to
be a mixture of polymeric/oligomeric species
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o
cl_ Pph, "(OPh2
/Pd\
PhoP Cl
Phy(OP_/ ﬂ CH,Cly, 40% aq. NaBFy
"ion-exchange extraction"
7 -2NaCl
ci_ pph, N(OPh2
Pd
Cl PPh, S~ 2+
P(O)Ph
\_P(O)Ph, PhPO_ PPh,
Pd (59)
7/ N
Ph,PO  PPh,
A
(BF4)2

N\
Ph,P P(O)Ph, =dppmO, dppeO

{[(dpppO)2Pd]?"} (BF4 )2, 0N the basis of the solubil-
ity and spectroscopic (NMR and IR) data (eq 60).1%¢

P(O)Ph
cl, PPh, "OPh2
/Pd\
Ph,P” CI
Phy(O)P__/ “ CH,Cly, aq. AgNOj3 (excess)
40% aq. NaBF4
a -2NaCl
Cl_ PPhy P(O)Phy
Pd_
cl” “PPh, R 2
\_/P(O)F’hz PhoPO_  PPh;
Pd

Ph,PO" “PPh, | (BF4)2
N

|

(BF47)2n
N
Ph,P P(O)Ph, =dpppO

In very dilute solutions, however, {[(dpppO).Pd]*"} -
(BF47)2n underwent slow depolymerization to [(dpppO-
«?-P,0),Pd]>"(BF47)2, which exhibited (3P NMR) two
sharp doublets for the P(l11) and P(V) nuclei with
Jp—p = 7 Hz. The 3P NMR signals from the polymer
{[(dpppO).Pd]?*}n(BFs )2 had the same chemical
shifts (30 and 55 ppm) but appeared as broad,
unresolved singlets with Av = 40—100 Hz, largely
exceeding the value of 7 Hz for the P—P coupling in
the monomer. Attempted preparation of [(dppbO-«?-
P,0).Pd]?*(BF4), and [(dppfcO-«2-P,0),Pd]>"(BF,"),
using the ion extraction and AgNOs/NaBF, methods
was unsuccessful, giving rise to complex mixtures of
unidentified materials.’®® Therefore, the study*®® of
the dechlorination reactions of [(BPMO-«!-P),PdCl,]
has clearly demonstrated that the resulting P,O-
chelates [(BPMO-«?-P,0),Pd]?*" are stable for BPMO
= dppmO (five-membered ring) and dppeO (six-
membered ring). The larger rings (dpppO, dppbO,
and dppfcO) are unstable toward polymerization. The
smallest of the three (dpppO, seven-membered che-
late ring) can be observed but only at high dilution,
which disfavors its ring-opening oligomerization.

Grushin

It is apparent that dppmO forms the most stable
five-membered P,O-chelate rings. In accord with this,
treatment of [(EtsP),Pt,Cl4] with dppmO in acetone—
CH.CI,, in the presence or absence of NaClQ,, has
been reported!® to initially produce trans-[(EtsP)-
PtCly(dppmO-«1-P)], which can isomerize to the cis
isomer. In the presence of NaClO4, however, one
chloride dissociated and the stable P,O-chelate [(EtsP)-
PtCI(dppmO-«3-P,0)]"ClO, is readily formed.*>® At
the same time, dppmO coordinates to [Pt(Ph,P-
(CH,)2).PPh]?* only via the P center to give square-
planar [(dppmO-«*-P)Pt(Ph,P(CHy,).).PPh]?", whereas
dppmS and dppmSe, with softer chalcogens, form
pentacoordinate complexes with Pt—S and Pt—Se
bonds under similar conditions.*° Treatment of [L,M]
(M = Pd, Pt; L = 5-phenyl-1,3,4-oxadiazole-2-thione)
with 2 equiv of dppeO gave rise to [(dppeO-«*-P),-
ML;], in which the BPMO ligand is bonded to the
metal only through the phosphine end.'® However,
the coordination mode for L (S vs N) in the [(dppeO-
«1-P),ML,] was not entirely clear.

Equations 56—60 indicate that, in general, Pd and
Pt are prone to coordinate to two BPMO ligands in
the P,O-chelating or P-unilateral fashion. This, how-
ever, is not necessarily true for all BPMOs. It has
been shown®? that [(COD)PdCI;] reacts with 1 equiv
of dppmO to produce a P,O-chelate, [(dppmO-«?-P,0)-
PdCl,]. Similarly, [(MeCN),PdCl;] has been converted
to [(BINAP(O)-«?-P,0)PdCl;] upon treatment with 1
equiv of (R)- or (S)-BINAP(QO).1%2 While it is apparent
(eq 57)1213.156 that addition of one more equivalent of
dppmO to [(dppmO-«2-P,0)PdCl,] would result in the
clean formation of [(dppmO-«*-P),PdCl;] (eq 61), the
analogous reaction of [(BINAP(O)-«2-P,0)PdCl,] with
BINAP(O) produced a mixture of the starting materi-
als and a complex formulated as [(BINAP(O)-«x!-P),-
PdCl,] (eq 62).162 The three species (eq 62) were found
to be in equilibrium which was strongly shifted
toward the starting P,O-chelate.

Ph,
P
\ _Cl
[(COD)PdCIy) dLmO» r P c dLmO»
PhoP=q/ ~cl
i
Ph
PhZP\/P\z/CI
/Pd\ (61)
c” P
Ph, P2
o}
[(MeCN),PdCly] —SINAPO)

Cl P
OO BINAP(O)

Pd. (62)
\ N Cl
OO P=O/ al BINAP(O) ,':
0=R O
93-96%
X-ray for O O
the (S) isomer P = PPh;

Gladiali et al. have reported!®® the synthesis of
[(BINAP(O)-«2-P,0)PtCl;] in 89% vyield and men-
tioned the formation of [(BINAP(O)-«'-P),PtCl,] (eq
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63). Isolation of the latter was not described,%% and
considering the analogous Pd chemistry,'%? it remains
unclear whether the two Pt complexes equilibrate.
The P,0O-chelate [(BINAP(O)-«?-P,0)PtCl,] was found'?
to open up easily upon phosphinyl displacement with
CO and DMSO. The insertion of SnCl; into the Pt—
Cl bond of [(BINAP(O)-«?-P,0)PtCl,] trans to the P=
O ligand gave poorly soluble [(BINAP(O)-«2-P,0)-
PtCI(SnCl3)], which was used as a catalyst for
hydroformylation of styrene (section 4.1.5).1%% Equa-
tions 61—63 serve as another reminder of the fact
that BPMO binding trends can be strongly dependent
on the linker between the two P centers and on the
metal.

[(PhCN),PiC,)  _BINAPO) O
N P-0
L o Y
Pt ~p (63)

/N -BINAP(O) ]“CI

-d el
e 7 "
R
89% O
P = PPh,

The only homoleptic BPMO complex of M(0) (M =
Ni, Pd, Pt) reported is [(BINAP(O)),Pd], which has
been prepared for both (R) and (S) isomers of BINAP-
(O) (eq 64).1%2 As revealed by X-ray analysis, both
BINAP(O) molecules are coordinated to the Pd
through the phosphine groups. In addition, one of the
two BINAP(O) ligands is w-bonded to the metal via
the aromatic C=C bond bearing the naphthyl and
phosphinyl substituents, as schematically shown in
eq 64. No sign has been detected of any interactions
between the soft Pd(0) and the hard phosphinyl
groups.62

A variety of organometallic BPMO complexes of Ni,
Pd, and Pt have been reported. Three general syn-
thetic strategies have been developed for these
BPMO organometallics: (i) oxidative addition to
isolated or in situ-generated BPMO complexes of
zerovalent Ni and Pd; (ii) alkylation and arylation
reactions of inorganic BPMO complexes; and (iii)
ligand exchange involving a BPMO ligand and a non-
BPMO organometallic complex.

P = PPh,

Scheme 8

O 72-91%; X-ray
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o
P
P
p—

ﬁ\’|
0

(64)

LiBH,, BINAP(O)

benzene - water

[(BINAP(O))PdCl,]

P = PPh,

Succinic anhydride has been shown'®* to undergo
clean oxidative addition, accompanied by decarbony-
lation, to a Ni(0) complex generated in situ from [Ni-
(COD);] and dppmO (eq 65). The structure of the

(o}

Phy
, THF rP\
[Ni(COD),] + dppmO + O Ni (65)
-2COD  phyp~ ./
P 0 0 0o
O

63%; X-ray

resulting nickelacycle has been confirmed by X-ray
analysis.*®* The zerovalent Pd complex [(BINAP-
(0))2Pd] (prepared as shown in eq 64) has been
reacted with iodobenzene to give [(BINAP(O)-«?-P,0)-
Pd(Ph)I] (Scheme 8).162 Although this reaction also
gave an equimolar amount of free BINAP(O), the
latter exhibited no sign of interaction with the P,O-
chelate produced. Alternatively, [(BINAP(O)-«?-P,0)-
Pd(Ph)I] has been prepared from [Pd,(dba)s], BINAP-
(O), and iodobenzene.’®2 When dppmO was used
instead of BINAP(O) under similar conditions, the
corresponding dppmO P,O-chelate, [(dppmO-«?-P,0)-
Pd(Ph)I], was formed.'% The ultrasound-promoted I/F
ligand exchange between [(BINAP(O)-«?-P,0)Pd(Ph)I]
and AgF cleanly afforded [(BINAP(O)-«-P,0)Pd-
(Ph)F] (Scheme 8),1%? the only reported member of
the organopalladium fluoride family,% in which the
terminal F ligand is trans to a phosphine. Nonethe-
less, the thermal decomposition of [(BINAP(O)-«x?-
P,0)Pd(Ph)F] was governed by P—F and P—C rather
than C—F reductive elimination processes.6?

Some inorganic Pd and Pt complexes bearing
BPMO ligands have been converted to the corre-
sponding organometallics using standard techniques,
e.g., alkylation of a M—CI bond with organomercury
(eq 66)*? and organotin (eq 67)%? compounds. Inter-
estingly, the resulting alkynyl complex (eq 66) ap-

WO

/ \

1/2[Pdy(dba)g]
BINAP(O)

AgF, benzene
ultrasound

F
p:
72%
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Scheme 9

ArzP(CHz)nP(O)Arz

[(COD)Pd(CH3)Cl]
n=123

[(COD)Pd(CH3)(MeCN)[* X-

forn=1, Ar=Phor p-Tol; forn =2 and 3, Ar = Ph

peared to be trans, whereas the starting material had
the cis geometry.'?

0 Ph P//o
2
PPh, \
Ph,P e PPhy
PhCC),H
Cl—Pt—PPh, (PhCCRAS _ pho=c—pPt—c=cph (66)
EtOH, reflux
cl PPh Ph,P
o}
65% /,PPh?
Ph, Ph
P\ Cl (CH3)4Sn P\ CH3
Pd_ — |/ Pd_ 67)
PhPxy CI CH,Cl, PhPxy Cl

The largest number of organometallic BPMO com-
plexes of Pd and Pt have been prepared via ligand-
exchange reactions involving complexes with a Pd—C
or a Pt—C bond and BPMO ligands. The reaction of
[(COD)PtMe,] with various BPMOs produced cis-
[(BPMO-«!-P),PtMe;,] in 48—87% yield (eq 68).12 The
dppmO derivative, cis-[(dppmO-«!-P),PtMe;], was
converted to trans-[(dppmO-«'-P),Pt(Cl)Me] in 81%
yield upon electrophilic cleavage of one of the Pt—
Me bonds with HCI in MeOH.*? No oxidative addition
of Mel to cis-[(dppmO-«*-P),PtMe;] was observed
after 2 weeks at room temperature.!?

/\

HsC_ PPhy P(O)Ph,

POPh, — P (68)
HsC

[(COD)PtMe,] + 2 Ph,P
PPh,

\__P(O)Ph,

PhyP P(O)Ph, = dppmO, dppeO, dpppO, dppbO

A series of cationic P,O-chelates of the type [(BPMO-
«?-P,0)Pd(Me)(MeCN)]*X~ (BPMO = dppmO, dtolp-
mO, dppeO, and dpppO; X = BF,4 or SbFs) have been
synthesized in 77—94% yield, as shown in Scheme
9.167 Two important facts about this synthetic scheme

dppmO

Grushin

A ry

AgX, MeCN | -AgCl

MeCN. /O:P‘Arz

Pd
H3C™ “p—(CHz)n

Arz n=1,23

77-94%
X = BF,", SbFg"

are worth emphasis. First, one neutral intermediate,
[(dppmO-«2-P,0)Pd(Me)Cl], has been isolated, found
identical with the samples prepared by other means
(egs 61 and 67), and structurally characterized.%?
Second, the reaction of [(COD)Pd(Me)CI] with dpppO
did not produce the P,O-chelate but rather gave rise
to a complex with unilateral P-coordination of the
dpppO to the metal, formulated as a dinuclear
species, [(dpppO-«*-P),Pd,(Me),(u-Cl),].52187 This re-
sult is in accord with the previously shown® poor
stability of the seven-membered P,O-dpppO Pd che-
lates. However, treatment of the dinuclear complex
with 1 equiv of AgBF, in MeCN did yield a complex
which exhibited P=0 coordination to Pd. No firm
evidence for a monomeric structure of [(dpppO-«?-
P,0O)Pd(Me)(MeCN)]"BF,~ was presented (see Scheme
9 vs eq 60 and its discussion above).

A similar strategy has been employed for the
preparation of a large number of 73-allyl complexes
of Ni and Pd bearing BPMOs.5152167 The bridging
Ni—Br bonds in [(3-methallyl),Ni,Br,] were easily
cleaved with dppmO,52167 dtolpmO,%? dppeO,52167
dppp0,°21%7 and dppbzO®’ to produce the neutral
P-bonded BPMO complexes [(;73-methallyl)Ni(BPMO-
«*-P)Br] (not isolated), which produced the corre-
sponding cationic P,O-chelates [(°-methallyl)Ni-
(BPMO-«?-P,0)]*SbF¢~ (70—91%) upon treatment
with AgSbF; (eq 69). Both steps of the synthesis were
carried out in CH,CI, at —20 °C in order to avoid side
reactions leading to contamination with paramag-
netic species. Alternatively, the dppmO cationic
complex [(13-methallyl)Ni(dppmO-«?-P,0)]"SbFs~ has
been prepared by reacting [(73-methallyl)Ni(COD)]*-
SbFs~ with dppmO.52

Several #3-allyl palladium—BPMO complexes have
been synthesized as shown in eq 70.5%52167 Unlike
their nickel analogues (eq 69), the neutral Pd inter-
mediates have been isolated for dppmO, dtolpmO,
and dppeO.5? For X = ShFs and BF,, the complexes
are certainly cationic P,0O-chelates, whereas the to-
sylates and, in some cases, triflates can equilibrate
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4/\
N P/_\P=O AngFs
12 67 Br —————
Ni Br ﬁ AgBr

\I\Z

/P v
‘<<—Ni w SbFs  (69)
“o=p

p/_\p:o = dppmO, dtolpmO, dppeO, dpppO, dppbzO

with the neutral species bearing the BPMO that is
unilaterally P-bound to the metal (eq 71).

/|/\
P
/Pd\ F(_\P=O / AgX
w2 1L ) — —Pd
Pd NP -Agl
\l\-/ 0

(o1

pp:o = dppmO, dtolpmO, dppeO, dpppO

X = BFy, SbFg, TfO, Tos

{ <(_pgf’} ]T= K_p{\P l @

Oo=P Tos

P = PPh,

In accord with considerations of the chelate size/
strength relationship, equilibrium 71 was shifted
entirely toward the neutral complex for the least
stable dpppO chelate, whereas both species were
present for the dppeO and dppmO species. In the
latter two cases, the proportion of the neutral com-
plex was higher for the derivative of dppeO due to
the larger size and lower stability of the Pd-dppeO-
«?-P,0 ring (eq 71).52 The phosphinyl group in the
P,O-chelate [(dppeO-«2-P,0)Pd(3-allyl)]"SbFs~ was
readily and completely displaced with t-BuNC.5! In
the presence of CO or ethylene, however, only revers-
ible chelate ring-opening took place, the equilibrium
(eq 72) being strongly temperature dependent; i.e.,
the Pd—L adduct was favored at lower tempera-
tures.®!

Ph\P/Ph . - .
} L /
<<—Pé ) [SOFs —— <<—Pd X SbFg™
\ -
O=PPh, \L PPhy

(72)

L = CO, CHp=CH,

Racemic BINAP(O) has been reacted with the
enantiopure cyclometalated Pd dichloro dimer (eq 73)
to give a mixture of two diastereomers.?® After anion
exchange with PF¢~, one crystallization from CH,-
Cl,—petroleum ether afforded the pure, least soluble
diastereomer, which was structurally characterized
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and then used to release enantiopure (S)-BINAP(O)
upon reaction with ethylenediamine (see section 2.1
above).?

,—'— | /C| 2 _BINAP(O) _
)
N o=P
(73)
cr

3.1.6. Copper and Gold

Pilloni and Longato® have carried out the electro-
chemical synthesis of [Cu(dppfc-«?-P,P),(dppfcO-«?-
P,O)]"PFs~ from [Cu(dppfc).(u-dppfc)]?H(BF,7), via
three-electron oxidation, followed by reduction (eq
74). Another report!®® from Pilloni’s group describes
the preparation of [Cu(dppfcO-«3-P,0),]"BF4~ by re-
acting [Cu(MeCN)4]"BF,4~ with 2 equiv of dppfcO (eq
75).

2+

th Ph_2© th
: C C : 1. 3-e oxidation
2. reduction
@7— @7—th PEQ
Phy +
PLIPF
Cu Ph2 Fe (74)
Q_th _Q
[Cu(MeCN)4]* BF4y + 2dppfcO ———
Phy Phy
P o=P
NG
Fe Cu_ Fe |BF4 (75)
= F° b=
th Ph2

Both [Cu(dppfc-«2-P,P),(dppfcO-«>-P,0)] "PFs~ and
[Cu(dppfcO-«2-P,0),] "BF4~ have been found to exhibit
fluxional behavior in solution, likely due to chelate
ring-opening.®>'%8 More recently, the similar com-
plexes [Cu(dppeO-«?-P,0),;]"ClO4~ and [Cu(dppmO-
k?-P,0),]"ClO,~ were synthesized (Scheme 10) and
also found to be labile in solution.'®® X-ray analysis
of [Cu(dppeO-«?-P,0),]"ClO,4~ revealed a bis-chelate,
strongly distorted tetrahedral structure. It was also
demonstrated that the Cu® center has a higher
affinity for the softer P rather than the harder O
terminus of the BPMO ligands, and that the Cu—
OP bond could be easily cleaved with some donor
molecules (Scheme 10). Electrochemical studies in-
dicated!®® that [Cu(dppeO-«?-P,0),]"ClO4~ and [Cu-
(dppmO-«2-P,0),]*ClO,~ undergo oxidation more
readily than [Cu(dppe-«?-P,P),]"CIO, .

The reaction of [(u-dppm).Cux(MeCN),]?*(PFs7)2
with K,;S,CC(CN)P(O)(OEt), in CH.CI, has been
reported to lead to a mixture of copper cluster
complexes, the main product (47%) being (X-ray) a
tetranuclear cluster bearing one P-bonded
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[Cu(MeCN)4]* CIO4~ + 2 dppmO (or dppeQ)

Scheme 10
P
™~ Br-
P = PPhy ACu—Br
o=k F
P=0
O=
P=0
P\Cu Br, C/PJ
u
P e e

dppmO, [Cus(dppmO-«*-P)(dppm)s(S.CC(CN)P(O)-
(O Et) 2) 2] 170.

Paul and Schmidbaur have reported a remarkably
facile air oxidation of the dangling PPh; group in cis-
[Au(CHy3),(X)(dppm-«1-P)], where X = CI or Br (eq
76).1"* At room temperature, reaction 76 occurred
very rapidly and cleanly, affording the products in
82—93% isolated yield. Importantly, the complexed
dppm underwent the oxidation incomparably faster
than free dppm. This indicates once again (see above)
that, in some instances, oxidation reactions leading
to BPMOs in metal complexes are promoted by the
metal. One of the two resulting dppmO complexes,
cis-[Au(CHjs),(Cl)(dppmO-«*-P)], was structurally char-
acterized.*™

Phy Phy
H3C, N ' HsC. P
\ 3 —
AL PPh BT A PP (76)
HaC X CHxCl HS X O
X =Cl, Br 82% (X = Cl)

93% (X = Br)

Oxidation of [(Ce¢Fs)sAu(dppm-«t-P)] with 30% H,0,
in acetone has been described’? to produce [(CsFs)s-
Au(dppmO-«*-P)] in 85% yield. The acidic CH, group
of the P-coordinated dppmO ligand has been aurated
with [(PhsP)Au(acac)] (eq 77).172 Electrospray mass
spectra of the complexes generated upon treatment
of [(PhsP)AuCI] with dppm and dppb exhibited mo-
lecular ions of a number of gold dppmO and dppbO
complexes.’” No dppeO—Au species were mentioned
when dppe was used under similar conditions.t™

PPh

Ph 2

CeF5\ p—2/ CeFs
Al M0

[(PhsP)Au(acac)]
7N\
CeFs  CeFs

acetone —acacH

u
CeF5/ \Cst

i
Phy PPh2
CBF5\ p
Al AuwPPh, (D)
\
CoFs  CeFs

MeCN

P+
~N
(P/Cu——NCCHa
O=P
\_/P=O

P P=0
N MeCN
o= P NCCH
P_+ P FR=O ( NS 3
N Cu
( Cu P~ NCCH
" p o=P 3
0=P =0
P=0

3.1.7. Cadmium, Mercury, and Aluminum

As early as 1975, Grim et al.l° reported some
BPMO complexes obtained by reactions of CdBr, and
HgX, with dppmO and Ph,PCH(Pr)P(O)Ph,, [(BP-
MO)MX;] (M = Cd, X = Br; M = Hg, X = ClI, Br).
Since then, the synthesis of [(dppmO)HgCI;] has been
reproduced.'’® On the basis of the NMR'° and IR0:175
data, it has been concluded that the complexes are
P,O-chelates, despite the fact that in some cases the
change in Avp—o upon complexation with Hg?" and
Cd?" was not very well-pronounced. It has been
proposed that harder Cd?* binds more strongly to the
phosphinyl group, whereas softer Hg?* prefers the
softer phosphino function of the BPMO molecules.®

A dppmO derivative of the dinuclear Hg cis,
trans,cis-1,2,3,4-tetrakis(diphenylphosphino)cyclo-
butane core has been obtained as shown in eq 78
(66% vyield) or, alternatively, via oxidation of the
dangling PPh; groups in the analogous dppm deriva-
tive in the presence of catalytic quantities of Hg-
(N03)2.105

Ph, Phy
O,NO p R ONO,
N,z N7 1. dppm
o) No’Hg P/Hg\ 2. LiAsF
2 P : 6
Ph, ph, ONO2
[oN
PPh
( Ph; Ph, 2+
PhR P R~ ONO,
Hg Hg (AsFg)2 (78)
O,NO P P PPh
272 pn Phy | 2
PhaPy
X-ray

Amenta et al.>® have studied the reaction of dppeO
with [AI(OR)z],, where R = Et, i-Pr, s-Bu, and t-Bu.
Although no reaction was observed for R = Et and
i-Pr, the Al atom in both the sec- and tert-butoxides
interacted with dppeO in CH,Cl,. Being a hard acid,
the Al center coordinated with dppeO exclusively via
the hard oxygen of the phosphinyl group. The inter-
action between [(s-BuO)sAl], was studied in detail by
NMR, indicating equilibrium (eq 79), for which Kgq
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values were obtained for n =1, 2, 3, and 4 at various
concentrations. The best fit occurred with n = 2.

j\o P _PPh
}o—/xl—o:l?/\/ 2 (79)
o Ph

J

Having been established within a few hours, equi-
librium 79 remained unchanged for months.>3 For Al:
dppeO = 1, the ratio of uncoordinated to coordinated
P=0 groups in the system varied in the range of ca.
4—13, depending on concentration, as determined by
3P NMR. Variable-temperature studies led to cal-
culation of AH = 10.5 + 0.5 kJ mol~* and AS = 38 +
2 J K™t mol~? for reaction 79 at n = 2.

3.1.8. The Lanthanides

Being hard Lewis acids, the lanthanide 3+ ions are
prone to coordinate to BPMOs exclusively via the
hard oxygen. Visseaux, Dormond, and Baudry® have
demonstrated that NdCl;-6H,0 readily reacts with
Ph,PCH(Pr)P(O)Ph, in ethanol to give a complex
formulated as [NdCIl3(Ph,PCH(Pr)P(O)Phy-«*-0),].
Also, [(t-BuCsH4)4Nd2(u-Cl);] has been shown to react
with dppmO to give [(t-BuCsH,),Nd(CIl)(dppmO-«*-
0O)], which seems to equilibrate with [(t-BuCsH4)sNd-
(u-Ch(CI)(dppmO-«*-0)] + dppmO.*3

The recently reported?’® series of Eu, Th, and Tm
hexa- and heptafluoroacetylacetonate tertiary phos-
phine oxide complexes contains two BPMO deriva-
tives, [(acac-Fs)sEu(dppmO-«1-0),] (83% vyield) and
[(acac-Fe)3Eu(dppeO-«*-0),] (88% yield), which can be
prepared in one step from anhydrous Eu(OAc)s,
acacH-Fs, and dppmO or dppeO, respectively (eq 80).
A similar Er complex, [(acac-Fs)sEr(dppeO-«-0),],
has been prepared using the same synthetic method
and structurally characterized (X-ray) to confirm the
unilateral O-binding mode of both dppeO ligands.*””
Due to the presence of two dangling PPh, groups,
these BPMO complexes of the lanthanides can be
regarded as the most exotic bidentate phosphine
ligands.17®

1/n [(s-BuO)3Al],, + dppeO

CH,CI
[Eu(OAc);] + 3acacFgH + 2PhyP(CH,),P(O)Ph, 2-2
ACOH
RPh,
(CHa)n
FaC PPhy
,"o _0
 VEd (80)
- \o\\
FsC FPPhy
3 (pHZ)n
PPh,

n =1 (83%) or 2 (88%)

3.2. Heteropolymetallic Complexes

In 1993—1994, Visseaux, Dormond, and Baudry*317®
and the Al-Jibori group®®® published independently
and almost simultaneously the first examples of
heterobimetallic complexes, in which a BPMO ligand
bridged a soft metal ion and a hard metal ion via the
phosphine and phosphinyl functions, respectively.
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Visseaux, Dormond, and Baudry*® prepared Pd—
Nd heterobimetallics according to Scheme 11. Al-

Scheme 11
R R
NG N
o P PPR=0  \ioiHE), O P PPh,=0
“Pd Sl g _NdCly
e PPhy=0 R=H cl /TTPPM:O
Ph" by, R PR P R
[(PhCN),PdCly]
R
thPj/PthO NdCl3(H;0)s  PhaP PPhy=0
—_— NdCl
R R=Pr o

thP\rPPh2=O

R

though the two materials did not analyze well for
carbon and were not structurally characterized, the
P—Pd and PO—Nd coordination within one scaffold
was established unambiguously by the IR and 3P
NMR data. Evidence was also obtained for the
formation of a trinuclear Mo,Nd complex, cis-{[(COT)-
Nd(Cl)(u-dppmO)].Mo(CO),}, from the reaction of
[Mo(CO)4(NBD)] with a solution generated by treat-
ment of [(COT)NdCI(THF),] with dppmO.13178
Al-Jibori, Kalay, and Al-Allaf>> made a large series
of derivatives by the reaction of cis-[(dppeO-«'-P),-
PtCl;] with MCIl,-nH,O (M = Co, Ni, Cu, Zn, Cd, Hg),
Mezan|2, SnCI4-5H20, Th(N03)4-nH20, and UOz-
(NO3)2-6H,0 (eq 81). All products were characterized
by satisfactory microanalysis (C, H) and IR spectro-
scopic data. Magnetic susceptibility and TGA data
were also obtained for selected products. Unfortu-
nately, the authors®® were not able to obtain any
structural data on the new heterobimetallics, and
therefore they carefully proposed the cyclic structure
shown in eq 81. Attempts to synthesize similar
dppmO complexes appeared unsuccessful .15

Phy th
ClpP—""PPhy=0 _ mL, _ C\ P—~—""PPh=0.
C|/ p/\_/PPh2=O Cl’ ‘P/\/PPhZZO/

Phy Phy

ML, (81)

M = Co, Ni, Cu, Zn, Cd, Hg, Sn, Th, UO,
L= C|, N03, Hgo

Very recently, Al-Jibori and co-workers described
a series of heterobimetallic compounds prepared
using the same methodology from [(dppeO-«!-P),-
PdCl;] and MCl,:nH,O (M = Mn, Co, Cu, Zn, Hg),
Mezan|2, SnCI4-5H20, UOQ(NOg)z'GHzO, and UO,-
(OAC)2°2H,0.%57 Like in the preceding work on the
analogous Pt complexes,**® no structural determina-
tion of the Pd-derived heterobimetallics was carried
out.’® On the basis of the IR data, the geometry
around Pd was concluded to be trans. Considering
that and the large size of the Pt—M (eq 81) and
Pd—M rings, it is conceivable that the products might
in fact be oligomeric or polymeric species. The most
recently described Pd—Eu dppeO material was in-
deed formulated as a polymer (eq 82).176
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thP\/\P OE:U . P\Z/\pph [(PhCN),PdCl,]
Phy 2 2PhCN
—m2
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Phy
P_~g20. 1L Ph cl
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Well-defined (i.e., structurally characterized) het-
eropolymetallic BPMO complexes are very rare. La-
guna and co-workers'’? have assembled a beautiful
Au,TI trimetallic complex by the reaction of [(CgFs)s-
Au(dppmO-«t-P)] with [(CsFs)4Tl(u-Cl),] (eq 83).
Although the structure determination (X-ray) was
complicated by disorder, the connectivity in the
molecule was established beyond any doubt.

2(CeFs)sAu—p” p=0 12[T(CeFs)Cll;

Ph, Ph;
Cer\ /CI
P N
CeFs)sAu—P” “P=0-TI-0=P” ~P—Au(CqF
(CeFs)3 Ph, PhO | Phy Phy u(CgFs)3 (83)
CeFs

An interesting Mn—Fe—Pt trimetallic dppmO com-
plex has been isolated as a side product in only 2%
yield (eq 84) and structurally characterized.*” Ironi-
cally, in this remarkable cluster exhibiting a variety
of coordination modes, the dppmO ligand is only
unilaterally P-bonded to the Pt atom.

Ph H

ocC )( [Feo(CO)g]
AN 2 9, Ph2 ||
Ma—pt— R M /PV
Q \C/ \ A C/Fe
6 B |
Ph, oc

(84)
2%

+ other products

4. Applications

BPMOs have been used in synthesis, catalysis,
medical research, materials science, and analytical
chemistry. In many instances, BPMOs exhibit useful
properties that are distinctly characteristic of only
this class of compounds.

4.1. Catalysis with BPMO Complexes of
Transition Metals

4.1.1. General Considerations

The most recent (2002) analysis of the Kondratieff
cycle indicated that, in all likelihood, “...the next 10
years is going to be very exciting for industrial
catalysis.” 18 Therefore, it is timely to thoroughly
review catalytic applications of BPMOs, of which
some may represent considerable industrial interest.
However, before reviewing applications of BPMOs in
catalysis, it is worth briefly discussing (i) the idea of
chemilability and (ii) key learnings from the coordi-
nation chemistry of BPMO complexes of metals
described in section 3 above.

Since the concept!8:182 and the term?® “hemilabile”
ligand emerged in the late 1970s, hemilability has

Grushin

been extensively studied and reviewed.'* A simpli-
fied depiction of hemilability, as applied to a BPMO
complex of a soft, e.g., platinum group metal shows
(eq 85) dissociation of the weakly coordinated phos-
phinyl oxygen from the metal center to generate a
vacant coordination site. Of course, for the hardest
metal ions such as the lanthanides (see section 3.1.8),
the M—O would stay intact, while the M—P bond is
expected to dissociate readily.

P .
LM W —_ LM (85)

0=P O

Once generated spontaneously or upon coordina-
tion of another donor,'~2 the vacant coordination site
may be occupied by another molecule, for example a
substrate or a reagent for a homogeneously catalyzed
reaction. As mentioned in the Introduction, the ready
availability of a vacant coordination site on the
catalytic metal center provides the system with low
activation energy paths to ligand exchange, oxidative
addition, migratory insertion, and reductive elimina-
tion, key transformations in organometallic chemis-
try and homogeneous catalysis with transition met-
als.

In section 3, numerous examples can be found that
clearly indicate the hemilabile nature of BPMOs, e.g.,
egs 40, 58—63, 71, 72 and Schemes 9 and 10. Some
of BPMOQO's features bearing important implications
for catalysis are as follows.

(I) The degree of hemilability, i.e., the ability to
block and release a reactive site on the metal,
strongly depends on many factors. Among those are
the size of the chelate ring, oxidation state of the
metal, medium polarity, temperature, coordination
environment provided by other ligands present in the
inner sphere, concentration and reactivity of substrate/
reagent, nature of the counterion if the metal complex
is charged, etc. Nonetheless, some data in the litera-
ture allow for comparison of binding properties of the
phosphinyl group of a BPMO with labile donor
centers of other hemilabile ligands under similar
conditions. Thus, Mecking and Keim>! have demon-
strated that the P,O-chelate on Pd(11) is more stable
for dppeO than for its phosphino ester analogue, Ph,-
PCH,CH,COOEt. As expected, dppmO forms weaker
chelates on a soft metal center than its sulfur
counterpart, dppmS.42

(I1) Various reactions employing diphosphine com-
plexes of metals as added catalysts may in fact be
catalyzed by BPMO or mixed BPMO—diphosphine
species. Considering the numerous examples of very
facile oxidation of coordinated diphosphines to BPMO
complexes (see section 3.1), this might be the case
for catalytic reactions employing oxidants as re-
agents,'® as well as for non-oxidation processes run
in the presence of adventitious air. However, when
neither an oxidant reagent nor adventitious oxygen
is present, often there is still a strong possibility for
BPMO formation from the corresponding diphosphine
ligand during catalysis. As discussed in section 2.2,
bidentate phosphines can undergo a very facile
oxidation to BPMOs via the M"/P(111) to M("=2/P(V)
redox process (e.g., eq 11). For instance, when
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the most popular combination of a bidentate phos-
phine and Pd(OACc), is used as added catalyst, the
formation of BPMO—Pd species is virtually guaran-
teed,58.69.838486.87 nless a reducing agent is present,
which reduces the Pd(I11) to Pd(0) faster than the Pd-
(ID/P(111)-to-Pd(0)/P(V) redox process can occur. This
point is nicely illustrated by the work of Shimizu et
al.184 reporting chirality reversal depending on the
ratio of Pd(OAc), to (S)-BINAP used as added catalyst
for reaction 86. It was clearly demonstrated'®* by
independent experiments that the effect was due to
the oxidation of the (S)-BINAP to (S)-BINAP(O) with
the Pd(I1) (eq 11).%° Therefore, at the (S)-BINAP-to-
Pd(OAc); ratio of 1, the active zerovalent Pd catalyst
generated in situ is expected to be a Pd(0)—(S)-
BINAP(O) rather than a Pd(0)—(S)-BINAP species.
When the ratio of (S)-BINAP to Pd(OAc), equals 2,
the resulting complex will have a totally different
composition, being a blend of 1 equiv of Pd(0), 1 equiv
of (S)-BINAP(O), and 1 equiv of unreacted (S)-
BINAP. As compared to BINAP, its monoxide, BI-
NAP(O), exhibits vastly different coordination modes
with Pd(0) and Pd(I1).2%2 This explains the chirality
reversal effect (eq 86)'8* and points to the importance
of formation of BPMOs in situ from mixtures of a
divalent Pd or Pt precursor and a bidentate phos-
phine as added catalyst. Equally important is the fact
that the use of a BPMO instead of a diphosphine
under similar conditions will likely result in oxidation
of the BPMO to the corresponding dioxide with a very
low ability to coordinate and stabilize a soft metal
center.

(S)-BINAP, Pd(OAc),

OCO,Me .
JOI R
(Ry-(+) (8)-()
(S)-BINAP / Pd(OAc), = 1 major minor
(S)-BINAP / Pd(OAc); =2  minor major

(1) Some BPMOs exhibit unusual reactivity pat-
terns when coordinated to a metal center. For in-
stance, dppmO coordinated to Pd(Il) has been re-
ported!®® to undergo facile H/D exchange at the CH;
group with CD3;0D, even at ambient temperature.
The aliphatic C—H acidity of coordinated dppmO is
likely responsible for the facile palladation (eq 53)4°
and auration (eq 77)'"® reactions described above.

4.1.2. Carbonylation of Alcohols to Carboxylic Acids and
Esters

The Monsanto acetic acid process (eq 87) for
methanol carbonylation is one of the few most
important industrial processes catalyzed by soluble
metal complexes. This highly efficient and selective
methanol carbonylation reaction presently accounts
for ca. 55% of all acetic acid produced worldwide.'®

Rh, I cat.

CHzOH + CO CH3COOH  (87)
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Wegman, Abatjoglou, and co-workers at Union
Carbide have found'#3186 that dppeO complexes of
rhodium are highly efficient catalysts for the Mon-
santo process. Thus, [(dppeO-«3-P,0)Rh(CO)CI] (pre-
formed or generated in situ) catalyzes methanol
carbonylation at 80 °C and 3.5 atm of CO with a
turnover frequency (TOF) number of ca. 400 h=1.143
These are exceedingly mild conditions in comparison
with those of the standard process, employing 200
°C and 35 atm of CO to reach the TOF = 200—600
h~tin the presence of the industrial rhodium—iodine
catalyst. A detailed study'®® of methanol carbonyla-
tion, catalyzed by Rh—BPMO complexes, revealed the
following important features. First, the reaction was
45—150 times slower in the absence of dppeO or upon
replacement of the latter with PPh;, MePPh,, or
dppeO.. No reaction occurred in the presence of dppe.
Second, an increase in the dppeO/Rh ratio from 1 to
2 slowed the process by a factor of 5. Third, the Rh—
dpppO and —dppbO catalytic systems were ca. 40%
less active than the dppeO—Rh catalyst, whereas
dppmO formed a catalytically inactive complex.86
Ethanol can also be carbonylated to propionic acid
in the presence of the dppeO—Rh catalyst, albeit at
a slower rate.'86

Mechanistic studies of the Rh—dppeO-catalyzed
carbonylation of MeOH to AcOH nicely demonstrate
the idea of hemilability in catalysis.’*® The reaction
of [Rhz(CO)4(u-Cl)2] with dppeO gives rise to [(dppeO-
«?-P,O)Rh(CO)CI] which, in the presence of CO, exists
in equilibrium with [(dppeO-«!-P)Rh(CO).CI] (eq 40).
At room temperature and 1 atm of CO, the ratio of
the two complexes is ca. 1:1. Treatment of the
dicarbonyl dppeO-«!-P complex with Mel resulted in
the instantaneous formation of acetyl iodide and the
initial dppeO-«?-P,0 Rh monocarbonyl (eq 41). The
reaction occurs via oxidative addition of Mel to Rh,
followed by migratory CO insertion and subsequent
reductive elimination of CH3;C(O)Il. Under the cata-
lytic process conditions, the acetyl iodide reacts with
MeOH to give AcOH and Mel that is needed to
commence another catalytic turnover. In the analo-
gous [(dppmO-«2-P,0)Rh(CO)CI] (characterized by
X-ray diffraction),*3 the dppmO ligand forms a much
more stable five-membered chelate. As a result, the
dppmO complex is much less reactive toward CO and
Mel. This accounts for dppmO being a catalytic
poison for the process.

While being exceptionally active in MeOH carbo-
nylation under very mild conditions, the Rh—dppeO
catalytic system provided only a slight rate improve-
ment under the “ligandless” harsh conditions cur-
rently adopted by the industry.'®” This is not sur-
prising, as at high temperatures the Rh—0O bond of
the P,O-dppeO chelate becomes too weak to retain
its hemilabile properties, i.e., the ability to protect
the vacant coordination site needed for efficient
catalysis to occur. As a result, the dppeO on the
rhodium at a high enough temperature behaves
essentially as a conventional monodentate phosphine.
In contrast, the P,S-chelate complex [(dppmS-«*-P,S)-
Rh(CO)X] (X = CI or 1) fails to catalyze the
Monsanto process under mild conditions due to poor
hemilability, i.e., the high stability of the five-
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membered P,S-chelate ring. However, under com-
mercially relevant conditions (185 °C, 69 atm of CO),
the dppmS ligand in [(dppmS-«?-P,S)Rh(CO)X] (X =
Cl or I) apparently turns hemilabile, which leads to
a substantial rate improvement.18”

As mentioned above (section 3.1.4), the reaction of
[Rh(CO),Cl(dppeO-«-P)] with Mel is a key step of the
methanol carbonylation, leading to [Rh(CO)CI(dp-
peO-«?-P,0)] and Acl (eq 41).14 All steps of this
reaction are too fast for an accurate study of the
kinetics.** However, valuable mechanistic informa-
tion on the catalysis was very recently obtained by
detailed kinetic studies of considerably less active Rh
catalysts stabilized by dppmO, dppmS, and dppe.4>188

The reaction of [(dppmO-«3-P,0)Rh(CO)I] with a
large excess Mel in CH,ClI, produced a mixture of the
Me—Rh complex resulting from the oxidative addition
and at least three acetyl—Rh species that apparently
emerged from migratory insertion (Scheme 12).142
Exposure of this mixture to CO (1 atm) produced a
species which might be one of the six possible isomers
of [(dppmO-«2-P,0)Rh(CO)(Ac)l.]. Activation energy
parameters were determined for the Mel oxidative
addition, but the fast equilibration of the Rh—Me and
Rh—Ac species precluded accurate kinetic measure-
ments of the migratory CO insertion step.14?

When the reaction of [(dppmO-«?-P,0)Rh(CO)I]
with Mel was repeated in acetonitrile, a much more
coordinating solvent, the migratory insertion prod-
ucts were favored due to the formation of the solvento
species, [(dppmO-«2-P,0)Rh(MeCN)Ix(Ac)]. The struc-
ture of the MeCN complex, as shown in Scheme 12,
was determined by X-ray analysis.!#?

The mechanism for methanol carbonylation with
[Rh(CO)I(dppeO-«?-P,0)] likely includes the steps
outlined in Scheme 12, and is probably similar to the
mechanisms proposed for Rh catalysts stabilized with
other hemilabile P,O ligands.*31 No accurate quan-
titative data are currently available for the final step

mixture of isomers
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of the methanol carbonylation process, i.e., reductive
elimination of Acl from a Rh—BPMO intermediate.
It is obvious, however, that like any other steps of
the entire catalytic loop, Acl reductive elimination
is much faster from dppeO iodo rhodium acetyl
intermediate(s) than from analogous dppmO, dppmsS,
and dppe species. Of the four, only dppeO exhibits
hemilabile behavior (eq 85) under mild conditions,
efficiently generating coordinative unsaturation which
is known to often promote reductive elimination
reactions.'®

Methanol can also be carbonylated to methyl
acetate in the presence of dppeO—Rh catalysts.®! If
the process is run in the presence of EtOH, a mixture
of AcOMe and AcOEt is obtained. In terms of the high
catalytic activity, selectivity, and mechanistic fea-
tures, the Rh—BPMO-catalyzed synthesis of esters
from alcohols and CO is closely related to the
aforementioned MeOH-to-AcOH process.*!

4.1.3. Carbonylation of Esters to Carboxylic Anhydrides

Wegman'#! has also patented the use of the dp-
peO—Rh catalytic system for the preparation of
carboxylic anhydrides from corresponding esters (e.g.,
eq 88).

O

)]\/ + CO
[©)

[Rh(CO),Cl],
dppeO

(0]

P

Reaction 88 readily occurs in the presence of Mel
and/or Lil as a promoter, at ca. 120 °C and 7.5—-10
atm total operating pressure. No catalysis was ob-
served in the absence of dppeO under similar condi-
tions. Running the process in AcOH as a solvent was
beneficial, improving conversion and prolonging the
lifetime of the catalyst. Various Rh(l) complexes were
successfully used as precursors to active catalysts,
as long as the carbonylation was run in the presence
of dppeO.14

(88)
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Table 2. [Rh(CO);(acac)]-Catalyzed Hydroformylation
of 1-Hexene (Eq 90, R = n-C4Hy) in the Presence of
BPMO or Mono-phosphine Ligands (40 mol equiv per
Rh) in 1,2-Diethoxyethane—1,4-Butanediol (2:1) at 80
°C and 8.2 atm of CO/H; (1:1)%

reaction  linear:branched
rate, mol ratio at 10—20%
ligand Ltht conversion

Ph,P(CH,)sP(O)Ph, 2.23 5.5
Ph,P(CH,)sP(O)Ph, 1.46 9.1
cis-Ph,PCH=CHP(O)Ph, 0.45 5.1
trans-Ph,PCH=CHP(O)Ph, 1.27 3.2
PhsP 2.70 19.6
Ph,(Pr)P 1.67 10.9

4.1.4. Isomerization of Methyl Formate to Acetic Acid

While formally being an isomerization process, this
reaction (eq 89) is run under CO. In the presence of
a Rh—dppeO catalyst and an iodide promoter, such
as Mel, HI, Lil, or Srl,, the reaction readily occurred
at 80—115 °C to give acetic acid in >95% selectivity
at up to 63% conversion.’®®> The use of AcOH as a
solvent resulted in more efficient catalysis.

Rh(CO),acac o]
o) [ (d )ezo 1 )k ! (89)
H O/ pp (o)

4.1.5. Hydroformylation of Olefins

Like the Monsanto acetic acid process, olefin hy-
droformylation to aldehydes (eq 90) belongs to the
limited number of homogeneously catalyzed reactions
of exceptional industrial importance.'®® The first
olefin hydroformylation reaction catalyzed by a BPMO
complex was patented more than 20 years ago.*® The
reaction of 1-butene with CO/H; in the presence of a
dppeO Rh catalyst was reported’® to proceed to 80%
conversion after 17 min at 145 °C and 26 atm.
Although a molar ratio of the linear to branched
aldehyde of 7.3 was reported, the actual absolute
yields of the two isomeric products were not specified.

CHO

P cat.

R + CO + Hp ~_CHO + (90)
R R)\

In the 1980s, Abatjoglou, Billing, and Bryant of
Union Carbide were granted a number of pat-
ents!931% for their invention of advantageous use of
BPMOs as ligands for hydroformylation of various
olefins. More recently, a patent was issued to the
Union Carbide group on a process for separation and
recovery of catalysts, BPMO—Rh catalysts included,
from hydroformylation reactions.*®®

It has been found by Abatjoglou and Billing*®3 that
the use of certain BPMOs for Rh-catalyzed olefin
hydroformylation provides a number of clear advan-
tages to the common process employing monophos-
phine Rh catalysts. Most importantly, olefin hydro-
formylation reactions catalyzed by Rh—BPMO com-
plexes occur with unusually high selectivities to the
desired®® linear products (Table 2).2% As can be seen
from Table 2, the dppeO—Rh catalyst provided the
highest regioselectivity (>97%) to n-heptanal, the
linear product of interest. This catalytic system was
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also found to possess high thermal stability and
ability to catalyze hydroformylation of other sub-
strates, such as propylene, 1,5-hexadiene, and allyl
alcohol with superior chemo- and regioselectivity. The
already excellent catalyst lifetime can be further
improved by the addition of a conventional tertiary
organophosphine, such as (p-XCgHj)3sP (X = H, Me,
MeO), to the Rh—dppeO catalyst.'** Remarkably, the
Rh/dppeO/R3P catalytic systems were more thermally
stable than Rh/RsP and Rh/dppeO.

The catalytic activity of Rh—phosphine oxide sys-
tems in the hydroformylation of styrene has been
studied.'® Of over a dozen different phosphine oxides,
dppmO (the only BPMO used in this study) and
Ph,P(O)CH;NR; exhibited by far the highest activity
(95—100% yield) and selectivity (93—97%) toward the
branched aldehyde, 2-phenylpropanal. However, the
high activity is exhibited by the dppmO—Rh catalytic
system only in the presence of a base, EtsN. The
latter is probably needed to promote reductive elimi-
nation of HCI*® from the intermediate [(dppmO-«?-
P,O)Rh(H),(CO)CI] to give catalytically active [(dpp-
MO-«?-P,0)Rh(H)(CO)].** Interestingly, the Rh-—
dppmO; system was inactive in the hydroformylation
of styrene under the same conditions,'®® whereas
dppbO, was later reported to promote the Rh-
catalyzed hydroformylation of mixed octenes more
efficiently than dppbO and dppb.'*® Among other
P-ligands, dppeO has been reported®®® to promote Rh-
catalyzed hydroformylation of dihydromyrcenol.

Gladiali and co-workers have recently reported
hydroformylation of styrene with BINAP(O) Rhi4
and Pt—Sn?® catalysts. The Rh-catalyzed hydro-
formylation of styrene with 1:1 CO/H; and a 4000:1
substrate-to-catalyst ratio easily occurred to 36—99%
conversion at 40—100 °C and an initial CO pressure
of 79 atm. Although the process was up to 96%
chemo- and regioselective toward the formation of the
branched aldehyde, very low ee values (4—6%; R)
were observed when (S)-BINAP(O) was used.** A
much better but still insufficiently high ee (28—30%;
R) was obtained for the Pt—Sn—(S)-BINAP(O)-
catalyzed hydroformylation of styrene to the branched
aldehyde that was formed with high chemoselectivity
but only 40—60% positional selectivity.163

4.1.6. Hydrocarboxylation of Olefins

The Pd-catalyzed hydrocarboxylation reactions of
1-heptene (eq 91) at 120 °C and 19.7 atm of CO in
the presence of various ligands L have been studied
by Terekhova et al.?%

PdCly, L

CeHir XX + CO + H0

0 Oy _OH
+
C5H11/\)k°” C5H11j/\ o

L = dppe, dppeO, dppeS, dppmO, Ph;P, Ph,PEt

Among all ligands examined (eq 91), dppeO was
the one that resulted in the highest molar ratio of
the linear to branched acid. Depending on the sol-
vent, Pd-to-dppeO ratio, and CO pressure, the selec-
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tivity for the desired linear acid was 80—91%, an
uncommonly high number for this type of transfor-
mation. Palladium catalysts based on dppe and
dppeS were inefficient, whereas the Pd—dppmO
system exhibited both very poor stability and selec-
tivity under identical conditions. Monodentate PPh;
formed a very active but poorly selective catalyst. In
contrast, Ph,PEt provided good selectivity to the
linear product (83%), albeit at a low rate.

The regioselectivity and rate of reaction 91, cata-
lyzed by the dppeO—Pd system, were affected by the
medium. Thus, in acetonitrile the process was slow,
producing only 62% of the linear acid, whereas in
benzene, dioxane, or their mixtures the reaction
occurred ca. 4—27 times faster and with higher
selectivities (74—89%). Also, it was established that
an increase in CO pressure in the range of 5—30 atm
leads to faster rates but lower selectivities. On the
basis of this very well-done work, it was concluded?®
that the excellent catalytic properties of the dppeO—
Pd catalyst are likely due to optimum hemilability
of the dppeO ligand. The Pd—dppeO-catalyzed hy-
drocarboxylations of propylene, 1-decene, and styrene
were also found to occur with a high selectivity to
the linear acids, 70% for the aliphatic and 50% for
the aromatic derivatives.?%

Wu has patented,?°* among other findings, the very
successful use of dpppO in the Pd-catalyzed hydro-
carboxylation of 4-isobutylstyrene to ibuprofen at 50—
80 °C and 34 atm of CO (eq 92). In sharp contrast,
the use of dppp or monodentate tertiary phosphines
resulted in a very sluggish and poorly selective
reaction. Excellent results were also obtained when
the Pd catalyst was promoted with mixtures of R3P,
RsPO, and, optionally, CuCl;, in the presence of
HCI.20%

S L co+mo P4
dpppO
o)
o
+ OH (92)

98-100% 0-2%

4.1.7. Hydroformylation of Epoxides

The metal-catalyzed hydroformylation of epoxides
furnishes S-hydroxyaldehydes which can be hydro-
genated to 1,3-diols, important and promising mono-
mers (eq 93). Weber et al.’382%2 have reported the first
use of BPMOs in the [Co,(CO)g]-catalyzed ring-
opening of epoxides with CO and H; (99 atm at 100
°C, 3 h), followed by hydrogenation to the diol.

HO A0
H
HO. _~_OH (93)

N7 + CO + Hp Co, L

Hy, cat.
o) g

Of the ligands tested (dppmO, dppeO, dpppO,
dppm, dppe, dppp, dppb, PPhs, and PPhs/Ph,MePO),
the highest selectivity to the hydroxyaldehyde (up to
90%) was observed for dppmO. All other bidentate
ligands exhibited activity, except for dppm which, like
PPh; and PhsP/Ph,MePO, was inactive. It was there-
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fore concluded that chelate formation is important
for the catalysis which occurs most efficiently with
ligands that are capable of forming five-membered
chelates, hemilabile dppmO being the best. Interest-
ingly, a stable complex, [Co,(CO)s(dppmO-«-P),],
that was isolated and found to be catalytically active
(90% conversion to the hydroxyaldehyde) exhibited
a nonchelate but rather P-unilateral binding mode
for the dppmO ligand on each metal (see section
3.1.4). It was proposed that, under the reaction
conditions, i.e., upon exposure to CO/H,, the complex
[Co2(CO)e(dppmO-«*-P),] was converted to [HCo(CO),-
(dppmO-«2-P,0)], an actual catalytically active spe-
cies. The best overall yield of the diol for the two steps
(eq 93) was 54% (GC).1*® Other epoxides have also
been used in the two-step sequential hydroformyla-
tion—hydrogenation process, catalyzed by [Co,(CO)s]/
dppmO. Propylene oxide, trans-2,3-butene oxide,
cyclohexene oxide, and styrene oxide gave the corre-
sponding aldehydes with 75, 79, 52, and 4% selectiv-
ity and then the diols in 30, 66, 39, and 7% GC yield,
respectively.13®

4.1.8. Oligomerization of Ethylene and Copolymerization
of Ethylene and CO

These processes are of great commercial interest
as industrially feasible routes to a-olefins and polyke-
tones. BPMOs have been successfully used in the Ni-
and Pd-catalyzed oligomerization of ethylene®” and
alternating copolymerization'®” and co-oligomeriza-
tion?03204 of ethylene and CO with Pd67:29% and Rh204
catalysts.

Nickel catalysts of the type [(3-methallyl)Ni(BPMO-
k?-P,0)]"SbFs~, both presynthesized and generated
in situ, have been shown!®” to exhibit excellent
activity in ethylene oligomerization with high selec-
tivities toward linear products (87—96%) with the
terminal C=C bond (up to 89%). These results are
the best ever reported for ethylene oligomerization
with cationic P,O-chelated nickel catalysts. The high
selectivities were ascribed to the inert Ni—O bond
in the P,O-chelate ring that does not open during the
catalytic process, similar to the industrial Shell
catalysts.’®” Instead, the 53-methallyl ligand on the
metal reversibly changes hapticity to #*, thus creat-
ing a vacant coordination site that is occupied by
CH,=CH; (eq 94).

CH2=CH2 /\

0T s 40

The nature of BPMO strongly influences the reac-
tion outcome. Thus, the most stable, five-membered
dppmO chelate produced heavier oligomers, up to Css,
whereas the dpppO analogue catalyzed the formation
of only short-chained alkenes. The highest molecular
weight oligomers (up to Ca,) were obtained, however,
when [(73-methallyl)Ni(dppbzO-«?-P,0)]"SbFs~ was
used, due to the rigidity of the dppbzO backbone that
disfavors f-elimination. Analogous palladium—BP-
MO complexes also catalyzed ethylene oligomeriza-
tion but mostly to butanes (65—86%). Decenes and
dodecenes were produced in trace quantities, if at
all.xe7

+ +

(94)
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Of the Pd complexes of the type [(33-allyl)Pd-
(BPMO-«?-P,0)]"X~ (BPMO = dppmO, dppeO, dp-
ppO; X = TosO, TfO, BF,") tested for catalytic
activity in ethylene/CO copolymerization, the highest
efficiency was observed for BPMO = dppmO and X
= BF,4. The analogous dppeO and dpppO catalysts
were less stable, undergoing reduction to Pd(0).
Therefore, reaction conditions were optimized for the
most catalytically active complex, [(3-allyl)Pd(dppmO-
«?-P,0)]"BF,4~, and its methyl analogue, [(MeCN)Pd-
(Me)(dppmO-«2-P,0)]"BF,4~, at the upper limit of their
thermal stability (80 °C). The allyl and methyl
complexes exhibited similar catalytic activity. Al-
though high CO conversions of up to 96% and TON
of up to ca. 4500 were observed in dichloromethane
after 15 min under 30 atm of CO + 30 atm of C;H,,
the catalytic activity was lower than that of the Shell
catalysts.67

It has also been found?® that a series of cationic
Pd complexes containing P,O and P,S hemilabile
ligands catalyze the formation of unsaturated polyke-
tones from CO and ethylene, as long as the latter is
used in a large (e.g., 10-fold) excess (eq 95). The only

Pd, L

CH,=CH, + CO
CH,Cly, 25-80 °C, 30 bar

0] o) (¢}
WH + M/MH + MM/WH (95)
n n n

BPMO used as a ligand for reaction 95 was dppeO
employed in the form of [(#3-allyl)Pd(dppeO-«3-P,0)] *-
SbF¢~. This catalyst resulted in the production of the
highest molecular weight unsaturated polyketones at
98% conversion of CO. All other P,O and P,S ligands
used, i.e., phosphino esters, phosphino thiophenes,
and phosphino sulfoxides, produced catalysts which
catalyzed the formation of mostly short-chained
products with n = 1, 2, and =3, with the selectivity
to ethyl vinyl ketone (n = 1) being 2—10%.2%¢ Co-
oligomerization of CO and ethylene in the presence
of Rh complexes stabilized with various hemilabile
ligands has been reported?®* to produce mixtures of
methyl acrylate, methyl propionate, ethyl vinyl ke-
tone, diethyl ketone, 1-methoxypentan-3-one, methyl
4-oxohexanoate, octan-3,6-dione, and other products
with > 7 atoms in the backbone. The only BPMO
ligand employed in this study,?** dmpmO, exhibited
good efficiency, although it did not produce results
that one would consider distinct in terms of reaction
rate, lifetime, or selectivity toward any particular
component of the product mixture.

4.1.9. Asymmetric Cycloaddition

Over the past 4 years, Faller and co-workers have
published a series of papers'#52130-135 describing the
synthesis of chiral BPMO-derived Ru and Os com-
plexes and their use as Lewis acid catalysts in
asymmetric Diels—Alder reaction of cyclopentadiene
with substituted acroleins (eq 96). The cycloadduct
resulting from reaction 96 might be useful for pros-
taglandin synthesis.>°
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(0]
Ru or Os BINAP(O) catalyst
RN (©) cataly CHO  (96)
CH,Cl,

R
R = Me, Et, Br

up to 99% ee
up to 99% de
at 100% conversion

The catalysts used by the Faller group for reaction
96 were Ru®%130.131133 and Os! chiral Lewis acids of
the type [(15-p-cymene)M(L)(BPMO-«2-P,0)]?"(SbFs™)s,
where BPMO = (R,R)-chiraphos(O) or (S)-BINAP(O).
The exact structure of the catalyst is unknown. It is
believed!459130-135 that the Lewis acidic center on the
metal is stabilized via coordination of a weakly bound
solvent molecule L, a counterion, or through some
agostic interactions. Various Lewis bases, such as
aldehydes, pyridines, sulfoxides, water, and CI-,
readily coordinate to the metal in these complexes,
as mentioned above in section 3.1.3.

When the more easily epimerizing chiraphos(O) Ru
complex was used as a catalyst (10%) for reaction 96
(R = Me, —25 °C), the ee was modest (30%).13°
Slightly better ee values of up to 50% at a 9.9:1 exo/
endo ratio were obtained in the initial experiments
with the more stereochemically rigid BINAP(O) Ru
complex in the presence of lutidine.'3! After some
optimization, however, remarkably high enantiose-
lectivies of up to 99% ((S)-(+) for R = Me) and
diastereoselectivities (exo) also up to 99% were
obtained for reaction 96 in the presence of Ru
catalysts stabilized with optically pure (S)-BINAP-
(O) and (S)-TolBINAP(O).%° To reach the high enan-
tio- and diastereoselctivity, reaction 96 was run in
the absence of lutidine at a low temperature (—24 to
—78 °C) with 1—-10% of the catalyst. The latter was
generated in situ from [(%%-p-cymene)RuCI(BPMO-
k?-P,0)]*SbFs~ and slightly less than 1 equiv of
AgSbFg, to avoid the presence of Ag™ which might
act as a nonchiral catalyst. Remarkably, the cycload-
dition reaction exhibited high tolerance for water and
air. After full conversion was reached, the catalyst
was found to be in the aqua form [(#%-p-cymene)Ru-
(H20)(BINAP(0)-«?-P,0)]?*(SbF¢ )2, which can be
recycled. When analogous Os—BINAP(O) catalysts
were employed for reaction 96, the cycloadducts were
formed with good diastereoselectivity but lower enan-
tioselectivity (ee = 8—93%).13% The chiral poisoning
strategy has been employed for reaction 96, catalyzed
by the Ru Lewis acid derived from racemic BINAP-
(0).133 Although high diastereoselectivity was ob-
served with various chiral additives, only a modest
ee of <60% was obtained with r-proline and L-
prolinamide, the most efficient chiral poisons.

For the chiral induction, no hemilabile behavior is
needed from the BINAP(O)-«?-P,0O ligand on Ru and
Os in the catalytically active species. Moreover,
experimental data and mechanistic considerations
strongly suggest®®13 that electronic asymmetry in the
Ci-symmetric BINAP(O) ligand is likely a very
important reason for the high induction of chirality.
In fact, the use of BINAP, a closely related C,-
symmetric, non-oxidized bisphosphine ligand, instead
of BINAP(O) for reaction 96 under identical condi-
tions resulted in an abrupt decrease in ee from 93—
99% to 19—50% for the opposite enantiomer.%® This
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result clearly indicates the importance of the stereo-
genic metal center for the chiral induction.

4.1.10. Miscellaneous Catalytic Reactions

Styrene has been hydrosilylated with a Pd—BI-
NAP(O) catalyst at a substrate-to-Pd ratio of 1000
to produce exclusively the branched product, which
was converted to the corresponding alcohol (eq 97).22
Importantly, (S)-1-phenylethanol was obtained in
only 18% ee when the reaction was performed in neat
styrene. However, the use of benzene as a solvent for
reaction 97 brought the ee up considerably, to 72%.

o

OH

4
97)

up to 72% ee
at 100% yield

1. [(allyyPdCI1,/(S)-BINAP(O)
2. KF, HyOy

Very recently, an interesting example was re-
ported?® of Pd-catalyzed asymmetric allylic alkyla-
tion of a glycine imino ester in the presence of
cinchonidinium salts as a chiral phase-transfer cata-
lyst and some P-ligands, including dppeO (eq 98). Of
the several P-ligands examined in reaction 98 (dppe,
PhsP, BusP, (EtO)sP, (PhO)3P, and dppeO), the ones
that led to the highest yield (>80%) and ee (93—94%)
were dppeO and triphenyl phosphite. Although both
the yield and ee were comparable for (PhO);P and
dppeO, the latter is much more stable toward the
strong alkali used than the phosphite.

j\h onc _L@lyDPACI, dppeo
PR SNTcoBut TP chiral PTC
toluene, KOH
Ph XY
PN (98)
Ph” “N” ~CO,But

Dual asymmetric induction was achieved in the
same work?%® by using a chiral phase-transfer cata-
lyst and dppeO or BINAP(O) (eq 99). The use of
dppeO yielded the product in 76% yield with the best
stereoselectivities (de = 70% and ee = 51%), whereas
(R)- and (S)-BINAP(O) produced better enantiose-
lectivity (up to 77%) but lower yield (33—61%) and a
diastereoselectivity of slightly above 30%.

Bh [(allyl)PdCll,, dppeO or BINAP(O)

Ph._~x_Ph
X, +
Ph” N">COLBU Y\/ chiral PTC
OAc toluene, KOH, 0 °C
Ph{_~._Ph Ph, o Ph
Ph . Ph (99)
PN s
Ph” N7 ~CO,But Ph” "N” ~CO,But

A very important, educational example of asym-
metric catalysis with an unintentionally in situ-
generated BINAP(O)—Pd species (eq 86) is briefly
discussed above. A few cases have been reported
where the use of BPMOs in catalysis failed or was
only modestly successful. The C=C bond in acet-
amidoacrylate has been efficiently hydrogenated in
the presence of [(NBD)Rh((S)-BINAP(O)-«*>-P,O)]*-
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BF,~, albeit with negligible enantioselectivity of
4%.1%4 The same catalyst has been applied for hy-
droboration of styrene with catecholborate, followed
by oxidative alkaline cleavage to give the branched
alcohol in 73% regioselectivity with only 40% ee at
22% conversion.'** An attempt to enhance the ef-
ficiency of a Ru-catalyzed hydrogenation reaction
with a 1:1 mixture of [NdCI3(THF)3] and dppmO has
been reported®®® to result in the loss of catalytic
activity. Likewise, a BINAP(O)—Ni complex was
inactive in the hydrovinylation reaction of 2-methoxy-
6-vinylnaphthalene.?’” The Pd—(R)-BINAP(O)-cata-
lyzed asymmetric Suzuki coupling reaction of 1-iodo-
2-methoxynaphthalene  with 2-methoxy-1-
naphthylboronic acid was sluggish, resulting in only
22—31% yield and very low enantioselectivity (ee =
14—-24%).208

4.2. Use in Synthesis and Miscellaneous
Applications

The Wittig—Horner-type reaction of dppmO with
a variety of aldehydes has been reported!!* to give
vinylphosphines in 48—69% yield (eq 100).

PN t-BuOK
thﬁ PPh; + RCHO ——m———— pth/\/R (100)
o) -PhyPOoK

R =4-XCgHy4 (X = H, Me, MeyN, CI, CN, NO5), 2-MeOCgH,4, PhCH=CH,
2-thienyl, 2-pyridyl

Hayashi et al.?®® have used BINAP(O) for the
synthesis of optically active 2'-substituted 2-diphe-
nylphosphino-1,1'-binaphthyls, as outlined in eq 101.
The BINAP(O) starting material should be used in
the form of its BH; complex, or otherwise complete
racemization would occur. For instance, the reaction
of (S)-BINAP(O) with n-BulL.li, followed by quenching
with MeOD, produced 2-deuterio-2'-diphenylphos-
phino-1,1'-binaphthyl in 87% yield and 0% ee. In
contrast, when the experiment was repeated using
(S)-BINAP(O)-BHj3, the reaction occurred with reten-
tion of the axial chirality to produce the same
deuterated phosphine in 89% yield and >99% ee.?%°

Sekar and Nishiyama?® have used BINAP(O) to

GO P(O)Phy BHa(THF) OO P(O)Ph,
oo NG 1
BH3

98% O
EX = MeOD, |y, Me3SnCl, Me,HSICl, Me3SiCl E

PPh,

OO BHj3

E =D, |, Me3gSn, Me,HSi, Me3Si
14-89%; 77-99% ee

1. n-BuLi
2. EX, then EtoNH

(101)

obtain valuable mechanistic information on their
nonenzymatic kinetic resolution of secondary alcohols
using N-chlorosuccinimide in the presence of BINAP.
It has been reported that dppeO and (Ph,PCH,-
CH,),P(O)Ph can be useful in spectrophotometric
determination of Pd and Rh in the presence of Pt, Ir,
Cu, Ni, and Co.?*! Interestingly, dppeO was among
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the 16 compounds (selected from a database of 20 000
organic molecules) that provided the best fit for
docking into the hydrophobic pocket of the HIV-1
envelope glycoprotein gp-41 core.?*? Experiments with
the 16 candidates identified only two compounds
(neither one was dppeO) which did exhibit inhibitory
activity toward HIV-1 infection due to changes
caused in the structure of the gp-41 core.

5. Most Recent Progress

Since completion of our work on this article (sum-
mer 2003), a number of interesting reports on BP-
MOs have appeared. A brief summary of these most
recent publications is presented below.

Thomas and Suss-Fink?'® have reviewed ligand
effects in the Monsanto acetic acid process, empha-
sizing the exceptional catalytic activity of the Rh—
dppeO system (see section 4.1.2.). In their very recent
review article on chiral poisoning and asymmetric
activation, Faller, Lavoie, and Parr?# discuss, among
other aspects, the enantioselective Diels—Alder reac-
tions catalyzed by the chiral Ru—BINAP(O) com-
plexes (section 4.1.9.).

The low yield of BINAP(O) (21%) from the oxida-
tion of BINAP with an oxaziridine?'®> once again
confirmed the fact that conventional oxidations of
bidentate phosphines cannot be selective toward the
mono-oxides, even when conducted at a low temper-
ature. Both the Pt- and Mo-mediated oxidations of
dppe?'® and dppm,?'” respectively, appeared to be
poorly selective, giving rise to the corresponding
BPMOs in low yield. The molecular and crystal
structure of dppbO has been determined.?'® A novel
P-chiral BPMO has been synthesized via the
Pd-promoted cycloaddition reaction of 1-phenyl-3,4-
dimethylphosphole with diphenyl(vinyl)phosphine
oxide.?'®* The ligand, 5-diphenylphosphinyl-2,3-di-
methyl-7-phenyl-7-phospha-bicyclo[2.2.1]hept-2-
ene, was liberated from its structurally characterized
palladium complex in an enantiomerically pure (Rp)
form. It reacted with [Me,SAuUCI] to produce a gold
complex, whose structre was established by X-ray
diffraction.?®® Another new gold complex, [AuBr-
(dppmO-«*-P)], has been prepared from dppmO and
[BusN][AUBr,]~ and structurally characterized (X-
ray) as a 1:1 MeCN solvate.??°

One more example??! has been described recently
of the stoichiometric Pd(11)/P(I111) — Pd(0)/P(V) redox
process (see section 2.2.) leading to dppeO from Pd-
(OACc), and dppe. Complexes of the type [M(CHys)-
(DPPEPM-P,P,P)]*CI-, where M = Pd, Pt and
DPPEPM = bis[(diphenylphosphinoethyl)phenylphos-
phinolmethane, have been found to undergo air
oxidation of the only uncoordinated P atom.??> The
structure of the products, [M(CH3z)(DPPEPM(O)-
P,P,P)]*Cl~, was established by X-ray analysis for the
platinum derivative. An interesting complex, [(#%:1*-
L-P)Ru(dppmO-«2-P,0)]*"(SbFg "), has been prepared
for L = 2-dicyclohexylphosphino-2'-(N,N-dimethyl-
amino)biphenyl from [(%%:1*-L-P)RuCl,], dppmO, and
AgSbFs and isolated as one diastereomer.?23

Cacatian and Fuchs??* have recently developed an
efficient method for the synthesis of allylphosphine
oxides and boranes, based on the Horner reaction of
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dppeO with various aldehydes. This work demon-
strates a novel, efficient approach to the preparation
of allylphosphine oxides, important precursors to
conjugated polyenes.??*

Most recently, Charette and co-workers??® reported
the synthesis of a new chiral BPMO—Me-DuPHOS
monoxide, via the reaction of Me-DuPHOS with 1
equiv of Me,S-BHj3, followed by oxidation with H,O,
and deprotection with DABCO. The new chiral
BPMO was successfully used for the highly enantio-
selective Cu(OTf),-catalyzed addition of R,Zn to N-
phosphinoylimines in up to 98% yield and 98% ee.
The resulting o-chiral amines are important syn-
thons for the preparation of chiral drugs.??®

6. Outlook

As can be seen from the above, BPMO ligands have
demonstrated very interesting and often unique
coordination properties, as well as the ability to form
remarkably efficient and selective metal—complex
catalysts. These exciting findings have resulted from
the great effort of the few industrial and academic
research groups that took pains to prepare the then
hardly accessible BPMOs in order to study them.
Meanwhile, a larger group of researchers kept ob-
serving the formation, sometimes targeted but more
often accidental (section 3), of various BPMO-—
transition metal complexes emerging from oxidation
of coordinated bidentate phosphines. As a result,
sufficient information was accrued by the mid-1990s
to recognize the value of BPMOs and realize their
potential in catalysis and inorganic/materials syn-
thesis. However, progress in the field remained
sluggish due to the lack of efficient, high-yield
synthetic routes to BPMO ligands. Now that a
solution to this problem was recently found (section
2.2) and several BPMOs are commercially avail-
able,??% one might expect the field to gain momentum,
the first signs of which have begun to emerge.

Today, chemical research is strongly oriented to-
ward the development of marketable products. This
is true not only for the industrial institutions that
are to generate revenue by definition but also for
modern academia, where basic research is (alas) often
dominated by profit-driven, applied science. Consid-
ering this current trend and the already realized
potential of BPMOs, these compounds can be attrac-
tive for both industrial and academic research with
high probability for practical outcome. Hence, it is
conceivable that the field may be developing quite
rapidly in the near future, though making predictions
should be left to a fortuneteller rather than to a
scientist.

7. Abbreviations

Ac acetyl
acac acetylacetonate
acac-Fg 1,1,1,5,5,5-hexafluoroacetylacetonate

acacH-Fg 1,1,1,5,5,5-hexafluoroacetylacetone

Ar aryl

BINAP 2,2'-bis(diphenylphosphino)-1,1'-
binaphthyl

BINAP(O) 2,2'-bis(diphenylphosphino)-1,1'-

binaphthyl mono-oxide
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BPMO bis-phosphine mono-oxide

bpy 2,2'-bipyridyl

Bu butyl

chiraphos 2,3-bis(diphenylphosphino)butane

chiraphos(O) 2,3-bis(diphenylphosphino)butane
mono-oxide

COD 1,5-cyclooctadiene

CcoT 1,3,5,7-cyclooctatetraene

Cp cyclopentadienyl

Cp* pentamethylcyclopentadienyl

dba dibenzylideneacetone

depe 1,2-bis(diethylphosphino)ethane

depeO 1,2-bis(diethylphosphino)ethane
mono-oxide

dmpe 1,2-bis(dimethylphosphino)ethane

dpmeO 1,2-bis(dimethylphosphino)ethane
mono-oxide

dmpm bis(dimethylphosphino)methane

dmpmO bis(dimethylphosphino)methane
mono-oxide

dppb 1,4-bis(diphenylphosphino)butane

dppbO 1,4-bis(diphenylphosphino)butane
mono-oxide

dppbz 1,2-bis(diphenylphosphino)benzene

dppbzO 1,2-bis(diphenylphosphino)benzene
mono-oxide

dppe 1,2-bis(diphenylphosphino)ethane

dppeO 1,2-bis(diphenylphosphino)ethane
mono-oxide

dppeS 1,2-bis(diphenylphosphino)ethane
mono-sulfide

dppfc 1,1'-bis(diphenylphosphino)ferrocene

dppfcO 1,1'-bis(diphenylphosphino)ferrocene
mono-oxide

dppm bis(diphenylphosphino)methane

dppmO bis(diphenylphosphino)methane
mono-oxide

dppmS bis(diphenylphosphino)methane
mono-sulfide

dppmSe bis(diphenylphosphino)methane
mono-selenide

dppp 1,3-bis(diphenylphosphino)propane

dpppO 1,3-bis(diphenylphosphino)propane
mono-oxide

dtolpmO bis(p-tolylphosphino)methane mono-oxide

Et ethyl

Me methyl

Me-DUPHOS 1,2-bis(2,5-dimethylphospholano)benzene

NBD norbornadiene

Ph phenyl

phen 1,10-phenanthroline

Pr propyl

Tol p-tolyl

Tol-BINAP 2,2'-bis(p-tolylphosphino)-1,1'-binaphthyl

Tol-BINAP(O) 2,2'-bis(p-tolylphosphino)-1,1'-binaphthyl

mono-oxide

TfO triflate (trifluoromethanesulfonate)

TosO tosylate (p-toluenesulfonate)

THF tetrahydrofuran

triphos 1,1,1-tris(diphenylphosphinomethyl)-
ethane

triphosO 1,1,1-tris(diphenylphosphinomethyl)-
ethane mono-oxide

triphosO; 1,1,1-tris(diphenylphosphinomethyl)-

ethane dioxide

8. References

(1) Bader, A.; Lindner, E. Coord. Chem. Rev. 1991, 108, 27.

(2) Slone, C. S.; Weinberger, D. A.; Mirkin, C. A. Prog. Inorg. Chem.
1999, 48, 233.

(3) Braunstein, P.; Naud, F. Angew. Chem., Int. Ed. 2001, 40, 681.

Grushin

(4) Burrows, A. D. Sci. Prog. 2002, 85, 199.

(5) Issleib, K.; Baldauf, L. Pharm. Zentralhalle 1960, 99, 329.

(6) (a) Aguiar, A. M.; Daigle, D. 3. Am. Chem. Soc. 1964, 86, 5354.
(b) Aguiar, A. M.; Aguiar, H.; Daigle, D. 3. Am. Chem. Soc. 1965,
87, 671.

(7) Seyferth, D. U.S. Patent 3426021, 1969. See also: Seyferth, D.;
Welch, D. E.; Heeren, J. K. J. Am. Chem. Soc. 1964, 86, 1100.

(8) Alder, R. W.; Ganter, C.; Harris, C. J.; Orpen, A. G. J. Chem.
Soc., Chem. Commun. 1992, 1172. Alder, R. W.; Ganter, C.; Gil,
M.; Gleiter, R.; Harris, C. J.; Harris, S. E.; Lange, H.; Orpen, A.
G.; Taylor, P. N. J. Chem. Soc., Perkin 1 1998, 1643. Alder, R.
W.; Ellis, D. D.; Gleiter, R.; Harris, C. J.; Lange, H.; Orpen, A.
G.; Read, D.; Taylor, P. N. J. Chem. Soc., Perkin 1 1998, 1657.
Alder, R. W.; Butts, C. P.; Orpen, A. G.; Read, D. J. Chem. Soc.,
Perkin 2 2001, 288.

(9) Ly, T. Q.; Woollins, J. D. Coord. Chem. Rev. 1998, 176, 451.

(10) Grim, S. O.; Satek, L. C.; Tolman, C. A.; Jesson, J. P. Inorg.
Chem. 1975, 14, 656.

(11) Nelson, S. M.; Perks, M.; Walker, B. J. J. Chem. Soc., Perkin
Trans. 1 1976, 1205.

(12) Higgins, S. J.; Taylor, R.; Shaw, B. L. J. Organomet. Chem. 1987,
325, 285.

(13) Visseaux, M.; Dormond, A.; Baudry, D. Bull. Soc. Chim. Fr. 1993,
130, 173.

(14) Faller, J. W.; Patel, B. P.; Albrizzio, M. A.; Curtis, M. Organo-
metallics 1999, 18, 3096.

(15) Rudomino, M. V.; Tsvetkov, E. N. Synthesis 1991, 125.

(16) Kabachnik, M. I.; Medved’, T. Y.; Pisareva, S. A.; Ignat'eva, T.
l.; Lomakina, L. N.; Kozachenko, A. G.; Matrosov, E. I.; Petro-
vskKii, P. V.; Komarova, M. P. Izv. Akad. Nauk SSSR, Ser. Khim.
1980, 673.

(17) Bondarenko, N. A.; Rudomino, M. V.; Tsvetkov, E. N. lzv. Akad.
Nauk SSSR, Ser. Khim. 1990, 2180.

(18) Huang, I. D.; Westner, A. A.; Oswald, A. A. Jermansen, T. G.
PCT Int. Appl. 8001690, 1980. Oswald, A. A.; Jermansen, T. G.;
Westner, A. A.; Huang, I. D. U.S. Patent 4687874, 1987.

(19) Zablocka, M.; lgau, A.; Majoral, J.-P.; Pietrusiewicz, K. M.
Organometallics 1993, 12, 603.

(20) Butler, I. R.; Davies, R. L. Synthesis 1996, 1350.

(21) Zhang, X.; Sayo, N. Eur. Patent Appl. EP 0 839819A1, 1998.

(22) Sayo, N.; Zhang, X.; Oh, T.; Yoshida, A.; Yokozawa, T. Eur.
Patent Appl. EP 0 771812A1, 1997.

(23) Gladiali, S.; Pulacchini, S.; Fabbri, D.; Manassero, M.; Sansoni,
M. Tetrahedron: Asymmetry 1998, 9, 391.

(24) Gladiali, S.; Dore, A.; Fabbri, D.; Medici, S.; Pirri, G.; Pulacchini,
S. Eur. J. Org. Chem. 2000, 2861.

(25) Issleib, K.; Abicht, H. P. J. Prakt. Chem. 1970, 312, 456.

(26) Grim, S. O.; Satek, L. C.; Mitchell, J. D. Z. Naturforsch. B 1980,
35, 832.

(27) Grim, S. O.; Walton, E. D. Phosphorus Sulfur 1980, 9, 123.

(28) Grim, S. O.; Sangokoya, S. A.; Colquhoun, 1. J.; McFarlane, W.;
Khanna, R. K. Inorg. Chem. 1986, 25, 2699.

(29) Ellermann, J.; Schirmacher, D. Chem. Ber. 1967, 100, 2220.

(30) Siegl, W. O.; Lapporte, S. J.; Collman, J. P. Inorg. Chem. 1971,
10, 2158.

(31) Lindner, E.; Beer, H. Chem. Ber. 1972, 105, 3261.

(32) Berners-Price, S. J.; Norman, R. E.; Sadler, P. J. J. Inorg.
Biochem. 1987, 31, 197.

(33) Mading, P.; Scheller, D. Z. Anorg. Allg. Chem. 1988, 567, 179.

(34) Brock, S. L.; Mayer, J. M. Inorg. Chem. 1991, 30, 2138.

(35) Nandi, M.; Jin, J.; RajanBabu, T. V. 3. Am. Chem. Soc. 1999,
121, 9899.

(36) Pilloni, G.; Longato, B.; Corain, B. J. Organomet. Chem. 1991,
420, 57.

(37) Anderson, D. M.; Hitchcock, P. B.; Lappert, M. F. J. Organomet.
Chem. 1989, 363, C7.

(38) Schmid, R.; Cereghetti, M.; Heiser, B.; Schonholzer, P.; Hansen,
J.-J. Helv. Chim. Acta 1988, 71, 897.

(39) Lu, S;; Li, X.; Wang, A. Catal. Today 2000, 63, 531.

(40) Bhattacharyya, P.; Slawin, A. M. Z.; Smith, M. B.; Woollins, J.
D. Inorg. Chem. 1996, 35, 3675.

(41) Heinze, K.; Huttner, G.; Zsolnai, L. Chem. Ber./Recueil 1997,
130, 1393.

(42) Mastrorilli, P.; Muscio, F.; Nobile, C. F.; Suranna, G. P. J. Mol.
Catal. A 1999, 148, 17.

(43) Bunten, K. A.; Farrar, D. H.; Pog, A. J.; Lough, A. Organome-
tallics 2002, 21, 3344; NATO Sci. Ser. 11 2002, 69, 375.

(44) (a) Reed, R. W.; Santarsiero, B.; Cavell, R. G. Inorg. Chem. 1996,
35, 4292. (b) Katti, K. V.; Cavell, R. G. Inorg. Chem. 1989, 28,
413.

(45) Pandurangi, R. S.; Katti, K. V.; Stillwell, L.; Barnes, C. L. J.
Am. Chem. Soc. 1998, 120, 11364.

(46) Balakrishna, M. S.; Teipel, S.; Pinkerton, A. A.; Cavell, R. G.
Inorg. Chem. 2001, 40, 1802.

(47) Schmidbaur, H.; Bowmaker, G. A.; Kumberger, O.; Muller, G.;
Wolfsberger, W. Z. Naturforsch. B 1990, 45, 476.

(48) Mading, P.; Kloetzer, D.; Muenze, R. Isotopenpraxis 1986, 22,
353.



Mixed Phosphine—Phosphine Oxide Ligands

(49)
(50)

(51)
(52)

(53)
(64

(55)
(56
(57
(58)
(59)

=

(60)
(61)
(62)
(63)

(64)
(65)

(66)
(67)
(68)

(69)
(70)

71
(72)

(73)
(74

(75)
(76

=

77
(78)
(79)
(80)
(81)

(82)
(83)

(84)
(85)
(86)
87

(88

-

(89)
(90

-

(91)
(92)
(93)
(94)

(95)
(96)

97
(98)
(99)

Abatjoglou, A. G.; Kapicak, L. A. Eur. Pat. Appl. EP 72560, 1983;
U.S. Patent 4429161, 1984.

Blagborough, T. C.; Davis, R.; lvison, P. J. Organomet. Chem.
1994, 467, 85.

Mecking, S.; Keim, W. Organometallics 1996, 15, 2650.
Brassat, I.; Englert, U.; Keim, W.; Keitel, D. P.; Killat, S.;
Suranna, G.-P.; Wang, R. Inorg. Chim. Acta 1998, 280, 150.
Amenta, D. S.; Ayres, B. R.; Jurica, J.; Gilje, 3. W. Inorg. Chim.
Acta 2002, 336, 115.

Alajarin, M.; Lopez-Leonardo, C.; Llamas-Lorente, P.; Bautista,
D. Synthesis 2000, 2085.

Shcherbakov, B. K., personal communication.

Grushin, V. V. J. Am. Chem. Soc. 1999, 121, 5831.

Grushin, V. V. U.S. Patent 5919984, 1999.

Grushin, V. V. Organometallics 2001, 20, 3950.

Faller, J. W.; Grimmond, B. J.; D'Alliessi, D. G. J. Am. Chem.
Soc. 2001, 123, 2525.

Malatesta, L.; Angoletta, M. J. Chem. Soc. 1957, 1186.

Vinal, R. S.; Reynolds, L. T. Inorg. Chem. 1964, 3, 1062.
Berners-Price, S. J.; Johnson, R. K.; Mirabelli, C. K.; Faucette,
L. F.; McCabe, F. L.; Sadler, P. J. Inorg. Chem. 1987, 26, 3383.
McGhee, W. D.; Foo, T.; Hollander, F. J.; Bergman, R. G. J. Am.
Chem. Soc. 1988, 110, 8543.

Larpent, C.; Dabard, R.; Patin, H. New J. Chem. 1988, 12, 907.
Mason, M. R.; Verkade, J. G. Organometallics 1990, 9, 864; 1992,
11, 2212.

loele, M.; Ortaggi, G.; Scarsella, M.; Sleiter, G. Polyhedron 1991,
10, 2475.

Kozitsyna, N. Yu.; Ellern, A. M.; Antipin, M. Yu.; Struchkov, Y.
T.; Moiseev, I. I. 3. Chem. Soc., Mendeleev Commun. 1991, 92.
Amatore, C.; Jutand, A.; M'Barki, M. A. Organometallics 1992,
11, 3009.

Ozawa, F.; Kubo, A.; Hayashi, T. Chem. Lett. 1992, 2177.
Grushin, V. V.; Alper, H. Organometallics 1993, 12, 1890; J. Am.
Chem. Soc. 1995, 117, 4305.

Mandai, T.; Matsumoto, T.; Tsuji, J.; Saito, S. Tetrahedron Lett.
1993, 34, 2513.

Ozawa, F.; Kubo, A.; Matsumoto, Y.; Hayashi, T.; Nishioka, E.;
Yanagi, K.; Moriguchi, K. Organometallics 1993, 12, 4188.
Dobbs, D. A.; Bergman, R. G. Organometallics 1994, 13, 4594.
Grushin, V. V,; Bensimon, C.; Alper, H. Inorg. Chem. 1994, 33,
4804.

Monteil, F.; Kalck, P. J. Organomet. Chem. 1994, 482, 45.
Amatore, C.; Carré, E.; Jutand, A.; M'Barki, M. A. Organome-
tallics 1995, 14, 1818.

Amatore, C.; Blart, E.; Genét, J. P.; Jutand, A.; Lemaire-Audoire,
S.; Savignac, M. J. Org. Chem. 1995, 60, 6929.
Papadogianakis, G.; Peters, J. A.; Maat, L.; Sheldon, R. A. J.
Chem. Soc., Chem. Commun. 1995, 1105.

Andrews, M. A.; Gould, G. L.; Voss, E. J. Inorg. Chem. 1996,
35, 5740.

Amatore, C.; Jutand, A.; Medeiros, M. J. New J. Chem. 1996,
20, 1143.

McLaughlin, P. A.; Verkade, J. G. Organometallics 1998, 17,
5937.

Shan, H.; James, A. J.; Sharp, P. R. Inorg. Chem. 1998, 37, 5727.
Csékai, Z.; Skoda-Féldes, R.; Kollar, L. Inorg. Chim. Acta 1999,
286, 93.

Amatore, C.; Jutand, A.; Thuilliez, A. Organometallics 2001, 20,
3241.

Janin, F.; Kuntz, E. G.; Tommasino, J. B.; Vittori, O. M. J. Mol.
Catal. A 2002, 188, 71.

Flint, B.; Li, J.-J.; Sharp, P. R. Organometallics 2002, 21, 997.
Moreno-Marnas, M.; Pleixats, R.; Spengler, J.; Chevrin, C.;
Estrine, B.; Bouquillon, S.; Hénin, F.; Muzart, J.; Pla-Quintana,
A.; Roglans, A. Eur. J. Org. Chem. 2003, 274.

Langrick, C. R.; McEwan, D. M.; Pringle, P. G.; Shaw, B. L J.
Chem. Soc., Dalton Trans. 1983, 2487.

Bao, Q.-B.; Landon, S. J.; Rheingold, A. L.; Haller, T. M.; Brill,
T. B. Inorg. Chem. 1985, 24, 900.

Darensbourg, D. J.; Zalewski, D. J.; Plepys, C.; Campana, C.
Inorg. Chem. 1987, 26, 3727.

Bakar, M. A.; Hills, A.; Hughes, D. L.; Leigh, G. J. J. Chem.
Soc., Dalton Trans. 1989, 1417.

Brunner, H.; Lautenschlager, H.-J.; Konig, W. A.; Krebber, R.
Chem. Ber. 1990, 123, 847.

Hor, T. S. A.; Chan, H. S. O.; Tan, K.-L.; Phang, L.-T.; Yan, Y.
K.; Liu, L.-K.; Wen, L.-K. Polyhedron 1991, 10, 2437.

Davies, J. A.; Pinkerton, A. A.; Vilmer, M. Acta Crystallogr. C
1992, 48, 1027.

Pilloni, G.; Longato, B. Inorg. Chim. Acta 1993, 208, 17.

Shih, K.-Y.; Fanwick, P. E.; Walton, R. A. Inorg. Chim. Acta
1993, 212, 23.

Hsu, S. C. N.; Yeh, W.-Y.; Chiang, M. Y. J. Organomet. Chem.
1995, 492, 121.

Ruiz, J.; Mosquera, M. E. G.; Riera, V. J. Organomet. Chem.
1997, 527, 35.

Vicente, J.; Arcas, A.; Bautista, D.; Jones, P. G. Organometallics
1997, 16, 2127.

(100)
(101)
(102)
(103)
(104)

(105)

(106)
(107)
(108)
(109)
(110)
(111)
(112)
(113)
(114)
(115)

(116)
(117

(118)

(119)

(120)

(121)

(122)
(123)
(124)
(125)
(126)
(127)
(128)
(129)
(130)
(131)
(132)
(133)
(134)
(135)
(136)
(137)
(138)
(139)
(140)
(141)
(142)
(143)
(144)
(145)
(146)

(147)

Chemical Reviews, 2004, Vol. 104, No. 3 1661

Bennett, M. A.; Cobley, C. J.; Wenger, E.; Willis, A. C. Chem.
Commun. 1998, 1307.

Vicente, J.; Arcas, A.; Blasco, M.-A.; Lozano, J.; Ramirez de
Arellano, M. C. Organometallics 1998, 17, 5374.

Sevillano, P.; Habtemariam, A.; Castineiras, A.; Garcia, M. E.;
Sadler, P. J. Polyhedron 1999, 18, 383.

Macias, R.; Rath, N. P.; Barton, L. Organometallics 1999, 18,
3637.

Bennett, M. A,; Cobley, C. J.; Rae, A. D.; Wenger, E.; Willis, A.
C. Organometallics 2000, 19, 1522.

Oberhauser, W.; Stampfl, T.; Haid, R.; Langes, C.; Bachmann,
C.; Kopacka, H.; Ongania, K.-H.; Brtiggeller, P. Polyhedron 2001,
20, 727.

Bruce, M. I.; Skelton, B. W.; White, A. H.; Zaitseva, N. N. J.
Organomet. Chem. 2002, 650, 141.

Annibale G.; Bergamini, P.; Bertolasi, V.; Besco, E.; Cattabriga,
M.; Rossi, R. Inorg. Chim. Acta 2002, 333, 116.

Cyr, P. W,; Rettig, S. J.; Patrick, B. O.; James, B. R. Organo-
metallics 2002, 21, 4672.

Freiberg, E.; Davis, W. M.; Nicholson, T.; Davison, A.; Jones, A.
G. Inorg. Chem. 2002, 41, 5667.

Vicente, J.; Arcas, A.; Bautista, D.; Ramirez de Arellano, M. C.
J. Organomet. Chem. 2002, 663, 164.

Kim, T.-J.; Lee, T.-H.; Kwon, S.-C.; Kwon, K.-H.; Uhm, J.-K_;
Lee, H.; Byun, S.-1. Bull. Korean Chem. Soc. 1991, 12, 116.
Grim, S. O.; Walton, E. D. Inorg. Chem. 1980, 19, 1982.
Gloyna, D. Z. Chem. 1982, 22, 215.

Gloyna, D. J. Prakt. Chem. 1984, 326, 360.

Babu, R. P. K.; Krishnamurthy, S. S.; Nethaji, M. Organome-
tallics 1995, 14, 2047.

Katti, K. V.; Barnes, C. L. Inorg. Chem. 1992, 31, 4231.
Fontaine, X. L. R.; Fowles, E. H.; Layzell, T. P.; Shaw, B. L;
Thornton-Pett, M. J. Chem. Soc., Dalton Trans. 1991, 1519.
Rossi, R.; Marchi, A.; Marvelli, L.; Magon, L.; Peruzzini, M.;
Casellato, U.; Graziani, R. Inorg. Chim. Acta 1993, 204, 63.
Bhattacharyya, S.; Chakraborty, I.; Dirghangi, B. K.; Chakra-
vorty, A. Chem. Commun. 2000, 1813; Inorg. Chem. 2001, 40,
286.

Carriedo, G. A.; Rodriguez, M. L.; Garcia,-Granda, S.; Aguirre,
A. Inorg. Chim. Acta 1990, 178, 101.

Chen, Z.-N.; Yoshimura, T.; Abe, M.; Tsuge, K.; Sasaki, Y.;
Ishizaka, S.; Kim, H.-B.; Kitamura, N. Chem. Eur. J. 2001, 7,
4447,

Liu, L.-K; Lin, S. C.; Cheng, C. P. Acta Crystallogr. C 1988,
C44, 1402.

Wang, W.-D.; Guzei, I. A.; Espenson, J. H. Inorg. Chem. 2002,
41, 4780.

Hsu, M.-A;; Yeh, W.-Y.; Peng, S.-M.; Lee, G.-H. J. Chin. Chem.
Soc. 1994, 41, 441.

Shuchart, C. E.; Wojcicki, A.; Calligaris, M.; Faleschini, P.;
Nardin, G. Organometallics 1994, 13, 1999.

Jia, G.; Ng, W. S,; Chu, H. S.; Wong, W.-T.; Yu, N.-T.; Williams,
1. D. Organometallics 1999, 18, 3597.

Hall, S. R.; Skelton, B. W.; White, A. H. Aust. J. Chem. 1983,
36, 267.

Cadierno, V.; Garcia-Garrido, S. E.; Gimeno, J. J. Organomet.
Chem. 2001, 637—639, 767.

Cadierno, V.; Garcia-Garrido, S. E.; Gimeno, J. Inorg. Chim. Acta
2003, 347, 41.

Faller, J. W,; Liu, X.; Parr, J. Chirality 2000, 12, 325.

Faller, J. W.; Parr, J. Organometallics 2000, 19, 1829.

Faller, J. W.; Grimmond, B. J.; Curtis, M. Organometallics 2000,
19, 5174.

Faller, J. W.; Lavoie, A. R.; Grimmond, B. J. Organometallics
2002, 21, 1662.

Faller, J. W.; Parr, J. Organometallics 2000, 19, 3556.

Faller, J. W.; Parr, J. Organometallics 2001, 20, 697.

Aime, S.; Botta, M.; Gobetto, R.; Osella, D. Gazz. Chim. Ital.
1987, 117, 773.

Aime, S.; Botta, M.; Gobetto, R.; Osella, D. J. Organomet. Chem.
1987, 320, 229.

Weber, R.; Englert, U.; Ganter, B.; Keim, W.; Méthrath, M.
Chem. Commun. 2000, 1419.

Bianchini, C.; Meli, A.; Peruzzini, M.; Vizza, F.; Frediani, P.;
Ramirez, J. A. Organometallics 1990, 9, 226.

Brandt, K.; Sheldrick, W. S. Chem. Ber. 1996, 129, 1199.
Wegman, R. W. U.S. Patent 4563309, 1986.

Gonsalvi, L.; Adams, H.; Sunley, G. J.; Ditzel, E.; Haynes, A. J.
Am. Chem. Soc. 2002, 124, 13597.

Wegman, R. W.; Abatjoglou, A. G.; Harrison, A. M. J. Chem.
Soc., Chem. Commun. 1987, 1891.

Gladiali, S.; Medici, S.; Kégl, T.; Kollar, L. Monatsh. Chem. 2000,
131, 1351.

Mealli, C.; Midollini, S.; Moneti, S.; Albright, T. A. Helv. Chim.
Acta 1983, 66, 557.

Bianchini, C.; Mealli, C.; Meli, A.; Sabat, M. Inorg. Chem. 1984,
23, 2731.

Bianchini, C.; Ghilardi, C. A.; Meli, A.; Orlandini, A. J. Orga-
nomet. Chem. 1985, 286, 259.



1662 Chemical Reviews, 2004, Vol. 104, No. 3

(148) Bianchini, C.; Meli, A.; Scapacci, G. Organometallics 1985, 4,
264.

(149) Rashidi, M.; Vittal, J. J.; Puddephatt, R. J. 3. Chem. Soc., Dalton
Trans. 1994, 1283.

(150) Falvello, L. R.; Fernandez, S.; Navarro, R.; Rueda, A.; Urriola-
beitia, E. P. Organometallics 1998, 17, 5887.

(151) Frew, A. A.; Hill, R. H.; Manojlovic-Muir, L.; Muir, K. W.;
Puddephatt, R. J.J. Chem. Soc., Chem. Commun. 1982, 198.

(152) Arendse, M. J.; Anderson, G. K.; Rath, N. P. Acta Crystallogr. C
2001, 57, 237.

(153) Berry, D. E.; Browning, J.; Dixon, K. R.; Hilts, R. W. Can. J.
Chem. 1988, 66, 1272.

(154) McFarlane, H. C. E.; McFarlane, W. Polyhedron 1999, 18, 2117.

(155) Al-Jibori, S. A.; Kalay, Z. M.; Al-Allaf, T. A. K. Transition Met.
Chem. 1994, 19, 293.

(156) Coyle, R. J.; Slovokhotov, Yu. L.; Antipin, M. Yu.; Grushin, V.
V. Polyhedron 1998, 17, 3059.

(157) Al-Jibori, S. A.; Amin, O. H.; Al-Allaaf, T. A. K.; Davis, R.
Transition Met. Chem. 2001, 26, 186.

(158) Kron, T. E.; Sobolev, A. N.; Terekhova, M. I.; Bondarenko, N.
A.; Petrov, E. S.; Tsvetkov, E. N. Koord. Khim. 1992, 18, 103;
Coord. Chem. (Engl. Transl.) 1992, 18, 89.

(159) Anderson, G. K.; Cross, R. J. Chem. Soc. Rev. 1980, 9, 185.

(160) Handler, A.; Peringer, P.; Muller, E. P. Polyhedron 1991, 10,
2471.

(161) Al-Jibori, S. A.; Al-Nassari, I. N.; Al-Hayaly, L. J.; Jassim, A.
H. Transition Met. Chem. 2002, 27, 195.

(162) Marshall, W. J.; Grushin, V. V. Organometallics 2003, 22, 555.

(163) Gladiali, S.; Alberico, E.; Pulacchini, S.; Kollar, L. J. Mol. Catal.
A 1999, 143, 155.

(164) Hipler, B.; Doring, M.; Dubs, C.; Gorls, H.; Hubler, T.; Uhlig, E.
Z. Anrog. Allg. Chem. 1998, 624, 1329.

(165) Grushin, V. V., unpublished results.

(166) (a) Fraser, S. L.; Antipin, M. Yu.; Khroustalyov, V. N.; Grushin,
V. V. J. Am. Chem. Soc. 1997, 119, 4769. (b) Grushin, V. V.
Angew. Chem., Int. Ed. 1998, 37, 994. (c) Pilon, M. C.; Grushin,
V. V. Organometallics 1998, 17, 1774. (d) Marshall, W. J.; Thorn,
D. L.; Grushin, V. V. Organometallics 1998, 17, 5427. (e)
Flemming, J. P.; Pilon M. C.; Borbulevitch O. Ya.; Antipin M.
Yu.; Grushin, V. V. Inorg. Chim. Acta 1998, 280, 87. (f) Grushin,
V. V. Organometallics 2000, 19, 1888. (g) Roe, D. C.; Marshall,
W. J.; Davidson, F.; Soper, P. D.; Grushin, V. V. Organometallics
2000, 19, 4575. (h) Grushin, V. V. Chem. Eur. J. 2002, 8, 1006.
(i) Grushin, V. V.; Marshall, W. J. Angew. Chem., Int. Ed. 2002,
41, 4476.

(167) Brassat, I.; Keim, W.; Killat, S.; Mothrath, M.; Mastrorilli, P.;
Nobile, C. F.; Suranna, G. P. J. Mol. Catal. A 2000, 157, 41.

(168) Pilloni, G.; Longato, B.; Bandoli, G. Inorg. Chim. Acta 1998, 277,
163.

(169) Saravanabharathi, D.; Nethaji, M.; Samuelson, A. G. Polyhedron
2002, 21, 2793.

(170) Liu, C. W.; Liaw, B.-J.; Wang, J.-C.; Liou, L.-S.; Keng, T.-C.
Dalton 2002, 1058.

(171) Paul, M.; Schmidbaur, H. Chem. Ber. 1996, 129, 77.

(172) Alvarez, B.; Fernandez, E. J.; Gimeno, M. C.; Jones, P. G;
Laguna, A.; Laguna, M.; Lopez-de-Luzuriaga, J. M. J. Orga-
nomet. Chem. 1996, 525, 109.

(173) Alvarez, B.; Fernandez, E. J.; Gimeno, M. C.; Jones, P. G;
Laguna, A.; Lopez-de-Luzuriaga, J. M. Polyhedron 1998, 17,
2029.

(174) Colton, R.; Harrison, K. L.; Mah, Y. A.; Traeger, J. C. Inorg.
Chim. Acta 1995, 231, 65.

(175) Al-Jibouri, S. A.; Al-Hayaly, L. J.; Al-Allaf, T. A. K. Asian J.
Chem. 1995, 7, 471.

(176) Petrov, V. A.; Marshall, W. J.; Grushin. V. V. Chem. Commun.
2002, 520.

(177) Grushin, V. V.; Marshall, W. J., unpublished results.

(178) Dormond, A.; Baudry, D.; Visseaux, M.; Hepiegne, P. J. Alloys
Compd. 1994, 213-214, 1.

(179) Antonova, A. B.; Johansson, A. A.; Deykhina, N. A.; Pogrebnya-
kov, D. A.; Pavlenko, N. I.; Rubaylo, A. I.; Dolgushin, F. M.;
Petrovskii, P. V.; Ginzburg, A. A. J. Organomet. Chem. 1999,
577, 238.

(180) Gent, C. Chem. Commun. 2002, 2926.

(181) Braunstein, P.; Matt, D.; Mathey, F.; Thavard, D. J. Chem. Res.
Synopsis 1978, 232; J. Chem. Res. Miniprint 1978, 3041.

(182) Jeffrey, J. C.; Rauchfuss, T. B. Inorg. Chem. 1979, 18, 2658.

(183) Stoop, R. M.; Bachmann, S.; Valentini, M.; Mezzetti, A. Orga-
nometallics 2000, 19, 4117.

(184) Shimizu, I.; Matsumoto, Y.; Shoji, K.; Ono, T.; Satake, A;
Yamamoto, A. Tetrahedron Lett. 1996, 39, 7115.

(185) Weissermel, K.; Arpe, H.-J. Industrial Organic Chemistry, 3rd
ed.; Wiley-VCH: Weinheim, 1997.

(186) Wegman, R. W.; Schrek, D. J. Eur. Pat. Appl. EP 173170, 1986.
Wegman, R. W.; Abatjoglou, A. G. PCT Int. Appl. 8600888, 1986;
U.S. Patent 4670570, 1987.

(187) Baker, M. J.; Giles, M. F.; Orpen, A. G.; Taylor, M. J.; Watt, R.
J. J. Chem. Soc., Chem. Commun. 1995, 197. Baker, M. J.;

Grushin

Dilworth, J. R.; Sunley, J. G.; Wheatley, N. Eur. Pat. Appl. EP
632006, 1995.

(188) Gonsalvi, L.; Adams, H.; Sunley, G. J.; Ditzel, E.; Haynes, A. J.
Am. Chem. Soc. 1999, 121, 11233.

(189) Bischoff, S.; Weigt, A.; Miessner, H.; Lucke, B. J. Mol. Catal. A
1996, 107, 339—346.

(190) For reductive elimination from Rh(I11) and Ir(I11), see: Milstein,
D. Acc. Chem. Res. 1984, 17, 221. For selected recent examples
of reductive elimination from Pt(IV) and Pd(ll), see: Bartlett,
K. L.; Goldberg, K. I.; Borden, W. T. J. Am. Chem. Soc. 2000,
122, 1456 and references therein. Puddephatt, R. J. Angew.
Chem., Int. Ed. 2002, 41, 261 and references therein. Marshall,
W. J.; Grushin, V. V. Organometallics 2003, 22, 1591.

(191) Wegman, R. W. Eur. Pat. Appl. EP 171804, 1986.
(192) Wegman, R. W. PCT Int. Appl. 8600889, 1986.

(193) Abatjoglou, A. G.; Billing, E. Eur. Pat. Appl. EP 73961, 1983;
U.S. Patent 4400548, 1983; U.S. Patent 4522933, 1985.

(194) Abatjoglou, A. G.; Bryant, D. R. Eur. Pat. Appl. EP 73398, 1983;
U.S. Patent 4491675, 1985; U.S. Patent 4593011, 1986.

(195) Argyropoulos, J. N.; Bryant, D. R.; Morrison, D. L.; Stockman,
K. E.; Abatjoglou, A. G. U.S. Patent 5932772, 1999.

(196) Abu-Gnim, C.; Amer, I. J. Organomet. Chem. 1996, 516, 235.

(197) Grushin, V. V. Acc. Chem. Res. 1993, 26, 279.

(198) Liu, Y.; He, D.-H.; Li, C.-B.; Wang, T.-E.; Liu, J.-Y.; Zhu, Q.-M.
Fenzi Cuihua 2000, 14, 337.

(199) Terekhova, M. I.; Kron, T. E.; Noskov, Yu. G.; Petrov, E. S. Zh.
Obshch. Khim. 1994, 64, 1966.

(200) Terekhova, M. I.; Kron, T. E.; Bondarenko, N. A.; Petrov, E. S;
Tsvetkov, E. N. lIzv. Akad. Nauk SSSR, Ser. Khim. 1992, 2003.

(201) Wu, T.-C. U.S. Patent 5482596, 1996; U.S. Patent 5902898, 1999.

(202) Weber, R.; Keim, W.; Jaeger, B.; Haas, T.; Vanheertum, R. Eur.
Pat. Appl. EP 1000921, 2000.

(203) Keim, W.; Maas, H.; Mecking, S. Z. Naturforsch. B 1995, 50,
430.

(204) Robertson, R. A. M.; Poole, A. D.; Payne, M. J.; Cole-Hamilton,
D. J. Chem. Commun. 2001, 47.

(205) Nakoji, M.; Kanayama, T.; Okino, T.; Takemoto, Y. J. Org. Chem.
2002, 67, 7418.

(206) Baudry, D.; Dormond, A.; Visseaux, M.; Monnot, C.; Chardot,
H.; Lin, Y.; Bakhmutov, V. New J. Chem. 1995, 19, 921.

(207) Nandi, M.; Jin, J. RajanBabu, T. V. 3. Am. Chem. Soc. 1999,
121, 9899.

(208) Castanet, A.-S.; Colobert, F.; Broutin, P.-E.; Obringer, M.
Tetrahedron: Asymmetry 2002, 13, 659.

(209) Shimada, T.; Kurushima, H.; Cho, Y.-H.; Hayashi, T. J. Org.
Chem. 2001, 66, 8854.

(210) Sekar, G.; Nishiyama, H. 3. Am. Chem. Soc. 2001, 123, 3603.

(211) Lomakina, L. N.; Ignat'eva, T. I.; Pisareva, S. A.; Medved’, T.
Ya.; Kabachnik, M. I. Zh. Anal. Khim. 1980, 35, 86.

(212) Jiang, S.; Debnath, A. K. PCT Int. Appl. 0055377, 2000. Debnath,
A. K.; Radigan, L.; Jiang, S. J. Med. Chem. 1999, 42, 3203.

(213) Thomas, C. M.; Suss-Fink, G. Coord. Chem. Rev. 2003, 243, 125.
(214) Faller, J. W.; Lavoie, A. R.; Parr, J. Chem. Rev. 2003, 103, 3345.

(215) RajanBabu, T.V.; Nomura, N.; Jin, J.; Nandi, M.; Park, H.; Sun,
X. J. Org. Chem. 2003, 68, 8431.

(216) Makarycheva-Mikhailova, A. V.; Bokach, N. A.; Kukushkin, V.
Yu.; Kelly, P. F.; Gilby, L. M.; Kuznetsov, M. L.; Holmes, K. E.;
Haukka, M.; Parr, J.; Stonehouse, J. M.; Elsegood, M. R. J.;
Pombeiro, A. J. L. Inorg. Chem. 2003, 42, 301.

(217) Arnéiz, F. J.; Aguado, R.; Pedrosa, M. R.; De Cian, A. Inorg.
Chim. Acta 2003, 347, 33.

(218) Williams, M. L.; Healy, P. C.; Loh, N. K,; Dunstan, S. P. C.;
Smith, G. Acta Crystallogr. E 2003, E59, 0596.

(219) Teo, T.-W.; Selvaratnam, S.; Vittal, J. J.; Leung, P.-H. Inorg.
Chim. Acta 2003, 352, 213.

(220) Williams, M. L.; Boyd, S. E.; Dunstan, S. P. C,; Slade, D. L;
Healy, P. C. Acta Crystallogr. E 2003, E59, m768.

(221) Bianchini, C.; Meli, A.; Oberhauser, W. Organometallics 2003,
22, 4281.

(222) Nair, P.; Anderson, G. K.; Rath, N. P. Inorg. Chem. Commun.
2003, 6, 1307.

(223) Faller, J. W.; D'Alliessi, D. G. Organometallics 2003, 22, 2749.
(224) Cacatian, S. T.; Fuchs, P. L. Tetrahedron 2003, 59, 7177.

(225) Boezio, A. A.; Pytkowicz, J.; Coté, A.; Charette, A. B. J. Am.
Chem. Soc. 2003, 125, 14260.

(226) An excellent selection of BPMOs is offered by TimTec, Inc. at
http://www.timtec.net/.

CR030026J



