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Recent development in catalytic application of transition metal complexes having an M—E bond (E = main
group metal or metalloid element), which is stabilized by a multidentate ligand, is summarized. Main group
metal and metalloid supporting ligands furnish unusual electronic and steric environments and molecular

functions to transition metals, which are not easily available with standard organic supporting ligands
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1. Introduction

Transition metal catalysts have become widely adopted as
useful tools in modern synthetic organic chemistry because of
their diverse reactivity in enabling various molecular trans-
formations. The chemistry has expansively grown along with
the development of supporting ligands, which significantly
affect the reactivity and stability of the metal complexes in the
primary coordination sphere. Various organic compounds such
as phosphines, amines, ethers, and carbenes are employed as
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metal catalysts in synthetic chemistry.

supporting ligands for p-block organic elements in the periodic
table.' As a representative example, N-heterocyclic carbenes
(NHCs) have been utilized as strong o-donor ligands for various
transition metals since the appearance of an isolable NHC in
1991, realizing highly efficient catalysis and sometimes
enabling new molecular transformations.?”? Development of
new supporting ligands that supply unusual electronic and
steric environments and molecular functions to transition
metals has been an important challenge in expanding the
chemistry of transition metal catalysts.

Recently, main group metal and metalloid compounds have
emerged as a new class of supporting ligands for transition metals.
These compounds often display characteristic coordination
behaviour and electronic properties originating from their Lewis
acidity and low electronegativity, which are usually not available
with standard organic ligands. The redox activity and cooperative
reactivity of these compounds are also of great interest. They are
highly promising for exploring the new reactivity of transition
metal catalysts for efficient molecular transformations. However,
an M-E bond between a transition metal (M) and a main group
metal or metalloid element (E) is usually unstable and not neces-
sarily easy to form regardless of whether it is a covalent bond or
a coordination bond. Therefore, development of new M-E
complexes that are easily accessible and furnish sufficient stability
and unique catalysis is highly desirable.

A useful strategy is to utilize rationally designed multidentate
ligands as scaffolds for the M-E bonds (Fig. 1). A main group metal
or metalloid element E is pre-incorporated into an organic ligand
(XiLy) to form a multidentate ligand containing an E atom as one
of the components of coordinating moieties. Following complex-
ation with a transition metal an M-E complex is afforded through
coordination of E to M or oxidative addition of a bond between E
and its anionic ligand to M (Fig. 1, route a). As another approach,
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+/ Efficeint synthesis of various M—-E complexes

+/ Sufficient stability of M—E bonds under various reaction conditions

v Unique catalysis with unusual electronic and steric environments
and metal-ligand cooperation

Fig. 1 Synthesis
complexes.

and catalytic application of stabilized M-E

post-introduction of a main group metal or metalloid element E to
a transition metal complex M bearing a rationally designed
pendant moiety to coordinate to E is also possible (route b). These
strategies enable efficient synthesis of a variety of M-E complexes,
which are stable enough to be utilized as catalysts under various
reaction conditions.

This perspective article summarizes recent development of
transition metal complexes having an M-E bond (E = main
group metal or metalloid element), which is stabilized by
a multidentate ligand, with an emphasis on catalysis where the
main group metal or metalloid supporting ligand plays a crucial
role in controlling the reactivity of the transition metal. E covers
p-block metal and metalloid elements (B, Al, Ga, In, Si, Ge, Sb,
and Bi) and a group 12 metal (Zn). We focus on the catalytic
reactivity of M-E complexes employing E-containing tri- or tet-
radentate ligand structures (L,E- or L;E-type ligands), in which
the direct interaction of the E-ligand with M certainly occurs in
catalysts or catalytically relevant intermediates. Examples where
the E-ligand acts as a Lewis acidic pendant moiety for activation
of substrates in the secondary coordination sphere are not
included. They are often seen with rather flexible E-containing
bidentate ligands.?

2. How does E act as a supporting
ligand? — general classification of the
functions

2.1 Acting as a c-acceptor ligand (Z-type ligand)

Lewis acidic metal and metalloid elements act as c-acceptor
ligands (Z-type ligand) via dative bonding with transition metals

© 2021 The Author(s). Published by the Royal Society of Chemistry

View Article Online

Chemical Science
A) Acting as a o-acceptor ligand (Z-type ligand)

EQ + OMO = E—MW

Electrophilic activation

e.g.) vacant p-orbital filled d-orbital

B) Acting as a strong o-donor ligand (X- or L-type ligand)

i Py = Ly _" )
E * M=X Ext X High nucleophilicity
£ 4 M—X _ E—’M—!)i(_ Strong trans influence
C) Metal-Ligand Cooperation
X— e A
O = U — Y
H H
DG/E; | o
b) O X 0) E—M E M
E—M U/ U/
H o Xe H—X b=
o Y |
E "M E—M—Y E—M—Y

U/

Fig. 2 General classification of the functions of M—E bonds.

(Fig. 2A).** This is often observed in group 13 element sup-
porting ligands having a vacant p-orbital.>® Lewis acidic group
12 metals and some of the electronically positive heavier group
14 and 15 compounds can also be c-acceptors for transition
metals.””® The Z-type coordination activates the transition metal
electrophilically by withdrawing electron density from the filled
d-orbital, sometimes leading to change of the oxidation state of
the transition metal not only in terms of formal description but
also in terms of redox properties and reactivity. This is one of
the characteristic properties of metal and metalloid supporting
ligands distinct from standard organic ligands such as phos-
phines and amines, which usually coordinate to transition
metals mainly through o-donation along with partial 7-back
donation. Furthermore, the catalytic reactivity is modulative by
exploiting the coordination and redox reactivity of the E-ligand.
In particular, these characteristics are highly beneficial for
electrophilic activation reactions of organic substrates such as
alkynes and small molecules such as dihydrogen.

2.2 Acting as a strong c-donor ligand (X- or L-type ligand)

There are several examples of the X-type ligation of anionic
group 13 and 14 atoms such as boron and silicon to transition
metals to form covalent M-E bonds (Fig. 2B)."*** These metal
and metalloid ligands act as strong o-donors and often exhibit
strong trans influence, which destabilizes the M-X bond at the
trans position.”'® These characteristics lead to generation of
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highly reactive transition metal catalysts for various bond acti-
vation and nucleophilic addition reactions. Furthermore, met-
allylenes, which are neutral, low valent group 13 or 14 element
compounds having +1 or +2 oxidation states, respectively, have
also been utilized as L-type supporting ligands for transition
metals.””*> These metallylenes also act as strong c-donors to
facilitate various molecular transformations.

2.3 Metal-ligand cooperation (MLC)

In addition to the unique electronic characteristics described
above, cooperative molecular activation and transformation are
often enabled with M-E bonds through a kind of metal-ligand
cooperation (MLC).** As a representative example, an M-B
complex having a Z-type boron-ligand cooperatively activates
a substrate X-Y such as dihydrogen with a vacant p-orbital on B,
promoting unusual oxidative addition of the X-Y bond across
the M-B bond (Fig. 2C(a)).” Similar MLC for activation of
dihydrogen can also be considered with X-type boryl and alu-
manyl ligands, and they are successfully applied to various
hydrogenation reactions. Moreover, the site-selective C-H bond
activation of coordinated Lewis basic substrates such as pyri-
dines is also considered as another type of MLC using the Lewis
acidity of the E-ligand (Fig. 2C(b)). An M-E bond with an X-type
heavier group 14 ligand, in particular a silyl ligand, undergoes
facile interconversion between an n>-(Si-H)M complex and an
Si-M-H complex through reversible reductive elimination/
oxidative addition of the Si-H bond due to its high reactivity
(Fig. 2C(c)).*>** This is often involved in several catalytic cycles
to generate coordinatively unsaturated metal species for
substrate activation and transformations. Furthermore,
unusual o-bond metathesis reactions and metallation/
elimination reactions that directly proceed between an n>-(Si-
H)M complex and substrates without formation of a metal
hydride intermediate have also been reported accompanied by
formation/dissociation of the silyl ligand (Fig. 2C(d)). These
processes can be regarded as a kind of o-bond assisted
metathesis (6-CAM),>* which is distinct from usual oxidative
addition/reductive elimination reactions or o-bond metathesis
reactions, demonstrating the privileged reactivity of M-E
complexes.

3. Catalysis using M—E complexes in
synthetic reactions
3.1 Group 12 (E = Zn)

Although there are several reports on the synthesis and stoi-
chiometric reactivity of M—-E complexes with group 12 ligands (E
= Zn, Cd, and Hg), their catalytic applications have scarcely
been investigated to date.> Tauchert reported the synthesis of
a Pd complex 3 having Zn as a supporting ligand (a Zn-
metalloligand) by utilizing a tris(pyridylmethyl)amine deriva-
tive 1 bearing two phosphine side arms as a scaffold for the Pd-
Zn bond (Scheme 1).® Pre-introduction of Zn(NTf), into 1
afforded the Zn-metalloligand 2, which reacted with CpPd(Cs-
H;) to form a Pd-Zn bond. Theoretical calculations indicated
that the Zn-metalloligand acts as a Z-type ligand for Pd via an
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Scheme 2 Hydrosilylation of CO, catalyzed by the Pd—Zn complex 3.

acceptor s-orbital, which is a relatively weak acceptor compared
with empty p-orbitals of group 13 elements such as B and Al
Corresponding Pd-Cu and Pd-Li complexes were also synthe-
sized similarly, and the magnitude of c-accepting ability was
clarified to be in the order of Zn > Cu > Li. The Pd-Zn complex 3
exhibited high catalytic activity for hydrosilylation of CO, to give
silyl formate (Scheme 2). A corresponding Pd complex without
the Zn-metalloligand and Pd-Cu and Pd-Li complexes resulted
in low catalytic activity, thus demonstrating the importance of
the Zn-metalloligand for efficient catalysis.

3.2 Group 13 (E = B, Al, Ga, and In)

A lot of rationally designed B-containing tri- or tetradentate
ligands have been developed to date, and selected examples are
listed in Fig. 3.>>® These multidentate B-ligands are usually
isolable and storable, enabling efficient synthesis of various
M-B complexes by reacting with suitable transition metal
precursors. These complexes display the unusual electronic
nature and stoichiometric cooperative reactivity of the M-B
bond for activation of substrates such as dihydrogen. Regarding
catalytic applications, several reports briefly mentioned their
catalytic activity for hydrogenation etc. although the role of the
B-ligands is not necessarily clarified and advantageous.?”

3.2.1 Z-type borane ligand. Important examples demon-
strating the privileged reactivity of the M-B bond in catalysis
have been reported using an o-phosphinophenyl linkage as
a scaffold for the M-B bond. Bourissou developed bis- and
tris(o-phosphinophenyl)boron 10 and 11 as boron-containing
multidentate ligands and realized efficient syntheses and
structural analyses of various transition metal complexes with
them.”® The boron atom in 10 and 11 usually acts as a o-
accepting Z-type ligand with its vacant p-orbital, which is fixed
proximally to the metal center due to the rigid tri- or tetra-
dentate structure. This Z-type ligation leads to efficient stabili-
zation of an electron-rich metal center and generation of
a highly electrophilic metal center. Cooperative activation of
substrates via MLC of the M-B bond is also possible.

© 2021 The Author(s). Published by the Royal Society of Chemistry
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Fig. 3 Representative B-containing tri- or tetradentate ligands for
M-B complexes.

Several catalytic reactions where the PBP-ligand 10 functions
as a Z-type ligand and exhibits MLC have been reported. Peters
developed a Ni complex 13 with the PBP-ligand, in which the Ni
coordinates to the B-Mes moiety in an n>-B,C fashion (Scheme
3).> The high catalytic activity of 13 for hydrogenation of
alkenes was demonstrated under 1 atm of H,. As a part of
a plausible reaction mechanism, reversible oxidative addition of
H, across the Ni-B bond of 13 was evidenced by formation and
structural characterization of a borohydride-hydride Ni
complex 14.*° The Ni-B bond functioned as a kind of a frus-
trated Lewis pair for the heterolytic activation of H,, where the
Lewis acidic boron atom accepted H™ and the Lewis basic Ni
accepted H'. The details of the reaction mechanism and the
electronic process for the activation of the H-H bond across the
Ni-B bond are investigated theoretically, clarifying that the B
atom assists in the H-H o-bond activation via charge transfer
from H, to the Ni-B bond and stabilizes the Ni-H-B bridging
structure.** A similar cooperative activation of the Si-H bond of

~pn Zph

Scheme 3 Catalytic hydrogenation of alkenes via H-H o-bond acti-
vation across the Ni—B bond of the PBP-Ni complex 13.
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Scheme 4 Generation of ammonia from N, catalyzed by the PzB—Fe
complex 15.

H,SiPh, was also reported with the Ni-B complex 13, realizing
an efficient catalytic hydrosilylation reaction of aldehydes to
obtain silyl ethers.**

Peters also demonstrated the high utility of the P;B-ligand
11, tris(o-phosphinophenyl)boron, to stabilize electron rich, low
valent Fe complexes for the catalytic conversion of dinitrogen to
ammonia (Scheme 4). An anionic N,-coordinated Fe complex 15
was successfully prepared and structurally characterized by
utilizing the P;B-ligand.*® It was demonstrated that 15 is cata-
lytically active for ammonia generation from N, in the presence
of KCg and HBAr, (Ar = 3,5-(CF3),CsH;) at low temperature. 7.0
equiv. of NH; was obtained per Fe atom of 15, and 44% of the
added protons were delivered to N,.** This is the first example of
a molecular Fe catalyst for NH; generation from N,. This value
was further updated to ca. 88 equiv. by carrying out the reaction
with increased loading of the acid and the reductant under
photoirradiation conditions.** Several Fe-N,H, complexes were
isolated and structurally characterized, and their stoichiometric
reactivities were also obtained.** It was confirmed that
a cationic NHj-coordinated P;B-Fe complex 16 was formed
from 15 by treatment with HBArj - 2Et,0 and proton sponge,
and 15 was regenerated by reduction of 16 with KCg under N,
followed by further reduction with Na/Hg. It is proposed that
the flexible Fe-B interaction, which varies the Fe-B distance, is
important to stabilize various Fe-N,H,, intermediates for effi-
cient catalysis. The catalytic reactivity of the P;B-Fe complex for
hydrogenation of alkenes is also reported via heterolytic H,
cleavage of the Fe-B bond.*”

Recently, Kameo and Bourissou reported another type of Pd-
B cooperation involving anionic Pd species in a hydro-
dechlorination reaction of aryl chlorides.*® The reaction of a Pd
complex 17 having a Z-type PBP-ligand with KH and [2.2.2]-
cryptand afforded an anionic Pd complex 18, which possessed
a bridging hydride ligand between Pd and B (Scheme 5). The
anionic Pd complex 18 smoothly reacted with chlorobenzene to
give benzene and the neutral Pd-B complex 17 whereas the

Chem. Sci., 2021, 12, 1964-1981 | 1967
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Scheme 6 Catalytic hydrodechlorination of aryl chlorides.

same oxidative addition of PhCl to 17 did not proceed at all.
This was extended to a catalytic hydrodechlorination reaction of
aryl chlorides with 17 or 18 using HCOOK as a reductant in the
presence of [2.2.2]-cryptand (Scheme 6). Control experiments
using Pd(PPh;), with or without BPh; as an external Lewis acid
resulted in low yield, suggesting a crucial cooperative effect of
Pd and B on the PBP-ligand. Mechanistic studies clarified that
an anionic pathway is operative; the anionic Pd° hydride
complex 18 is formed first and reacts with aryl halides to give an
aryl Pd" complex 19. Intramolecular transfer of the hydride
ligand from B to Pd followed by reductive elimination of a C-H
bond affords the product with regeneration of the neutral Pd°
complex 17.

Inagaki developed a cationic Au complex 20 having a PBP-
ligand, which was derived from a corresponding neutral PBP-
AuCl complex originally reported by Bourissou (Scheme 7). 20
exhibited high catalytic activity for cyclization reactions of 1,n-
enynes to give carbocycles in high yields.** The same reaction
using PPh;-coordinated cationic Au complex 21 or 22 without

’ | catalyst
= (2 mol% Au atom)
n

MeOOC COOMe MeOOC COOMe MeOOC COOMe

catalyst = 20 : <5 min, 99% (6 : 1)
21:24h,9% (8:1)
22 :10 min, 84% (6 : 1)

2-SbF

[Au(PPh3),]1SbFg 21

’ l Au(PPh3)]SbF, 22
PPh, th \© [ a)ISbFe

Scheme 7 Catalytic electrophilic activation of alkynes accelerated by
the PBP-ligand.
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the B-ligand resulted in low yields of products or required long
reaction time for completion of reactions. These results clearly
demonstrate a positive effect of the Z-type boron ligand in
promoting the electrophilic activation of alkynes by accepting
electrons from the Au center. Related electrophilic activation
reactions of alkynes catalyzed by Au-B complexes were also
reported.*

3.2.2 X-type boryl ligand. X-type boryl ligands are strong o-
donors and exhibit high trans influence.'>'® These characteris-
tics are highly promising for realizing efficient transition metal
catalysis for various molecular transformations. For the
synthesis of M-B complexes having an X-type boryl ligand, the
tridentate PBP-ligand 12 was developed by Yamashita and
Nozaki, and the synthesis and stoichiometric reactivity of its Ir
complex were demonstrated.** A 1,2-bis(phosphinomethyla-
mino)benzene derivative 23 reacted with BH; to afford
bis(phosphino)-hydridoborane 24 as the PBP-ligand, which
underwent oxidative addition of the B-H bond to Ir' smoothly to
give the Ir-B complex 25 (Scheme 8). This method is widely
applicable to the synthesis of various M-B complexes as
demonstrated by the authors and other research groups later.*?
Yamashita reported several catalytic applications of PBP-M
complexes in dehydrogenation of alkanes or dimethylamine-
borane, hydrosilylation of alkenes, and hydrogenation of alde-
hydes.** In particular, the PBP-Ir complex 26 having long-
tethered P,B-linkages exhibited good catalytic activity for
dehydrogenation of cyclooctane to cyclooctene (TON = 126)
although the activity is lower than those with widely employed
PCP-Ir complexes (Scheme 9).** Lopez-Serrano and Rodriguez
reported a hydrosilylation reaction of CO, catalyzed by a PBP-Ni
complex 27 to give a bis(silyl)acetal selectively with the highest
TOF (55.8 h™") ever reported for the reaction (Fig. 4).** Zhang
and Chen demonstrated the superior catalytic activity of a PBP-
Pd complex 28 for a Suzuki coupling reaction to that of a cor-
responding PCP-Pd complex.** The strong trans influence and

Cl
\

Bu,yR, PBu, pBUZP/—Ilr\TprBUZ

Bu,yP H PBu,

/\N

N NH BHgeSMe, N [IrCI(cod)] kN/B\N

&

23 24 25

Scheme 8 Synthesis of transition metal complexes having an X-type
boryl ligand.

O

Scheme 9 Catalytic dehydrogenation of alkenes using the PBP-Ir
complex 26.

3,3-dimethyl-1-butene
cat. 26 (s/c = 3000)

-

160 °'C
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! N, H
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© 2021 The Author(s). Published by the Royal Society of Chemistry
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Fig. 4 Catalytic activity of PBP—Ni and PBP—Pd complexes 27 and 28.

o-donor ability of the boryl ligand might positively affect these
reactions although the details of the reaction mechanism and
the role of the boryl ligand were not clarified.

Peters utilized the PBP-ligand 24 to synthesize a PBP-Co
complex 29 having an X-type boryl ligand. The Co-B complex 29
was reversibly converted to a dihydridoborate-cobalt dihydride
complex 30 in the presence of 1 atm H, (Scheme 10).*® This is
indicative of the cooperative activation of H, across the Co-B
bond via MLC. The PBP-Co complex 29 showed high catalytic
activity for hydrogenation of octene and styrene, and the TOF
reached 1000 per h (Scheme 11). This is a rare example of
homogeneous Co-catalysis for alkene hydrogenation with high
catalytic activity. The author also synthesized a bimetallic (Co-
B), complex with PCy, side arms that exhibited better catalytic
activity for hydrogenation of internal alkenes than 29.*
Synthesis and reactions of corresponding Ni-B and (Ni-B),
complexes were also demonstrated.

Transition metal complexes having an X-type boryl ligand
stabilized by o-phosphinophenyl linkers have also been devel-
oped,* and their stoichiometric reactivity and catalysis were
reported by Ozerov. Treatment of a PBP-ligand 31 with
[IrCl(coe),], afforded a PBP-Ir complex 32 via insertion of Ir'
into a B-Ph bond (Scheme 12).*° 32 was converted to Ir hydride

'Tz H, H
Bu,p— GO —P'Bu, BuP °°\HPfBuz
N/B\N 1 atm H, kN'/B\’NJ
@ 1 atm N,
29 30

Scheme 10 Activation of H, across the Co-B bond.

1 atm H,

2 mol% 29 A~
- . R

rt

2R

TOF = 1000 h™!

Scheme 11 Hydrogenation of alkenes catalyzed by the PBP-Co
complex 29.
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complexes 33 and 34 having bridging hydride ligands between
an Ir and a B atom through reactions with H, or NaEt;BH. These
complexes exhibited good catalytic activity for dehydrogenation
of cyclooctane to cyclooctene with the maximum TON of 221,
which is a better value than that for the PBP-Ir complex 26
(Scheme 13).

3.2.3 L-type borylene ligand. A borylene is a group 13
analogue of a carbene and coordinates to transition metals as
an L-type, strong c-donor ligand. There are numerous reports
on the synthesis of borylene-metal complexes; however, most of
them act as highly reactive borylating reagents due to the
instability and high reactivity of a M-borylene moiety."®"
Therefore, suitable design of the scaffold for a M-borylene bond
is necessary to stabilize and utilize a borylene as a supporting
ligand in catalysis. Langer reported the synthesis of a PBP-Fe
complex 35 by reaction of a boronium salt with Fe(CO)s, which
proceeded via dissociation of CO ligands and oxidative addition
of the B-H bond to Fe under photoirradiation conditions
(Scheme 14).°** Structural analysis showed that the central

O O

TON = up to 221
Scheme 13 Catalytic dehydrogenation using the PBP-Ir complexes
33 and 34.

R (R =Buor "Bu)
0.1 mol% 33 or 34

150 or 200 °C

+ co + ! !

N oc, | oo Feo

PP RPN F‘;(Co)s h,p—Fe —PPh, b
2 E e

b /B\P) Br- < ) Br + B
Ph,  Ph, Pth th pooH o

35

Scheme 14 Synthesis of the PBP—Fe complex 35 bearing a borylene
as a supporting ligand.
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2 mol% 35
20 mol% KOBu
2 Me,NH-BH; (MeoN-BHp), + 2H,
toluene, 23 °C
83%
co
oc, | oc, /co
Ph,P Fle\—Pth Me,NH-BH; thP—Fle—P\th
B CH ; B CH,
i Me,N-BH, + H, 4
Ph, i Phy Ph, i Ph,
36 37
(generated from 35 + KO'Bu)
CcO +
oc, | Me,NH-BH;
Me,N-BH, PhoP FleT RPh,
HeH
e P/I?\P/ ’ Me,N-BH3]~
Phyfi Ph, [MeaN-BHal

Scheme 15 Dehydrogenation of amine-borane catalyzed by the PBP—
Fe complex 35.

boron atom of the Fe-B complex 35 can be best regarded as
a borylene stabilized by bis(phosphino)methane linkers. The
PBP-Fe complex 35 catalyzed a dehydrogenation reaction of
dimethylamine-borane efficiently (Scheme 15).°* Experimental
and theoretical investigations indicated that the reaction
mechanism involves two important steps; concerted hydrogen
liberation at the anionic methine and Fe-H moieties of 36 with
Me,NH-BH; to generate a neutral PBP-Fe complex 37, and
protonation at the Fe center of 37 with Me,NH-BH; to regen-
erate 36. It is proposed that, in particular, the latter step is
enhanced due to the strong electron donating ability of the
borylene ligand.

3.2.4 Al Ga, and In as supporting ligands. In contrast to
that of M-B complexes, the catalytic application of the corre-
sponding heavier congener M-E, where E = Al, Ga, In, and T,
has been rather limited. This is partly due to the difficulty of
incorporation and handling of highly Lewis acidic, reactive
group 13 metals as supporting ligands for transition metals. In
particular, the systematic synthesis of a series of M-E
complexes with group 13 metals and evaluation of their catalytic
reactivity have remained a formidable challenge.® Lu solved
such problems by utilizing a 3-fold N,P-multidentate ligand 38
as an efficient scaffold for the M-E bond (E = Al, Ga, and In)
(Scheme 16).>* The successive introduction of E and M into the
scaffold 38 enables facile syntheses and catalytic application of
a variety of M-E complexes 40, in which the group 13 metal E
acts as a c-accepting Z-type ligand. They demonstrated that fine
tuning of Ni for catalytic hydrogenation reactions of alkenes
and carbon dioxide is possible by varying the group 13 metal-
loligands E, leading to development of a highly active Ni-Ga
catalyst 41 for these hydrogenation reactions (Scheme 17).%%°¢
Gallium was a better metalloligand than Al and In. In particular,
a high TOF (9700 h™") was achieved for the hydrogenation of
CO, to formate under 34 atm of H,/CO, in the presence of
a proazaphosphatrane base. Detailed mechanistic studies clar-
ified that the Z-type Ga-ligand plays a crucial role in activating
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’Pr2
fPrQP/\NH ) n-BuLi
2) ECly
, ——————— Prp F /
38 ProP 39
e
M _ "
M: E—N., M = Ni, Co(Np)
“p, Fe(Ny), RhCl etc.
E=Al, Ga, In

Scheme 16 Efficient synthesis of M—E complexes with group 13
metalloligands 39 (E = Al, Ga, and In).

0.25 mM 41
800 mM Vkd
CO, + Hp [HCOO]™ [H-Vkd]*
THF-dg, 20 °C
(1:1, 34 atm) 99%
Pro /p\/ Pripr TON = 3150
N TOF = 9700 h™!

)

N

Hp

/& iPry P
[HCOOI

[H-Vkd]*

’PrzP\/ N
43

Scheme 17 Catalytic hydrogenation of CO, using the Ni—-Ga complex
41.

H, electrophilically on Ni to be deprotonated by the base in an
H,-coordinated Ni-Ga complex 42. The generated anionic [H-
Ni-Ga]~ complex 43 is a highly hydridic metal hydride species,
which is efficiently stabilized through a strong Ni—>Ga dative
interaction. Furthermore, a related dihydrogen-coordinated
anionic Ga-Co complex 44 was also synthesized and structur-
ally characterized as another rare example of d'® n>*(H,)M
complexes (Fig. 5).”” It was demonstrated that 44 catalyzed
hydrogenation of CO, efficiently via a Co' /Co' redox cycle,
achieving a high TOF (27 000 h™%).

Recently, Lu reported catalytic hydrogenolysis of the sp”’C-F
bonds of aryl fluorides enabled using a Rh-In complex 45
(Scheme 18).%® The reaction proceeded with a stoichiometric
amount of NaO‘Bu under 1 atm H, to give defluorinated arenes
in good yields. Mechanistic studies supported that the Rh-In

© 2021 The Author(s). Published by the Royal Society of Chemistry
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_| |

CO,/H, (34 atm, 1:1)

0.03 mM 42, 800 mM Vkd, THF-dg, 293 K
72% formate

TOF = 27,000 h™"

*Li(THF),

Fig. 5 Synthesis and catalytic activity of the H,-coordinated anionic
Ga—-Co complex 44.

1 atm H, ;

3 mol% 45 |

SN 2.5 equiv. NaO'Bu |
|/ _J THF-g5, 70°C |/ 2
up to 99% ‘

Scheme 18 Hydrogenolysis of aryl fluorides catalyzed by the Rh—In
complex 45.

complex 45 is converted to a monohydride Rh-In complex 46
under the reaction conditions, which reacts with NaO¢Bu in the
presence of H, to generate an H,-coordinated anionic Rh-In
complex 47 (Scheme 19). The C-F bond cleavage occurs with an
unsaturated rhodate complex 48 to give a phenylrhodium
complex 49, and the following reaction with H, regenerates the
monohydride complex 46. These results demonstrate the high
utility of the direct Rh-In interaction for the activation of strong
C-F o-bonds.

We have developed an efficient method for the synthesis of
a variety of M-E complexes (E = Al, Ga, and In) by utilizing
a 6,6”-bis(phosphino)terpyridine derivative 50 as a scaffold for
the M-E bond.* The terpyridine-based rigid and planar N;P,-
structure efficiently stabilizes the M-E bond by keeping suffi-
cient coordination space and reactivity at the M center. The

49 48

Scheme 19 Proposed reaction mechanism via the anionic Rh—-In
complex 48.

© 2021 The Author(s). Published by the Royal Society of Chemistry
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MCl,~

PPhy 17

52 (M= Al Ga,In)

Scheme 20 6,6”-Bis(phosphino)terpyridine 50 as an efficient scaffold
for the Pd—E bond.

cationic [terpyridine-ECl,]" complexes 51 act as highly electro-
philic Z-type ligands, and complexation with Pd° affords a series
of Pd-E complexes 52 (Scheme 20).°* They seem to be Pd"
complexes having anionic Cl and PEP-pincer type ligands
generated via redox between trivalent group 13 metals E™ and
Pd°. Structural analyses showed that the Pd-CI bond in the Pd-
Al complex 52-Al is significantly elongated, suggesting the
strong trans influence of the Al-metalloligand. The Pd-Al
complex 52-Al exhibited remarkable catalytic activity for
hydrosilylation of carbon dioxide to give silyl formate (Scheme
21). The reaction smoothly proceeded at room temperature
under atmospheric pressure of CO,, and the TOF reached
19 300 h™ ", which is the highest value ever reported for this
reaction. It is proposed that the trans-destabilizing Al-
metalloligand generates highly anionic, nucleophilic Pd-H
species for hydrometallation of CO,.

Nakao developed a Rh complex 56 bearing an X-type alu-
manyl ligand stabilized by a bis(2-(phosphinomethylamino)-
phenyl)amine derivative 53.% Introduction of AICl; and Rh'
afforded a Rh complex having a Z-type Al-ligand 54, which was
further reduced using KCg in the presence of norbornadiene to
give the Rh-Al complex 56 (Scheme 22).°* The C-H activation of
pyridine with 56 in the presence of HSiEt; occurred selectively at
the 2-position to give a C-H cleavage product 57. This result
demonstrates the sufficient Lewis acidity and high c-donating
ability of the Al-metalloligand for the efficient activation of
a proximal C-H bond through such a Lewis acid-Lewis base
interaction. According to these observations, a C2-selective

1 atm CO,

1.55 x 10~ mmol 52-Al (E = Al) o

1.55 x 1072 mmol CsOPiv
HSiMe,Ph

DMF, 25°C, 1 h H™  "OSiR
32.6 mmol 29.9 mmol, 92%

TOF = 19,300 h~!

Scheme 21 Hydrosilylation of CO, catalyzed by the Pd—Al complex
52-Al.
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PryP
kNH 1) n-BuLi Icﬁ (|:| Me
NMe 2)AICl;  [RhCl(nbd)], 2 /Rh'/ AI'/ N,,//
2 P \/7\1/3’ N//l\ <>
53 P=PPr,54

KCs PPh, 55

norboW
7 N\

% Me\ pyridine _N Me
Ny HSIEt
\Rh—AlfN/ ‘743~ h—AI—N
At A D
\/
56 (P = P/Pr,) 57 (P = PiPry)

Scheme 22 Synthesis and reaction of the PAIP—Rh complex 56 having
an X-type alumanyl ligand.

N 3 equiv. styrene
| N 5 mol% 57
= 150 C

80% (4:1)

Scheme 23 57-catalyzed monoalkylation of pyridine.

mono-alkylation reaction of pyridine with alkenes catalyzed by
the Rh-Al complex 57 was developed (Scheme 23).

Nakao recently reported a catalytic magnesiation reaction of
aryl fluorides with Mg powder using the Rh-Al complexes 54
and 55 (Scheme 24).* The Rh-Al complex 55 having -PPh, side
arms catalytically converted various aryl fluorides to arylmag-
nesium compounds efficiently in the presence of Mg powder
and 1,2-dibromoethane, which were trapped with various elec-
trophiles such as CO, to give carboxylic acids. This is a quite
rare example of facile preparation of arylmagnesium reagents
from aryl fluorides using readily available Mg powder, demon-
strating the high synthetic utility of the Rh-Al catalyst. The
catalyst 54 was confirmed to be reduced with Mg to generate the
low-valent Rh-Al complex 56 in the presence of norbornene.

Based on these experimental studies and theoretical
F 5 mol% BrCH,CH,Br Mgl
3 equiv. Mg
| AN 55 (5 mol% Rh atom)
S P THF,-30 °Cor rt
R
CO,
then HzO*
= N
h——A{
AEN
R upto99%

Scheme 24 PAIP-Rh complex-catalyzed magnesiation of aryl
fluorides.
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3,3-dimethyl-1-butene
cat. 58 (s/c = 3000)

_ >

160 °C

O

Scheme 25

z, z
>
SEN
NP
I( \I

TON = 31 58

PAIP—-Ir 58-catalyzed dehydrogenation of alkanes.

calculations, it was proposed that the oxidative addition of the
inert sp’C-F bond occurred across the Rh-Al bond of a low
valent Rh-Al complex.

Yamashita reported the synthesis and catalytic activity of an
Ir complex 58 with an X-type PAIP-ligand using the same scaf-
fold employed for the PBP-Ir complexes 26 (Scheme 25).°* The
tricoordinate Al-ligand is demonstrated to act as a Lewis acid to
capture a Lewis base such as DMAP. Catalytic application of the
Ir-Al complex 58 to a dehydrogenation reaction of cyclooctane
to cyclooctene was investigated although the activity was not
satisfactory.

Recently, a different approach to M-E complexes with
heavier group 13 elements has been established by our group. A
Cp-rhodium complex 61 having a cationic InCl," metalloligand
was synthesized through the reaction of 2 equivalents of InCl;
and a Rh' complex 60, which was prepared from a pyridine-
tethered Cp derivative 59 (Scheme 26).%* This method enables
post-introduction of a group 13 metalloligand to a Cp-metal
complex to form an M-E bond, which is distinct from the pre-
introduction approaches described before. Therefore,
screening of metalloligands becomes possible for the develop-
ment of catalytic reactions. The cationic In-metalloligand acts
as a strong c-acceptor for Rh, and theoretical calculations and
CV measurements revealed that the electronic and redox prop-
erties of the Rh in 61 become similar to those of trivalent
Cp*Rh™ rather than those of the original monovalent Rh'
complex 60 through the formation of the Rh-In bond. This was
also demonstrated in catalysis. The Rh-In complex 61 catalyzed
sp’C-H amidation of benzo[/]quinoline with TsNj to afford an
N-aryltosylamide derivative in good yield (Scheme 27). Control
experiments employing Cp*Rh(cod) or 60 with or without InCl;

1) 2 equiv. InCl, N\ ]
—_——— _In—~Rh.,
2) NaBArF VA 72
cl 4

61 BArF, = B(3,5-(CF3),CgHs)4

Scheme 26 Synthesis of the Rh—In complex 61 via post-introduction
of a group 13 metalloligand.
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+ TsNg —mF—
W S W)
NHTs

85°C
catalyst

61 :66%
60 : 0%
60 + InCl; : 73%
Cp*Rh(cod) : trace
Cp*Rh(cod) + InCl3 : 7%

yield

Scheme 27 sp?C—H activation enabled using the In-metalloligand.

as catalysts supported the unique reactivity of the Rh-In bond to
turn on the C-H activation catalysis. The reaction was also
applicable to various arenes having pyridine or pyrimidine as
a directing group. These results demonstrate the promising
utility of this approach in exploring new transition metal
catalysis with M-E bonds in synthetic chemistry.

3.3 Group 14 (E = Si and Ge)

Transition metal complexes having a silyl ligand as an anionic
X-type ligand have been extensively studied since they are
important intermediates in various catalytic silylation reactions
such as hydrosilylation and C-H silylation.** The silyl ligand is
expected to act as a strong o-donor and a trans influencing
ligand.*'* MLC on the M-Si bond can also be considered.*
Various Si-containing multidentate ligands and their tran-
sition metal complexes have been developed including tri- and
tetradentate phosphinosilyl ligands tethered using alkyl or o-
phenylene linkers, an NSiN-type bis(8-quinolyl)silyl ligand,
poylsilyl ligands and so on.** Although catalytic applications
were demonstrated in hydroformylation, hydrogenation,
hydrosilylation, hydroboration, C-H silylation reactions etc., the

a) 1 atm CO,
. 0.016 mol% 62
HSiMe,Ph CH, + (PhMe,Si),0
CgHsF, 65 °C
TON = 2156
b)
; s 10 atm H, ; 5
R R 5 mol% 63 R R
y—/ - - 5 v
R2 CeDg, 65 °C R
up to 99%
HB(Cer)s Nz
Csz—F't PCy, —PCy,

S CY\“@

Scheme 28 Hydrosilylation and hydrogenation reactions catalyzed by
PSiP—M complexes.
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1 atm CO,
1.5 equiv. AlEt;

1 1
p ot 64 R! COOH  R' COOH
or
TDMFr~50C Rzﬂ R?

then H;0*
up to quant.
OTf
PPhg
thP—Pd—Pth

Me—Sl—Pd
PPh2
65

Scheme 29 Hydrocarboxylation of simple unsaturated hydrocarbons
catalyzed by the PSiP—Pd complex 64.

efficiency and selectivity of the catalysis were not necessarily
advantageous compared with those of standard transition metal
catalysts without silyl ligands.*® Selected examples of unusual
molecular transformations and catalytic activity enabled using
silyl ligands are described.

One of the most versatile multidentate Si-ligands used for
transition metal catalysts is a bis(phosphinophenyl)silyl deriv-
ative (phenylene-bridged PSiP-ligand). Turculet reported the
synthesis of various transition metal complexes having a PSiP-
ligand in 2007 for the first time. Several catalytic applications
were also examined by Turculet and other research groups, and
high catalytic activity and unusual molecular transformations
taking advantage of the silyl ligand are achieved in some cases.
For example, a PSiP-Pt complex 62 catalyzed the reduction of
CO, to methane with HSiMe,Ph under mild reaction conditions
(1 atm, 65 °C), and the TON reached 2156 (Scheme 28).°° The
pincer-type PSiP-ligand was also applicable to first row transi-
tion metals such as Fe, and the catalytic activity of a PSiP-Fe
hydride complex 63 for hydrogenation of alkenes with H, (10
atm) was demonstrated as a relatively rare example of Fe-
catalysts for the reaction.®”

In 2008, we developed a PSiP-Pd complex 64-catalyzed
hydrocarboxylation reaction of allenes and 1,3-dienes under
atmospheric pressure of CO, using AlEt; as a stoichiometric
reductant (Scheme 29).°® This is a new CO,-fixation reaction
using simple unsaturated hydrocarbons as substrates to give
synthetically useful B,y-unsaturated carboxylic acids selectively
in high yields. Hydrometallation of a C-C double bond gener-
ates a highly nucleophilic c-allylpalladium complex 65, which
smoothly reacts with a less reactive molecule, CO,, even at room
temperature because of the strong o-donating ability and trans
influence of the silyl ligand.®® Furthermore, we also realized
atom-economical hydrocarboxylation reactions of allenes and
alkenes employing a formate salt as a reductant as well as a CO,
source enabled using newly developed Pd complexes 66 and 67
bearing a PGeP-pincer type ligand (Scheme 30).” This reaction
proceeds under mild conditions and provides an alternative
strategy for utilizing formate salts as a C1 source. These reac-
tions did not proceed with standard Pd complexes and PCP-
and PNP-Pd complexes, thus clearly demonstrating the privi-
leged reactivity of the Pd-Si and Pd-Ge bonds in catalysis.

Chem. Sci., 2021, 12, 1964-1981 | 1973
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R'. _R2
\ﬂ/ j\ 2.5 mol% 66 R' COOH
) +
H™ O° DMF R?
NBnMes*  then H;0* |
1.05 equiv. up to 92%
" COOH
5 mol% 67
0 TR L
H™ "0 DMF R
N"Bu,* then HzO*
1.5 equiv. up to 75%
C' OTf
ArzP—Pd PAr, EtzP—Pd PEt,

OO OT0

(Ar = p—MeOCeH4

Scheme 30 PGeP-Pd complex 66 or 67-catalyzed hydro-
carboxylation using a formate salt as both a reductant and CO, source.

Silyl and germyl ligands play important roles not only in
promoting the nucleophilic addition step, but also in enabling
a new hydrometallation mechanism via MLC. Mechanistic
studies using ethylene as a model substrate clarified that an n*-
(E-H)Pd° complex 69, which is reversibly generated via reduc-
tive elimination of an E-H bond from a Pd" hydride complex 68,
undergoes associative hydrometallation via a 5-coordinated TS1
to afford an ethyl-Pd" complex 70 directly without dissociation
of one of the -PR, side arms (Scheme 31).”* During the reaction,
the PEP-pincer ligand acts as an efficient scaffold for delivering
the hydrogen atom as a hydride ligand between E and Pd
accompanied by the formation and cleavage of the Pd-E bond.
This is an unusual mechanism for hydrometallation and B-
hydrogen elimination via MLC of the Pd-Si bond, demon-
strating the promising utility of the Si-ligand in transition
metal catalysis. It is also clarified that the germyl ligand stabi-
lizes the ethyl-Pd" state more efficiently than the silyl ligand

— ethylene
ethylene

H H ¥
\ Me
/\ | H
H™~Pg—si iPd—Sl

b, é@ th’é@

70
Scheme 31 Associative hydrometallation/B-hydrogen elimination via
MLC of the Pd-Si bond.
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cat. 71 R2
cat. AlEt, ;
alkenes g oin, — %, X -BPiN 1 equiv. Bypin,
1,3-dienes
R3S
R Bpin Bpin
. )\/Bpin RT 2 equiv. B,pin,
pinB Bpin Bpin
(|)Tf Bpin
|
ArzP—Pld—PArz thP—Pld PPh,
/é/ S|'\©\ é/ S|i
R Me R Me
7 72
Ar = 3,5-(CF3),CgH3 isolated
R=HorCF; structural analysis by X-ray

Scheme 32 Selective single or double dehydrogenative borylation of
alkenes catalyzed by the PSiP—Pd complex 71.

and is suitable for reactions with formate salts under heating
conditions.”

We have also developed a selective dehydrogenative bor-
ylation reaction of alkenes with B,pin, catalyzed by PSiP-Pd
complex 71 having electron deficient Ar substituents on phos-
phorus side arms (Scheme 32). The reaction with 2 equivalents
of B,pin, enables an efficient synthesis of a variety of double
borylation products involving 1,1-, ¢rans-1,2-, and cyclic-1,2-
diborylalkenes starting from alkenes and B,pin,, which are
synthetically highly useful but not accessible with standard
transition metal-catalyzed borylation reactions.” It is clarified
that the reaction proceeds via a borylpalladium complex 72
having a PSiP-pincer type ligand, which possesses an elongated
and highly reactive Pd-B bond due to the strong trans influence
of the silyl ligand as evidenced by X-ray analysis and stoichio-
metric reactivity studies. Detailed mechanistic studies revealed
that a reversible o-bond metathesis reaction is operative
between an n>-(Si-H)Pd° complex 73 and B,pin, to form a bor-
ylpalladium complex 74 through MLC similar to the case of the
hydrocarboxylation reaction (Scheme 33).7

We have designed and synthesized a platinum complex 75
having a PSiN-pincer type ligand, in which one of the o-

via
/ ___H :t
B—-—Pd——Sl
ArgP @
/Me Me
0.->si B.pi s
g PNy - Qi
Pd 2) B—Pd—Si..,,
\\P/@ _ rpl >
Ar,P HBpin
(B = Bpin)
73 74

Scheme 33 Reversible o-bond metathesis of the n2-(Si—-H)Pd°

complex 73 with B,pins.
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Cl Me
B,pin, /
_ py__n—Me
1.5 mol% 75 CyoP—Ft—N
1. 5 mol% n-BuLi N si
——Bpin
mesnylene 150 °C = Me
10 equiv. 75
F F Cl
@“ O fj fj
B B a o
Y Y B B
75: a:B:y = 84:13:3 78:18:4 91:9:— 60:40:—
Ircat.: a:B:y = 17:55:28 17:33:50 33:67:— 0:100:—

Scheme 34 Regioselective C—H borylation of fluoro- and chloroar-
enes catalyzed by the PSiIN-Pt complex 75.

phosphinophenyl linkages is replaced by an o-(aminomethyl)
phenyl group expecting the lability of the Pt-N bond to generate
a coordinatively unsaturated 14e Pt center (Scheme 34).” The
PSiN-Pt complex catalyzed sp’C-H borylation of various elec-
tron deficient arenes such as fluoro- or chloroarenes efficiently,
affording halogenated arylboronic esters in good yields. This is
a quite rare example of Pt-catalyzed sp®?C-H borylation.”
Interestingly, the borylation occurs at a C-H bond adjacent to
the halogen substituent preferentially. This regioselectivity is in
sharp contrast to that of Ir-catalyzed borylation, in which bor-
ylation tends to occur at less sterically hindered C-H bonds as
shown in the table. Although the reaction mechanism and the
origin of the regioselectivity are not clear yet, these results
demonstrate the unique catalytic activity of Pt-Si complexes in
synthetic chemistry.

Tobita developed a bis(silyl)-chelate ligand, xantsil 76, based
on a xanthene backbone, which possesses a wide bite-angle and
exhibits strong o-donation ability and t¢rans influence. The
xantsil-Ru complex 77 catalyzed an unusual hydrosilylation
reaction of arylacetylenes with silane, in which ortho-C-H sily-
lation of the aryl moiety occurs accompanied by t¢rans-hydro-
genation of the C-C triple bond to give trans-(o-silylaryl)alkenes

5 mol% 77 SiMe,Et
+ HSiMe,Et
| | cyclohexane, rt H_ ~
1 equiv. H
Ph Ph g6%
L0 L0
Me,HSi SiHMe, Me,Si-..,,, ‘ -SiMe,
g
76 cysP” | 77
CcO

Scheme 35 Tandem hydrogenation/C—H silylation catalyzed by the
xantsil-Ru complex 77.
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(Scheme 35).”” 1t is proposed that one of the silyl ligands flux-
ionally dissociates from Ru after oxidative addition of a C-H
bond and reforms after the formation of the product during the
reaction. Slight modification of the substituents on the phos-
phorus ligand switched the reaction pathway to tandem
hydrosilylation/C-H silylation of alkynes to give bis(silylated)
stilbene derivatives.”

A silylene and a germylene, which are heavier analogues of
a carbene, have also been utilized as a supporting ligand for
transition metal catalysts. Driess and Hartwig developed ECE-
type multidentate ligands possessing two base-stabilized sily-
lene or germylene moieties as side arms (E = Si or Ge), and
catalytic application of their Ir and Ni complexes was reported
(Fig. 6).”° The SiCSi-Ir complex 78-Si exhibited higher efficiency
for a catalytic C-H borylation reaction of benzene than the
corresponding Ir complex having a PCP-pincer type ligand
possibly due to the stronger o-donating ability of the Si" ligand
than the P™ ligand (Scheme 36).7* Moreover, the SiCSi-Ni

7 | | N 7 | | N
Bu o H o Bu Bu o o Bu
Bu Bu (L=coe) By Bu
E=Si 78-Si E=Si 79-Si

Ge 78-Ge Ge 79-Ge

Fig. 6 Silylenes and germylenes as supporting ligands for transition
metal catalysts.

E o]
Bpin 1 |
! 'BuzP'—lr\‘P’BUz
) I | H |
) 5 mol% 78-Si ! o) (0]
HBpin + —_— ;
1 equiv. coe 1
| Bu Bu
solvent 90% (24 h) ' PCP-Ir

PCP-Ir: 64% (24 h)

Scheme 36 sp°C—H borylation catalyzed by
complex 78-Si.

the bis(silylene)-Ir

2 equiv. Cs,CO3 Ph
5 mol% Cul
5 mol% 79-Si |

AN

| Ph

AR

1,4-dioxane, 100 °C

N/7
Bu o— S|
\ \CuBr

hexyl hexyl

’ =

Bu O— Sl “N
e

Scheme 37 The SiCSi—Ni complex 79-Si-catalyzed Sonogashira
coupling reaction.
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complex 79-Si catalyzed the Sonogashira coupling reaction of an
alkenyl iodide and an alkyne (Scheme 37).7” Mechanistic
studies clarified that the reaction proceeded through the
sequence of transmetallation, oxidative addition, and reductive
elimination. As an important intermediate, an alkynylnickel
complex 80 was isolated and structurally characterized, in
which CuBr coordinates to one of the silylene ligands and an
alkyne moiety. Although the catalysis in these reactions is not
tremendous yet, these results demonstrate the promising utility
of group 14 metallylenes as a unique donor ligand in transition
metal catalysis.

3.4 Group 15 (E = Sb and Bi)

Heavier group 15 elements such as Sb and Bi possess distinct
electronic characteristics and reactivities from those of lighter
pnictogens such N and P. The o-donating ability of trivalent Sb
and Bi compounds ER; (E = Sb and Bi) is weak due to the
stabilized 5s and 6s electrons by the relativistic contraction.
Scrambling and transfer of the substituent R on E are often
observed due to the relatively weak and reactive E-C bond.
Therefore, the number of transition metal complexes having L-
type, trivalent Sb- and Bi-ligands and their catalytic applica-
tions have been rather limited compared with those of phos-
phine ligands.®** On the other hand, trivalent Sb and Bi
compounds often behave as Lewis acids, enabling Z-type coor-
dination to Lewis basic transition metals.®* Moreover, redox
between E™ and E¥ and coordination/dissociation of ligands on
E enable modular tuning of electronic and steric properties of
these compounds. These characteristics are highly promising
for developing multi-functional transition metal catalysts,
where the reactivity of the transition metal is tunable with
chemical stimuli on E.

Gabbai reported the synthesis and catalytic application of
various Au and Pt complexes having an Sb-ligand.**** The o-
phosphinophenyl linkage is often utilized as a support for the
M-Sb bond. The Sb atom acts as a non-innocent Z-type ligand,
where its c-accepting ability is tunable by changing the oxida-
tion state and substituents on Sb for various electrophilic acti-
vation reactions of C-C triple bonds. For example, the cationic

NH, /©/
Ph—— 3.5 mol% cat. NI
— +
CDClj, 1t Ph)\ Me
cat. =81 3% (3 h)
82 92% (40 min)
‘SbFs ‘SbFe
thP—Au PPh2 th—Au PPh2
@ Cf '
Sblll SbV

Scheme 38 Electrophilic activation of alkynes catalyzed by the Au—-Sb
complex 82 having the redox non-innocent PSbP-ligand.
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\

cat. = 83 no reaction
84 100%

NCCH3 NCCH3 .

thP—Pt—Pth thP—Pt

SHE SRR

Scheme 39 The PSbP-Pt complex 84 activated by abstraction of
a fluoride ligand on Sb.

PSbP-Au complex 81 having a trivalent Sb'™-ligand scarcely
catalyzed hydroamination of alkynes to give an imine product in
very low yield (Scheme 38).** On the other hand, the catalytic
activity dramatically increased by oxidizing the Sb™-ligand to
a pentavalent Sb¥-ligand in 82, giving the product in 92% yield
within 40 min. It is conceivable that the electronically positive,
pentavalent Sb¥-ligand makes the Au atom more electrophilic
than the trivalent Sb™-ligand to promote the electrophilic
activation of alkynes efficiently.

A neutral PSbP-Pt complex 83 bearing a pentavalent SbY-
ligand was activated electrophilically by abstracting one of the
fluorine ligands on SbY (Scheme 39).** The activated form,
a cationic PSbP-Pt complex 84, efficiently catalyzed an electro-
philic cyclization reaction of 1,6-enynes to form carbocycles in
good yields. The cationic Sb moiety serves as a strong o-
acceptor, increasing the m-acidity of the Pt complex for efficient
electrophilic activation of alkynes. Similar reactivity control on
Sb was also demonstrated in the case of a PSbP-Au complex 85.
Introduction of a phosphine oxide side arm on Sb enables the
generation of a dicationic Sb¥-ligand, which makes the Au atom
highly electrophilic. The dicationic PSbP-Au complex 85 cata-
lyzed hydroamination and polymerization of styrene derivatives
efficiently (Scheme 40).** Furthermore, self-activation of the
catalytic activity of a PSbP-Pt complex 86 for electrophilic acti-
vation reactions was also reported (Scheme 41).%¢ It is proposed
that abstraction of a chloride ligand on Pt using the electro-
philic Sb-ligand generates a cationic PSbP-Pt complex 87 as
a reactive intermediate, which was supported by isolation and
structural analysis of a related dicationic PSbP-Pt complex
with L = CyCN. These examples showed that efficient control of
transition metal catalysis is possible by utilizing characteristic

94%

E 2 "NTf, /O
' 2+
' PhyP
‘ O’ 3 U
Ph 5 mol% AgNTf, NHTs |.__-‘
5 mol% 85 ' Sb
+ _ > ' |
. Ph '
CH,Cl,, 35 °C ' — Au—
ToNH, Llo : Ph,P—Au PPh,

Cl 85

Scheme 40 Catalytic electrophilic activation of alkenes enabled using
the dicationic Sb-ligand in the PSbP-Au complex 85.
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Scheme 41 Self-activation of Pt-catalysis with the Sb-ligand.

Lewis acidity and redox and coordination behaviors of the Sb
ligand, demonstrating the practical utility of the non-innocent
Sb-ligand in synthetic chemistry.

Regarding Bi-containing multidentate ligands, a related
analogue, bis(o-phosphinophenyl)chlorobismuth(i), has been
developed, and synthesis and structural analysis of Au, Pt, Pd,
Cu, and Ag complexes having the PBiP-ligand were reported by
Gabbai and Limberg.?”*® It was revealed that the central Bi'"
atom acts as a g-acceptor for Au, Pt, and Pd rather than as a o-
donor while the Bi->M interaction is dominant for Cu and Ag.
Limberg also developed another Bi-containing multidentate
ligand based on xanthene.** However, the catalytic reactivity of
these complexes for synthetic reactions has not been
investigated.

As a related example of M-Bi complexes, heterobimetallic
paddlewheel Bi-Rh carboxylate complexes BiRh(X), have been
developed by Dikarev,”® where one of the 4d Rh atoms of the
well-known paddlewheel Rh,(X), complex was replaced by a 6p
Bi (Fig. 7). The parent Rh,(X), complexes are widely utilized as
efficient catalysts for carbene transfer reactions of diazo
compounds. The catalytic activity of the BiRh(X), complexes has
been evaluated in the carbene transfer reactions to elucidate the
effect of the Bi-ligand on the reactivity. Davies reported the
catalytic activity of various paddlewheel Bi-Rh complexes in
cyclopropanation and C-H activation reactions and commented
that decomposition of a diazo compound became slower with
the Bi-Rh complex 88-BiRh than 88-Rh,.°* Recently, Fiirstner

CF, R
O//K CF O OJ\\ R
| o | o} | ol=
- ho - 1’;0 - 0
e S e R e
O e
o Lo o T o
CFy O 0 00 R” 0o N
T T Rei ®
CF3 R Bu
E = Rh 88-Rh, E = Rh 89-Rh, E = Rh 90-Rh,
Bi 88-BiRh Bi 89-BiRh Bi 90-BiRh

Fig. 7 Paddlewheel Bi-Rh complexes.
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Scheme 42 Cyclopropanation of electron deficient alkenes catalyzed
by the Bi—Rh complex 89-BiRh.

N 1 mol% cat /\
o Ll MeOOC
RN+ _ -
Ph™ ™ Ar OMe pentane, —40 °C AP Ph
(6]
91 cat. = 90-BiRh 84%, 95% ee

(Ar = 4-MeOCgH,) 90-Rh, 92%, 79% ee

Scheme 43 The Bi—Rh complex 90-BiRh-catalyzed asymmetric
cyclopropanation of styrenes.

developed a Bi-Rh complex 89-BiRh and realized catalytic
cyclopropanation of highly electron-deficient polychlorinated
alkenes such as trichloroethylene, which were not employable
substrates in the previously reported Rh,-catalyzed reactions
(Scheme 42).°> Experimental analyses and theoretical calcula-
tions on the structure and electronic properties of the Bi-Rh
bimetallic complexes showed that the carbene moiety becomes
electrophilic because back donation of electrons from Rh to the
carbene is reduced in the Bi-Rh complex. Furthermore, the
chiral version of the Bi-Rh complex 90-BiRh having a tert-
leucine derivative as bridging carboxylate ligands was also
developed and applied to an asymmetric cyclopropanation
reaction of styrenes (Scheme 43).>* The Bi-Rh complex 90-BiRh
achieved better enantioselectivity in the reactions of a diazo
compound 91 than that with a standard Rh, catalyst 90-Rh, due
to the more confined, effective chiral space produced by the Bi-
Rh core.

4. Conclusions and perspectives

Recent progress on catalytic application of transition metal
complexes having an M-E bond (E = main group metal or
metalloid element) is summarized. Several important scaffolds
for M-E bonds have been established to enable efficient
synthesis of a variety of M-E complexes and their utilization as
catalysts in synthetic reactions. Main group metal and metal-
loid supporting ligands E furnish unusual electronic and steric
environments and molecular functions to the transition metals,
in particular through Z-type ligation and MLC of the M-E
bonds, which are not easily available with standard organic
supporting ligands such as phosphines and amines. These
characteristics lead to remarkable catalytic activity and product
selectivity in some cases. The reactivity control with the chem-
ical stimuli on E-ligands is also intriguing to develop a multi-
functional transition metal catalyst that changes its reactivity
depending on the environment. This progress demonstrates the
importance and synthetic utility of main group metal and
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metalloid supporting ligands in organometallic and synthetic
chemistry.

Besides the examples described in this article, there are
numerous reports on the synthesis and stoichiometric reactivity
of M-E complexes, which are potentially applicable to catalytic
reactions. Investigation on the catalytic activity of other M-E
complexes including group 16 elements or other heavier
elements as E-ligands is also of great interest. An important
future challenge is to realize new and synthetically valuable
molecular transformations, which are not easily achieved with
the standard transition metal catalysts, exploiting the charac-
teristic reactivity of M-E complexes from the viewpoint of
synthetic chemistry. In particular, strategic utilization of MLC
for activation of unreactive chemical bonds and molecules
based on the rational design of the ligand structure will be
important. Further exploration will ensure successful utiliza-
tion of M-E complexes as a new class of transition metal
catalysts.
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