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Cyclometallated platinum(II) compounds
with imine ligands derived from amino
acids: Synthesis and oxidative addition
reactions

The synthesis of cyclometallated platinu-
m(II) compounds containing imine ligands
derived from natural amino acids is re-
ported. Oxidative addition of methyl iodide
to these compounds produces the corre-
sponding platinum(IV) derivatives with a
high degree of stereoselectivity.
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1-Fluorosilatrane synthesis from SiF4

complexes and its properties

Silicon tetrafluoride complexes prepared
from SiO2 react with triethanolamine in a
presence of silica to form 1-fluorosilatrane
4. Fluorine atom in 4 can be substituted by
O- and C-nucleophiles. SiF4 * n MeOH

SiF4 * L2 
(TEAH)2SiF6

+ SiO2, TEA
         t

FSi(OCH2CH2)3N

RLi

RSi(OCH2CH2)3N
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R = AlkO, PhO, C

TEA = triethanolamine
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Monometallic and heterobimetallic
complexes derived from salen-type ligands

Mono- and heterometallic complexes of
the salen-type ligand H2LH2 2,2¢-[1,2-dihy-
droxybenzene-4,5-diylbis(nitrilomethylidi-
ne)]bis(3,5-di-tert-butylphenol) were applied
in catalytic oxidation reactions. The manga-
nese complex [{Mn(CH3OH)2}LH2]Cl showed
the highest activity.
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New active ruthenium(II) complexes based
N3,N3¢-bis(diphenylphosphino)-2,2¢-bipyri-
dine-3,3¢-diamine and P,P¢-diphenylphos-
phinous acid-P,P¢-[2,2¢-bipyridine]-3,3¢-diyl
ester ligands for transfer hydrogenation of
aromatic ketones by propan-2-ol

Two new bridged dinuclear complexes
[C10H6N2{NHPPh2-Ru(g6-p-cymene)Cl2}2], 3

and [C10H6N2{OPPh2-Ru(g6-p-cymene)Cl2}2],
4 were prepared and characterized. The
catalytic behavior of the Ru(II) complexes
were investigated in the transfer hydrogena-
tion of acetophenone derivatives in 2-pro-
panol.
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On the way to biodegradable poly(hydroxy
butyrate) from propylene oxide and carbon
monoxide via b-butyrolactone: Multisite
catalysis with newly designed chiral
indole-imino chromium(III) complexes

We report on the design and development
of new chiral indole-based ligand families
and on their chromium(III) complexes as
enantioselective catalysts for the conver-
sion of racemic propylene oxide and carbon
monoxide to enantioenriched b-butyrolac-
tone, the key monomer for the production
of biodegradable poly(hydroxy butyrate)
by ring-opening polymerization.
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Isolated-palladium complexes for
catalyzed telomerization of butadiene
with methanol in the presence of water

Cationic hydrosoluble palladium com-
plexes were prepared. They were stable at
room temperature under air atmosphere
for weeks. They were efficient in the
telomerization of butadiene with methanol
in the presence of water under mild
conditions. Pd

PAr3Ar3P
Cl

MeOH  +

50°C, NaOH (1%) 
H2O

2

TON up to 36 000

MeO
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Preparation, coordination properties and
catalytic use of 1¢-(diphenylphosphanyl)-1-
ferrocenecarboxamides bearing 2-hydroxy-
ethyl pendant groups

Polar ferrocene amido-phosphane ligands 1

and 2, readily available from 1¢-(diphenyl-
phosphanyl)-1-ferrocenecarboxylic acid
(Hdpf), are suitable ligands for the pre-
paration of defined and structurally vari-
able hydrogen-bonded coordination arrays.
Palladium complexes involving ligands 1

and 2 efficiently catalyse Suzuki–Miyaura
cross-coupling in polar organic solvents,
their aqueous mixtures, and in water.

Fe

C

NH2-n (CH2 CH2 OH)n

O

PPh2

1 (n = 1), 2 (n =2)
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Bimetallamacrocycles involving tetrakis-
(diphenylphosphinoalkylthio) tetrathiaful-
valene

The synthetic approach towards tetrakis-
(diphenylphosphinoalkylthio)tetrathiaful-
valenes and their ability to form bimetal-
lamacrocycles with two W(CO)4 fragments
are presented.
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A synthetic, structural and reactivity study
of [(g4-C4R4)Co(g5-C5H4X)] complexes, R =
Me or Et; X = CHO, CH@CHFc, CH@CH(g5-
C5H4)Co(g4-C4Ph4), CH@C(CN)2: Unexpected
formation of [(g5-cyclopentadienyl)(g4-
3,4,5,6-tetraethyl-a-pyrone)cobalt]

[(Formylcyclopentadienyl)(tetraalkylcyclo-
butadiene)cobalt] complexes, 5 and 7,
undergo a range of Wittig and aldol
reactions to incorporate ferrocenyl and
other metal sandwich moieties. The un-
expected formation of [(g5-cyclopentadie-
nyl)(g4-3,4,5,6-tetraethyl-a-pyrone)cobalt],
18, was also observed, and a mechanistic
rationale is proposed.
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Application of dimeric orthopalladate
complex of homoveratrylamine as an
efficient catalyst in the Heck cross-
coupling reaction

The [Pd{C6H2(CH2CH2NH2)-(OMe)2,3,4} (l-
Br)]2 complex of homoveratrylamine was
synthesized and its application in Heck
coupling reaction was studied. This
complex had been demonstrated to be
active and efficient catalyst for the Heck
reaction of aryl iodides, bromides and even
chlorides. The cross-coupled products were
produced in excellent yields in short
reaction time using catalytic amount of
[Pd{C6H2(CH2CH2NH2)-(OMe)2,3,4} (l-Br)]2

complex in NMP at 130 �C.
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Facile synthesis of achiral and chiral PCN
pincer palladium(II) complexes and their
application in the Suzuki and copper-free
Sonogashira cross-coupling reactions

Five non-symmetrical PCN pincer palladiu-
m(II) complexes 2a–e have been easily
prepared in only two steps from readily
available m-hydroxybenzaldehyde and
characterized. The molecular structures of
2a and 2b were described. The complexes
were found to be effective catalysts for the
Suzuki and copper-free Sonogashira cross-
coupling reactions.
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Mild and efficient silylation of alcohols and
phenols with HMDS using Bi(OTf)3 under
solvent-free condition

A very efficient and mild silylation of
alcohols and phenols with (Me3Si)2NH at
rt is developed using Bi(OTf)3 as the
catalyst. Variety of aromatic and aliphatic
alcohols and phenols produce correspond-
ing silylether in excellent yield. This reac-
tion may require the lowest catalyst
quantity and relatively short reaction time
of all the previous studies in recent years.
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Silylenes and germylenes: The activation of
H–H bond in hydrogen molecule

DFT with B3LYP functional, MP2, and
CASPT2/CASSCF calculation results demon-
strate the facile occurrence of the H2

activation reaction with a variety of acyclic
and cyclic silylenes and germylenes
through a concerted mechanism. The acti-
vation energies of H2 split by silylenes are
smaller than those by germylenes.
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Terminal pyridine-N ligation at [FeFe]
hydrogenase active-site mimic

Pyridine-N ligation was able to tune the
redox properties of the diiron centers of
model complexes: p-backdonation renders
the uneven electron density of the diiron
core to pyridine ring, and under excessive
HOAc, model complex was proven to be
reductive active at rather low first reduc-
tion potential.
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Synthesis and X-ray structure of novel 2-
and 3-heteroatom-substituted ansa-
zirconocene complexes

New ansa-zirconocene complexes with
amino and alkoxy substituents attached
to the g5-bonded indenyl fragment have
been synthesized. Crystallographic analysis
showed that heteroatom substituents,
especially those in the 3-position on the
indenyl ligand, have a substantial effect on
the structure of metallocenes leading to an
increase in the gap aperture in those
complexes.

Si ZrCl2

N

Si ZrCl2

N

N

Si ZrCl2

Me2N

NMe2

Si ZrCl2

MeO

MeO

vi Contents



Bing Yan, Hai-Feng Lu

J. Organomet. Chem. 694 (2009) 2597

Lanthanide-centered inorganic/organic
hybrids from functionalized 2-pyrroli-
dinone-5-carboxylic acid bridge: Covalently
bonded assembly and luminescence

A series organic–inorganic hybrid material
with covalent bond have been prepared
through the precursor (PDCA-Si) derived
from 2-pyrrolidinone-5-carboxylic acid,
which exhibits a self-organization under
the coordination to RE3+ (Eu3+, Tb3+). Lu-
minescence can be obtained for blue of
PDCA-Si, green of Tb–PDCA-Si and red of
Eu–PDCA-Si, respectively.
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Coordination chemistry of mercury-
containing anticrowns. Synthesis and
structures of the complexes of cyclic
trimeric perfluoro-o-phenylenemercury
with ethanol, THF and bis-2,2¢-
tetrahydrofuryl peroxide

The paper reports the ability of the mer-
cury anticrown (o-C6F4Hg)3 (1) to form
complexes with ethanol and THF. In the
case of ethanol, a pyramidal 1:1 complex,
{[(o-C6F4Hg)3](EtOH)}, has been isolated. In
the case of THF, the complexes {[(o-
C6F4Hg)3](THF)n} (n = 1–4), containing pyr-
amidal (n = 1) or bipyramidal (n = 2–4)
fragments in their structures, are produced.
An unusual sandwich complex of 1 with
bis-2,2¢-tetrahydrofuryl peroxide is also
described.
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New group 14 element(IV) b-diiminates
and a Sn(II) analogue

The compounds {N(Ar)C(Me)}2C(H)C(O)But

(2), [ArNC(Me)C(H)C(Me)N(Ar)SiMe3] (3),
[HN(Ar)C(Me)C(H)C(CH2SnPh3)N(Ar)] (4),

(5),

[GeCl2(L¢)(OGeCl3)] (6), [SnCl(L¢)Me2] (7)
and [SnCl(L¢)] (8) are reported; the X-ray
structures of 3–8 are presented [Ar =
C6H3Pri-2,6; L¢ = {N(C6H3Pri-2,6)C(H)}2CPh].
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Ruthenium half-sandwich complexes with
tautomerized pyrazolyl-pyridazine ligands:
Synthesis, spectroscopic and molecular
structural studies

Reactions of g6-areneruthenium complexes
with a series of pyrazolyl-pyridazine
ligands like 3-chloro-6-(pyrazolyl)pyrida-
zines (Cl-L1) and 3,6-bis(pyrazolyl)-pyri-
dazines (L1) in methanol yielded mono-
nuclear complexes.
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Assembly of diverse structural types of
organotellurium compounds in the
reactions of (4-MeO-C6H4)2TeO with
pyridine carboxylic acids

The reactions of (4-MeO-C6H4)2TeO with
pyridine carboxylic acids afforded four
different structural types each of which
showed interesting supramoleuclar struc-
tures involving intermolecular Te� � �O in-
teractions.

Note
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Chromium(III) complexes with terdentate
2,6-bis(azolylmethyl)pyridine ligands:
Synthesis, structures and ethylene
polymerization behavior

2,6-Bis(azolylmethyl)pyridine ligands are obtained
by reaction of 2,6-bis(bromomethyl)pyridine with
3,5-dimethylpyrazole and 1H-indazole. The mole-
cular structure of the ligand 2,6-bis(indazol-2-
ylmethyl)pyridine was determined by single-crystal
X-ray diffraction. These ligands react with the
CrCl3(THF)3 complex to form octahedral complexes
formula [CrCl3{2,6-bis(azolylmethyl)pyridine-N,N,N}].
Theoretical calculations show that the thermodyna-
mically preferred structure of the complexes is the
fac configuration. After reaction with methylalumi-
noxane (MAO) the chromium(III) complexes are
active in the polymerization of ethylene.
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