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How to synthesize a constrained geometry
catalyst (CGC) — A survey

Since the early 1990s constrained geometry
complexes of group 4 metals have been studied
as catalysts in olefin polymerizations and are
now of major industrial importance. This
article describes the development of this
structurally highly diverse catalyst family
providing a concise overview on synthetic
entries to these organometallic complexes.

Ruiting Liu, Xigeng Zhou
J. Organomet. Chem. 692 (2007) 4424
Reactivity of the metal-cyclopentadienyl

(indenyl, fluorenyl and cycloheptatrienyl)
bonds

The focus of this review concerns the reactivity
patterns of metal-cyclopentadienyl (indenyl,
fluorenyl and cycloheptatrienyl) bonds. The
advances in metal-carbon(n’) insertion chem-
istry have demonstrated that the m-bonding
character provides additional reaction oppor-
tunities which are not shown by metal-alkyl
compounds and these differences are high-
lighted.

AN
v ¥

Teo 2
';‘ H 2,6-/PraCeHs- NG
/N ¥ N, PhNCO -N=CHCsHyN-2, M\ CH 5

o ©
M lnc \W/
Et

N
H
Et H O HOAH
+
H

Et N"TR
Et R

Antonio Antiiolo, Santiago Garcia-Yuste,
Antonio Otero, Elena Villaseiior

J. Organomet. Chem. 692 (2007) 4436

On the insertion processes of unsaturated
molecules into the Nb-X o-bond of
“Cp,NbX” moieties (Cp’ = n>-CsH,SiMes;
X=H,C,P)

The Nb-X o-bond of the formally 16-electron
moieties  “Cp,NbX” (Cp’ = 1n°-CsH,SiMej;
X = H, C, P) undergoes insertion processes of
different types of unsaturated molecules,
namely CO, CO,, isocyanates, isothiocyanates,
isonitriles, olefins and activated alkynes.
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the synthesis and reactivity of doubly silyl- \ iy . Y
amido-bridged cyclopentadienyl titanium and B by | mesMeCHs fﬂuN,N\%/ Bu

Synthesis and reactivity of di(silylamido)-
cyclopentadienyl titanium and zirconium
complexes

zirconium chelates is presented with particular
emphasis on the insertion reactions of iso-
cyanides into their M—N and M-C bonds and
the efficiency of their alkyl-free cationic species
as ethene polymerization catalysts and their
deactivation pathways.

Benjamin G. Harvey, Vichien Kulsomphob,
Atta M. Arif, Richard D. Ernst

J. Organomet. Chem. 692 (2007) 4460
Edge-bridged half-open zirconocenes:

Synthesis, characterization, and reaction with
diphenylacetylene

The synthesis and characterization of the half-
open zirconocene, Zr(CsHs)(c-CgHyp)(PEts)
(c-CgHy; = cyclooctadienyl), is described. The
compound shows shorter Zr—C distances for
the cyclooctadienyl ligand, in accord with
expectations of stronger Zr-C bonding relative
to CsHs. This compound reacts with two
equivalents of diphenylacetylene to yield a
bicyclic coupling product.

Michael D. Randles, Anthony C. Willis,
Marie P. Cifuentes, Mark G. Humphrey

J. Organomet. Chem. 692 (2007) 4467

High-nuclearity ruthenium carbonyl cluster
chemistry. 8: Phosphine activation, CO

Reaction of [ppn][Rug(us-P)(u-CO)x(CO)x]
with triphenylphosphine proceeds by loss of
one cluster core vertex, phosphine P-C clea-
vage, and CO insertion into the putative Ru—
phenyl bond to afford [ppn][Rus(u;-P)(u-n-
OCPh)(p-PPh,)(1-CO)(CO),4] in low yield.

insertion, and deruthenation at a phosphido
cluster — X-ray structures of [ppn][Rug(us-
P)(u-CO)x(CO)zg] and [ppn][Rus(ps-P )(H'ﬂz‘
OCPh)(u-PPhy)(p-CO)(CO),7]

Peter H.M. Budzelaar, Betty B. Coussens, DFT studies for model polymerization cata- M M
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Todd W. Graham, Christopher Ong,
Pingrong Wei, Douglas W. Stephan

J. Organomet. Chem. 692 (2007) 4481

Reactions of the titanium-carbide species
CpTi(i*-Me)(u*-NPi-Pr3)(u*-C)(AlMe)s

Reaction of CpTi(u*-Me)(u*-NPi-Pr3)(u*-C)-
(AlMe,); with CISnMe; and MeO3SCF; afford
the species [CpTi(u*-Cl)(u*-NPi-Pr3)(u*-C)-
(1>-Cl)(AlMe)(AlMe>),] 1 and [CpTi(u>-Me)-
(1-NPi-Pr3)(u*-C)(1*-03SCF3)(AlMe)(AlMe),]
2, respectively.

Nobuyuki Komine, Susumu Tsutsuminai,
Masafumi Hirano, Sanshiro Komiya

J. Organomet. Chem. 692 (2007) 4486
Synthesis and reactions of heterodinuclear

organopalladium  complex  having an
unsymmetrical PN ligand

Reactions of novel heterodinuclear organo-
palladium—cobalt complexes having an un-
symmetrical PN ligand (Et,NC,H4PPh,-
>N, P)RPd-ML,, (ML, = Co(CO),; R = Me,
Ph) with CO yield corresponding acyl
complexes (Et,NC,H4PPh,-k*N,P)(RCO)Pd-—
Co(CO)4 (R = Me, Ph). Rate of CO insertion
was significantly faster than those for mono-
nuclear methylpalladium complex, PdMel-
(EtzNC2H4PPh2-K2N,P) and  methylpalla-
dium-cobalt complex with a 1,2-bis(diphenyl-
phosphino)ethane (dppe) ligand, (dppe-
?P,P")MePd—Co(CO),.
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Angelino Doppiu, Ulli Englert, Vera Peters,
Albrecht Salzer

J. Organomet. Chem. 692 (2007) 4495

Optically active rhodium complexes with
indenyl-linked phosphane ligands

The complexation of (S)-[2-(4,7-dimethyl-3H-
inden-1-yl)-1-phenylethyl]diphenylphosphane
with [Rh(p-Cl)(n*-CH,CHb,),], affords the two
diastereomers (S,R,)-Rhz and (S,S),)-Rhy in a
ratio that depends strongly on the solvent. The
complexes undergo oxidative addition of CH;I
with high diastereoselectivity.
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Wen-Hua Sun, Peng Hao, Gang Li, Shu Zhang,
Wenging Wang, Jianjun Yi, Maliha Asma,
Ning Tang

J. Organomet. Chem. 692 (2007) 4506

Synthesis and characterization of iron and
cobalt dichloride bearing 2-quinoxalinyl-6-
iminopyridines and their catalytic behavior
toward ethylene reactivity

The 2-quinoxalinyl-6-iminopyridines and their
iron(IT) and cobalt(I) complexes were synthe-
sized and full characterized. The molecular
structures  of  (E)-N-(1-(6-(quinoxalin-2-yl)pyr-
idin-2-yl)ethylidene)benzenamine and their metal
complexes indicates rotations of the quinoxalinyl
and imino-groups of ligand backbone during co-
ordination, which suggests that the ligands form
sterically-favored coordination with the metal
center with the distorted trigonal-bipyramidal
geometry. Upon activation with MAO, all iron
complexes showed good catalytic activity for
ethylene reactivity; while their cobalt analogues
gave moderate to good activity for ethylene re-
activity in the presence of MMAO.
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Andrea Correa, Giovanni Talarico,
Luigi Cavallo
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Regiochemistry of propene insertion with

group 4 polymerization catalysts from a
theoretical perspective

Steric and electronic effects in the re-
giochemistry of monomer insertion in propene
polymerization promoted by various metallo-
cene, CGC and octahedral group 4 metal cat-
alysts has been investigated by using DFT
methods.

X, %

Primary insertion (1,2)

040
S, o T

Secondary insertion (2,1)

Yuji Hanzawa, Yusuke Oka, Masaya Yabe
J. Organomet. Chem. 692 (2007) 4528
Acylzirconocene chloride: Formation of

carbocycles by palladium-catalyzed cascade
reaction

Acylzirconocene chloride complex as an acyl
group donor reacts with o-carbonyl o,B-en-
ones or with bis-enones to give carbocyclic
compounds under 10 mol% Pd(OAc),-cata-
lyzed conditions, and each reaction was
accelerated by the addition of a stoichiometric
amount of Me,Zn.
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Yalan Ning, Hongping Zhu, Eugene Y.-X. Chen
J. Organomet. Chem. 692 (2007) 4535
Remarkable  Lewis acid effects on

polymerization of functionalized alkenes by
metallocene and lithium ester enolates

Drastic Lewis acid effects on polymerization of
functionalized alkenes mediated by metallo-
cene and lithium ester enolates are observed as
well as elucidated.
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Ying-Feng Han, Jia-Sheng Zhang,
Yue-Jian Lin, Jie Dai, Guo-Xin Jin

J. Organomet. Chem. 692 (2007) 4545

Synthesis and characterization of half-
sandwich iridium complexes containing
2,6(7)-bis(4-pyridyl)-1,4,5,8-tetrathiafulvalene
and ancillary ortho-carborane-1,2-dichalco-
genolato ligands

Binuclear  half-sandwich  dichalcogenolate
carborane iridium complexes 5a and 5b,
connected with 2,6(7)-bis(4-pyridyl)-1.,4.5,8-
tetrathiafulvalene ligands, have been synthe-
sized and characterized structurally.
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Thomas R. Cundari, Aaron W. Pierpont,
Sridhar Vaddadi

J. Organomet. Chem. 692 (2007) 4551
Computational study of methane function-

alization by a multiply bonded, Ni-bis-
(phosphine) complex

Theoretical study of methane functionalization
by a multiply bonded, Ni-bis(phosphine) com-
plex: [2+2] vs [1+2] pathways.

A computational chemistry study of nickel-
catalyzed group transfer to methane is presented.
Analysis of the reaction energetics implies a pos-
sible competition between two mechanisms for
carbene transfer, while for nitrene transfer, the
[1+2] pathway is predicted to be the preferred
route. For phosphinidene transfer, a [2, + 2]
mechanism is preferred. Regeneration of the
active species via a group transfer reagent XE is
highly exothermic. The calculations indicate that
(P ~ P)Ni=E complexes deserve consideration as
plausible starting points in the search for im-
proved hydrocarbon functionalization catalysts.
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Sabine K. Schneider, Jiirgen Schwarz,
Guido D. Frey, Eberhardt Herdtweck,
Wolfgang A. Herrmann

J. Organomet. Chem. 692 (2007) 4560

Chiral, bridged bis(imidazolin-2-ylidene)
complexes of palladium

A systematic study of chiral bis(imidazolin-2-
ylidene)palladium(II) complexes is presented,
bearing the chiral group on the ring nitrogens.
A structural proof of the chiral palladium(II)
complexes is represented by a X-ray diffraction
study.

Winfried P. Kretschmer, Bart Hessen,
Awal Noor, Natalie M. Scott, Rhett Kempe

J. Organomet. Chem. 692 (2007) 4569
Highly  active/selective and  adjustable

zirconium polymerization catalysts stabilized
by aminopyridinato ligands

Sterically very demanding aminopyridinato
ligands stabilize thermally robust, highly active
and selective zirconium ethylene polymeriza-
tion catalysts. Small changes in the bulky
ligand periphery can be used to fine tune the
nature of the formed polymers and even
“living” ethylene polymerization at elevated
temperatures (50 °C) can be observed.

Christian Gorl, Helmut G. Alt
J. Organomet. Chem. 692 (2007) 4580

Influence of the para-substitution in
bis(arylimino)pyridine iron complexes on the
catalytic oligomerization and polymerization
of ethylene

A series of nine iron complexes with halogen
or alkynyl functionalized bis(arylimino)pyr-
idine ligands was synthesized and character-
ized. After activation with methylalumoxane
(MAO), these catalysts oligomerize or poly-
merize ethylene to give highly linear products.
The influence of substituents in the para-
position of the iminophenyl rings was
investigated.
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Klaus Harms, Frank Glorius
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Carbohydrate-containing
carbene complexes

N-heterocyclic

Novel carbohydrate bearing imidazolium salts
have been synthesized and used for the in situ
generation of the corresponding N-hetero-
cyclic carbenes 1. These compounds were
successfully used as catalysts of the conjugate
umpolung of cinnamaldehyde to form -
butyrolactones. In addition, silver and palla-
dium complexes of these N-heterocyclic car-
benes were synthesized and structurally
characterized.
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Lewis M. Broomfield, Yann Sarazin,
Joseph A. Wright, David L. Hughes,
William Clegg, Ross W. Harrington,
Manfred Bochmann

J. Organomet. Chem. 692 (2007) 4603

Mixed-ligand iminopyrrolato-salicylaldiminato
group 4 metal complexes: Optimising catalyst

Mixed-ligand titanium (iminopyrrolato)(sali-
cylaldiminato) complexes activated with MAO
are highly effective ethylene/propylene co-
polymerisation  catalysts.  Activities and
comonomer incorporation significantly ex-
ceeds those of either (N-N),Ti or (N-O),Ti
systems.
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J. Organomet. Chem. 692 (2007) 4612
Zirconocene-promoted coupling reaction of

terminal acetylenes to geminal enediynes in
the presence of p-chloranil

inal acetylenes to zirconoenediynes in the
presence of p-chloranil. Moreover, the result-
ing zirconoenediynes could be transformed
into a variety of geminal enediynes through
coupling reaction with electrophiles.
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Joshua G. Pierce, David L. Waller, Peter Wipf
J. Organomet. Chem. 692 (2007) 4618
Synthesis of functionalized isoindolinones:

Addition of in situ generated organoalanes to
acyliminium ions

Addition of in situ generated di- or trisub-
stituted alkenylalanes to N-acyliminium ions
provides rapid access to functionalized iso-
indolinones. Subsequent ring closing meta-
thesis leads to tricyclic products. These
transformations proceed under mild condi-
tions and allow for the convergent synthesis of
biologically significant scaffolds from readily
available starting materials.
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Ekkehardt F. Hahn, Beate Heidrich,
Alexander Hepp, Tania Pape

J. Organomet. Chem. 692 (2007) 4630

Coordination compounds of N,N’-olefin
functionalized imidazolin-2-ylidenes

Palladium and nickel complexes with imida-
zolin-2-ylidene ligands bearing N-olefin sub-
stituents have been prepared from Pd(OAc),
or [Ni(NCCH;)6l(BF,),. X-ray diffraction
studies revealed formation of cis or trans
square-planar complexes. Bromine abstraction
from monocarbene cyclopentadienyl nickel
complexes gave the trigonal-pyramidal nick-
el(IT) complexes featuring N-allyl double bond
coordination.
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Jin Woo Lee, Won Ho Jo
J. Organomet. Chem. 692 (2007) 4639

Theoretical investigation on the model active
site for isotactic polypropylene in hetero-
geneous Ziegler-Natta catalyst: A density
functional study

The reaction mechanism of the stereoselective
insertion of propylene monomer into the
model active site created by Ti,Cl; adsorption
on the (100) surface of MgCl, has been
investigated by using DFT calculations.

John J. Eisch, Paul O. Fregene, John N. Gitua
J. Organomet. Chem. 692 (2007) 4647
The epimetallation and carbonation of

carbonyl and imino derivatives: Epivana-
dation route to 2-amino and 2-hydroxy acids

The feasibility of hydrocarboxylating carbonyl
and imino derivatives by a two-step process of
epimetallation and carbonation has been de-
monstrated with 9-fluorenone and 9-fluor-
enone anil. With LiVH, as the epimetallating
agent, the process yielded 75% of 9-hydroxy-9-
fluorenecarboxylic acid and 65% of 9-(N-phe-
nylamino)-9-fluorenecarboxylic acid. Epime-
tallating reagents of vanadium and titanium
also show promise.
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Shawn M. Nettles, Jeffrey L. Petersen
J. Organomet. Chem. 692 (2007) 4654

Synthesis and structural characterization
of [(CsHy4)SiMex(N-z-Bu)]Ti[(0-CsH4)C(Ph)=
C(Ph)], generated via an alkyne-Ti benzyne
coupling reaction

The thermolysis of [(CsH4)SiMe,(N-7-Bu)]-
TiPh, in the presence of diphenylacetylene
proceeds at 80 °C in cyclohexane solution
with the formation of the titanacyclic
complex [(CsHy)SiMey(N-7-Bu)]Ti[(0-CsHy)-
C(Ph)=C(Ph)], which has been characterized
by NMR and X-ray crystallography.
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Lee D. Henderson, Warren E. Piers
J. Organomet. Chem. 692 (2007) 4661
Ion pair symmetrization in metallocenium

cations partnered with diborane derived
borate counteranions

The thermodynamics of ion pair symmetriza-
tion in a series of metallocenium species gen-
erated from Cp)ZrMe, (Cp” = 1,2-Me,CsHj3)
were studied using a variety of dynamic NMR
techniques.
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Philippe Richard, Philippe Meunier

J. Organomet. Chem. 692 (2007) 4669

Exploring reactivity of a bis-sulfonium
zirconocene-ate dimer: Synthesis of various
zwitterionic phosphonium anionic zirconocene
complexes

A new class of stable zwitterionic phospho-
nium anionic zirconocene complexes contain-
ing at least one group 16 atom directly bonded
to zirconium was prepared from reactions of
a bis-sulfonium zirconocene-ate dimer with
methylpropiolate, benzaldehyde, carbon dis-
ulfide and more simply with elemental sulfur
and heavier chalcogens.
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Effect of ketimide ligand for ethylene poly-
merization and ethylene/norbornene copoly-
merization catalyzed by (cyclopentadienyl)-
(ketimide)titanium complexes-MAO catalyst
systems: Structural analysis for Cp TiCl,
(N=CPh,)

Effects of the ketimide substituents for ethy-
lene polymerization and ethylene/norbornene
(NBE)  copolymerization by  Cp'TiCl,
(N=CR'R®) [Cp'=Cp (1), Cp (2;
R'R? = 'Bu,'Bu (a), ‘Bu,Ph (b), Ph,Ph (c)-
MAO catalysts were investigated, and the
structure of 2¢ was determined by X-ray
crystallography.
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Philip P. Fontaine, Albert Epshteyn,
Peter Y. Zavalij, Lawrence R. Sita

J. Organomet. Chem. 692 (2007) 4683

Regio- and stereospecific syntheses and
structural characterization of alkyl-substituted
1,3-diene complexes of cyclopentadienyl-
zirconium amidinates of the general formula:
(1°-CsMes)Zi{N(‘Pr)C(Me)N(Pr)](c°,m-C4HsR)
(R = Me or Et)

New synthetic methods have been developed
that provide several derivatives of the titled
family of compounds in regio- and stereo-
specific fashion and for which structural
characterization support a Zr(IV) o°,n-
metallacyclopent-3-ene  limiting resonance
form.
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Daniela V. Vitanova, Frank Hampel,
Kai C. Hultzsch

J. Organomet. Chem. 692 (2007) 4690

(+)-Neomenthyl- and (-)-phenylmenthyl-
substituted cyclopentadienyl and indenyl
yttrocenes as catalysts in asymmetric
hydroamination/cyclization of aminoalkenes
(AHA)

The synthesis of chiral terpenoid-substituted
yttrocene complexes, in particular the yttrium
analogue of Erker’s neomenthylindenyl zirco-
nocene is reported. The application of these
complexes in asymmetric hydroamination/
cyclization of aminoalkenes was investigated.

Julia Hitzbleck, Klaus Beckerle, Jun Okuda
J. Organomet. Chem. 692 (2007) 4702
Half-sandwich  dibenzyl  complexes  of

scandium: Synthesis, structure, and styrene
polymerization activity

Half-sandwich dibenzyl complexes of scan-
dium have been synthesized, structurally
characterized and tested as syndiospecific
styrene polymerization catalysts upon cationi-
zation.

Stephen A. Miller
J. Organomet. Chem. 692 (2007) 4708
Insertion vs. site epimerization with singly-

bridged and doubly-bridged metallocene
polymerization catalysts

A statistical model has been employed to de-
termine the unidirectional site epimerization
probability, , during propylene polymerization
with singly-bridged and doubly-bridged C,-
symmetric  metallocenes  activated  with
methylaluminoxane. Generally, the probability
of site epimerization increased as follows:
carbon  singly-bridged catalysts < doubly-
bridged catalysts < silicon singly-bridged cat-
alysts.

Hidenori Hanaoka, Takahiro Hino,
Masaaki Nabika, Tetsuya Kohno,

Kazunori Yanagi, Yoshiaki Oda, Akio Imai,
Kazushi Mashima

J. Organomet. Chem. 692 (2007) 4717

Synthesis and characterization of titanium
alkyl, oxo, and diene complexes bearing a
SiMe,-bridged phenoxy-cyclopentadienyl
ligand and their catalytic performance for
copolymerization of ethylene and 1-hexene

A series of titanium alkyl, oxo, and diene
complexes bearing a SiMe,-bridged phenoxy-
cyclopentadienyl ligand were synthesized and
characterized, and their catalytic behavior for
copolymerization of ethylene and 1-hexene
was investigated. X-ray analysis of 1,4-diphe-
nyl-1,3-butadiene complex revealed that the
diene ligand coordinates in s-cis fashion to
titanium with a prone orientation. Poly-
merization study revealed that the alkyl com-
plexes and the diene complexes showed higher
activities than the starting dichloride at
130 °C.
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Alexander Zeller, Georg Eickerling,
Eberhardt Herdtweck, Martin U. Schmidt,
Thomas Strassner

J. Organomet. Chem. 692 (2007) 4725

Polymorphism of a nickel polymerization
catalyst

Polymorphism of a nickel(II)salicylaldiminato
polymerization catalyst is reported, the two
structures differ significantly in the coordina-
tion geometry of the central metal atom.
Lattice energy calculations were used to ana-
lyze the different solid state structures.

Guangwei Wang, Gangguo Zhu, Ei-ichi Negishi
J. Organomet. Chem. 692 (2007) 4731

Zirconium-catalyzed methylalumination of
heterosubstituted arylethynes: Factors
affecting the regio-, stereo-, and
chemoselectivities

The Zr-catalyzed methylalumination of het-
erosubstituted arylethynes containing O, S, Cl,
and Si can proceed in high yields (>70%) and
in a highly regio- and stereoselective manner
( = 98-99%), although SO,Ph, Br, and Cl in a
benzylic position present serious chemoselec-
tivity-related problems. The low regioselec-
tivity of 60% initially observed with o-
ethynylphenol (la) has been elevated to
> 98% through the use of either a catalytic
amount of Zr(ebi)Cl, or Zr(2-Me-Ind),Cl, or,
more conveniently, the stoichiometric amount
of ZrCp,Cl,, ZrCp,MeCl, or ZrCp,Me, in
conjunction with the use of a deficient amount
(0.9 molar equiv.) of I,.
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Me

(i) Me3Al (3 eq), ZrCp,Cl, (5%)
H,0 (1 eq), CHCly
(i)l (150 THE

85%, B/o. = 60/40

=z
__|(i) MegAl (3 eq), Hz0 (1 eq),
ZrCp,Cl, (1 eq) 00-4&
1a OH | o1 Zr(ebi)Cl, (5%)

(ii) 12 (0.9 eq), THF B-4a 298% regio- and
70-74% stereoselective

OH B4a

Ralf Jackstell, Anne Grotevendt,
Dirk Michalik, Larbi El Firdoussi,
Matthias Beller

J. Organomet. Chem. 692 (2007) 4737
Telomerization and dimerization of isoprene

by in situ generated palladium-carbene
catalysts

The palladium-catalyzed telomerization of
isoprene with methanol and dimerization of
isoprene has been studied in presence of pal-
ladium and imidazolium salts, which form in
situ carbene ligands. A selectivity switch from
the telomerization to the dimerization product
occurred by using different substituted ligands.

/ /W
0.005mol%Pd 0.002mol%Pd dimers
+ X o A 4 dime
~ oro! 2 )\/ trimers
W Na'PrO/ProH NaOMe/MeOH _{ N 7
+
+trimers
PN

Yaofeng Chen, Brycelyn M. Boardman,
Guang Wu, Guillermo C. Bazan

J. Organomet. Chem. 692 (2007) 4745
A zwitterionic nickel-olefin initiator for the

preparation of high molecular weight
polyethylene

Addition of 2 equiv. B(C¢Fs); to [3-(2,6-
diisopropylphenylimino)-but-1-en-2-olato](n -
benzyl)(trimethylphosphine)nickel (1) results
in the formation of 2-tris(pentafluorophenyl)
borate-3-(2,6-diisopropylphenylimino)-but-1-
ene(n>-benzyl)nickel (2), in which the borane
coordinates to the oxygen of the ligand and
forces binding of the olefin to nickel. Com-
pound 2 can be used to initiate the homo-
polymerization of ethylene to obtain high
molecular weight materials.
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Ka-Ho Tam, Jerry C.Y. Lo, Zhengqing Guo,
Michael C.W. Chan

J. Organomet. Chem. 692 (2007) 4750

Cyclometalated group 4 complexes supported
by tridentate pyridine-2-phenolate-6-(c-aryl)
ligands: Catalysts for ethylene polymerization
and comparisons with fluorinated analogues

The pictured post-metallocene complexes
(M =Ti, Zr, Hf) bearing the aromatic o-
carbanion as a chelating group have been
prepared as olefin polymerization catalysts.
The impact of different substituents on the o-
aryl moiety, especially at the R! position, upon
spectroscopic and polymerization character-
istics have been examined.

"H NMR spectrum

(CgDg) for CH, region

(M=Ti,R'=Cl)

ppm 4.2

Shuqgiang Niu, Agnes Derecskei-Kovacs,
Michael B. Hall

J. Organomet. Chem. 692 (2007) 4760

A unique coplanar multi-center bonding
network in  doubly  acetylide-bridged
binuclear zirconocene complexes: A density
functional theory study

A unique m-conjugative six-center-six-electron
bonding network was revealed in the doubly
acetylide-bridged binuclear group 4 metallo-
cene complexes. The coplanar multi-center
bonding interaction between the metal centers
and acetylide ligands not only significantly
stabilizes the doubly acetylide-bridged com-
plexes but also lowers the isomerization bar-
rier.

Robby A. Petros, James M. Camara,
Jack R. Norton

J. Organomet. Chem. 692 (2007) 4768

The ability of various enantiopure zircono-
cenes to catalyze the asymmetric methyl-
alumination of allylbenzene has been tested.
The enantioselectivity of an ethylene(Ind),-

R
AR; + /\R_ - . Rzﬂ\)'\Rl

2 2
zh0 O -

Enantioselective methylalumination of ZrCL/MAO system is the same as that of au-
a-olefins thentic methyl cation generated with Ph;C*
from ethylene(Ind),ZrMe,, confirming that the
methyl cation is the active catalyst from ethyl-
ene(Ind),ZrClL,/MAO.
Emily C. Volpe, Andrew R. Chadeayne, When subjected to KO'Bu in Et,O, the bro- KOtBu @ Ol . )
Peter T. Wolczanski, Emil B. Lobkovsky mides  (2-aryl-pyridine)BrNi{(2-aryl-kC?)pyr- AN 10 w Y s oz
J. Organomet. Chem. 692 (2007) 4774 idine-kN}  (aryl = phenyl, V2a; tolyl, 2b) R=:,L 3[":;0 ’ T
generated the entitled bis-cyclometalated ) ey 2] -nots
Heterolytic CH-bond activation in the compounds, Ni{(2-aryl-kC?)pyridine-kN}, ey 2]
synthesis of  Ni{(2-aryl-kC?)pyridine-kN}, (aryl = phenyl, 3a; tolyl, 3b), whose low spin

and derivatives

configuration and rippled geometry were con-
firmed by X-ray crystallography and a DFT
study.
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Pierluigi Mercandelli, Angelo Sironi,
Luigi Resconi, Isabella Camurati
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Comparing propene polymerization with 1-
butene polymerization catalyzed by MAO-

The propene and 1-butene polymerization be-
havior of a series of C,- and C,-symmetric
zirconocenes has been reexamined. An attempt
at rationalizing the observed influence of the
olefin size on stereoselectivity on the basis of
QM/MM calculations is reported.

activated C,- and Cj-symmetric zirconocenes:
An experimental and computational study on re
the influence of olefin size on stereoselectivity

Shun Ohta, Yasuhiro Ohki, Yohei Ikagawa,
Rie Suizu, Kazuyuki Tatsumi

J. Organomet. Chem. 692 (2007) 4792

Selective preparation of a series of heteroleptic i
thiolate complexes of iron(II) have been
achieved using acid—base reactions of an iron—

amide complex Fe{N(SiMes),}, with various HSAr 24
. . . . . N—Fe—§
Synthesis and characterization of heteroleptic PUIkY thiols. All new complexes have l?een HSAP Si “Ar
iron(Il) thiolate complexes with weak iron— identified by X-ray crystallography. The iron or

center weakly interacts with the aromatic ring
of thiolate ligands.
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