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Recent progress in the preparation of alkenylzirconocenes, the transmetalation of zirconium to zinc, palladium, and rhodium, and lithium
carbenoid insertions via the 1,2-metalate rearrangement are reviewed. In addition, the regioselective alkylzirconation of alkynes and
Zr-promoted cyclizations of diynes are discussed.

ARTICLES

Zirconium-catalyzed preparation of aluminacyclopentanes and synthesis of five- pp 1281-1286
membered carbo- and heterocycles
Usein M. Dzhemilev,* Askhat G. Ibragimov, Ruslan R. Gilyazev and Leila O. Khafizova

Aluminacyclopentanes, generated in situ by cycloalumination of R + Etalcl,
a-olefins using trialkyl- or alkylhalogenalanes in the presence of R R iz | we R R
Cp,ZrCl, were found to react selectively with carboxylic esters, K RICO,R? RIPCI, §
thionyl chloride, dichlorophosphines and dichlorosilanes to give i ” [cal P
L - R
5-membered carbo- and heterocycles in high yields. R” *oH 2, g }|?1
Al
R’ R I R‘ R
‘]\—f socl, Et RIRZSICI,
s -40°C [Cu] si
[21] = Cp,ZeCl, R R

1257



1258 Contents / Tetrahedron 60 (2004) 1257-1262

Cyclo- and carbomagnesiation of 1,2-dienes catalyzed by Zr complexes pp 1287-1291
Usein M. Dzhemilev,* Vladimir A. D’yakonov, Leila O. Khafizova and Askhat G. Ibragimov

R
+ — + R -— — — —
Mg Mg Mg

~0°C Mg
Et,Mg e EtMgBr
MgE
iz Mg*, [Ti] Tl* 9E,
MgEt EtM Et Et.  MgEt 1y R R
/=& + H + >—§ -~ [2r] = Cp,ZrCl, — Emﬁ
R Et R R 20°C

[Ti] = Cp,TiCl, MgEt MgEt

The reaction of EtMgR’ (R'=Et, Br) with 1,2-dienes in ethereal solutions catalyzed by Zr and Ti complexes was found to afford the products
of cyclo- and (or) carbomagnesiation.
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Synthesis of an enantiomerically pure 2,2,4-trisubstituted cyclobutanone building block
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Reaction of oxazirconacycloheptenes with aldehydes mediated by CuCl: one-pot synthesis
of tetrahydrofuran derivatives from four different components involving two molecules

of the same or different aldehydes, an ethylene and an alkyne
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A multifaceted zirconium collage provides a timely overview of the creativity and power of modern synthetic methodologies.
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