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Br

SiR3
3

SiR3
3

SiR3
3

SiR3
3

H
n

n

n
H

O

X

Br SiMe3

SiMe3

SnBu3

SiMe3

SiMe3

n

nn

n

R1O

R1O

R1O

R1O

OR1

OR1

OR1

OR1

OR1

R4

R4

OR1

R2

R2

R2

R1O R1O
R1O

R2

OR1

Diastereoselective approach to 11-aryl steroid skeletons through a cobalt(I)-mediated [2D2D2]
cyclization of allenediynes

pp 10582–10593

Marc Petit, Corinne Aubert* and Max Malacria*

Ph O

• CpCo(CO)2

xylenes, hν, ∆

SiO2

 CH2Cl2

O
Ph

90%

O
Ph

CoCp
60%

10469Contents / Tetrahedron 62 (2006) 10467–10470



Enantioselective total and formal syntheses of paroxetine (PAXIL) via phosphine-catalyzed enone
a-arylation using arylbismuth(V) reagents: a regiochemical complement to Heck arylation

pp 10594–10602

Phillip K. Koech and Michael J. Krische*

HN

FOO

O

(-)-Paroxetine (Paxil)

PBu3 (10 mol%)
Ar3BiCl2 (110 mol%)

BnN

O

BnN

O
F

79% Yield

i-Pr2NEt (100 mol%) 
CH2Cl2-t-BuOH (9:1)

25 °C

Exposure of dihydropyridinone 1 to the arylbismuth(V) reagent (p-F-Ph)3BiCl2 in the presence of substoichiometric quantities of
tributylphosphine results in aryl transfer to the transiently generated (b-phosphonio)enolate, ultimately providing the a-arylated
enone 2. This transformation, which represents a regiochemical complement to the Mizoroki–Heck arylation, is used strategically
in concise formal and enantioselective total syntheses of the blockbuster antidepressant (�)-paroxetine (PAXIL).
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The cover graphic illustrates a projected synthesis of ovalicin which takes place through the cross-conjugated triene inter-
mediate generated in excellent yield using a rhodium(I)-catalyzed allenic Alder-ene reaction discovered in our group.
� 2006 K. M. Brummond. Published by Elsevier Ltd.

Abstracted/indexed in: AGRICOLA, Beilstein, BIOSIS Previews, CAB Abstracts, Chemical Abstracts. Current Contents:
Life Sciences, Current Contents: Physical, Chemical and Earth Sciences, Current Contents Search, Derwent Drug File,
Ei compendex, EMBASE/Excerpta Medica, Medline, PASCAL, Research Alert, Science Citation Index, SciSearch. Also
covered in the abstract and citation database SCOPUS�. Full text available on ScienceDirect�

ISSN 0040-4020

10470 Contents / Tetrahedron 62 (2006) 10467–10470


	New applications of metal catalysis in natural product synthesis

