NEW CA Selects
for 1990!

CA Selects are a series of fortnightly current awareness bulletins reporting
on the latest research findings, patents, books and conference proceedings
in over 230 different subject areas.

Six of the new titles introduced in 1990 cover:
Activated Carbon [ ] Adsorption [ ] Drug Analysis in Biological Fluids [ ]
Elastomers [ ] Polymerization Catalysts [ ] Polyacrylates (Patents) []

A further 16 new titles previously offered as BIOSIS/CAS Selects are now
available in the CA Selects series:

Monoclonal Antibodies [] Pesticide Analysis [[] Anticonvulsants &

Nitrogen Fixation [ Ulcer Inhibitors [0  Antfiepileptics O

Nutritional Aspects of Cancer [J Virucides & Virustats (] Antifungal & Antimycotic Agents [

Occupational Exposure & Allergy & Antiallergic Agents [0 Drug Interactions O
Hazards [] Alzheimer's Disease & Related Indoor Air Pollution ]

Osteoporosis & Related Bone Loss [[]  Memory Dysfunctions [] Leukotrienes ]

Immunochemical Methods O

For further information and a free sample issue of the new fitles that
interest you, simply tick the boxes and return this page to the address below,
with your business card attached.

Please return to:

The Secretary, Chemical Abstracts Service,
c/o Royal Society of Chemistry,

Thomas Graham House, Science Park,
Milton Road, Cambridge CB4 4WF,
United Kingdom
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ALDRICH

TMM Equivalents

The [3 + 2] cycloaddition of TMM (trimethylenemethane, 1) and olefins is an important method of quinane (cyclopentane) annulation.
Through the extensive efforts of Professor Barty Trost’s group, this annulation method has now become a practical synthetic trans-
formation promising widespread applicability in organic synthesis.
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Previous attempts to capture TMM or stable TMM metal ad-
ducts usually resulted in poor yields and/or selectivity. The Trost
modification uses silylated compounds 2 and 3 as well as car-
boxylate and sulfonate esters of 4. These compounds provide con-
venient and stable (clear, colorless liquids at room temperature)
alternatives to TMM metal adducts or the bicyclic azo adduct
of TMM. The TMS group of 2 or 3 functions as a carbanion-
equivalent site whereas the acetate or halide group functions as
a carbocation-equivalent site. They are readily activated with cata-
lytic quantities of palladium,’ nickel’ or molybdenum?® salts and
participate in the cycloaddition reactions as fleeting reactive in-
termediates. Retention of E-olefin geometry, high diastereoselec-
tivity and good regioselectivity are some of the salient features
of this method. The following examples illustrate the utility of
these four-carbon synthons.

Synthesis of (+ )-Brefeldin-A:*

The highly functionalized macrocyclic antibiotic, brefeldin-A,
was prepared from 2 and § by Trost and co-workers in seven-
teen steps.

16 steps

( =+ )-Hirsutene Synthesis:'

Binger and co-workers used the relatively easy conversion of
an exo-methylene group to a gem-dimethyl group in developing
a synthesis of hirsutene. The appropriate methylenecyclopentane
intermediate was prepared utilizing the TMM cycloaddition
method.
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5 steps

An Approach to Polyhydroazulenes:’

Trost and co-workers recently extended the TMM cycloaddi-
tion method to include the synthesis of a polyhydroazulene skele-
ton which is the core ring system for many natural products. The
cisoid-diene component of this [4 + 3] cycloaddition was prepared
using an interesting intramolecular ene-yne cyclization process.

TBSO OTBS COzMe
C=CCO,Me 5 mol % F’d(OAc)2
e “Pmassc
71% isolated yield
OTBS CO,Me

OAc SiMe, (2
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2.4:1 mixture of seven-membered ring products

As illustrated above, the TMM cycloaddition is fast becoming
a very useful method not only of methylenecyclopentannulation
but also for synthesizing other useful skeletal fragments such as
methylenepyrrolidines,** tetrahydrofurans,® cyclopentenes,” and
hydroazulenes.*

TMM equivalents are important and useful for organometal-
lic chemists as well. Aldrich now offers reagents 2, 3, 4 and many
other reagents used in Professor Trost’s annulation chemistry.
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33,983-0 2-[(Trimethylsilyl)methyl]-2-propen-1-yl acetate,
9% (2) 1g $20.50; 5g $69.00
31,834-5 2-Chloromethyl-3-trimethylsilyl-1-propene, 97% (3)
1g $18.55; 5¢ $67.30
34,111-8 2-[(Trimethylsilyl)methyl]-2-propen-1-ol (4)
250mg $16.00; 1g $55.00

chemists helping chemists in research & industry

aldrich chemical co.

® p.0. Box 355, Milwaukee, Wisconsin 53201 USA ¢ (414) 273-3850




