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Corey—Fuchs reaction
One-carbon homologation of an aldehyde to dibromoolefin, which is then treated
with #-BuLi to produce a terminal alkyne.

R—CHO CBry, PPh3

R Br  pBuLi
> — R
Zn H Br

— H

BriC— 8’ \:pph,

S22 o @
— > CBrz + Br—PPh;
©Br
® 2
B’rlPPh3 S\2 Pr@ Sn2
A ———— Br——PPh;
© CBry Br
O
Br, o @ RAH R Br
Br, «+ PPh,
Br

+  O=PPh;
H Br
Wittig reaction (see page 578 for the mechanism)

BI’2

+ Zn —— ZnBn,
R Br
= R——PBr acidic
H Br — ° — » R—=9© —— > R——H
Bu workup
Bu®
Example 1°

oM /% Br 0
Me 9 o CBry, PhyP, CH,Cl :
OHC N
= OTBS

0
Br Y 3
rt, 35 min., 90% _ OTBS

3.0 eq. n-BuLi/hexanes, THF

F
—78°C, 1 h;rt, 1 h, 99%
OH
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Example 2’
Br.
/ Br .
@4 CBry, Zn nBuli = — H
Fe o Fe
@ PPhs, quant. 75% @
Example 3*
: : 1. CBry, PhsP, Zn, CH,Cl A A
= = CHO 4 3 212 %
OTBS 2. n-BuLli, then NH,CI, 90% OTBS
Example 4'"°

4 equiv CBry

8 equiv PPhg H
@[CHO 8 equiv Zn n-BuLi, n-hexane
CHO  CH,Cl,, 0°C tort —78°Ctort, 1 h, 96%
3 h, 94% H

7\
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