100 Name Reactions

Cadiot—Chodkiewicz coupling

Bis-acetylene synthesis from alkynyl halides and alkynyl copper reagents.
Cf. Castro—Stephens reaction.

R——X + Cu——R? R———=—R?
) oxidative )|<
R'——X + CuU——R = — R2?
addition Cu R
Cu(IIT) intermediate
reductive
- > CwX + R————=-R?
elimination
Example 1°
cat. CuCl, NH,OH-HCI
— Br + = = =
OH EtNH,, MeOH OH
30-40 °C, 70-80%
Example 2’
cat. CuCl, NH,OH+-HCI
TBS—= + gr—=—( OH TBS%<\_/OH
30% n-BuNH,, H,0, 92%
Example 3’
MeO OMe MeO OMe
C n=1to7
7 A\ / \ n=1,8%
H H CuBr, NH,OH+HCI n=2 11%
n=3,32%
Br Br piperidine, MeOH A\ 74 n=4,8%
rt, 3.5 h, 80% n=5,13%
N\ Y (> n=8,3%
MeO OMe n n=7,8%
MeO OMe

Example 4, Cadiot—Chodkiewicz active template synthesis of rotaxanes and
switchable molecular shuttles with weak intercomponent interactions'’

1. 1 equiv n-BulLi

| X
= <:> . THF, -78 °C
——H
; < > < > 0o 2.1 equiv Cul, 0 °C
= 3.1 equiv3

S | 1 1 equiv 2
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