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Metathesis reactions

« Palladium chemistry can be used to prepare N, O-acetals
— Performing the reaction at reflux provides the vinyl ether isomer

T,

PHN™ ~CO,Me > BnO CO,Me
Pd(OACc),, dppp, NEt;, MeCN, rt

(0]
where P=Ts or Ns (d8r51é1)
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Metathesis reactions

» Grubb’s catalyst provides the pipecolic acid derivative

N Cl,(Cy5P),Ru=CHPh =
e
BnO

[F\’l CO,Me CH,Cly,rt BnO [F\’l CO,Me

90-95%

Tjen, K. C. M. F,; Kinderma, S. S.; Schoemaker, H. E.; Hiemstra, H.; Tutjes, F. P. J. T.
J. Chem. Soc., Chem. Commun., 2000, 699.
See also Kinderman, S. S.; van Maarseveen, J. H.; Schoemaker, H. E.; Hiemstra.;
Rutjes, F. P. J. T. Org. Lett., 2001, 3, 2045.

DSM Research - Geleen - The Netherlands



Unlimited. DSM

Metathesis example

* The reaction can be used to close a macrocyclic ring in a
tetrapeptide
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Metathesis example

» The cyclisation can be used to access cystine isosteres

NHBoc
O .
=z Cr b
- 1. DCC, DMAP OH @C I
PN g
BocHN™ "CO,H 2. DCC, DMAP / O

: g

BocHN” ~CO,H S
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