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Taunton and co-workers have reported a one-step racemization free 
organolithium-mediated diversification of peptide thiazoles.43 A mild 
procedure for the C5 lithiation of 2,4-disubstituted thiazoles has been 
described in this report, and an example is shown below. The method is 
compatible with TV-Boc, JV-trityl, carboxylic ester, and carboxamide 
protecting groups and has been used to functionalize directly the thiazole ring 
of cyclopeptide natural products. 

0^° 

H 

BnO 
H' 

r-N 

[| > -S iMe 3 

2-TST 
» 

DCM, 0 °C 

96% 

M e ^ / M e 

HgCI2 

MeCN 
H20 

86% 

HO 

dr 95% 

N 

Me 

O 

Me 

, ^ 0 

BnO 
N 
Me 

NaH, 
BnBr 

96% 

Me ™e 

cT9 s-

NaBH4 

MeOH 
-10 °C 

• 
70% 

BnO 
N 

Mel 
MeCN 
reflux 

94% 

BnO 

© 

@W 
N' 
Me 

-N 
[T V S i M e 3 = 

G 
CHO 

formyl anion 

A key feature of the thiazole deprotonation chemistry is its potential 
as a latent formyl group in the assembly of tightly functionalized, chiral 
molecular architecture. The use of 2-(trimethylsilyl) thiazole (TST) as a 
formyl anion equivalent has been well investigated and popularized by 




