
2 0 0 6  ©  T H I E M E  S T U T T G A R T  •  N E W  Y O R K 781

Category

Synthesis of 
Materials and 
Unnatural Products

Key words

benzidine 
rearrangement

hydrazines

Buchwald–Hartwig 
reaction

H . -M .  K A N G ,  Y . - K .  L IM ,  I . - J .  S H I N ,  H . - Y .  K I M ,  C . -G .  C H O *  (H A N Y A N G  U N IV E RS IT Y ,  

S E O U L ,  K O R E A )

Regioselective [5,5]-Sigmatropic Rearrangement Reactions of Aryl Hydrazides

Org. Lett. 2006, 8, 2047-2050.

A Quick Approach to Valuable Building Blocks 
Using Multiple Benzidine Rearrangements

Significance: Cho and co-workers report a clever 
strategy, founded on a modern re-exploration of 
the benzidine rearrangement chemistry, which en-
ables the very rapid preparation of a great diversi-
ty of building blocks containing the benzidine 
(4,4′-diaminobiphenyl) unit. Palladium-catalyzed 
C–N bond formation between ortho- or meta-sub-
stituted N-aryl hydrazines and halobenzenes gives 
N,N′-diaryl hydrazines in excellent yield. Treatment 
with hydrochloric acid affords the desired rear-
ranged benzidines in a selective manner. 

Comment: The resulting building blocks are of 
great interest as possible monomers not only for 
polyaramides and polyimides, but also for conju-
gate polymers after conversion of the resulting 
aminobiphenyls into halobiphenyls to be used as 
cross-coupling partners. Other promising applica-
tions that arise from the derivatization of these 
building blocks include hole-injection layer materi-
als for light-emitting devices and versatile scaf-
folds for molecular recognition and host–guest 
chemistry.
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