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Azidation of amines using azido imidazolium salt (Department of Applied Chemistry, Kyushu
Institute of Technology) O Masato Tsuzaki, Kazuki Otsuka, Hirokazu Shimooka, Tatsuo
Okauchi, Mitsuru Kitamura

Previously we developed diazo transfer reaction using 2-azido-1,3-dimethylimidazolinium
hexa fluoro phosphate (ADMP) to primary amines giving azido compounds. However, low
nucleophilic primary amines were not suitable for the reactions. We synthesized new azido
imidazolinium salt (IPrAP) having bulky aryl groups on its nitrogen in the ring, which shows
good diazo transfer ability to low nucleophilic amines.
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Tablel  Ar—NH, +  IPrAP DMAP (20€4)_  ar-n=N=N
(1.2 equiv.) toluene
entry Ar conditions yield (%)?
Rl
1 , Rl=H, R?= Ac rt,4h 88 [87]°
2 R R!= H, R2= NO, 50 °C, 2.5 h 94 [63]°
3 Rl Rl=Cl, R>=H 50 °C, 4 h 41 [15]
on{ )
4 50°C, 4 h 83 [40]

a) [ |[AIZADMPZFHL =B D ULE [ADMP (2 equiv.), DMAP (3 equiv.), CH3CN, 50 °C, 5-6 h]
b) In THF. c) In PhCI.
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