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sp-Triplet nitrene
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sp2-Singlet nitrenes
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s, being estimated at 145 kJ/mole for nitrene (f\iH) itself compared with 32-42 kJ/mole
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282 ADVANCED ORGANIC CHEMISTRy

——
In this reaction azides may be alkyl, aryl, acyl and sulphonyl.
0 O
I A Le
R—0O—C—N; -o—r_h—v—) R—O—C—N -(2)
A ..
— R—SO,—N
R—SO, N3 —OT';’—') /. g . (3)

(2) From Sulphinylamines : Sulphinylamines on thermolysis give phenyl nitrenes.

Sulphinylamines are readily prepared from aniline and thionyl chloride.

SOCl
Ar—NHy —— Ar—N=S=0

(3) From Nitro and Nitroso Compounds : Deoxygenation of nitro and nitroso compounds may

generate nitrenes. The deoxygenation can the carried out with a variety of reagents but the best result
is obtained with triethylphosphite.

(C,Hy);P -
Ar—NO, —’—A’)i» Ar—N

(CyHy)5P .
Ar—NO ———— Ar—N

Reaction takes place as follows :

(]

@2 0"\, CO—PR; o—pr -
A—NZ o +PRy; —> ANy — 5 Ar—N=0 PR,
0 (0] l

.. e @
Ar—N + Rp=0 «—— Ar—N—O5PR;

(4) From Small Ring Compounds : Nitrones on photolysis give oxaziranes which on further
photolysis give nitrene.
6 0

l 4\

h h .o
Ar—CH=N—Ar — Ar—CH—N—Ar —5 Ar—CHO + Ar—N

(5) From o-Elimination Reaction : o-elimination reaction is not very common reaction for the

preparation of nitrenes. Only few substrates such as N, O-bis(trimethylsilyl)hydroxylamines and
O-arenesulphonylhydroxylamines gives nitrene by a-elimination reaction.

0O—SiMe
e 3 A o
R—N\ — RN
SiMe;
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(CH,),N/A 2
EO—C—N” EBN8, Bo—C—N

N0O—S0,—Ar
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