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a-Nitro-epoxides, a New Class of Compounds 
By HOWARD NEWMAN* and ROBERT B. ANGIER 

(Orgm,ic C hemica1 Research Section, Lederk Lnboratories, American Cyanamid Company, Pearl River, New York, 10964) 

Summaq The first examples of a-nitro-epoxides have 
been prepared ; some chemical properties are reported. 

WE report the preparation and chemical properties of 
a-nitro-$poxides, generated from nitro-olefins in methanol 
with hydrogen peroxide-dilute sodium hydroxide (cf. 
ccp-unse tura ted ketonesl) . p-Methyl-p-nitrostyrene gave 
(I) [67'/0 : light yellow liquid, b.p. 77-78"/0*1 mm: Amax 
(film) 6-47s pm. (-NO,) ; Amax (MeOH) 290br (E 450), 230br 
nrn. (4500), and end absorption: n.m.r. 8 7.40 (finely split s, 

5H, ArH), 4.58 (s, 1-H), and 1.83p.p.m. (s, 2-CHJ1; cis- 
a-nitrostilbene gave (11) [85% : colourless crystals (from 
MeOH),? m.p. 108-110": Amax (Nujol) 6.45spm. (s, NO,); 
(MeOH) 290 br (800), 232br (6000), and end absorption: 
n.m.r. 6 7.35-7.00 (m, lOH, ArH) and 4-75 p.p.m. (s, lH)]; 
and 2-cyclohexyl-1-methyl-1-nitroethylene gave (111) [Slyo : 
colourless liquid, b.p. 68-71°/0*1 mm.: Amax (film) 6.40s 
(NO,) ; (MeOH) end absorption only: n.m.r. 6 3-17 (m, 1-H), 
1.93 (sharp s, 2-Me), and 1.9-1.1 p.p.m. (br m, cyclohexyl 
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I'hSNa- MeOH Ph$HAc electronegative substituents at the carbon furthest from 

room temp. 3hr. SPII the epoxy-group: this is rationalized in terms of an S,2 
transition state in which the reacting carbon centre bears 
a residual positive charge. The similarity in behaviour of Me,NH-H,O -MeOH Ph$Ac 

(I) to an a-halogeno-ketone makes (I) a useful alternative 
to those highly lachramatory compounds. 

mJe thank Mr. L. Brancone and his staff for the micro- 
analyses and Mr, W. Fulmor and his staff for the spectra. 

NMe, : 
PhCNH,-MeOH 

reflux. 16hr. 3 g P h  
LiAIH,-Et,O 

room temp, rhr. (Received, Febvuary loth, 1969; Corn. 186.) y PhCH,*$HMe . 


