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Di(methyl-NON-azoxy)formal as the first example of azoxyformals 
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Di(alkoxy-NNO-azoxy)methanes have long been  
known and well  s tudied in the series of  alkoxy-NNO- 
azoxy compounds .  1 However ,  thei r  s tructural  isomers 
di(alkyl-NON-azoxy)formals are not  described in the 
literature. The first representat ive of  this class, d i (methyl-  
NON-azoxy)formal (1), has unexpec ted ly  been  obtained 
upon refluxing a solut ion o f  methyln i t rosohydroxylamine  
t e t r ae thy l ammon ium salt (2) z in methy lene  chloride.  
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When  an excess o f  CH2C12 used as solvent is re- 
p laced with M e C N ,  the  yield o f  1 increased from 20 to 
35 %. 

A solution o f0 . t  mol of  satt 2 and 0.07 mol of CH2C12 in 
40 mL of anhydrous MeCN was refluxed for 1 h and kept for 
1 day at ~20 ~ Colorless needles of 1 were separated, washed 
with water on a filter, and dried in air. Yield 35 %, m.p. 194-- 
198 ~ after double reerystaliization from DMF--MeCN m.p. 

199--200 ~ Found (%): C, 21.70; H, 4.95; N, 33.70. 
C3HsN404. Calculated (%): C, 22.22; H, 4.97; N, 34.56. UV 
(water), ~.max/nm: 229 (e 17800). IR (mull with CC14), 
v/cm-l:  3050; 3000; 2975; 2845 (C--H); 1535; 1400--1450 
(N202); 1335; 1310; 1185; 1110; 1075; 1030; 945. 1H NMR 
(MeCN, 8): 3.87 (s, 6 H, Me); 5.80 (s, 2 H, CH2). Mass 
spectrum (El, 70 eV), m/z (Irel (%)): 164 [M] + (2), 149 
[M-Me] + (11), 134 [M-2Me] + (8), 89 [M-MeN202] + (66), 
59 [MeN20] + (100). 

X-ray diffraction analysis of 1 was performed (DAR-UM, 
Cu-Kct irradiation, ~. = 1.5418 A, R = 0.045, 1071 independ- 
ent reflections C3HsN404). Crystals of I are monoclinic: a = 
9.980(1), b = 8.365(1), c = 8.584(1) A, "t = 90.62(2) ~ V = 
716.56 A 3, deal e = 1.521 g c m  -3, Z -- 4, space group P21/b. 
A molecule in the crystal is located in the usual position and 
has a Z,Z-configuration. 

Nonhydrogen atoms of both halves of the molecule of I lie 
in their planes, which pass through the central C atom, and the 
angle between the planes is 75.5 ~ . The coordinates of atoms 
and a model of the molecule of 1 will be published in detail 
elsewhere. 
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1-Polyfluoroalkyl-2-oxo- 1,1 a , 2 , 3 - t e t r a h y d r o a z i r -  
ino[1 ,2-a]quinoxal ines  have been  obta ined for the first 
t ime  by  the  reac t ions  be tween  e thyl  a , f l - d ib romo-  

~t-fluoroalkylcarboxylates (synthesized by the known pro-  
cedure I and used without  purif icat ion)  and o -phenylene-  
d iamine in the  presence o f  t r ie thylamine.  
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