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ORGANIC PREPARATIONS AND PROCEDURES 2(1), 29-31 (1970) 

DIAZSPINES. VIIJ. 3 , 8 - D I N I T R O - l l ~ - D I E 3 N Z O ~ ~ , ~ 7 ~ , ~ 7 -  
D I A Z 3 P I K S - 5 - O X I D 3  1 

A .  Catala Casev‘ and F. D. ~ o p p  
Department of Chemistry, Clarkson Collepe of Technoloav 

Potsdam, New York 13676 

In connection with our studies of diazeplnes, we were 

interested in preparing I and 11. It was hope? that an 

ammonium polysulfide reduction of the readily available tetra- 

nitro compound IIT misht lead to some of the dlamlne IV whlch 

could then give I through an oxldative ~vcllzatlon.~ Re- 

duction of III with ammonium polysulfide, however, led to 

2,2L d in1 t ro-4,b:d I am I nod iphen ylme t hane and a t r I n I troam I nod - 
phenylmethane. The desired compound TI was prepared, however, 

by decomposition of the diazonium fluoroborate of V Yn the 

presence of sodium nitrate and preclpltated copper powder. 

I 
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A .  CATALA C A S E Y  AND F, D ,  POPP 

Experimental 

Reduction of 2,2’,~,4‘-Tetranitrodiphenylmethane. - To a so- 

lution of 150 ml of ethanol and 50 m l  of concentrated arnaoniua 

hydroxide was added 25 5 (0.072 mole) of the tetranltro com- 

pound (111). The mixture was saturated wlth hydrosen sulflde 

and refluxed for 0 . 5  hr. This sequence was reDeated 3 tlTes. 

After 24 hr at room tenperature, the mixture was fjltered and 

the solid treated with 20% hydrochloric acid. Filtration and 

neutralization of the filtrate with ammonium hydroxide Pave 

7.3 g ( 3 5% 1 of 2,2’-d I ni t ro-4,4’-d lami nod I phenylae thane, m . p . 
204-205O (reported m.p.  205-206O), Identical In all respects 

with an authentic sample. The residue from the above fil- 

tration was treated with hot ethanol and 3.6 P (16%) of an 

orange solid precipitated on coollnq the ethanol. Recrys- 

talization from ethanol gave a trinitroaainodiphenylmethane, 

4 

n.p. 174-175O. 

A&. Calcd. for C l 3 H l 0 K 4 O S :  C, 49.06: H, 3.17: M, 17.61. 

Found: C, 48.6E: E, 3.55:  K ,  17.49. 

Preparation of 3 ,  F-DI ni tro-llg-dibenzo/c, f7Li,27d iazepine- 5- 

oxide(I1). - To a suspension of 3 P (0.012q mole) of V4 jn 10 

nl of concentrated hydrochlorlc acid and 3 ml of water wlth 

q of sodium fluoroborate at o o  was added, wlth stlrrlm, 2 R 

of sodium nitrite in 5 ml of water. After stlrrine at O o  for 

0.5 hr, the mixture was filtered and the residue washed with a 

5% solution of sodium fluoroborate, cold methanol, and cold 
ether. After drying over calcium chloride, a suspension of 
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DIAZEPINES. VIII 

this diazonlum fluoroborate In 30 ml of water was added to a 

suspenslon of 2 g of preclpltated copper ponder' and 10 p of 

sodium nitrite in 100 ml of water over a 15 mln perlod. The 

mixture was stirred for 15 min., filtered, and the reslgue 

washed with water. Sxtractlon of the residue with hot 

benzene and evaporation of the benzene pave 1.05 R (2R%) of 

If, m.p. 212-214". Recrystalllzation from glacial acetic 

acid or from ethanol did not change the m.p. IR (KEr): 1610, 

1535, 1345 cm. . -1 

A d .  Calcd. for C13E,N,05: C, 52.00; E, 2.68; N, 1P.66. 

Found: C, 52.08; .H, 2.80; N, 18.6P. 
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