This article was downloaded by:

On: 27 January 2011

Access details: Access Details: Free Access

Publisher Taylor & Francis

Informa Ltd Registered in England and Wales Registered Number: 1072954 Registered office: Mortimer House, 37-
41 Mortimer Street, London W1T 3JH, UK

Organic Preparations and Procedures International
Publication details, including instructions for authors and subscription information:
http://www.informaworld.com/smpp/title~content=t902189982

OP
L= P
o DIAZEPINES. VIIL. 3,8-DINITRO-11H-DIBENZO[, f] [1, 2]- DIAZEPINE-
ORGANIC PREPARATIONS
AND PROCEDURES 5-OXIDE
..W? r |.<'\ \.ll I 1'\_ \.l. A. Catala Casey?; F. D. Popp®

* Department of Chemistry, Clarkson College of Technology, Potsdam, New York

To cite this Article Casey, A. Catala and Popp, F. D.(1970) 'DIAZEPINES. VIII. 3,8-DINITRO-11H-DIBENZO/c, f] [1, 2]-
DIAZEPINE-5-OXIDE', Organic Preparations and Procedures International, 2: 1, 29 — 31

To link to this Article: DOI: 10.1080/00304947009458414
URL: http://dx.doi.org/10.1080/003049470094584 14

PLEASE SCROLL DOWN FOR ARTICLE

Full terms and conditions of use: http://ww.informaworld. confterns-and-conditions-of-access. pdf

This article may be used for research, teaching and private study purposes. Any substantial or
systematic reproduction, re-distribution, re-selling, |oan or sub-licensing, systematic supply or
distribution in any formto anyone is expressly forbidden.

The publisher does not give any warranty express or inplied or make any representation that the contents
will be conplete or accurate or up to date. The accuracy of any instructions, formul ae and drug doses
shoul d be independently verified with primary sources. The publisher shall not be liable for any |oss,
actions, clainms, proceedings, demand or costs or damages whatsoever or howsoever caused arising directly
or indirectly in connection with or arising out of the use of this material.



http://www.informaworld.com/smpp/title~content=t902189982
http://dx.doi.org/10.1080/00304947009458414
http://www.informaworld.com/terms-and-conditions-of-access.pdf

13:56 27 January 2011

Downl oaded At:

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

DIAZEPINES. VIIT. 3,8-DINITRO-11B-DIB2INZO/c,f7/T,27-

DIAZZPINS-5§-0XIDZ!

A, Catala Casev2 and F, D, Popp
Department of Chemistry, Clarkson College of Technoloav
Potsdam, New York 13676
In connection with our studies of diazepines, we were

interested in preparing I and II., It was hoped that an
ammonium polysulfide reduction of the readily available tetra-
nitro compound III might lead to some of the diamine IV which
could then give I through an oxidative cvclization.3 Re-
duction of III with ammonium polysulfide, however, led to
2,Zidinitro-u,uldiaminodlphenylmethane and a trintitroaminodi-
phenylmethane. The desired compound II was prepared, however,
by decomposition of the diazonium fluoroborate of V in the

presence of sodium nitrate and precipitated copper powder.

0sN N0 R R
N= EI:
1 II R = XO,
V R = NH,
02N NO,
R R

ITII R = NO; IV R = NH;

29
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Experimental

Reduction of 212;u,bCTetranitrodiphenylmethane. - To a so-

lution of 150 ml of ethanol and 50 ml of concentrated ammonium
hydroxide was added 25 a (0,072 mole) of the tetranitro com-
pound (III). The mixture was saturated with hydrozen sulfide
and refluxed for 0.5 hr. This sequence was repeated 3 times,
After 24 hr at room temperature, the mixture was filtered and
the solid treated with 20% hydrochloric acid. Filtration and
neutralization of the filtrate with ammonium hydroxide czave
7.3 & (35%) of 2,thinitro-b,bﬁdiaminodiphenylmethane, m.p.
204-20¢5° (reportedu nm.p. 205-206°), identical in all respects
with an authentic sample., The residue from the above fil-
tration was treated with hot ethanol and 3.6 & (16%) of an
orange so0lid precipitated on cooling the ethanol, Recrys-
talization from ethanol gave a trinitroaminodiphenylmethane,
m.p. 174-175°,

Anal, Calecd. for C,sH;oN.0e: C, 49.06; H, 3.17; N, 17.61,
Found: C, 48.68; E, 3.55; N, 17.49,
Preparation of 3,8-Dinitro-11H-dibenzo/c,f//1,27/d1azepine-5-

oxide(II). -~ To a suspension of 3 g (0.0125 mole) of Vu in 10

ml of concentrated hydrochloric acid and 3 ml of water with f
g of sodium fluoroborate at 0° was added, with stirrine, 2 =«
of sodium nitrite in 5 ml of water., After stirrineg at 0° 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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this diazonium fluoroborate in 30 ml of water was added to a
suspension of 2 g of precipitated copper powderq and 10 g of
sodium nitrite in 100 ml of water over a 15 min period, The
mixture was stirred for 15 min., filtered, and the residue
washed with water. Sxtraction of the residue with hot
benzene and evaporation of the benzene gave 1.05 g (2R%) of
II, m.p. 212~214°, Recrystallization from glacial acetic
acid or from ethanol did not change the m.p, IR (KBr): 1€10,
1535, 1345 cm.” !,

Anal, Calcd, for Cy3EgNOg: C, 52,00; E, 2,6R; N, 18 €€,
FPound: ¢, 52.08; .H, 2.80; N, 18,68,
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