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

OpP
| Y
e smrseanone | STUDIES OF COMPOUNDS RELATED TO AZINES. 11. THE REACTION
worroceoures | OF DIETHYL PHENACYLPHOSPHATE KETAZINES WITH 2,2-
et DIFORMYLBIPHENYL

Otohiko Tsuge®; Gouki Fukata®, Masashi Tashiro®
2 Research Institute of Industrial Science, Kyushu University, Fukuoka, JAPAN

To cite this Article Tsuge, Otohiko , Fukata, Gouki and Tashiro, Masashi(1979) 'STUDIES OF COMPOUNDS RELATED
TO AZINES. 11. THE REACTION OF DIETHYL PHENACYLPHOSPHATE KETAZINES WITH 2,2-
DIFORMYLBIPHENYL', Organic Preparations and Procedures International, 11: 5, 265 — 267

To link to this Article: DOI: 10.1080/00304947909354861
URL: http://dx.doi.org/10.1080/00304947909354861

PLEASE SCROLL DOWN FOR ARTICLE

Full ternms and conditions of use: http://wwinformworld.coniterns-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, |loan 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, formulae 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 danmmges whatsoever or howsoever caused arising directly
or indirectly in connection with or arising out of the use of this nmaterial.



http://www.informaworld.com/smpp/title~content=t902189982
http://dx.doi.org/10.1080/00304947909354861
http://www.informaworld.com/terms-and-conditions-of-access.pdf

12: 27 27 January 2011

Downl oaded At:

OPPI BRIEFS

REFERENCES
1. H. G. Heller, D. Auld and K. Salisbury, J. Chem. Soc., 16 (C), 1552
(1967).
2. R. Weiss and A. Beller, Monatsh. Chem., 61, 143 (1932).

3. M. A. Ogliaruso, M. G. Romanelli and E. I. Becker, Chem. Rev., 65, 261
(1965).

4. W. Ried and D. Freitag, Chem. Ber., 99 (8), 2675 (1966).

STUDIES OF COMPOUNDS RELATED TO AZINES. 11. THE REACTION OF

DIETHYL PHENACYLPHOSPHATE KETAZINES WITH 2,2'-DIFORMYLBIPHENYL
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The reaction of I with II gives polyaza cyclic compounds IITb (1.h4%)

and IVa (7.3%) and IVb (29.9%).
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EXPERIMENTAL

A1l melting points are uncorrected. NMR spectra were determined at
60 Mz with a Hitachi R-20 NMR spectrometer with TMS as an internal refer-
ence. Mass spectra were obtained on Hitachi RMS-L mass spectrometer with
a direct inlet (ionization energy TO eV).

The Reaction of Ia with II.- To a solution of 2.54 g (5 mmol) of Ia and

1.09 g (5 mmol) of II in 100 ml of benzene was gradually added at room
temperature a solution of sodium methoxide (20 mmol) in 10 ml of methanol
over a period of 15 min. After the reaction mixture was refluxed for 8 hrs,
it was cooled to room temperature, washed with 100 ml (x 3) of water, dried
over sodium sulfate, and evaporated in vacuo to leave the residue which
was chromatographed on silica gel using a mixture of benzene and éthyl ace-
tate (1:1) as an eluent to afford 0.15 g (7.3%) of IVa, as pale yellow
crystalline powder, mp. 145-150° (dec). The purification of crude product
was carried out by the continuous recrystallization from ether-petroleum
ether to afford pale yellow crystals, mp. 156-160° (dec.), vhich were dried
over P,0g at 100° in vacuo for 24 hrs.
Anal. Calcd for C60HhhHh.H20: Cc, 85.89; H, 5.53; N, 6.68.

Found: C, 86.19; H, 5.35; N, 6.20.

Mass m/e: 820 (M+); NMR (CDC1 § 6.6-8.1 (m).

30
The Reaction of Ib with II.- Similarly 2.66 g of Ib and 1.09 g of II were

treated and worked up as described above to afford 30 mg (1.4%) of IITb

and 0.65 g (29.9%) of IVb: IIIb, pale yellow needles (CHC1l,~EtOH), mp.

3
212-215° (dec.). Mass m/e: ‘h38 (M+). NMR (CDCl3): 6§ 2.28 (6H, s, CH3),
6.36 (2H, 4, J = 16 Hz), 6.84-7.75 (18H, m).

Anal. Calcd for C *3/L H20: c, 85.02; H, 6.13; N, 6.20.

32H26N2
Found: C, 85.05; H, 5.88; N, 6.23.
IVb, yellow crystalline powder (Etzo-ﬁetroleum ether), mp. 145-150° (dec.)

Mass m/e: 876 (M+); NMR (CClh): § 2.1-2.5 (12H, broad), 6.2-8.0 (4OH, m,
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broad).
Anal. Calcd for CshH52Nh°3/2 H0: C, 84.98; H, 6.12; N, 6.24.

Found: C, 85.03; H, 5.91; N, 5.79.
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3-(9,10-Dihydro-l-anthryl )pentane-2,4-dione(VI) was obtained by the se-

quence shown below.
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EXPERIMENTAL
Elemental analyses were performed with a Yanagimoto Model MI'-1 CHN-cord-
er. Infrared and 1H NMR spectra were obtained with Hitachi Model EPI-Sp and

Hitachi Model R-20 spectrometers, respectively. Melting points are uncorrect-
ed.

1-Hydroxymethyl—-9 ,lo-dimdrogthraeenegll.- Forty grams (0.19 mole) of 9,10-
dihydro-l-anthroic acidl was added in small portions to a suspension of 12
g of LiAJ.Hh in 1.2 1 of ether under vigorous stirring. The reaction mix-
ture was stirred and refluxed for 0.5 hr. After addition of water followed

by T00 ml. of 10% stoh’ a crystalline solid was obtained from the ether
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