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Abstract : Phcsgeniminium salts 2 react _ easily with ortho hydroxybenzonitriles 1 and 

2-hydroxy-I-naphthonitriles $_ to give 1,3-benzoxazine and naphth[l,2+][1,3]oxazine deriva- 

tives respectively with a very good yield. 

One step heterocyclisation reactions by insertion of one carbon atom bearing a dial- 

kylamino group via Phosgeniminium salt condensations, have been proved to be very useful in 

organic synthesis (I-3). In our attempt to develop new simple procedures for the preparation 

of heterocyclic compounds of biological interest, we showed recently (4) that phosgeniminium 

salts react easily with ortho aminobenzonitriles leading, selectively, to corresponding 

Z-dialkylamino-4-chloroquinazolines. We wish to report now that phosgeniminium chlorides 2 - 

react as well with ortho hydroxybenzonitriles I to give, under very mild "one pot" reaction _ 

conditions, and with a very good yield, the corresponding 1,3-benzoxazine derivatives 4 and - 
1 (R = H, 6-CCH3, 7-OCH3, 8-OCH3, 6-Br, 6-U. 6-N02) : 

0 

I r.t. I OH,/OH’-’ r.t 1 . 

Since 2 do not react with insufficiently activated nitriles (I), (2), (4), we assume _ 

that, that reaction proceeds very likely through formation of salts 3 and 4. The latter, _ _ 

which lead, after an in situ alkaline hydrolysis to the corresponding 2-N,N-dialkylamino- 

1,3-benzoxazin-4-ones 5 are very stable under dry conditions. They have actually been - 

isolated for characterization purposes and further investigations of their synthetic 

utility. 
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The resulting solution was alkalinized with an excess of potassium carbonate and extracted 

4-5 times with chloroform to give 1,3-benzoxazin-4-ones 2 (yield 80 to 85 %). 

NMR 117) 
0 

- 5a (R = H, Cr;Cl,I : 8.15 Idd, 5H, J5_6 = 8.0 Hz, J5_, = 2.0 Hz) ; 

7.80 - 7.10 (5br, 6, 7 and 8-H) ; 3.25 (5, NICH3121. 

-5b IR = 6-0CH3, CDCl3) : 7.55 (br, 5-H) ; 7.15 Ibr, 7 and 8-H) ; 

3.85 Is, OCH31 ; 3.25 is, N(CH3121. 5 

- 5c IR = 7-OCH3, - CDC13) : 8.05 Id, S-H, J5_6 = 9.0 Hz) ; 6.85 Idd, 6H. J5_6 = 9.0 Hz, 

J6-8 
= 3.0 Hz) ; 6.6 (d, 8-H, J6_8 = 3.0 Hz) ; 3.80 Is, OCH3) ; 3.20 Is, NfCH3J21. 

- 5d IR = 8-CCH3, CGC13) : 7.70 (dd, 5-H, J5_6 = 7.0 HZ, J5_7 = 3.0 Hz) ; 7.45 - 7.15 (br, 6 

and 7-H) ; 4.0 (5, 0CH3) ; 3.30 Is, N(CH3121. 

- 5e IR = 6-BL-, CCC131 : 8.25 (d, 5-H, J 
5-7 

= 2.0 Hz) ; 7.75 (dd, 7-H, J5_7 = 2.0 Hz, J7_* = 

9.0 Hz) ; 7.20 Id, 8-H, J7_8 = 9.0 Hz) ; 3.30 Is, N(CH3121. 

- 5f (R = 6-Cl, CDC13) : 8.10 Id, 5-H, J5_7 - = 2.0 Hz) ; 7.60 ldd, 7-H, J5_7 = 2.0 Hz, J7_8 = 

9.0 Hz) ; 7.15 (d, 8-H. J7_8 = 9.0 Hz) ; 3.25 Is, N(CH3121. 

- 2 IR = 6-NO 2, CLC131 c 9.00 (d, 5-H, J5_7 = 3.0 Hz) ; 8.50 (dd. 7-H, J5_7 = 3.0 Hz, J7_8 

= 9.0 Hz) ; 7.40 Id, 8-H, ~~~~ = 9.0 Hz) ; 3.35 (s, N(CH3121. 

2) Z-N,N-dimethylamino-naphth[l,2-e][l,3]oxazin-4-ones 9 (R, = R2 = CH3)- ~- 

Ortho hydroxynaphthonitriles 6 : R = H. 0CH3, Br, (0.01 mole), was added to 2a: R, = - 

R2 = CH3 (0.006 mole), and dry 1,2_dichloroethane (50 ml). The mixture was stirred under 

dry atmosphere and kept at room temperature for 2 hours, heated at 50-60°C for 5-6 hours 

then refluxed for 3-4 hours. The solvent was removed under vacuum and the residue dissolved 

with 20 ml of water. The resulting solution was alkalinized with an excess of potassium 

carbonate and extracted 4-5 times with chloroform to give naphthoxazinones 9. The water - 

layer, acidified with acetic acid, was extracted 4-5 times with chloroform to give ortho 

hydroxynaphthonitriles 6. _ 

NMR 1171 

- 9a IR = H, CLC13/ : 9.95 (ddlbr, 5-H, J5_6 - = 9.0 Hz) ; 8.0 fd, 9-H, Jg_lo = 9.0 Hz) ; 7.8 

- 7.4 (br, 6, 7 and 8-H) ; 7.25 (d, 10-H, Jg_10 = 9.0 Hz) ; 3,2 (5, NICH3)21. 

- 9b (R = 0CH3 ; - Cccl31 : 9.80 (ddlbr, 5-H, J5_6 = 

7.50 - 7.10 Ibr, 6, 8 acd 10-H) ; 3.85 Is, 0CH3) ; 

- s (R = Br ; TFAl : 9.30 Id, 5-H, J5_6 = 9.0 Hz) 

8.45 Id, 9-H, Jg_lo = 9.0 Hz) ; 8.25 (d, 8-H. J 
b-8 

2.0 Hz) ; 8.05 ldd, 6-H, J5_6 = 9.0 HZ, J6_8 = 2.0 

7.65 (d, 10-H, Jg_10 = 9.0 Hz) ; 3.65 and 3.60 

(2s. N(CH3121. 

9.0 Hz) ; 7.90 Id, 9-H. Jg_lo = 9.0 Hz) ; 

3.20 Is, NfCH3121. 

; 

Hz) ; 
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