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1- and 3-Aeetylphenoxazine were prepared by the photochemical reaction 
of 10-aeetylphenoxazine. 
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Photochemische Synthe~'e yon 1- und 3-Aeetylphenoxazinen 
( K urze M itteilung ) 

1- und 3-Acetylphenoxazin wurden durch photoehemisehe geaktion aus 10- 
Acetylphenoxazin dargestellt. 

Although many workers have reported synthetic methods of a 
variety of phenoxazine known to exhibit pharmacological activities 1 a 
the recorded synthetic methods are considerably t.edious4-q 2-Aeetyl- 
phenoxazine was easily prepared by the aeetylation of phenoxazine 
using Friedel-Craft8 type reaction 7, but, the corresponding 1- and 3- 
homologs have not been prepared. On the other hand, photochemistry 
has provided versatile routes to the preparation of many compounds, 
which are difficult to be prepared by any other methods. In this paper, 
this interesting photochemical technique has been applied to the 
preparation of 1- and 3-aeetylphenoxazines. 

In this experiment, an ultraviolet light fi~om a 5 Watt  low-pressure 
mercury lamp was used. A methanol solution of 10-acetylphenoxazine 
(1) was irradiated in a nitrogen atmosphere at 5 ° for 5 h. The photo- 
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products  ob ta ined  were ch romatographed  on silica gel and  recrystall i-  
zed from benzene.  

1-Acety lphenoxazine  (2) and  3-ace ty lphenoxaz inc  (3) were syn- 
thesized by  the  photochemica l  reac t ion  of 1 in 25~o and  13~o yields, 

respectively.  The presence of a small  a m o u n t  of some un iden t i f i ed  

CH3 CH 3 
C:O 

0 

1 2 3 

32 = 7.18 j23 = 7.2 31 = 6.53 j12 : 8.2 
33 = 6.50 J24 = 2.2 32 = 7.41 J~4 = 0.0 
34 = 6.69 j34 = 7.0 34 = 7.16 J24 = 1.9 
3 = 2.50 (3H, CH3) 3 = 2.42 (3H, CH3) 

= 9 . 7 6 ( 1 H ,  NH) 3 = 8 . 0 0 ( 1 H ,  NH) 

produc t s  in the reac t ion  mix tu re  was detected by  TLC. The s t ruc tures  
of the  pho toproduc t s  were fully suppor ted  by  mic roana ly t i ca l  resul ts  

and  spectral  data .  
The presen t  repor t  offers a facile me thod  for the photochemica l  

synthes is  of 1- and  3-acylphenoxazines  from readi ly  ava i lab le  s t a r t ing  

mater ia l .  

Experimental 
Melting points were determined on a Yanagimoto mieromelting apparatuss 

and are uncorrected. The infrared spectra were recorded on a Jaseo DS 701G 
spectrometer. ~Nuclear magnetic resonance spectra were determined on a 
Hitachi R-20B spectrometer using terametylsilane as an internal reference. 
Mass spectra were determined on a Hitachi M-52 spectrometer. 

107Aeetylphenoxazine (1) was obtained according to the reported method s. 
TLC (solvent : benzene) Rf (1) = 0.14. 

Ace~ytphenoxazine (2, 2) 

A solution of 10-acetylphenoxazine (1.0g, 0.004tool) in methanol (430ml) 
was irradiated in a quartz glass tube from outside by means of 5Wat t  low- 
pressure mercury arc lamp in a nitrogen atomosphere through a 7 era-thick 
layer of cold water (0 5 °) for 5 h. After the removal of the solvent under reduced 
pressure, the residue was chromatographed on a silica gel column using benzene 
as an eluent and recrystallized from benzene. 
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Compound 2 gave yellow crystals; m.p. 156°; yield 25~0; TLC Rf  = 0.74. 
IR (KBr): 1 638em i (C=O). 
MS: m/e = 225 (M+). C14HnNQ (225.2). 
Compound 3 gave yellow crystals; m.p. 186°; yield 13%; TLC Rf = o.os. 
IR  (KBr): 1 647 em - i  (C = O). 

MS: m/e = 225 (M+). Ci4HiiNO, (225.20). 

The author wishes to thank Mr. A. Yo,shino for the determination of' 
spectra. 
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