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Since the f i r s t  success on the i s o l a t i o n  of mitomycin A (i), B (21, 

C (3) .  and por f i romyc in  (4) a t  the  l a t e  1950's. these unique quinones - 
wi th  complex f u n c t i o n a l i t y  have a t t r a c t e d  much a t t e n t i o n  of chemists. 1 Me 

.HY 

Espec ia l ly  mitomycin C was shown t o  have the s t rongest  and broadest 1 : X-OMe, Y-H - 
a c t i v i t y  aga ins t  tumors and has been used i n  p r a c t i c e  i n  cancer chemo- 3: XZNH2, Y=H 

4 :  X=NH2, Y=Me 
therapy.' Development o f  a r a p i d  e n t r y  t o  the general r i n g  system i s  - 

s t i l l  u rgent  sub jec t  a l l ow ing  f o r  s t r u c t u r a l  mod i f i ca t i on  f o r  the  CH20CO~H2 

mitomycin ske l ton .  We r e c e n t l y  developed a new and e f f i c i e n t  r ou te ,  Me 

which contains simultaneous double r i n g  c y c l i z a t i o n  and leads t o  a 

MeO+&:.k 

shortening o f  r e a c t i o n  processes. 
2 - 

2-(2,4-Pentadieny1)-3-azido-1 ,4-quinones (2) , which were e a s i l y  prepared v i a  e i t h e r  2.4- 

3 pentad ieny la t ion  of the  corresponding quinones o r  Lewis a c i d  ca ta lyzed Cla isen rearrangement of 

the corresponding 2,4-pentadienyl a r y l  e ther ,  were heated under the  presence of metal  c a t a l y s t  t o  

a f f o rd  t h e  t i t l e  compounds (5) and aminoquinones ( I ) .  Among var ious  k inds o f  t r a n s i t i o n  metal  

1 2 
ca ta l ys t s ,  Cu and Cu(acac)? a f f o rded  the bes t  r e s u l t s  and 6 (R=H, R =OMe, R =Me) was i s o l a t e d  i n  

1 2 58% y i e l d .  The quinones (R =OMe, R =Me) w i t h  bezyloxymethyl group a t  the  d ieny l  s i de  cha in  

also gave the des i red p y r r o l i r i d i n o q u i n o n e b i n  a f a i r  y i e l d .  This i s  the key compound f o r  the 

t o t a l  synthes is  of mitomycins. De ta i l  of the  reac t i ons  and f u r t h e r  r e s u l t s  toward the t o t a l  

synthesis w i l l  be discussed. 
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