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OF THE BICYCLO 15.3.11 UNDECAN-4-ONE DERIVATIVES. 
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We p r e v i o u s l y  r e p o r t e d  a  new method f o r  formation o f  t h e  medium-ring ke tones  

by r i n g  c l o s u r e .  l r2)  We now r e p o r t  t h e  s y n t h e s i s  o f  t h e  b i c y c l o  [ 5 . 3 . l ]  undecan-4- 

one 9 a s  a model f o r  t h e  s y n t h e s r s  o f  t axane  d l t e r p e n e s  based on t h l s  new c y c l i -  

z a t i o n  method. 

Reduction of  t h e  tosy lhydrazone  of t h e  enone 1 prepa red  from B-ionone with 

ca techo lborane  a f f o r d e d  t h e  t r a n s - a c e t a t e  2. Ep lmer iza t ion  o f  t h e  a ldehyde 2 

w i t h  MeONa i n  MeOH fol lowed by NaBH4 reduc t ion  produced t h e  c i s - d i a l  4. Th i s  

compound 4  was conver ted  i n t o  t h e  amide 2 by convent ional  methods. - 

When t h e  mesy la t e  6 was t r e a t e d  wi th  t-BuOK i n  t-BuOH, demasking o f  t h e  t h i o l  

p r o t e c t i n g  group and t h e  concomitant  c y c l i z a t i o n  took  p l a c e  and thetwelve-membered 

l ac t am s u l f i d e  1 was ob ta ined .  A f t e r  methyla t ion,  t h e  LDA-promoted i n t r a m o l e c u l a r  

c y c l i z a t i o n  o f  t h e  co r respond ing  s u l f o x i d e  proceeded q u l t e  smoothly a f f o r d i n g  t h e  

eight-membered k e t o  s u l f o x i d e  i n  q u a n t i t a t i v e  y i e l d .  Reduct ive  d e s u l f u r i z a t i o n  

o f  8 gave t h e  d e s i r e d  ketone 9 .  

- 2, R = CHzNO;, 
. L O R  Z , R =  CHO &JrdlcN 

1 Y .  Ohtsuka and T. O i s h i ,  Tet rahedron L e t t . ,  1979, 4487; Chem. Pharm. 

B u l l . ,  2, 454 (1983) .  

2 )  Syntheses  o f  (2 ) -ca ryophy l l ene  and 1:)-isocaryophyllene: Y .  Ohtsuka,  

S.  Ni i t suma,  H.  Tadokoro, T. Hayashi and T. O i s h i ,  4 t h  I n t r .  Conf. 

Org. Synth.  (IUPAC), 1982, Tokyo, Abst rac t  p  6 9 .  


