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Studies on the Wittig Reaction (IV) 
A Stereoselective Synthesis of the Insect Sex Pheromone of 

DevreSlaomo& E,&8,10-Dodecadien-l-ol 

The Wittic! r e a c t t o n  wns widely  used in t h e  s-ynthegis of  n n t u r a l  
Droducte pn r t i cu l .n r ly  i n  t h e  m e n  of i n o e c t  pbr?r;l-r.c m:yntlic-::i G .  

Rut; u n f o r t u n n t e l y  when R mdera tcd  t r i p h e n j l ~ l i o n p h o n i l . ~ ~  y l i ( 1  i '; 
uqed,tliP r e q u l t n n t  compound F R  R i m p r a c t i c a l  F;, % mixture .  Por 
i n s t . w c p ,  t h e  t i t 1 . e  compound vms once syn thes i zed  by t h e  \rlittip; 
r w c t i - o n  hetween buten,vlidnne t r ipheny lphosphorane  and 8-oxo-oct.m- 
o q t e ,  fol l .o~-nd hy hydrol .ys i s  snd reduct ion .The  product  w ~ 3  n mix- 
turP c o n t s i n i n n  7574 8E,lr)T;, t9omcr nnc? 25$ O Z , l O E  isomFr.Recent ly  WB 

h w n  rp ori:ec! t h n t  7 ni.wD1.e c h m g e  i n  phosphorus s u b s t i t u e n t s  from 
Ph, "=CTiR t o  Ph, ( Q ":!12 P=ClIR( & s l k e n y l  o r  H) d r a m a t i c a l l y  i n c r e a s e s  
the p r o p o r t i o n  o f  T Q l e f t n  formed from moderated y l l d e s (  b a l k e n y l )  
m d  n l i p h n t i c  a ldehydes .  According t o  t h i s  f a c t ,  here we r e p o r t  a 
P t p r e o s e l e c t i v e  . syn thes i s  of  T;,E,-i3,lO-dodecadien-l-o1 from butengd 
1 idene methyl (? iphrnglphosphornne and !bQxo-oc tanoate  i n  thc! 
qbsence n f  li t h i u n  m l t (  SchemeI) .After h y d r o l y s i s  and r e d u c t i m , t h d  
t i t l e  comnound c o n t a i n i n g  94.7$ OE,lOE iFomer v i m  obtaincd.!This 
approach RffordsaconveniPnt  s y n t h e s i s  f o r  i n s e c t  pherolnones b e a r i n e  
a E ,E ,con jumted  d i m e  motety.This  expe r imen ta l  f ac t  once again 
i l l u a t r R t e a  t h e  g t p r e o c h e n i s t r y  of  a l l y l i c  diphenylphosphoniun y l i d  
t s  qui te  d i f f e r e n t  from t he  co r re spond ing  t r iphenylphosphoniun  one. 

r 

0 qz( CH,) PCH,CTT=CHCH,I@ f;f3yKG:HF b ,  - +Ph,( CI! , )P~HCII-CNCHJ 

. Q H C L C k I 4 & m  CHJH=CHOldH( CHJ' COOMe - @ KQH -EtOH4 @ L.i.Al&%g- + 

CIT$H-CHCH=CH( Crs>, CH2 OH (Scheme I) 
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