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The methodological  e x p l o r a t i o n  and syn the t i c  app l ica t ion  o f  o r t ho  l i t h i a t e d  benzamides 

(I4 = L i )  has been the cen t ra l  theme i n  our l abo ra to r i es  dur ing  the past  few years (Accts.  Chem. 

Research gg,, g, 306). Recent r e s u l t s  concerning the u t i l i t y  o f  these species f o r  the  reg io -  

s p e c i f i c  cons t ruc t i on  of po l ysubs t i t u ted  aromat ics w i l l  be descr ibed. Transmeta la t ion  (M = L i  - 
MgBr) a l lows the i n t r o d u c t i o n  of a l l y 1  (3) and a l i p h a t i c  aldehyde (a) u n i t s  and thereby access 

t o  ph tha l i des  and isocoumarins. I n t r o d u c t i o n  o f  a  + N H ~  synthon i n t o  & leads t o  p rev ious l y  i n -  

access ib le  anthrani lamides (&). Masking o f  more react ive  me ta la t i on  aromat ic ($) and ;-toluamide 

methyl (3) s i t e s  by s i l i c o n  opens new avenues to  d iverse ly  . func t iona l ized aromat ics and, therefrom, 

phtha l ides  w i t h  ' p e r i "  methyl groups ( 2 )  and contiguous s u b s t i t u t i o n  pa'terns (e) .  Direc ted o r tho  

me ta la t i on  o f  0 -a ry l  carbamates has been achieved leading t o  species which prov ide new routes  t o  

o -subs t i t u ted  phenols and, by a  1,3 0  t o  C carbamoyl s h i f t ,  t o  sa l icy lamides.  - 

The scope and l i m i t a t i o n  o f  these methodologies w i l l  be de l ineated,  t h e i r  u t i l i t y  f o r  the  

synthes is  of he terocyc les  w i l l  be h igh l i gh ted ,  and up to  date progress on t h e i r  a p p l i c a t i o n  t o  

the  cons t ruc t i on  o f  several  c lasses o f  na tu ra l  products w i l l  be presented. 


