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SCW syntheLic method of B-substituted furans emplaylng dimethyl acetylene- 

d~carboxylatr (DMAD) as a f u r a n  equivalent is presented. 6-Substltuerrts of 

furan skeletons are introduced at the f ~ r s t  step by Lhe stereoselective s y n  

addltlon of organomatallic spec les  to llblAD(l-). Stereoselectlve monoalkylat~on 

of 1 was achieved by means of the dlmethyl sulflde complexes of fairly w d e  

range of alkyl, vlnyl, or allylcopper reagents I n  THF at -78O to give correspond- 

~ n g  2-substituted maleates, ?, i n  71-908 yields. Two molecules of 1-alkenes 

were found lo lnduce reglo- and stercoselectlve s g n  addition to DMAD i n  the 

prescnce of thr particular Pd(0) catalyst a t  40•‹ to yield 2-(2-alkrnyl)-3-~lkfl- 

~~. ~ ~ ~ " ., ,-" .... ,-,.,* \ 
n l d r r . L L a s ,  ;; n - ~ ~ n 3 (  ,urn,, R'=n-C3Ej(FB%), R'-u-QHy(83%,), uud R'=n-CgHll(i5%j. 

a. 1. RCu(Me2S) .MgBrz, -780 ,  THF. 2. a q .  NH4C1, -78O, then room temp. 

b. R'-CHZ-CH=CH2 and catalyt~c amount of Pd(male1c anhydrldeunorbornene) in 

CHC13 at 4O0, DMAD was added slowly. 

2-Substituted or 2,3-d~subst~tuted malelc acld esters, Z and 3, could be 

transformed to correspond~ng 3-mono- or 3.4-disubstituted furans, 4, ~n two 

steps, reduction with LxAl(n-Bu)(i-Buj2(A) at O0 to 1,4-butenedlols(86-95%). 

followed by thelr oxidation with pyrldlnlum chlorochromate(PCC) or manganese 

dioxide i n  dichloromethane at room temperature to 4 in 79-91% yields. 


