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~bstract - Rosethiophene[3nethyl-2-(3-methyl-2-hutenyl)thi~l (2b) has 

heen prepared by tm mutes and ccnverted into the hamqeraniol'precursor (8). 

lk pres-e of sulfur in a mlecule or the replacerent of oxygm by sulfur is often assum33 to 

have unpleasant olfactory consequences. We have r ecen t ly  synthesized rosefuran ( 2 4  and sare 
anal-s via regiocontmlled prenylaticm of 3mthylfuran (la) '. We have na* explored the -1- 

ation of 3-mthylthiophene (Ib) and obtained the previously unknam msethiophene (2b) and its 

i- (3b) in a regic~ontrolled (2b:3b = 88:12), traces of the diprenylated product (4) 

la: X=O 
lb: x=s 

4 

As the total yield of prenylatim of (lb) was not promising (ca. 20%), v e  have (2b) by 

another m e .  

2-Emmc-3-mthylthiophene (5)' kas m=tallated w i t h  g-hutyllithium at low tenvexature, and the 

resulting carbanion was quenched wlth 1-brum-3-rrethyl-2-butene (6), giving rpsethi- (2b) in 

good yield. 



Rosethiophene (2b), khich has not y e t  been found i n  nature3, appears to have l i t t le interest as 

a perfunery c a l m n d ,  but it is an in te res t ing  flavour ccnpnmd (citrus, grapefrui t ,  lim) . 1t 

is noteworthy that another sulfur ccnpxmd, i.e. 1 - m t h e n e - 8 - t h i o l ,  is a m x t  -ful f l a w  

ccnlnmd which orrurs natural ly in grapefmi t4 .  

(2b) was used a s  a s t a n i n g  raterial fo r  the  synthesis  of (8). Metal lat im succeeded above O'C and 

was regioselective,giving only the su l fur  s tab i l ized  anion, which was cartaxylated to give (7a) 

and then reduce3 to the alcohol ( a ) ,  which is  a potent ia l  precursor of hacgeranio l  (9) 3a15. 

A so lu t im o f  12.3 g (69.6 m) of (5) i n  as. ether (50 ml) was intxcduced under argcn into 

a 250 ml thrrenecked f lask equip@ w i t h  a theuramter, dmpping fwmel and mgne t i c  stirrer. 

The solution was ccoled to -70°C and n - m i  (48 ml, 72 nEl) in k x ? ~  was added dropvise at  such 

a ra te  t h a t  the tanperatwe did not exceed -68T. After canplete addition the *ature w a  

kept a t  -70°C f o r  30 min and then a solution of (6) (10.3 9 ,  69.1 nEl) in abs. ether (30 ml) was 
added dmpise within 20 min. Ihe react ion mixture was l e f t  a t  -70°C f o r  2 h and all& to 

reach 25'C overnight. A£ter cautious addition of water, the organic layer  was separated and the 

aqueous layer  was re-extrabed with ether. The &ned organic phase was washed with aq. N m 3 .  

water and dr ied  (Na2S04). Af te r  -ration of the salvent  the residue was d i s t i l l e d  giving (2b) 

(8.62 g, 51.9 nEl) as a colorless  o i l  of @ 70°C/2.5 tom. IR (neat) 2980 m, 2920 m, 2860 m. 
1 1960 w, 1450 rn, 1380 m, at-'. 90 MHz H NMR (CDC13)6 1.72 (br. s, 6 H, 2 Me), 2.15 (s, 3 H, Me),  

3.38 (d, J = 7 H z ,  2 H ) .  5.16-5.44 ( t o f q u i n ,  J = 7 H z ,  J =  1.5Hz, o le f .  H I ,  6.75-6.96 

(dd, AB system, J = 5 Hz, 2 H, aran). 13c NMR (ml3)6 137.8 s, 132.5 s, 131.9 s, 129.9 d ,  

122.7 d. 121.0 d,  26.8 d, 25.5 q, 17.6 q, 13.4 q. - 
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