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hem~acetal-zmc complex type Intermediate( 1’) is predominant than that 01. hqdros> group. It’ 2’ was formed, 

the cthcr lxnd must bc clcxxd b) li)do~rlmcth~Isllane also lixmcd in the system 

The selection of’ I_e\\ is acid u’as imptwlant torn When aluminum chloride was used Instead of zinc iudidc 

1n dInsane, only 7 h refluvinp ~~l‘fords 2 in 63% 1 icld. hone\,er, romc sldc-reactIons \c’crc observed. 

Furthcrmorc. in the case of tlt;lnium tetmchlonde, most of startmg materials were recovered. The difference of 

reactivity resulled from kmd of Leeis acids can be rationallzcd by the HSAR theory. The analogous carbon- 

carbon bond forrnarlon using trifluoroacctaldehyde N%I)-a~etals~ and N,S-acet& gvas already reported. The 

hydrolysis of cyanohydnne 2 under acldlc condition pro\ ides an excellent route trifiuorolacric acid. 

The reaction of 1 wtth alIyltrlInethylsIIane in dioxanc m the presence of zinc itxlide gave the 

corresponding I-trilluoromcthylated homoallylic alcohol( 4) in 7SZ yield. Hwvever, the formation of allylic 

alcohol by the rexnon of’ I with vinyltrimethylsilane under same conditions did not occur. When aluminum 

chlondewas used Instead nt zmu iodide, the desired reactmn did not proceed and complicated reaction mixture 

was formed. 
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On the other hand, the USC 01’ I -trl~ncthqlsllo\!c)~lohcsanc 11s a nuclcuphilc i~ndel- same conditions as 

akxn~e gm’c 4-,~-bis(3,3,3~trrlluc,rc,eth~lldFnc)~~~clohesanc( 8) in 32’5 y~cld ha.4 on 1 along \\,ith the 

corrcspondrnp aldol type product ( 7). In TI 1F sol\,cnt~ the condcnsahon renctl<)n procwded to afford 8 solely 

in 70% yuAd_ However, ‘wth of aldol 11 pc and condensntlvn type ~eact~nns 01 1 \\,Ith cq’clohc\anone in the 

prescncc ol’ zinc twiidc dud not occ~~r, theret’orc II 1s thought that the /inu enolutc Intermediate(9) form4 in the 

reactIon path accelerated the second carbon-u-bon bond iormation and then, cllsuhstltuted cylohcsane ( IO) 

was dehydrated in HI-catalyzed prtacss to form 8. 

Furthermore, it GL? nsccrtained that the similar rcactwns as abwe prwccrletl u\lng trillwroar:etaldehyde 

methyl hemwctal instead of 1 

To our know ledge, the reactions &scribed here arc interesting examplw 01 the direct carbon-cwbon bond 

fkrnation berHeen hcmiucctal and silyluted nuclcophllcs, and !\e bel~c\c that OUI prwcduw pro\ Ides the 

ewcllcnt route for a series of w ln 11uoIr)meth~lntcd alcohols. 
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+ i EtOH + TMS-I ) 

+ ( EtO-TMS + HI ) 
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(Kcccived in Japan 23 October 1991) 


