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o-Lithbehrs arc pyramhl at the c&anion C atom 1) and at -78°C . configurattonall Y@klong 
enou%to~~~ywithavarietyofelectrophiles).Thisisalsotruewhenpn~~eX 
~=~larsubrtiMedsilylgmup)migrates~~~~2fromtheoxygentothecarbanionCatom 
in Wi#ig or retro-[1,2]-Brook rearrangements: As the case may be, complete rctaltion (4; _[1,2]- 
Brook vts 3)) or complete inversion of an@umtb at the lithium bearing C atom (-&A; 
another -[1,2]-Brook rcatnngement 4), [2,3]-Wittig rearmngements of crotyl s) and ally1 ethers VI, 
[1,2]-Wittig nrrangements of crotyl5) and ally1 ethers 8)) is observed. The Iat& course is also found in the 
[1,21-W- reanaugement of a litbalkyl ben7$ ether (type 2; X = CH$h) described in the present study. 

Tbesub~9)ofthenovelw* reparaneanentwerethe~merico,saketals~-dnonr4 
‘0)whiehwerescpamblebyflash hmabgqhyonailica1uIEywexeobtaMfilnndibenzy1ketal3 
andl3+&Phfollowiagtllerecaltly~~ureQ.Bach0,sahecalundawent -aftcrredu&e 
cleavageofitsC~bond1~withlithium~~~~~)andviathe~~SandaJcerically 
homogcnous lithioehx obtaiaed thereihm - a steno&&e [1,2]-Wittig rcammgement fuhshhg the cy- 
clohexanol cis-7 (60% from c&4,56% from m-4) 13). Therein, the newly formed C-C bond is cquaro- 
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rial. Since, aa shown below, the lithioether precursor of cis-7 must be man4 with an axial C-Li bond, this 
Wittig rearmngemaU proceeb with inveAoa of amQuration at the carb8nion C atom. This means that the 
steric CQurse of the [1,2]-wittig rearangcmcnts of lithioalkyl tKaUy1, ally1 5.q and crotyl ethers 5.8) with 
respecttoa~cPrbanioaCPtomi8identicatasooewouldexpectifacomwrnmechanismhoMs. 

6h 

59% wans-4 (78 : 22) cis-4 

That the axial (RoILld) ratha thaa the equatorial lithioebr (c&6) is formed from the radical in&me- 
diate 5 of the Wit@ m-t and mallhth is CQllCluded from &iltt?d R&lCtioIIS: CyCloheXyl fadical 9 
withanisqprqpa*ygroup~upanelecbonfrom~~toginthemiallithioetha12exctusively8~. 
Axial 8clcctivity intervaEa al8o in the LiNaphth media&d cleavage of the C&J bond of the O-silyl O,S- 
hetal8(obtninedbyChnn’8procedure14)rrsasinglediastereomaofun-knownconfrguration):~~ 
Jubstitutedcycbbcxylradical1Oobtainedtheremustreactwith~~~toanmiollithioetlaa(13)~, 
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as rewaled by the subsaluent convu+n into the axially silylatcd alcohol 15 19 by a rctre[l,2]-Brook m- 
rangcment which is known to occur with retention of configumtion 3). 

8 (single isomer) 

LiNapbtb (ld eqmiv.) (in THE’, -78%) 

1 

9 10 

[ tBudsph 
11 

Liiophlh (rot. 8) (in THF, -7s”c, I LiNaphtb (P equiv.) 
I 

(in THF, -78OC) LDbiAN (ref. 17) (ia THI’, -78’12, 
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