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The reman-t of6b was of special inmwt sinq the ngioselcctivity ofthe resmrangcmnt of 
unsymmcthIysubstitutedcycloprq~~hasnctbcu~stodicd. hhddition,indo~oftbctype8bwouldbc 
useful hr the synthesis of a variety of alkyl substitutal alkaloids such as monomorine. The mechanism of the ecid 
catalyzed narrangement of cyclopropylimines is propo& to be N-mtion followed by a homoconjugate 
uklition of chlohdc ion, resulting in an in- whlotucunh. ‘his then cyclizes by an intramolcculsr N- 

8lkylathl~ The pxwhh~~ of 2-mctbyliadohidinc 8c (35% overall fnrm 6b) over the fmcthyl isomer 8b 
(12%)rffanduction~~amcchrurism,siDce~~ionraackwouldbearp#‘nedto~~attheleast 
biaducdcychptqanecarbon. An8ltcrnativcm&anismwbcrctheqclqmqyliminiumionundagoesionizadon 
priorto~~ionattaclrwouldbeexpecoedto~8bastfiemejorproductviaa~sePbilitedcation. One 
dias-ofcacbindolizidk8band8cw~obscrvcdby13CNMR. Thcs~~&M~-of8bwas 
dctumkdbycomparisonwithli~cbcmicalshiftvalucs.lt ThestcraXkmisuyof&wasnotdetfzmin~ 
butpres~y~~fnantbedditionofbydroscnfromtheleruthindaedfrroeoftbeeaarrrint.~gthe 

isomcXW.~ Tbe~~dructionconditions,cyclopFoprneru~ti~~mdS~~onthe 
regiosclecd~ofthcsccyclix8tioasrreculTcntlyundcrexamination. 
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(a) For 4az 2 eq. K-u, IIYF, diux, 3h; dd S-hydroxypcntanal, nflux 17b, 84%. For 
4b: 2 
and 2. e& 

. NaH, THF, 25’; uki 5-bydxoxypcntana& x&x 18h, %%, ca. 1:l mixhue of E 

60%. 
) CH3SO$!l, NEt3, CHzCl2.25 , Ih; NaN3, DMF, 25-s ah. 58.96% Sb, 

(c) DMF, l#y, 17h. 6a. 66%. 6b. 60%. ca. 3:l mixtum of im (d) PlrH, 
cam N&C& ruled tube, 145’. 4h for 7r; 2Oh fa 7Mc. (e) Hz (laan), cat l’@, EtzO, 
25’,8h. 442%ovcrall&om6a. 8b+8c,47%ovcmllfmm6b(1:3mixturc). 

8ffdingth&c-~y~l2. uponsubjcctionoftl.dsbninctothenumal r?arrangtmentamditions,cnaminc 
W was pmduxd and was best used without purification. A variety of ckctfophilic oxygen n WCICUSCdtO 
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attcmptthe- dl3ialomiminiumioa,whichuponredaaimwithsodiumhaohydridewouldproduce 

14. Fa cxmplc, oxiduion of W with bmmyl paoxkk mCPBA a 2-@bcnylsulfonyl)-3-phonykmuhidh was 
. 

followalbysodiualba!dlydtidc. L4nvyiddsdclesh!ivcsl4afmdefimd~ waeokaved,- 
tlKmghlnodclmdiesao1~were-inEpchattansfamreion.t~ 

AltiKnlghthisNnltcto~wu~ -OfWWith&diCN~$NpfOdU&the 
. . . 
-158srsillglc~h6696dyieldfmml2. Dcqmaahdlsg8vc&~- 

16, [abm -10.5’ (c= 0.64,3 N HCl),m which should be useful for SAR studies on 
. 

fl&mlnc Theovarll~~ofthe~l~~nrmngementis~yhighainthis~~ . 

H PR 
l)‘Ro+’ 
-Ii 
2) H- cbt-N CQ N 

L 14 
bvields 

(a) c-WsLi WA -78-e 3bin 89%. (b) (COClh, DMSO, NE@ C!H$l2, -78’ @II), 25 
(lh), 85%. (c) PbP, THE 25’, 18h. 78%. (d) 145-e xylem, cat. N&Cl, 2h. (e) NaBH$N. 
ACOH. 0’ (lb 25’ (18h). 66% &out 12. (f) Hz (lrtm), cat. 10% PM.!, AcOH, 25’. 6h. 73%. 

In sualmsly, cyclic imines lxating simple utlsuhstitutal (a alkyl substituted) cycloprq)ancs bear promise 

for the synthesis of ilhhidh alkalo!& wbctiw obt8ined by in-- a7ide cyc~olls with 

mcthyluK!.cycloplQpanes or by nmre conmiiottal imiae tIltmMh methods. 
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