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As part of our pmgmm dimcted toward ths synthesis of ~tycosphingofipids,’ we became interested in pmtectad amino aldahydes* for use 

as sducts in Gdgnanl-typs reactions. It was dear from ths ffteratwe that most examples of addkkns b amino afdehydes exhibited eitfwr no Cram 

salectfvtty, or poor to moderats selectMy for ttm ery&o (unlike) pwluct.3 An add&nal compffcatbn is pmvidsd by ths tendency of amino 

afdsh@s to racamiza. We would Eke b report a t&s3 (like)-selsctive amino akohd synUmsts which does not invohre ttm generation or isolation of 

theaminoak!etr@,andthuscannotrzamkethewtghafcMafcenter.’ 

Ths amino ester !3chiff bases u -1p wem aystalfins, snd easily synth&sd from ths corresponding amino ester hydmchktfdss using ths 

publishsd procedure of O’tbnnsll and PotI. Treatment of Bchiff bases u -19 with iB@lH in CH& or PhCH3 at -78“. ffllowsd by PhMgBr in 

E120,andwarmingtoO0resultedinproduc$2or5dependinOontheworkupprocedue. ByquenchingthstwctfonwithNaHCO~tht?amim 

akohofs could bs isofatad (Rash duomabgraphy) in a protected form. Bubssqusnt hydmlysfs with 1N HCI gave ths knowns amino alcohols 9 in 

quantitative yield. 
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I? R=Cb : 18:l i:: % 
& R=PhCH2 & 18:i 89% 
ti R = TBDYS-0CH2 y 8:l 829b 

a) IBu+H/CHsCts/-7B” b) PUgBr/&O/-7&‘+0” c) NaHC$It$Ct d) bO* 

The uss of higher temperatws resulted in poorer stereosefectMty. Ths use of donor sohwts (e.g. THF, E40) for bs reduction likewise 

reduced the Ihreo&ectivity, arnl incmased ths amount of overia&dicw to ths primary atmhot. Pmsumabfy this is because sdvent tons-pairs can 

compete with ths imins kne-pafr for the ekctrophii Al metal, thus destroying ttm &Mate, and ths %ydk Cram transition sta1e.l Wa ars 

presentlyexplorlnoolhecelecbopNicmetalsbformcgMer~pkrea,ande~~~dolItJ,readbn. 

Sphinaosines/andlweresyntheslzedhmodera$~(-50X),and~~(~~ bynmr),byad&gamixtureof 

tButiand~liodo-l~inhexanebIhsSchiff~IBALddudat-780and~to00. Theatajorst6araactbnbowr1&1~tkn 

of ths ester to ths primary afcohof, which is a greatsr probtem witf~ aRyfMuns thm with m. TMs is mnsistsnt with what is knmvn of 

aluminum -ate’ complexes: as tfm sfe&wgativity of ne awsrkn dscmases, the rate of &eliminatbn I lllmsestoyieldaIlAlHspeciescapable 

of further reductfon.s 
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a.bs 
Ho 

s R, = OTBOW, 

Inprinciple,one~expedthalthes$ceoselectivityofthisreaclioncouldk,reversedbyimertinOIheorderofadditionofH’andR’ 

to obtain fhe corregpondin9 eryfhro-sphingo8ines. or add MerIng R” and Rw to obfain 3&@&-~stitufed sphingosines stereosefectively. 

WearepenUypmuing~sfiiofmsearch. 
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