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UNEXPECTED BEHAVIOR OF THE RETINYLIDENE CHROMO- 
PHORE IN THE EXCITON INTERACTION OF CHIRAL I ,2- 
CYCLOHEXANEDIAMINE SCHIFF BASES 
Volker Buss*, Klaus Kolster, and Britta G&s 
Fachgebiet Theoretische Chemie, Universit& Duisburg, D4100 Duisburg FRG 

A 

Two bis-chromophoric Schiff 
Bases show opposite CD 
exciton coupling, without 
apparent reason. 
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Vicinal Diol Controller Approach to Highly Diastereoselective - 
Hydroxy-Directed MCPBA E poxidations of Allylic Alcohols 
with Oxygen-Bearing Stereocenters 

S&i Saito,* Hiroyuki Itoh, Yukiji 0110, Kagetada Nishioka, and Toshio 
Moriwake*: Department of Applied Chemisrty, Faculty @Engineering, Okayma 
University. Tsushima, Okayama 700, Japan 

The diastereofaces of primary allylic alcohols bearing (4S,SS)-bis(t- 
butyklimethylsiloxy~framed have been differentiated with high 
%de’s in hydroxy-directed MCPBA epoxidations. 

Tetrahedron: Asymmetry 1993,4,9 
A NEW CHEMOENZYMATIC APPROACH TO 
ENANTIOMERICALLY PURE (R)- and (S)-2.3~EpOXY-2-(4-PENTENYL)-PROPANOL, A CHIRAL 
BUILDING BLOCK FOR TH6. SYNTHESIS OF(R)- and (S)-FRONTALIN. 

P. Ferraboschi, S. Casati, P. Grisenti, E. Santaniello* 
Dipartimcnto di Chimica c Biochimica hklica, Universita’ di Milano. 

Racemic epoxyalcohol 1 has been resolved by Pseudonwnusj7uorescens lipase-catalyzed transcsterification 
in CH#&. ‘Ihe compound (S)-1 is an intermediate for the preparation of (lSSR)-frontalin 2. 

1 (1 S,5R)-2 
I 

I Tetrahedron: Asymmetry E&3,4,13 
ENANTIOSELECMVE REDUCTION OF ACETOPHENONE 

WITH l&2-OXAZABOROLIDINI?S DERIVED FROM 
EPHEDRINF., PSP.UDOEPHEDRINF, AND PHENYLGLYCINE 

Ramon Bcrengw. Jordi Garcia, Mc& Gonpdlee. and Jaume Vilamw 
Department of Organic Chemistry, Faculty of Chemistry, University of 

Barce.lona (III). ow2n Barcelona, catalonii. Spain 

The. performance of several cbiwl1,3,2-oxax.idin as catalysts in the 
reduction of acctophenone has been compared. The origin of the 
enantioskctivity is discussed. 



Resolution and Absolute Coufiguration of a Tricyclic Lactone. Tetrahedron: Asymmetry 1993,4,17 

A Potentially Useful Precursor of Highly Functionalized 
Terpenoids. M.D. F’reite, J. Zinczuk, M.I. Colombo, J.A. Bacigaluppo, MGondlez-Siexm and E.A. Rtiveda, 

Instituto de Quimica Orggnica de Sintesis (CONICET-UNR), Casilla de Correo 991.2000 Rosario, Argentina. 

Enantiomerically pure (-)-3 was obtained by a sulfoximine 

assisted resolution. From (-)-3 the tricyclic lactones (+)-1 
and (-)-5 were then prepared. IThe absolute configuration 

of these optically active compounds was confirmed by 
application of the high field FT NMR Mosher method 

to alcohol (-)-6 
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CONSTRUCTION OF A CHIRAL QUATERNERY CARBON 

CENTER BY ENANTIOSELEC’tIVE DEPROTONATION: APPLICATION 

TO THE FORMAL SYNTHRSISl OF (+)-a-CUPARENONE 

Toshio Honda,* Nobuaki Kimura aad Masayoshi Tsubuki 
Institute of Medicinal chemistry, Hoshi University, Ebara 24-41. Shinagawa-ku, Tokyo 142, Japan 

0 OTMS 

Formal synthesis of (+)-a-cuparcnone has been 

ASYMMETRIC NUCLEOPHILK ADDITION OF CHIRAL 
f3 - ENAMINO ESTERS TO ACRYLONITRILE 

A.Guingant and H.Hammami 

Tetrahedron: Asymmetry 1993,4,25 

Laboratoire de Synth& Organique. Facult6 des Scwnces et des Techniques. 2 rue de la Houwm~re. 44072 Names C&x 03 (France) 
Centre d’Etudes Phannaceutiques, BIO C.1 S , 5 me Jean-Baptiste Clkneru, 92296 Chatenay-Malabry Cedex (France) 

A preparation of optically actwe a,a - dlsubstltuted p - keto esters wa an asymmetrtc Michael addition of chiral ~-enamino men to 
acrylonitrde 

0 

1) ZnClz 2) H3 O+ n=l,R=COOMe;n=Z,R=COOEt 

L 

ASYMMETRIC CONSTRUCTION OF QUATERNARY CARBONS FROM Tetrahedron: Asymmetry 1993,4,27 
CHIRAL MALONATES : TOTAL SYNTHESES OF (+)-EPILAURBNE, AND 

(-)-ISOLAURENE 

Amok F&I *, Jean-Louis Cana and Jacques Salatln 

Labxatoixe des Carbxxycles, Associkau C.N.R.S., Institut de Chimie MoU!culsire. d’Orsay, B&t. 420 
Univetsiti de Paris-Sucl, 91405 ORSAY @ante) 

(+)-Bpilauene2 wgs obtained fmm the chn’al malonate (+)-4 via the aldehyde (-)(I by double Wittig homologation under s&cation and 
subsequent radical cyclization of (+)-9 

(R >(+)_ 4 (-> 7 (+)9 (+I- 2 

vi 



ENANTIOMERIC EXCESS ANALYSIS OF SPSQUITERPENE PRECURSORS Tetrahedron: Asymmetry l!I93,4,31 
THROUGH PROTON DECOUPLED DEUTERIUM NMR IN CHOLEST’ERIC 
LYOTROPIC LIQUID CRYSTAL. 

Jean-Louis Canet, Antoine Fadel* and Jacques Salailn 
Labratoire des Csrbocycles, CNRS, Iastitut de Chimie Mol&alaire d’Grsay, Bgt. 420,Universiti de Paris&d, 91405 ORSAY (France) 

Isaklle Canet-Fresse and Jacques Comtiea 

Laboratoire de Chiie Strwtarale , CNRS, Instht de Chic Mol&xlaire d’Grsay, Bat. 410, Univemitd deParis-Sad, 91405 GRSAY (France) 

F’olybenzyl L-glutamate (PBLG) lyotropic liquid crystal can be used as solvent for enantiomeric excess analysis through proton 

decoupled ‘H NMR specboscopy. Deuterated (R) and (s) enantiomers of Iwena and epilaurene prenvsors exhibit different 

demerimn quadrupolar splittings on their ‘H NMR spectra. This effect allows enantiomerlc excess measurement. 

Enantioseleotive Protonation of Achiral Lithium Bnolates 
Using a Chlral Amine In the Presence of Llthlum Bromlde 

Tetrahedron: Asymmetry 1993,4,3.5 

I Tatsuro Yasukata and Kenji Koga* 

Faculty of Pharmaceutical Sciences, University of Tokyo, tiongo, Bunkyo-ku, Tokyo 113, Japan 

1) 
MeLi - LiSr 

- 2) A&OH (1.2eq.) 
Toluene -78°C 

R=C& 91% e.e. (S) 
R =“C4HB 90?& e.e. (S) 

R = CHaPh 63% e.e. (R) 

R =‘CsH, 67% e.e. (I?) 

EFFICIENT AND SHORT SYNTHESlS OF CAMPHOR SULTAM 
Tetrahedron: Asymmetry 19!93,4,39 

BASED CHIRAL BIPYRIDINES AND PHENANTHROCINES 

Chtistof Kandziaa, Ebwhard Steckhan*a and Falk Knochb 
a lnetitut f. Otgarwbe Chemie und Blechemie der bniverslttit Bonn, Gerhard-Demagk-Str.1, W-5300 Bonn, Germany 
b lnstitut f.Anorganische Chemie II der Univenitat Erlangen-Ntirnberg, Egerlandstral3e 1, W-8520 Etlangen, Germany 

For example, the copper 
catalyzed synthesis of the 
symmetrical bis sultam 
substituted bipyridin 1: 
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DIASTEREOFACE DIFFERENTIATING I’ERACID OXIDATION OF 

I 

THE ENOL ETHER DERIVED FROM CYCLOHEXANONE AbJJ 2,4- 
PENTANEDIOL: PREPARATION OF OI%CALLY PURE 2-HYDROXYCYCLOKEXANONE ACETAL. Takashi 
Sugimura,* Norio Nisbiyama, Akira Tai,* and Tadao Hakushi, Faculty of Science, Himeji In&h@ of T&ology, Kanaji, Kamigori, 
Ako-gun, Hyogo 678-12 Japan, Faculty of E&wring, Himeji institute of Technology, 2167 Shosha, Himeji, Hyoga 671-22 Japan 

Ck~&ion of the chiml en01 ether with rn-chloroperbenzoic 
“‘,o/ 

acid at -72°C gaveoned~astereomerpredominsntly. 0 OH 
“#,M 

I 

Vii 



Ctptal Strretmres l d Abmolete Configurations of Dexmedetomidlne 
and Ils Tosyl Derivative I Tetrahedron: Asymmetry 1993,4,45 

Jowi II. Kivikoaki~* Kmi T. Riwme# and Seppo S.L. F&hib 

tint OlCbunistry. Uniwmity of Jyv&skyl%, PO. Box 35.40351 Jyvlbkylti, Finland 

botion Gxpomtion FARMOS. R&D Pbamlw.uticala, 5m50 OUIU, FioIaod 

CHIRAL SYNTHESIS VIA ORGWORANES 37. ENANTIOSELECTIVE 
Tetrahedron: Asymmetry 1993,4,59 

SYNTHFfdS OF CONJUGATED ACYCLIC a-CHIRAL (E)-ALKENONES. 

Herbert C. Brown* and Verinder K. Mahindroo 

H.C. Brown and R.B. W&mill Labomtories of Chemistry, PerdueUniversity, West Lafayette, Indiana47907, USA. 

Conjugated acyclic u-chid (I$-alkencmes are synthesised in high enantiomeric purity (P9!% ee) 

ASYMMETRIC SYNTHESES OF 3-AMINO-ZMETHYLF’ENTANOIC ACIDS. Tetrahedron: Asymmetry 1993,4,69 

CONFIGURATIONS OF THE pAMIN ACID IN MAJUSCULAMIDE C, 

57-NORMAJUSCULAMIDE C AND DOLASTATINS 11 and 12. 

Robert B. Bates* and Sanjew Gangwar 

Department 0fChemii. University of Arizona, Twcon, Ai! 85721, USA 

Asymmetric syntheses of 3 

x 

NH&I OH 
all stereoisomers of 2. 
Conversion into (2R,3Rt C&H 
and (2R,3S)-1. 
Natural 1 is (2S,3R). 

+C%H 

(2R3R>l ’ (2R,3S>1 - 

ASYhdhElWC SYNTHESIS OF 3ARYLALANlNES 
Stefim Taudim and Klaus Scbinko+ki, ElexIin-Chemie AG, D-l 199 Berlin, 
Hans-W. Ktmse*, Institul f Orgaoische Kata@efors&mg , D-2500 Rmock, 

Tetrahedron: Asymmetry 1993,4,7X3 

Synthesis ofthe hydrochloriacs of 3 AqIaIaoiw 3 by homogemms, cataIytic hydrogenatIona of Q-a-N-benmyIamino-B-aqlacrylic 
acid derivatim 1 using F4AP M-PRO HOS]+somplexes (ee 82-95%), followed by deaqIation 
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0 aQJ ncl 0 
? FthCOo(pR0PRAPttOS)+BF,’ 

2 several IrsDLI‘ 

R’ 

x- 

ph H2,0.1.0H R’ 
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Ph -+ R’ $1 e 

1 
R’= (wbstitubd) myl 

RZ.H.Me 3 

. . . 
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Biocatalytic Resolution of 2,3-Epoxyalcohols 
in Organic Solvents 

Tetrahedron: Asymmetry 1993,4,85 

Eero VWtinen and Liisa T. Kanerva 
Department of Chemistry, University of Turku, 20500 Turku, Finland 

Resolution of 3-substituted cis- and truw2,3_epoxyalcohols 

of Chiral I .2.4,-Triaminobutane 

Janina Altman and Dov Ben-Ishai 
Department of Chemistry, Technion-Israel Institute of Technology, 
Haifa 32000, ISRAEL 

Tetrahedron: Asymmetry 19!I3,4,91 

PREPARATION OF 2(R) AND 2(S) METHYL 2-METHYLGLYCBRATES 
Juan 8. Rodn@d, Sanford P. Makey’ and Herman 2.X&’ 

Tetrahedron: Asymey 1993,4,101 

“Labonwry of Clinical Science NIMH. Nauod Inst~am of Health, Bethesda. Md 20892. 

bL&omtcry orChcmiml Physics. NIDDK, Nattonal Insti~utcs of Health. B&e&, Md 20892. 

t%awmmeric (-)-mmthyl esters. ot 2(R.St2-muhyl&wrate wue chrom~ically sqmkd, hydFdym_l and 
melhyltited to yield cqxblly pure (R) and (S) methyl 2mthylglyceratc. 

HO 
i 

Q t COOH - - wxmH; H’xCa, 3 

xv 2(R) 

CHa 

Enzymes in Organic Chemistry, Part 1: Enantioselective 
Hydrolysis of a-(Acyloxy)phosphonates by Esterolytic 
Enzvmes 

Tetrahedron: Asymmetry 1993,4, 109 

Yon&Fu Li. Friedrich Hammerschmidt 
Institut Ir Organische Chemie der Univemit& Wien, W%uingexstraw 38, A-1090 Wien, Austria 

Lipases were used to enantioselectively hydrolyze a-(acyloxyjphosphonates (+JS.The absolutcconfigurations of the 
a-hydroxyphosphonates 3 were assigned by Horeau’s method and ‘H-NMR spectroscopy of Mosher’s derivatives. 

OAC phosphate buffer. p” 7 110 II 

I 

-x 

II OAc 

+ 
CII 

It” 
lipn*e~P-APISwhPh 

‘P((l)(OR*)I wmc swm R’ P(0)(OR1h R’ x I’WHOR’), 

o-5 w-3 (to-5 
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Enmiiopurcl DAVA-Derivatives. 

Tetrahedron: Asymmetry 1993,4,121 

Synthesis of All 4 Stereoisomers of Z-Methyl-4-hydroxy-5-aminopentanoic Acid f2-Me-4-OH- 
DAVA) 
a- Hdds md Kam wtsdl 
lnstitut fi* phamszis und bb8nsminelchsn\is &r UniveusMt 8700 Wtkburg, Am Hubland. 
A synthesis of all 4 stereoisomars of 9 via the lactones 3-8 is presented. 

I 

Short and Practical Syntheses of (R)-(-)-Camitine and 
Tetrahedron: Asymmetry 1993,4, 133 

(II)-(-)-‘&4mino-p-hydroxybutyric Acid (GABOB) 

Harbnuth C. Kolb, Youssef L. Benuani and K. Bany Sharpless* 
Department of Chemistry, The Scripps Research Institute, 10666 N. Torrey Pines Road, La Jolla, CA 92037, U.S.A. 

Short and practical symheses of (R).(-)-camitiue and (R)-(-)-u-amino-p-hydmxybutyric acid have been 
developed, both commencing with the catalytic asymmetric diiydmxylation of ally1 bromide 

/vBr 
y 

- HO&h -5 H,N+ACO; 

72 5% ee >95 5% ee 90%ee 
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NEW CHIRAL BIS(OXAZOL@JYL)BIPYRIDINE LIGAND 
(BIPYMOX): ENANTIOSELECTION IN THE ASYMMEI-RIC 
HYDROSILYLATION OF K$TONES 
Hisao Nishiyama,* Shinobu Y guchi, Soon-Bong Park, and Kenji Itoh 

r School of Materials Science, T yohashi University of 
Technology, Tempaku-cho, Tdyohashi 441, JAPAN 

Tetrahedron: Asymmetry 1993,4,143 

A homochiral chiral6,6’-bis(oxazolinyl)-2.2’~bipyridine 
ligand. bipymox (l), and its rh&lium complex were synthesized 
to examine the enantioselectivity in the asymmetric hydrosilylation 
of ketones. 

Bipymox-(S.S)-ip 1 


