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ASYMMETRIC SYNTHESIS OF a-HYDROXY- PHOSPHONAMIDES,
PHOSPHONATES AND PHOSPHONIC ACIDS

Vincent } Blazis, Kevin J. Koeller, and Christopher D. Spilling' Department of Chemustry, University of Missouri-St. Low:s,
8001 Natural Bridge Road, St. Lowis, MO 63121-4499.

The addition of the chiral phosphorous acid diamide * *

(1a) to aldchydcs gave 1-hydroxy phosphonamides in N o N %0

good vield and with good diastereoselectivity (54- O‘ b4 - -P',O R! \P¢0 R
93% dc). Hydrolysis of the phosphonamides gave N H N \< e

the phosphonic acids, winuch were methylated to yield H oH 2 H oH
the dimethyl phosphonates >') * ﬁzt;e
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(N -Methylphenylsulfoximidoyl)methyllithium: A Versatile Reagent for the
Determination of Absolute Configuration of Six-Membered Ring Ketones
Marcelo D. Preite. Manue! GonzAlu-Snena,' Juan Zinczuk and Edmundo A Ruveda

Instituto de Quimica Organica de Sintesis (CONICET-UNR) Facultad de Ciencias Bioquimicas y Farmacéuticas,

Casilla de Comreo 991, 2000 Rosano, Argentina

Determinatzon of the absolute Lonhgurallon o " O CZI ZS

of six-membered ring ketones by 'Hand C || O ‘” ~$ c Abscluts
NMR analyus of the diastercoisomeric pairs P e S—CH2 L _-’Ph_S/\r 6 - = configuration
of ther sulfoximine adducts |

NCH, NCH; OH

2 3
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The pBromobenzamido Chromophore as a Circular

Dichroism Probe for the Assignment of the Screw Sense of

Helical Peptides

Claudio Tonioio,! Fernando Fomlagglo. Marco Crisma.! .

Tans E. Schoemaker,“ and Johan Kamphuls2 4
Biopolymer Research Cemtre, C.N.R., Departmens of Organic N_H_

Chemistry, University of Padova, 35131 Padova, lialy; <DSM

Research, Bioorganic Chenustry Section, 6160 MD Geleen,

The Netherlands

The para-bromobenzuyl group linked to the N-terminus of a helical peptide chain 1s a seasitive CD
probe of peptide helix screw sense, 1rrespective of the configuration of the constituent o-amuno acids.

- Asymmetry 1994, 5, 511
Novel Atropisomeric Phosphorus Ligands: 4,5-Dihydro-3H-dinapbto{2,1<; 1',2"-¢lphosphepine Tetrahedron o 4 >

S Gladiah® A Dorc®, D. Fabbn®, O. De Lucch® and M. Manassero®
*Diparimento di Chimica, Univessita di Sassan, via Yienna 2, 07100 Sassan, haly, PDipartimento di Chitnica, Universith & Venezia,
Dorsoduro 2137, Venezia, ltaly; “Istituto di Chimica Struttunistica Inorganica, Univessita di Milano, Vi Venezian 21, 20133 Mitano, laly

HsCH
OO cn\ N wCHy
O {£)-28 - R= Mo
{£)-2b : R= Ph

Synthes:s, resolutior and util77ine wn Rh.catalysed scvmmery ylation of new di phepine ligands 2 is described
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Synthesis of New Chiral Arene Ruthenium(lI) Aminophosphine

phosphinite Complexes and Use in Asymmetric Hydrogenation
of a Activated Keto Compound

Frédéric Hapiot, Francine Agbossou and André Mortreux
Laboratoire de Catalyse Homogeéne et Hétérogene, URA CNRS 402, Groupe de Chimie Organique Appliquée,
Université des Sciences et Technologies de Lille, BP 108, 59652 Villeneuve d’'Ascq Cedex, France

The reactions of dimeric [RuX2a(arenc)|2 complexes with aminophosphincphosphinite ligands (AMPP) give, in two steps, the

corresponding {RuX(arenc{AMPP)|X species. These are catalyst precursors for the asymmetric hydrogenation of
ketopantolactone to the corresponding pantolactone with up to 42% ce.

|Ruxz(R'_<:>_R2)I; +  AMPP e lRuX(Rl_QRZ)(AMPP)]X

Tetrahedron: Asymmetry 1994, 5, 519

Synthetic Studies of a Constrained Ring Didemnin Analog

Scott C. Mayer, Amy J. Pfizenmayer, Richard Cordova, Wen-Ren Li o oM
and Madeleine M. Joullié* 0 Ok /u P mebe
Department of Chemistry, University of Pennsylvania »)[ H HO”
Philadclphia, PA 19104-6323 Z O . -
3
3

An asymmetric Diels-Alder reaction in the presence of 3.0 M lithwum perchlorate-dicthyl cther was used 10 generate the initial
stercochemistry for a cyclohexane amino acid (3). a key intermediale in the preparation of a fused ring didemnin analog. This constrained
ring macrocycle should provide insight into the binding site conformation of the bioactive species.

Tetrahedron: Asymmetry 1994, 5, 523

Polymer-supported Chiral Lewis Acids as Asymmetnc Catalysts

for Diels-Alder Reactions of Methacrolein with Cyclopentadiene

Shinicht Itsuno, Koichi Kamahori, Katsuhiro Watanabe,
Takahtro Koizumi, and Koichi Ito
Department of Matenals Science, Toyohashi University of
0=S8=0

Technology. Toyohashi 441 Japan.
CH3 S=

Polymeric Catalyst N—BH
/ CHO > [ Polymeric Catalyst
o)
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EXCITON COUPLING OF THE PHTHALIMIDE CHROMOPHORE
APPLICATION TO CONFIGURATIONAL ASSIGNMENTS

I Kazmierczak, K Gawronska, U Rychlewska and ] Gawronskr™

Department of Chemistry. A Mickiewicz Umiversity, 60-780 Poznan, Poland Ih

BzO

R

. . ) . NPht NPht
CD spectra of exciton coupled phthalinide - phenyl or phthalimide - benzoate 1

chromophores allow determmation of the absolute configurauon of denvatives
of pnmary amines having structures 1 or 2

[}
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OPTICALLY ACTIVE CYCLOPROPANOLS BY SAMARIUM(I) I0DIDE Tetrahedron: Asymmetry 1994, 5, 531

INDUCED INTRAMOLECULAR REDUCTIVE CYCLISATION OF
B - CHLORO-.SUBSTITUTED AMIDES.

Antoine Fadel

Laboratoire des Carbocycles, Associé au C.N.R.S., Institut de Chimie Moléculaire d'Orsay, Ba1. 420
Université de Paris-Sud, 91405 ORSAY (France)

B-Chloro amides, readily prepared from oxazolidinones, underwen; reduclive cyclisation induced by samarium(II) iodide
in the presence of HMPA to the optically active cyclopropanols with exccllem diastereoselectivity.

0 0 e
R )\)4 1)LDA A )\/Z 1) Sml, -THF-HMPA X -

3

O N Y —
example : \_& 2) C1-CH,-1 \_‘ a 2) H,0* L(
Bn Bn 95% Bn

ds >95%

SYNTHESIS OF ENANTIOMERICALLY PURE 7-HYDROXY-2-SUBSTITUTED-|  1€irahedron: Asymmetry 1994, 5, 535

2,3-DIHYDRO-1,4-BENZODIOXIN DERIVATIVES
Mostata Khoulll, Said Lazar, Gérald Guillaumet and Gérard Condert”

Laboratotre de Chuimie Bioorganique et Analytique. associé au CNRS, Université d'Oriéans, BP. 6759, 45067 Cedex 2, France

A rapid and simple procedure for the preparanon of the two pure ' of 7-kydroxy-2-substituted-2,3-dihydro-1,4-
benzodioxin derivatives was descnibed.
0 R)H{+)-1
3 steps
LI
H 073 CoH §-)1
(RS)1

Teirahedron: Asymmetry 1994, 5, 537

Enzymatic Preparation of Homochiral 2-(N-Carbobenzyloxypiperid-4-yl)-1,3-

propanediol Monoacetate. & Facile Entry to Both Enantiomers of 3-
Hydroxymethylquinuclidine.

Giuseppe Guanti,” Luca Banfi, Stefano Brusco, Ennca Nansano - Istitto di Chumica Organsca dell Universita & C N R, Centro di
Studio per la Chumica des Composti Cicloalifatici ed Aromatici, Corso Europa 26, [-16132 Genova (ltaly)

Both enantiomers of 1 were obtained 1n ligh ee by lipase-catalyred
hydrolysis or

lipase catalyzed asymmetrization of the correspond- OR fean OH CH,0H
ing diol and dacetate. (+)-1 was then converted into C"IN:>—<: - Csz:>—< —_— (Lj

both enantiomers of 3-hydroxymethylquinuclidine 2 OR OAc N

n ee up to 98%. R=HorAc {+) or (-1 (¢} or (-}-2

Tetrahedron: Asymmetry 1994, 5, 541

ENANTIOSELECTIVE ALDOL REACTIONS USING HOMOCHIRAL LITHIUM AMIDES
AS NON-COVALENTLY BOUND CHIRAL AUXILIARIES.

Yannick Landais* and Phulippe Ogay

Institut de Chirue Organique, Université de Lausanne, Rue de la Barre 2, 1005 Lausanne, Switzerland.

Syn and anti aldols have been prepared with relatively high enantiomeric excesses, using a homochiral
lithium amide possessing two co-ordinating sites, as non-covalently bound chiral auxiliary.
iPr

\/loL j@ KA DA —
o nmcuo N HCLA : MeO rIJ OMe
Li

vil
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Asymmetric Oxidation of Sulfenyl Substituted

Tricarbonyl(arene)chromium(0) Complexes
Sian L. Griffiths, Stéphane Perrio and Susan E. Thomas*
Departinent of Chenustry, Impenial Caollege, South Kensington, London, UK.

(i) TiOPr')y / T.-(+)- or D-(-)}-DET / H,0 . 0 yield = 29 - 60%
/ cumene hydroperoxide (2:4°2°1 3) I ; e.e. =90 - 295%
C Cr

r L-(+}leadsto R
a. R=H; b: R=Me; c: R=MeO (CO)3 (CO)3 D-(-)leads to §
HIGHLY ENANTIOSELECTIVE OXIDATION OF FERROCENYL Tetrahedron: Asymmetry 1994, 5, 549

SULFIDES Patrick Duter, Odile Samuel, Stefan Taudien, Henri B. Kagan®
Laboratoire de Synthese Asymétrique, Institut de Chimie Molculaire d’Orsay F-9140S Orsay, France.

A highly cnanuosclective oxidation route of aryl or alkyl ferrocenyl sulfides by cumene hydroperoxide in the presence of a chiral
titanium complex is descnbed. Some aryl ferrocenyl sulfoxides with ce >99 % were obtaned.

R R
$ §
qe THOPH, e
1° 'Bul / THE [ :
@ f;c’ <" 2(RR)OET/RO ©/ %
Fe Fe Fe

2CHP

———
@ ad RO‘SCS R @ Ol 1 23°C @
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DISPIROKETALS IN SYNTHESIS (PART 9): RESOLUTION

OF 1,2.-DIOLS USING A C,-SYMMETRIC DIPHENYLTETRAHYDRO-
BIPYRAN. Paul J. Edwards, David A. Entwistle, Steven V. Ley,* Dafydd R. Owen and Emily J. Perry,
Department of Chemistry, University of Cambridge, Lensfield Road, Cambridge CB2 1EW, UK.

Ph
OH
Lo pm n}\/“, oL U, NHy(1) oH
Ph o (o] —_— ~ OH
PhMe, CSA, 110°C “(‘[R)B “(/R}’
[o]
Ph
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Asymmetric Diels-Alder Reactions with Chiral 1-Azadienes

Renaud Beaudegnies and Léon Ghosez*

Laboratoire de Chimie Organique de Synthése. Umversité Catholique de Louvain
place Louis Pasteur 1, B - 1348 Louvain-1a-Neuve, Belgium

R? g2

R' R R
O [¢]
Me Me. Me N K
#  dienophile CO2Me X< ~MN5p3
Z and dienophile = l z
\N N N CO,Me
| | 0
X X

1
h 0 R'= H, Me; RZ = H, Me; R? = Me
X 51-81%; de 73->98% Z =NMe .NPh.O
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Chirslity end the Metal-alkene Bond; Distortions In the Solutlon smd Solld-siate Structares of q2~Eane Rhodlum
bis-Oxszolinyimethane Complexes

John M. Browa®, Palrick J. Guiry, and David W. Price The Dyson Perrins Laborstory, South Parks Road, Oxford, OX1 3QY, UK
Michael B. Hursthouse and S. Karsiulov.School of Chemistry, Umversity of Wales, Cardiff, P.0. Box 912, Cardiff CF1 3TB, UK

The swructure of pound (1) ind £y ion of the alkenes out of the coordination plane.

Oﬁ,o
Y

N N

- N

Tetrahedron: Asymmetry 1994, 5, 565

Lipase Catalyzed Resolutions of Some a,a-Disubstituted 1,2-Diols in

Organic Solvents; Near Absolute Reglo and Chiral Recognition.

Robert P. Hof, Richard M. Kellogg; University of Groningen, Nijenborgh 4, 9747 AG Groningen, The Netheriands.

Alkyl . Aot A @
P\ iyacosis™ @—\ SN E>250
HO OH /org. solv. HO OH HO

OAc
0.8.>97% 0.6.>97%

Tetrahedron: Asymmetry 1994, 5, 569

Asymmetric Grignard Addition to Aldehydes. An Example of

Inverse Temperature Dependence of Enantiomeric Excess
Istvdn E Marké,* Antony Chesney and David M Hollinshead'
Université Catholique de Louvain, Louvain-La-Neuve, Belgium and tZeneca Pharmaceuticals, Macclesfield, UK

° L HO, ,H
+ —mgx + Ph N N“Ph  —» (8 - 42% ee)
R a0 ¢ e
3

1 2 4

Tetrahedron: Asymmetry 1994, S, 573

Enantioselective Allylic Amination with Chiral (Phosphino-

oxazoline)Pd Catalysts.

P. von Matt, O. Loiselear, G. Koch, and A. Pfaltz
Institut fir Organische Chemie, Universitit Basel, St. Johanns-Ring 19, CH-4056 Basel, Switzerland.

C. Lefeber, T. Feucht, and G. Helmchen

Institut fiir Organische Chemie der Universithit, Im Neuenheimer Feld 270, D-69120 Heidclberg, Germany.

oX Nu
[Pej /L* ©\(
N R + Nu MR L= - N,}
(rac) {55-07% no) 2P

Nu = PhCHoNH,, TsNHNa, (Boc);NNa, PRCONHNHNa

ix
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Bifunctional Chiral Auxiliaries 6: Alkylations of Enolates Derived from

1,3-Diacylimidazelidine-2-thiones and 1,3-Diacylimidazolidin-2-ones
Stephen G. Davies*, Gary B. Evans and Andrew A. Mortlock
The Dyson Perrins Laboratory, South Parks Road, Oxford OX! 3QY, UK

oﬁ/\ o] Ph
3 \ H | i) EtsB/HOAC
: i) KN(SiMesy), £ ii) LiAIH
)=o — 32 )=o M Ho Ph
N ii) BnBr N iii) H,0, 25
; J\/ 5% H 5% 9% ec.
(RR) O ] Ph
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Asymmetric 1,3-Dipolar Cycloadditions to 5(R)-Menthyloxy-2(5H)-furanone
Minze T. Rispens; Erik Keller; Ben de Lange; Zijistra, Robert, W.J. and Ben L. Feringa *

Department of Organic and Molecular Inorganic Chemistry, Groningen Center for Catalysis and Synthesis, University of Groningen,
Nijenborgh 4, 9747 AG Groningen, The Netherlands. R

The 1,3-dipolar cycloaddition of several diazomethane derivatives, nitrile oxides, nitrones, and azomethine ylides
to 5(R)-menthyloxy-2(5H)-furanone were examined. Furthermore AMI calculations were performed in order to
rationalize the observed regiochemistry.

X'Y'Z

+

oo —
O
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Diastercoselectivity in the OQsmium-Catalyzed

Dihydroxylation of Allylic Amides and Carbamates
Damian J. Krysan,* Todd W. Rockway, and Anthony R. Haight
Process Rescarch. Chemical and Agrigultural Products Division, D549, R& Abbot Laboratorizs. North Chacage, [ 60064

PHN R’ PN R PHY R}
~ R? 2.5 mol® Os04 ~ 3 "f:
Ay
Y NMMO, IPA n orf’

erythro

The diastereoselecuvity of the osmium catalyzed dihydroxylation of aseries of chiral, allylic amides and carbamates has been
studied and found 10 proceed with moderate preference for the three isomers.

Tetrahedron: Asymmerry 1994, 5, 633

New Chiral Heterocycles: 5-[(R)-(+)-1'-methylbenzyl]-1,3,5-

dithiazine and 3,7-d1-[(R)-(+)-1'-methylbenzyl]-3,7-diaza-
1,5-dithiacyclooctane. Conformational studies and their reactions

vith Borane. G.Cadenas-Pliego. M.-J.Rossles-Hoz, R.Contreras and A Flores-Parra”.
Departamente de Quimica, Centro de Investigacién y de Estudios Avanzados del I.P.N.

H,C HyC H,C
LN R H, Gy H HaCH,
B, \r" BX, Y R= CH, or CH,
S b T /N\ - N\,v/,ss\\//u X= Hor D
St
XH,C CH, X




A Formal and Enantioselective Synthesis of (-)-Serricornin, the Tetrahedron: Asymmerry 1994, 5, 641

Sex Pheromone of the Cigarette Beetle (Lasioderma serricorne F.)
]. Tercio B. Ferreira, Jacqueline A. Marques - Departamento de Quimica - UFSCar - Brazil
J. P. Marino - Department of Chemistry University of Michigan -USA

o
I o OAc
J/S\ Tol 2o | Q =3 \/“\/Y\/
H
(RH#)42) (R)(+){3) (5,5,9-1)

(S,5-)46) (5,5-H8)

@1. LDA,THEHMPA, ii. EtI; (b) C1 (C)TH; () AXGHg) THF; (&) RaN| EOH;
(0L LDATHEIMPA, i B 0) era‘ccocur.n u),THF; (c) Al(Hg), THF; (d) RaNi,EtOH; () LAH,Et,; () 1. p-TsCl, Py,

Tetrahedron: Asymmetry 1994, 5, 649

Synthetic Peptide Receptor Mimics: Highly Stereoselective Recognition in

Non-covalent Molecularly Imprinted Polymers
Olof Ramstrém, Ian A. Nicholls and Kiaus Mosbach
Department of Pure and Applied Biochemistry, University of Lund, Sweden

Chiral Polymer

Methacrylic acid - ethylene glycol dimethacrylate copolymer
R, R, Ry Ry Ky,(mM

1Phe H Tp H 164107
2 H Pee H Tp 200%07

ISOLATION OF RACEMIC 24-PENTANEDIOL AND 2,5- Tetrahedron; Asymmetry 1994, 5, 657
HEXANEDIOL FROM COMMERCIAL MIXTURES OF RA-

CEMIC ANDMESOISOMERSBY WAY OF CYCLICSULFITES.
(3aétan Caron and Romas J. Kazlauskas,* Department of Chemustry, McGill University, 801 Sherbrooke St. W, Montréal, Québec H3A 2Ke6,
Canada

Racemic diastercomers of 2 and 3 were isolated from commercial mixtures by N -
way of stereoselective reactions involving cyclic sulfites. For 2, the meso \( 6H ﬂ +oHo B A
isomer formed a cyclic sulfite faster than (£)-2, while for 3, the meso cyclic (2)-3 "S- a&
sulfite rearranged faster to a dimethyltetrahydrofuran. _ SoC, 0 @4
rib e L)
o ! Cl f rey
Y\ YY SOCL2 SN \/\( HO OH 0.4.0 +2H fo)
+ meso-3 R trans-§
OH HO OH HO OH G meso4
(s)2 meso-2 (2)-2 ,,,,s,, s
(0]

Tetrahedron: Asymmetry 1994, 5, 665

Novel, general synthesis of the chiral catalysts diphosphine-Ruthenium(11)

complexes and a new practical in situ preparation of chiral Ru® catalysts
J.P. Genét*, C. Pinel, V. Ratovciomanana-Vidal, S. Mallant, X. Plister, M.C. Cano Dec Andrade and J.A. Laffitilc
Laboratoire de Synthése Organique, ENS.CP, |1 ruc P.&M. Curic, 75231 Paris CEDEX 035, FRANCE

P *p

h — N 9 - -
gf ﬁ \ P,I "/1\( P*P = Chlrapms.Duphos,dep,B Po-op,
X [ 'R

DipampSi,Dipamp,Prophos,Dimpc,Bppm,

\ <HX Acclone < / Deguphos,Diop,Cbd,Binap,Biphemp
* RuX

PV

P Ep
Acclone

2 v
(in situ) (ZAcetone)

xi




Tetrahedron: Asymmeiry 1994, 5, 675

Enanuosclective hydrogenation rcactions with a full sct of preformed and

prepared in situ chiral diphosphine-Ruthenum (1) catalysts
] P.Genél, C.Pincl, V.Ratoveclomanana-Vidal, S.Mallan, X Pfister, L.Bischoff, M.C.Cano D¢ Andrade. S Darsces,
C.Galopin, I.A Laffitte ; ENSCP - laboratoire de synthése orgamique - 11, rue P.&M. Curic 75231 Pans CEDEX 03

R’ R

C
/\||\ H*Z » J\ c.c.=15-95% ﬁ /li H, . )8” ﬁ c.c =2 - >996,
R COOH Ru(P*P)X; p COOH R” (CH,),, OCH; RuP*P)X; R (CH,), OCH;
R=ArCH,COOHMe  R'=HMe X=Br or 2-methylallyl n=0.1 )

P*P = Chiraphos,Duphos,Bdpp,Dcguphos,Drop,Bppm,.Cbd, Binap Biphemp,McO-Biphep, Dipamp, DipampSi,Prophos,Dimpe
- Asymmetric hydrogenation of B-ketoesters can be conducted under mild conditions (4 atm-50°C) - c.c. approaching 100%

- B-ketoesters having a disubstituled double bond are also reduced chemoselecuvely to unsaturated chiral atcohols ¢.¢.>99 %

Tetrahedron: Asymmetry 1994, 5, 691
REGIO- AND ENANTIOSELECTIVITY OF Pseudomonas cepacia |__ o earon Asymmeiry

LIPASE IN THE TRANSESTERIFICATION OF 2-SUBSTITUTED-1,4-BUTANEDIOLS
P.Ferraboschi, P. Grisenti, A. Manzocchi, E. Suntaniello
Dipartimento di Chimica e Biochimica Medica. Universita® di Milano, Ttaly.

o
HO—/—<—OH HO—/_-/<—-OH HO—/—{OH
1a 2a 3a

The wansesterification of the diols la, 2a and 3a catalyzed by the lipase PS in organic solvent
regioselectively atforded the 1-acetates and the epoxydiol 3a was enantioselectively resolved [86% ee for
the unreacted (S)-3a).

o-Phenylethylamine based chiral phospholidines; sew agents for the Tetrahedron: Asymmetry 1994, 5, 699

determination of the enantiomeric excess of chiral alcobols, amines
and thiols by means of P NMR

Ron Hulst', N Koen dc Vries? and Ben L. Feringa'® N PN /SN N\
'Department of Organic and Molecular Inorganic Chemistry, Groningen, ‘Q?:{> — N <\‘~// ™ S
The Netherlands; *DSM Research, Geleen, The Netherlands. )_N’\ /}4_/— >_N\ N

HC i H HC i ‘Hy
The synthesis and use of two new trivalent phosphorus derivatizing agents 1 H,C/N\CM, ,,)C'Nxm
and 2, based upon cheap (S)-a-phenylethylamine for the enantiomeric excess
determination of alcohols, amines and thiols using *'P NMR, is presented. ) 2

Tetrahedron: Asymmetry 1994, 5, 709

A Short Route to Homochiral D- and L-Hexose

Precursors from (R)-Methyl-p-Tolylsulfoxide
José-Manuel Llera™, Mariana Truptlo, Maria-Eugenia Blanco and Felipe Alcudia”
Departamento de Quimica Orgdnica y Farmacéetica. Facultad de Farmacia. Universidad de Sevilla. 41071 Sevilla (Spain).

RO —., RO

0 o
Steps Tol
oOWOH - N _SIEE. o) OH

6b 6a

w Qv
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A Short Synthesis of the Unusual Amino Acid of Cyclosporine

Tetrahedron: Asymmetry 1994, 5, 717

(4R)-4-|(E)-2-butenyl]-4.N-Dimethyl-L-Threonine (MeBmt)
Monique Savignac, Jean-Olivier Durand and Jean-Pierre Genét
Laboratoire de Synthése Organique, EN.SC.P.,, 11 rue P.&M. Curie, 75231 Paris CEDEX 05, FRANCE

0
CHO m
Z = —_— 4 = p— S =t —
~7 2 — 2 OH 7z OH
OH
COH
:  CoM = NHMe

Asymmetric Epoxidation Using Chiral Sulfur Ylides. Tetrahedron: Asymmetry 1994, 3, 723

Varinder K. Aggarwal 2* Marilena Kalomiri,2 Andrew Thomas.b
a  Department of Chemistry, University of Sheffield, Sheffield S3 7HF, UK.
b Zeneca Pharmaceuticals, Mereside, Alderley Park, Macclesfield, Cheshire SK10 4TG, UK.

R RCHO
/ 50%NaOH, MeCN
— (?)V PR . A
@ A + SR
OH IO Ph
2 Sac A= Me, iPr bac 5-67% yield 4a-c 0-75% retum
0-43% eo of suthde

Tetrahedron: Asymmetry 1994, 5, 731

Resolution and Regioselective Protection of Glutamic Acid Analogues
1 - Resolution of Diastereomeric a-Boroxazolidone Derivatives
F.Acher and R.Azerad, Laboratoire de Chimie et Biochimie Pharmacologiques et Toxicologiques,
Université René Descartes, 45 rue des Saints-Pares, 75270 - Paris Cedex 06, France.

Elg‘i——o COy’
Alkyl-substituted glutamic acid analogues (Ry, or R, or R3, HaN o HN——R'
or Ry, or Rs= CHa. or R4, Rs= CH2) or cycloglutamic acids — o g
were resolved through the chromatographic separation of the R " B R
corresponding  diastercomeric o-boroxazolidone-y-(R)- 2o g oy
phenylethylamide (or phenylglycinolamide) derivatives. CO.NH-CH-Phe

CHoX {X = H or OH}

A new route to enantiomerically pure 2,5-disubstituted Tetrahedron: Asymmetry 1994, 5, 745

pyrrolidines, Total synthesis of (+)-pyrrolidine 197B.
Robert Bloch, Cécile Brillet-Fernandez, Gérard Mandville
Institut de Chimie Moléculaire d'Orsay, Laboratoire des Carbocycies, Unité Associée CNRS,
Bat. 420, Université de Paris-Sud, 91405 Orsay {France)

A general route 10 enantiomerically pure 2,5-disubstituted pyrrolidines from lactol 1 is illustrated by the synthesis
of (+)-pyrrolidine 197B (3 ).

oH
\/\/\ — oGt
PE——— > CH9 B
OH
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Kinetic Resolution of (1RS,2SR)-2-(Hydroxymethyl)cyclopentanol Tetrahedron. Asymmetry 1994, 5, 751

by a Biocatalytic Transesterification Using Lipase PS
J. Weidner, F. Theil, H. Schick

Institut fur Angewandte Chemic Bertin-Adlershof,

Rudower Chaussee 5, D-12484 Berhin, Germany

vinyl acetate
lipase PS +
& OH solvent gy OAc $ OAc
HO HO AcO
(IRS2SR)-1 (IS2R)-2 (IR,25,-3
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Quantum Chemical Modeling of Chiral Catalysis. Part 18. Conformational Studies on Chiral N-Sulfonylated
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Abstract: The structure of N-sulfonylated oxazaborolidine (1')

L] H
and energetics of the formation of its H,CO adducts 2'a-b and 0.3/ 0.8’
acrolein adducts 3'a-b (s-irans) was smdiéd by means of ab initio ﬁf; s—H ﬁ)ﬁ . R ﬁ) '\ . M
MO methods (RHF? Tanfarmatiangl apglyess ~f 1' revealed onl o . .20 \ °§< ";{
one minimum (both -1t 4,1 Nypees o lhic a3 Vine ring). = 0= VL Moo Y
The energy of 3'b -4 "1 vy m v (RIF 0 Wit ¢ wta g higher ] H o
than that of 3'a. On the basis of the orientation of the vinyl mouc? r 2a R R=H v
of 3'a-h n-sla:kin%was proposed to be involved in the case of 4- 3a R=H,R =CHCH,
arylmethylene and S-aryl denivatives of 3'u-b. 3b R=CHCHy, R'=H
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