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V.Gouvemeur , G.Dive and L.Ghosez 

& 

E.e>98% 

[alo25=-l16 (&I.48 , CH30H) N 

-= 

N o 

Source of chirality :D-bornane-102-s&am 
4 

so2 
Absolute configuration:‘IS 

Tetrahedron: Asymmetry 19!H,2.1173 

VGouvemeur _ G.Dive and L.Ghosez 
Tetrahedron: Asymmetry 1991,2,1173 

&‘A 
I 

E.e>98% 

Ia bz5=-57.9 (c=1.06 , CHCI,) 

Source of chirality : diastereoselective Diels-Alder cycloaddition 
N N 

\ 
to a chirat acylnitmso chenophile derived from D-bornsne-10,2-sultam 

0 
\ 

Absolute wnfigura!ion:7S’ ,lS ,4R (determined by 
0 independent synthesis from precursor of known configuration) 

WW2% 

V.Gouvemeur , G.Dive and L.Ghosez 
Tetrahedron: Asymmetry 1991, 2.1173 

E.e>98% 

IQ gk9.4 (c=1.06 , CHCI~) 

Source of chiiity : diastereoselective DieIs-Alder cycloaddition 

to a chiral acylnitroso dienophile derived from D-bornane-10.2~sultam 

Absolute contiguration:7S’ ,lS .4R (determined by 

analogy with cycloadduct derived from cyclohexadiene) 

4’.(1 R.4S-2-ona-3-aza-b~cycIo-(2.2,1)-hept-5-ene3-c~~nyl)-(7S)-10’.10’-dimdthyl- 

5’-rhia~-ara-tricyclo-(5,2,1,03n)-de-~-5’,5’-dioxyde 

D. Craig, N. J. Geach 
Tetrahedron: Asymmetry 1991,2.1177 

E.e. = 100% by optiial rotation] 
[a]o” +I31 (c 1, acetone) 
Source of chiralii: resolution using (+)-lOcamphorsutphonic acid 
Absolute confiration: Ss 
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13. Craig, N. J. Geach 

0 
R 

%K* 

& 

Te~u~e~~~: Asymmetry 1991,2,1177 

Ee. = 100% @3y optical rotation of precursor] 
[a]op +41.3 (c 1.26, acetone) 

AbsoMe configuratii: Ss 

(+)-§[(I E,7E)-f,7.§-decaMenyl]~~~phenyl_N(ptolylsu~n~)~l~xi~ne 

D. era@, N. J. Geach 
H 

Ph..‘\s”o 
TS A 

G~iH27N0sS2 

E.e. = 100% k optical rotation of precursor] 
[alop +136 (c 0.56, CH2Cl2) 

Absolute configuration: S,, 4R, 5R, 10R 

L-Y. Chen and L. Ghosez 

P 
Source of chiiality : (2S, 5s) - dimethylpyrrolidine 

a3 
Absolute configuration 2S, 5s 

%%9N% 

N - (4 - hydroxybuten - 1 - oyl) - (2% 5s) - dimethyipyrrolidine 

L-Y. Chen and L. Ghosez 

[ a 1; = -144 (c= 0.53, CHCl,) 

ee > 99% by comparison to lit. value 

Corey, E.J.; Albonico, SM., Koelliker,U.; 
Schaaf, TX.; Varma, R.K. J. Am. Chem. 
sot. 1971,93, 1491. 
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Bhujf Kanemasa, Kenjiro ~nf~ra, Eiji Wada, and Junji Tanaka 

E.e. = 10% [by HPLC on Dafcel Chirarcei OD 
(hexane/2propanol3:? v/v}] 

r& =-119.5(c1.95,cHCls) 
Source of chirafii: (1 S,2S)-1,2-diphenyl- 

1,2-ethanediiine 

~s3Hz4Nz4 
2,2-Di~thy~~ ,3-b&(1 sxo-2_oropenyl)4,5~nylimidazolidine 

Absofute cord$ufm 4S,5S 
(dertved from the know diamkie) 

Shuji Kanemasa, Kenjiio Onimura, Eiji Wada, and Junji Tanaka 
1 Tewukdron: Asymmetry 1991,2,1185 

Ph 

/--X 

Be. = 190% fby HPLC on Oafcet Chiralcel OD 
(hexa~2-phi 3:i v/v)] 

[a]$? = -85.4 (c 1.91, CHc& 
Source of chkakty: ~~~1~ ava*kabte (R)- 

Z-ami~-2-~nylet~~ 
&Mute confiiin 4R 
(derfved from the known compound) 

Shuji Kanemasa, Kenjiro Siam, Eiji Wada, and Junji Tanaka 

Ph 

ti N . 4 
0 CH*OH 

C1offi1N02 
5-Hydroxymethyl3-phenyl-2-isoxazolim3 

Be. I XI~% jby HPLC on Daicel Chikakxst 08 
(hexa~2~~~f 3:f v/v)] 

falB = -172.8 (c 0.83, CHCb) 

Source of chtrafity: (4R)-2,2-dffthyf-phenyk 
oxazofiiine 

Absofute ~~~mt~n 5R 
(~~~~~ uo) 

Bhuji Kanemasa, Kenjii Oninwra, Eiji Wada, and Junji Tanaka 
Tetrahedron: A~~~ M&,2,1 185 

Ph 

xx N 
‘0 CH$?H 

QoHtrN9 
5Hydroxymethyl-3-phenyi-2-isoxazoline 

Be. = 98% [by HPLCon Daicel Chiil OB 
(hexane&pmpanoi 31 v&)] 

[a$ = 189.1 (~0.41, CHCb) 
Source of chi~r~: (4S,5s)-2,2--em~,5~~enyf- 

imkfazoMfne 

Absolute configuration 5s 
(assigned on the basis of ao) 
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1 Tetrukdron: Asymefry 1991,2,1189 

Soum of chirality (+)-menthol ~99% 

[ff]D2’ +57 (C 0.9, cffc13) 

P. Deprez, J. Royer, H.-P. HUSSO~ 

r Source of chirality (-)-menthol >99% 

I’ N-b/O 
and R-(-)-phenylglycinol>98% 

1’ [@D” -144 (C 1.2, CHC13) 

~4~)-3~x~~~n~tic acid, cl-phenyl (-)-menrhyl ester. 

P. Deprez, J. Royer, H.-P. Husson 
Tetrahedron: Asymmetry l!W1,2, 1189 

Source of chirality ~~)-menthol>99% and 

R-(-)-phenylgly~inol>98% 

b~Dzo -41 (C 5.4, CHC13) 

(4~)-3-ox~~~ea~ti~ acid, 4-phenyl (+)-menrhyl ester. 

P, Deprez, J. Royer, H.-P. Husson 
Tmuhedron: Aynmetry 1991,2,1189 

Source of chirality : ~-)-8-phenyl-rnen~o~ 

and R-(-)-phenylglycinol 298% 

[@Dzo -59 (C 3.7, CHC13) 

(4R)-3-oxazolidineacetic acid, 4-phenyl~~)-8-p~enylmen~yl ester. 

Al62 



I. Alonso, M. B. Cid, 3. C. Carretero, 
J. L- Garcia Ruano and M. A. Iioyos 

E.el98X [by ‘II-NHR of its methyl ester; shift 
reaqnt Yb(hfc)ll 
[a],, =+181 (c=O.76, CBCll) 
Source of chirality: (R)-t-butyl p-toluenesulfinyl 
tlcetate. 
Absolute configuration: S 

(E)-3-t-butoxycarbonyl-3-p-tolylsulfinylp~op~naic acid 

M. B. Cid, J. C. Carretero, Tewahedron: Asymmetry 1991,2,1193 
J. L. Garcia Ruano and M. A. Hoyos 

reagent Yb(hfcfjI 

ptoluenesulfinpl 
acetate. 
Absolute configuration: S 

(E)-3-t-butoxycabonyl-3-p-tolylsulfinyfpropenok acid methyl ester 

il. Alonso, M. B. Cid, J. C. Carretero, Te~r~~o~: A~~~ 1991,2,1193 
J. L. Garcia Ruano and M. A. Hoyos 

i 
E.e_>98% (by '~-~MR of its t-butyl ester; shift 

CO*H 
reaei&_nt Yb(hfc)$l 
[a], -+178.3 (~4.5, CHCl,) 
Source of chirality: (R)-t-butyl p-toluenesulfinyl 
acetate. 
Absolute configuration: S 

(E)-3-methoxyc~~~onyl-2-~tolylsulf~nylpro~~noi~ acid 

1. Alonso, M. B. Cid, 3. C. Carretero, 
J. L. Garcia Ruano and M. A. Boyos 

E.e> 8%. d.e=SU% (by 'Ii-NMR) 
[a]"=-27.6 (cr6.88 CHCl ) 
So&ce of chirality): as&metric synthesis (Diels- 
Alder) 

CO*Me 
Absolute configuration: 
chemical correlation) 

Rt,Rz,Sf,S4,S, (assigned by 

Al63 



asymmetric synthesis (Diels- 

CO,,Me E.er 8%. d+e=98X (by 'B-NMR) 

2= 
dV =-7.9 (cFO.95, CHCl4) 
Soubce of chirality: asymmetric synthesis (Diels- 
Alder) 
Absoiute configuration: 
chemical correlation) 

S1,Rz,S3,R,,S, (assigned by 

C~~~r~~~*S 

2--t-butoxycarbon~l-~-methoxycarbonyl-2-~tolylsulfinylbicgcle~2.2.ilhept-ti-ena 

I 1 

1. ALonsa, M. B. Cid, J. C. Carretero, 
L,. Gnrciir Runno and M. A. Hogos J. 

Tetrahedron: Asymmetry 1991,2, 1193 

S‘+ol E.e> 8% (by 'H-NMR of a precusor) 
[a$=-93.1 (c=2.18 CHCl,) 
So&e of chiralityl asymmetric synthesis 
Absolute configuration: S~,S~,S~,S~,~~,S~*S~ (assigned 
by chemical correlation of a precursorj 

J. L. Garcia Kuano and M. A. Hoyos 

asymmetric synthesis 
Absolute configuration: S~,S~,S~~S~,R~,S~,S~ (assigned 
by chemical correlation of a precursor) 

Al44 



I. Alonso, M. B. Cid, J. C. Carretero, 
J. L. Garcia Ruano and M. A. Hoyos 

Tefra~edron: Assets 1991,2,1193 

E.e?$8% fby III-RMN of a precursor) 
[a], =+152.6 (cz1.49, CHC$) 
Source of chirality: asymmetric synthesis 
Absolute configuration: 

\\ by chemical 
Sl.SZ,S,,SglSr,R9,S, (assigned 

correla ion 
0 4 

of a precursor and by 
comparation with the II-NMR of the corresponding 

C17H17*5Sl bromolactone) 

Methyl 2-iodo-4-oxa-5-oxo-6-ptolylsuifinylt.ricycle[4.2.1.03~q]nonane-9- 
carboxylate 

I. Alonso, M. B. Cid, J. G. Carretero, 
J. L. Garcia Ruano and M. A. Hoyos 

Tetrahedron: Asymmetry 1991,2, I193 

E.e$$8% (by 'II-RMN of a precursor) 
[al, =+194.9 (c=O.85, CHCl,) 
Source of chirality: asymmetric synthesis 
Absolute configuration: 

* 
S,,SZ,S3'Ss,S,,R9,SB 

('determined by X-ray crystallography) 
0 

Methyl 2-bromo-4-oxa-5-oxo-6-ptolylsulfinyltricycle~4.2.l.03~q~nonane-9- 
carboxylate 

I. Alonso, M. B. Cid, J. C. Carretero, 
J. L. Garcia Ruano and M. A. Hoyos 

Tetrahedron: Asymmetry 1991,2, 1193 

E.e= 
[al, ZlI- 

7% [by III--NMR with Yb(hfc)Jl 
-+3-O (c=1.16, CHC13) 

Source of chirality: asymmetric synthesis 
Absolute configuration: lS,4R (assigned by 
correlation with a known compound) 

2-t-butoxycarbonyl-3-methoxycarbonylbicycle[2.2.l]hepta-2,5-diene 

chemical 

I. Alonso, M. B. Cid, J. C. Carretero, 
I,. Garcia Ruano and M. A. Hoyos J. 

Tetrahedron: Asymmetry 1991,2, 1193 

i- 0 

* 

E.e=77% (by lH-NMR of a precursor and by comparation 

0 
wit$,feported [a] value) 

/ 
COzMe la], -+22 (c=1.09, CHC13f ([aflit=+29.5, c=1.2, CHCQ, 

e.e=lOO%f 
Source of chirality: asymmetric synthesis 
Absolute configuration: 3aR,4R,TS,7aS 

3a,4,7,7a-tetrahydro-2,2-dimethyl-6-(methoxycarbonyl)-4,7-methano-l,3- 
benzodioxole-5-carboxylic acid 

Al65 



E.e. = 100% 

[a]l>zo= -18 (c 1.05, CHCI3 ) 

A. Defoin, J. Pires, I. Tissot, T. Tschamber, D. Bur, M. Zehnder, 
J. Streith I 

Tet~~h~ron: Assets 1991,2,1209 
I 

I 

Source of chirality : natural and asymm. synth. (Diels-Alder) 

CI7H25N306 

Absolute configuration : 6(S), 5’(S), 2”(R) 
(assigned from the reaction mechanism) 

A. Defoin, J. Pires, I. Tissot, T. Tschamber, D. Bur, M. Zehnder, 
J. Streith 

Tetrahedron: Asymmetry 1991,2,1209 

&t- 

HO 6- E.e. = 100% 

x: 
5 ? [a]$5 = -63 (c 1.0, CHC13) 
4 N 0 

HO 
Y Source of chin&y : natural and asymm. synth (Diels-Alder) 

2' N s 

w 

,,+” Absolute con~g~don : 4(R), 5(R), 6(S), 2’(R), 5’(R) 
(detents by X-Ray) 

C17H34NzOsSi 
~4R,5R,6S]-6-(f-Butyl~methylsifyloxy)-2-[(2R,SR)-2,5-~ethyIp~l~me-l-carbamoyl]-tetrahy~~-I ,2-oxazine- 
4,5-dial 

A. Defoin, J. Pires, I. Tissot, T. Tschamber, D. Bur, M. Zehnder, 
J, Streith 

Tetrahedron: Asymmetry 1991,2,1209 

G’-’ 7 E-e. = 100% 

Hqw~; [a]95 = -36.4 (c 1 .O, MeOH) 

NO * ;,,w 

y_) 

Source of chiiity : natural and asymm. synth. {~~~s-A~~r) 

Absoiute con~gu~don : Z(S), 3(R), 2’(R), 5’(R) 
(assigned by rel. X-Ray of synth. intermed.) 

CI 1H22NzO4 
[2S,3R]-4-[(2R,5R)-2,5Diiethylpyrrolidine- I-carbonyl]-aminobutane- 1,2,3-trio1 

Y. Langlois, A. Pouilhds 
Tetrahedron: Asynmetry 1991,2, 1223 

~ 

SPh 

4-/ I 
N 

C18H23N0S 

[a]D = -86 (C 1.44, CHCI-,) 
Absolute configuration : 3aS,4R,7S,7aR 
Source of chimliy : (lR)-(+)-camphor ee : 99% 

Al66 



Y. tanglois, A. Pouith&s 

[aID = -71 (c 1.27, CHCI,) 
Absolute: configuration : 3aS,4R,7S,7aR 
Source of ckraliy : (lR)-(+)-camphor ee : 99% 

[a],, = +54 (c 1.73, CHQ) ee > 95% ‘H NMR 
Absolute cmfigumim : 3aS,4R,75,7aR,l’RJ’S,4’R 
SOUIW of chiMy : (lR)-(+)-camphor ee : 99% 

I Y. Langlois, A. PouilhPIs 
Tetruhedmn: Asymmetry X991,2,1223 

3a,4,5,6,7,7a-hexahydro-4,T-methano-2-f2’-phe~ylthio 
fiept-5’-ene-2’yl)-4,8,8-trlmethyl~nzox~ole 

bicyclo[2.2!. I ] 

+ 

Tetrahedron: Aztpmetry 1991,2,1223 
Y. Langlois, A. Pouilhb 

SRI 

CD HB NOS 

3a,4,5,6,?,7a-hexahydro-4,7-metha~o~2-(2’-phenylthio bicyclo[2.2.1] 
hept-5’-ene-2’yl)-4,8,6-trimethylbenzoxazole 

A167 



Y. Langlois, A. Pouilhk 

k 

Tetrahedron: Asymmetry 1991,2,1223 

SPh 

\ N+_ M [a]D = +83 (c 1.03, CHCl,) 

H..’ ,0’.H Absolute configuration : 3aS,4R,7S,7aR,l’R,TS,4’R 
Source of chiraliy : (lR)-(+)-camphot ee : 9996 

c25 H32 BF4 Nos 

BF,- 

& 

3a,4,5,6,7,7a-hexahydro-4,7-methano-2-(2’-phenylthio bicyclo(2.2.11 
hept-S-ene-2’yl)-3,4,8,8-tetramothyibenzoxazoiium tetrafluoroborate 

Y. Langlois, A. Pouilhb 

SPh 

J5 C&H 

($4 H14W 

Tetrahedron: Asymmetry 1991,2,1223 

[a]D = +21 (C 0.67, CHC13) 
Absolute configuration : lR,ZR,IIR 

2-(phenylthio)-bicyclo[2.2.1]hept-5-ene-2-carboxyclic acid 

Y. Langlois, A. Pouilhb 
Tetrahedron: Asymmetry 1991,2,1223 

SMe J5 COzH 

[a]D = +85 (C 0.97, cx13) ee : 95% (m&y1 ester) 
Absolute cotiguration : lR,2R,4R 

C9 H1202S 

2-(methylthio)-bicyclo[2.2.1 Jhept-5-ene-2-carboxyclic acid 

Y. Langlois, A. Pouilhes 
Tetrahedron: Asymmetry 1991,2,1223 

SMe Jh [U]D = +62 (C 0.91, CHCI3) ee : 95% @C-MS) 

co, Me 
Absolute configuration : lR,2R,4R 

clO H1402S 

2-(methylthio)-bicycio(2.2.l]hept-5-ene-2-carboxyclic acid, methyl ester 

Al68 



H. Waldmann, M. Braun and M. DGger 
Tetrahedron: Asymetty 1991,2,1231 

[al; 1-63.2 (C-l, CH,Cl,) 

Source of cl&&y : L - valine 

Absofute conti~ratfon (5s) 

C22H33NO5 (390.4) N-[(S)-l-tert-Butyloxycarbonyl-2-methy@ropylj-(5S)-5-amino- 
3-methoxy-5-phenyl-pent-2-enofc add nwtf~yl ester 

H. Waldmann, M. Braun and M. Dtiger 
Tetrahedron: Asymmetry 1991,2,1231 

Icrl; s-61.20 (cel.1, CH&) 

Source of chirality : L - isoleucine 

Absolute configuration (5s) 

N-[(lS,2S)-1-Methoxycarbonyl-2-rnethylbuty~-(5S)-5-amfno 
3-rnethoxy-5-phenyl-pent-2-enoic add methyl ester 

C2oH2gN05 (360.4) 

H. Waldmann. M. Braun and M. Drgger 
Tetrahedron: Asymmetry 1991,2, 1231 

La]; =-62.2 (c=l, CH$l,) 

Source of chirality : L - valine 

Absolute configuration (5s) 

Y \ 1 N-[(S)-l-tert-Butyloxycarbonyl-2-methylpmpy~-5(S)-5-amino- 

C22H32NO5 (424.9) C’ 
5-[3-chlorophenyfl-3-methoxy-pent-2-enoic acid methyl ester 

H. Waldmann, M. Braun and M. Drgger 
Tetrahedron: Asymmetry 1991,2,1231 

[ai: =-95.5 (c=l, CH&l,) 

Source of chirality : L - valine 

Absolute configuration (5s) 

C22H32N05 (424.9) 

N-[(S)-l-tert-Butyloxycarbonyl-2-methyipropyl]-(5S)-5-amino- 
5-(4_chloropheny)-3-methoxy-pent-2-enoic acid methyl ester 

Al69 



H. Waldmann, M. Braun and M. Drgger 
Tetrahedron: Asymmetry 1991,2,1231 

Me0 

?=o OYO-4 I aIF = - 83.2 ( c = 1, CH,CI, ) 

Me0 

Source of chirality : L - valine 

Absolute configuration (5R) 

N-[(S)-l-tert-Butyloxyca~nyl-2methylpropy~-(5R)-5-ami~- 
4-methoxy-act-2-enoic acid methyl ester 

Ct gH35N05 (3575) \ 

H. Waldmann, M. Braun and M. DGger 
Tetrahedron: Asymmetry 1991,2,1231 

[aID = -74.7 ( c = 1, CH,CI, ) 

Source of chirality : L - valine 

Absolute configuration (5R) 

N-[(S)-l-Benzyl-oxycarbonyl-2methylpropyl]-(5R)d-amino- 
3-methoxy-oct-2-enoic acid methyl ester 

\ C22H32N05 (390.5) 

H. Waldmann, M. Braun and M. Dr$iger 
Tetrahedron: Asymmetry 19!81,2,1231 

Source of chirality : L - valine 

Absolute configuration (5R) 

CfgH34N05 (356.5) 

N-[(S)-l-tert-Butyloxyca~nyl-2-methylpropyl]-(5R)-~a~~ 
3-methoxy-6-methyl-hept-2-enoic acid methyl ester 

H. Waldmann, M. Braun and M. Drager 
Tetrahedron: Asymmetry 1991,2, 123 1 

[a]:=-37.2 (c-l, CH,CI,) 

Source of chirality : L - valine 

Absolute configuration (5R) 

C25H47N0.3 (441.6) 

w(S)-l-tert-Butyloxycarbonyl-2-methylpno 
3-methoxy-tetradec-2-enotc acid methyl ester 

A170 



t-l. Waldmann, M. Braun and M. Drager 

m-23,2 (c=l, GH,G12) 

Source of chirality : L - valine 

Absolute ~nfi~ration (5R) 

G24H42N05 S, (486.7) 

N-[(S)-i-tert-Sutylaxyca~nyl-2-methylpropylj-(5~)~ 
5-amino-3-methoxy-8-(2-methyl-l,3dithian-2-yl)-oct- 
2-enoic acid methyl ester 

H. Wafdmann, M. Braun and M. D&er 

= - 40.3 ( c = 1, CH,CI, ) 

Source of chirality : L - valine 

Absolute confi~ration (6R) 

C24H41 NO4 (423 5) 

NI(S)-i-tert-ButylOxycarbon-2.methylpropylf-R)- 
4-methox~6-n-nony~-3,4-~dehydro-pipe~~n-2-one 

H. Waldmann, M. Braun and M. Drgger 
Tetrahedron: Asymmetry 1991,2,1231 

WI; =-53.6 (ctl, CH,CI,) 

Source of chirality : L - valine 

Absolute configuration (6R) 

Source of chfrauty : L * vam 

Absofute ~~r~~n (5R) 

Gl4H&KI4 (269.3) 

A171 



I H. Waldmann, M. Braun and M. Driiger 
Tetrahedron: Asymmetry 1991,2, 1231 

[ai: x-25.4 (c=l, CHaCI,) 

Source of chirality : L - valine 

Absolute configuration (6R) 

C6tij3N02 (155.2) 

J.C. de Jong, F. van Bolhuis, B.L. Feringa* 
Tetrahedron: Asynmetry 1991,2, 1247 

0 

E.e. > 99% 
[cr]n -124.5 (c 1.08, CH$l,) 
Source of chirality: I-menthol 
Absolute configuration 3R 

G+Go~5 (OM* = ~-menthy~o~) 

J.C. de Jong, F. van Bolhuis, B.L. Feringa* 
~emzkfrOn: Asymmeny 1991,2, I247 

E.e. > 99% 
[cr]n -130.9 (c 1.0, Crr,Cl& 
Source of chirality: I-menthol 
Absolute configuration 3R 

(OM* = knenthyloxy) 

J.C. de Jong, F. van Bolhuis, B.L. Feringa* 
Te~~~dro~: Asyttunmy 1991,2,1247 

H O 

@ 

0 

0 
H 

OM’ 

E.e. > 99% 
Source of chirality: I-menthol 
Absolute configuration 3R 

G$-hO, (OM* = I-menthyloxy) 
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J.C. de Jong, F. van Bofhuis, B.L. Feringa* 

E.e. > 99% 
[aID -65.4 (c 1.0, CH,cl,> 
Source of chirality: l-menthol 
Absolute configuration 3R 

1 WW, (OM* = l-menthyloxy) 

, 

J.C. de Jong, F. van Bolhuis, B.L. Feringa* 

H O 

ti 

I O 

H Oti 

WM4 

I Tetrahedron: Asymmeny 19!#1,2,1247 

E.e. > 99% 
[a]o -131.8 (c 1.0, n-hexane) 
Source of chirality: I-menthol 
Absolute configuration 3R 

(OM* = I-menthyloxy) 

J.C. de Jong, F. van Bolhuis, B.L. Feringa* I Tetrahedron: Asymmetry 1991,2,1247 

E.e. > 99% 
[aID -205.7 (c LO, CH&) 
Source of chirality: f-menthol 
Absolute configuration 3R 

(OM* = I-menthyloxy) 

J.C. de Jong, F. van Bolhuis, B.L. Feringa* 

G.P3203 

Tetrahedron: Asymmetry 19!N,2,1247 

E.e. > 99% 
[aID -214.1 (c 1.0, n-hexane) 
Source of chirality: I-menthol 
Absolute configuration 3R 

(OM* = I-menthyloxy) 
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P.D. Bailey, G.R. Brown, F. Korber, A. Reed and R.D. Wilson 

Me 

ti 

E.e. > 97% (inferred from chiral HPLC of other Diels-Alder adducts) 

Me/ 
[a]~~’ -7.5 (c = 1.00, MeOH) 

Source of chirality : (R)-1-phenylethylamine 

N 

A 

COaEt 
Absolute configuration : l’R, 6S (relative stereochemistry 

HCl 
determined by single crystal X-ray diffraction) 

?& Ph 

C1aH,N02.HU (6S)-l-[(R)-l-Phenylethyl]-6-ethoxycarbonyl-3,4-dimethyl-3,4-dideh~opipe~dine 

P.D. Bailey, G.R. Brown, F. Korber, A. Reed and R.D. Wilson Temhedron: Asymmetry l!I!H, 2,1263 

Ma 

(I 

/ 
E.e. > 92% (from chiral HPLC) 

[olnzs -t-7.5 (c = 1.00, CHC1.j) 
Source of chirality : (R)-1-phenylethylamine 

N 

A 

COaEt Absolute contiguration : 1’R. 65 (stereochemistry at 6position 

assigned after ~sfo~ation to known compounds) 
Mo Pb 

CI&&Q (6S)-1-[(R)-1-Phenylethyl]-6-ethoxycarbonyl-4-merhyl-3,4-didehy~p~~~dine 

P.D. Bailey, G.R. Brown, F. Korber, A. Reed and R.D. Wilson Tetrahedron: Aspnmmy 1991,2,1263 

Me 

i, 

E.e. > 97% (from &ii HPLC) 

/ fc&22 -65 (c = 2.00, CIiC13) 

Source of chin&y : (R)-l-phenylethy~~nc 

N ‘**‘CZ&Et Absolute con~~don : l’R, 6R (stereochemistry at 6position 

A 
inferred from comparison with the I’R, 65 isomer) 

Me Ph 

P.D. Bailey, G.R. Brown, F. Korber, A. Reed and R.D. Wilson Tetrahedron: Asymnnq 1991,2,1263 

Me 

~ 

Be. > 97% (inferred from e.c. of didehydm precursor) 

[afD= -17.5 (c = l.cw, Crit&) 

Source of chirahty : (Ran-phenyle~~i~e 
N 

A 

CO@ Absolute configuration : I’R, 2s. 4R (25,4R stereochemistry 

assigned after transformation to known compound) 
Me Ph 

WGsNe, Ethyl (2S,4R)_l-l(R)-l-phenylethylj-4-methylpipecolate 
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Me 
=: 

c 
. 

n E.e, > 97% (inferred from e.e, of didehydm precursor) 

IcllD24 +32.5 (c = 1.00, CHCl$ 

Source of chirality : (R)- I -phenylethylmine 
N Co&t 
I Absolute configuration : l’R, 2S, 45 (2S, 4s stereochemistry 

Me A WI 
assigned after transformation to known cornpound) 

~17%NQl Ethyl (zS,4S)-I-f(R)-l-phenylethylj-4-methylpi~cul~c 

PD. Bailey, G.R. Brown, F. Korkr, A. Reed and R.D. Wilson 

Me E-e. > 97% (inferred from e.e. of precursor) 

[al,” -IO,5 (c = 2.00, EtOH) 

{Lit. [cl]~~~ -12.5 (c = 5, EeUH)} 

Source of chirality : (RI-1-phenylethylamine [as (RI-l-pknylethyl auxiliary] 

AbsuIute configuration : 25, 4R (stereuchemistq inferred 
by comparison with literature cumpound) 

qaw~2 Ethyl (2S,4R)-4-methylpipecdate 

P,D, Bailey, G.R. Brown, F. Korber, A. Reed and R.D. Wilson 

Me E.e. :, 97% (inferrd from e.e. of precursor) 
T 
l EQZ2 +22 (c = 2.00, EtOH) 

{Lit. [aloP +24-f (c = 5, EtUH)) 

Source af c hirality : (R)- 1 -ph~nylcthylamine [as ARC-~-phenyle~yl auxilizq] 

CO@ Absdute configuration : 25, 4s (sterc=ochemistry inferred 

by comparison with literature compound) 

GJfw~2 Ethyl (2S,4S)-4-methylpipecokte 

G. 
c. 

W. Kaba&a, R. M. Pagni, S. Bains, 
Hmdrugiannis, M. Pksco, R, Ku&D. Cox, and J. Gmm. 

= 27.8% (by ‘R nm using chiral shift ragefit) 
Configuratian: 2S, JS 

CI ltf,& 
Source of Chirality: Asymmetric 
Dids-Alder reaction with (-)-dimethyl fumarate on alumina 

Dimethyl Bicyclo(2.2.l)hept-S-en-2-~~-3-e~-dicxyla~ 



G. W. KabaJka, R. M. Pagni, S. Rants, 
G. Hondrogiannis,M. Plesco, R. Kurt, D. Cox, and J. Green. 

Tetrahedron: Asymmehy 1991,2,1283 

&r 

~ E.e. 
\ H 

= 33.7% (by optical rotation) 

caH1zo 
Absolute Configuration: 2S 

CHzOH 
Source of Chirality: Asymmetric 
Diels-Alder reaction with (-)-met&y1 acrylate on alumina 

2-Endo-hydroxylmethylbicyclo(2.2. J)hept-fi-ene 

C. Cativiela, M. P. L6pez, J. A. Mayoral. 
Tetrahedron: Asymmehy 1991,2,1295 

4- 
Absolute configuration: lS,2R,4S 

/ NHCOCH3 
(assigned by comparing with the corresponding hydrogenated amino acid) 

‘H-NMR [Eu(tfc)3 /S molar relationship = 0.85, CDCI3) : 
CO&H3 NHC-3 : 5.50 ppm ; Co, m3 : 4.93 ppm 

%HlSNO3 

Methyl (IS, 2R, 4s)-2-afetamidobicydo~2.2.l]hept-5-ene-2-~r~xyiate 

C. Cativiela, M. P. Lopez, J.’ A. Mayoral. 
Tetrahedron: Asymtry 1991,2,1295 

& 
Absolute configuration: lR,2S,4R 

NHCOCH3 
/ 

(assigned by comparing with the corresponding hydrogenated amino acid) 

f=2Q-I, ‘H-NMR [En(&)3 /S molar relationship = 0.85, CDCl3) : 
NHCOC& : 5.29 pptn ; CO&& : 5.07 ppm 

GH15NO3 
[a1,24 (c = 12.75 x l@t, MeOH) ; +72.5 f 0.5 

Methyl (lR, 2S, 4R)-2-acetamid&icyd~2.2.l]hept&ene-2-earboxylate 

C. Cativiela, M. P. Lopez, J. A. Mayoral. 
Tetrahedron: Asymmetry 1991,2,1295 

4 

Absolute configuration: lS,ZS,4S 

/ @$H3 
(assigned by comparing with the corresponding hydrogenated amino acid) 

‘H-NMR [Et@@3 /S molar relationship = 0.85, CDCi3) : 

NHCOCH3 NH-3 : 5.05 PplXl ; Co,=3 : 4.75 ppm 

W%W3 
[cxlDM (c = 17.9 x lo-‘, MeOH) ; - 97.3 It 0.5 

Methyl (IS, 2S, 4S~2-acetamidolbicydo[23.l]hept-5_ene-2 
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C. Cativiela, M. P. Lopez, J. A. Mayoral, 
Tetrahedron: Agmnef~ 1991,2,1295 

Lk% =WH3 
Absolute configuration: lR,2R,4R 

I 
(assigned by comparing with the co~s~nding hydrogenated amino acid) 

NHCOCH~ ‘II-NMR fE~(tfc)~ IS molar ~Iatio~hip = 0.85, CDCI,) : 

: 4.80 ppm NHCrn3 : 5.30 ppm ; co, m3 

t 

Methyl (lR, ZR, 4R)-2-acetamidobicyclo[2.2.l]hept&ne-2-carboxylate 

f 
K. Narasaka, M. Saitou, and N. Iwasawa Tetvahedron: Asymmetry 1991,2,1305 

OY.3 
0 N 
H 

S 
& 

E.e.=>95% 
bx]nz1=+95(c l.O7XZH$li) 

c 

.0 
s a 

CtsHzsNO& 

mp Xl-92 “c 
Source of chirality: asymmetric intramolecular Diels-Alder reaction 

Absolute configuration lS,2S,4aR,SaS 
3-[I ,2,4a,5,6,7,8,8a-Octydro-2-me~yl-6,6-(~me~yle~ed~~o)- 
l-na~~~e~c~nyll-l,3-ox~li~n-2~ 

K. Narasaka, M. Saitou, and N. Iwasawa Tetrahedron: Asymmetry 1991,2,1305 

E.e.=>95% 

[c&,24,+89(c tl.93,CHzCls) 
Source of chirality: asymmetric intramolecular Die&Alder reaction 

G3H3193 

Absolute contlguration lS,2S,4aR,SaS 
S-Octyl 1,2,4a,5,6,7,8,8a-o~yd~-2-~~y1-6.6o)- 
1-naph~~en~a~~o~e 

K. Narasaka, M. Saitou, and N. Iwasawa 

OH 
H 

S 
& 

c s I! 
0 

C1sHz4~2 

Tetrahedron: Asymmetry 1991,2,1305 

He.=>958 [by ‘H HMR analysis of MTPA ester1 

[o]n26=c63(r: l.o3,CH2~~ 
mp 100-101 “C 
source of chirality: asymmetric imramolecular Diels-Alder reaction 

Absolute configuration lS,2S&R,SaS 
1,2,4a5,6,7,8,8a-Octahydro-2-me~yl-6,6-(~me~yl~~~o)- 
l-nap~~eneme~~l 
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K. Narasaka, M. Saitou, and N. Iwasawa 

Source of cl&&y: asymmetric intramolecular DiebAlder reaction 

Absolute contigumtion 4aS,!TS,6S,8aR 
5-BeKtyloxyne~y1-1,2,3,4,4~,6,8a-~~6-m~~-2,2- 

K. NZUXS&, M. saitcm, and N. Iwasawa 

E.e.=>95% 

K. Namsaka, M. Saitou, and N. Iwasawa Temhedron: Asynmrfy 1991,2, WI5 

E.e.=z95% 

&&$=+12l~c l.os,CE$&I 

Absolute configuration 4aS,!G,6S,SaR 
5-Benzylox~e~yl-1,2,4a$,6,8a-hexahydro_6- 
methylnaphthalen-2-one 

K. Narasaka, M. Saitou, and N. Iwasawa TewatPedron: Asymmewy 1991,2,130!$ 

E.e.=>PS% 

Source of chirality: asymmetric intfam&eWlW Diels-Alder reaction 
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K. Narasaka, M. Saitou, and N. Iwasawa T~ru~dro~: A~~~~ 1991,2,1305 

E.e.=>95% 

[al~**=+188(c 0.73,cH~C12) 
Source of chiity: asymmetric intramolecular Die&-Alder reaction 

Absolute configuration 2!$4aS,5S,6S,8aR 
5-Benzyloxymethyl-l,2,3,4,4a,5,6,8a-octahydro-2,6~ 
dime~ylnaph~~en-4-one 

K. Narasaka, M. Saitou, and N. Iwasawa Tetrahedron: Asymmetry 1991, 2.1305 

E.e.=rPS% 

[aJnz5=+76(c 0.57$&.~2) 
Source of chirality: asymmetric intramolecular Die&Alder reaction 

*“’ Absolute caption 2S,4S,4~,5S,~,S~ 
5-Be~ylox~e~yl-l~,3,4,4a,5,4,8a~~yd~2,6-dime~yl-4- 

GdWZ naphthol 

K. Narasaka, M. Saitou, and N. Iwasawa Tetrahedron: Asymmetry 1991,2,1305 

E.e.=>95% 
[a3~30=t14P(c I.l6,CHCl3), Pit. [aln=+152(c 0.98,CWl3)J 
mp 118-120 “C 
Source of chirality: asymmetric ~ole~l~ Diels-Alder reaction 
Absolute ~nfi~~on lS,2S,4~,6S,8S,S~ 
(assigned by comparison with literature data) 
1,2.4a,5,6,7,8,8a-Octahydro-8-hydroxy-2,6-dimethyl-l- 
naphthalenemethanol 

L 
I 

K. Narasaka, M. Saitou, and N. Iwasawa Tetrahedron: Aspmetry 19!J1,2,1305 

E.e.=>95% 
[a]n25=+71(c 1.67,CH~Cl~ 
Source of chirality: asymmetric intramolecular Diets-Alder reaction 

Absolute configuration 4!&4aS,5S,6S,8aR 
5-Benzyloxymethyl-l,2,3,4,4a.5,6,8a-octahydro-6~metltyl-4- 
naphthol 
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K. Nawaka, M. Sairou, and N. Iwasawa Tetrahedron: Aqyrnmet~ 1991,2,1305 

E.e.=>95% 

OH 

& 

HO 
TH 

[a]uss=+120(c 1.00,CH2Clz, 
mp 110-112 Oc! 
Source of chirality: asymmetric intramolecular Diels-Alder reaction 

Absolute ~nfi~~tion lS,ZSPaR,SS.&iS 

1,2,4a,S,6,7,8,~a-~~yd~S-hydmxy-2-me~yl-l- 

naph~~e~rne~~ol 

K. Puji, K. Tanaka, K. Abe, A. Itoh, M. Node, T. Taga, 
Y. Miwa, and M. Shire 

1 Tetru~dro~: Abuts 1991,2,13 19 

N4 
E.e. 100% 

& 

yh 

sAMa 

[alD2o -121.3 (c 1.00, U-Q) 

Source of chirahty: (S)-Phenylp~pionic acid 

Absolute ~on~gumdon: f 

CI~HI~NOG 
Use: Chii dienophile for asymmetric Diefs -Abier reaction 

(25)- 1-(2-phenylpropyl~o)-2-ni~ycl~n~ne 

K. Fuji, K. Tanaka, K. Abe, A. Itoh, M. Node, T. Taga, 
Y. Miwa, and M. Shire 

Tetrahedron: Asymmetry 1991,2,1319 

E.e. 100% 

[a]u2’ -72.9 (c 1.68, CHUs) 

Source of china&y: Q-Phenylpropionic acid 

Absolute configuration: SS, 25 (assigned by X-ray) 

C1&47N0sS 
Use: Chiral ~enoph~~ for asymmetric Diels -Alder reaction 

(SS,2S)-l-(2-phenylpropylsulfmyl)-2-nitrocyclopentene 

K. Fuji, K. Tanaka, K. Abe, A. &oh, M. Node, T. Taga, 
Y. Miwa, and M. Shim 

Tetrahedron: Asytnmmy 1991,2,1319 

E.e. 100% 

WD2* +388.3 (c O.&t, CHCl,) 

Source of chiiity: (~-Pheny~~io~c acid 

Absolute ~n~~don: Si?, 2s (assigned by X-ray of the related 

C&WO$ 
compound) 
Use: Chiral dienophile for asymmetric Diels -Alder reaction 

(SR,2S)-1-(2-phenylpropylsulfmyl)-2-nitrocyclopentene 
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K. Fuji, IL Tanaka, K. Abe, A. Itoh, M. Node, T. Taga, 
Y. Miwa, and M. Shin, 

OMe 
4y 

cr3, 
Ee. >95% [‘H-NMR with Eu{hfcf,J 

[txluZ2 +87.1 (c 1.00, CHCls) 

Source of chin&y: Asymmetric Diels-Alder reaction with chitrd sulfoxide 

0 Absolute con~g~ation: LS, 2s (assigned by X-ray of the de&at&d 

%%3N% com~und) 

K. Fuji, K. Tanaka, K. Abe, A. Itoh, M, Node, T. Taga, 
Y. Miwa, and M. Shin, 

Tetraltedron: Asymiry 1991,2,1319 

E.e. >95% [‘H-NMR with Eu(hfc)s] 

Ws? +302.5 (c 1.62, CHCla) 

Source of chin&y: Asymme~c Diels-AI~r reaction with cbiral s~oxi~ 

Absolute confignration: IS, 2R (assigned by X-my of the derivatized 

com~und) 

K. Fuji, K. ‘Tanaka, K. Abe, A+ Itoh. M. Node, T. Taga, 
Y. Miwa, and M. Shiro 

l’muhedron: Asynmmy 1991,2,13 19 

q&i 
c&N g E.e. 88% [‘H-OR with Eu(~~~] 

a 

[aIDa -79.0 [c 0.48, CHCl$ 

’ 0 

Source of cbiiity: As~me~c Die&-Al&r reaction with chii suifoxide 

Absolute confignration: I& 2R (assigned by X-ray of the derivatixed 

w-w~4 compound) 

(lR,~)-Bicyclo[4.3.0]-Z-methoxy-l-ni~5-nonene-~one 

K. Fuji, K. Tanaka, K. Abe, A. Itoh, M. Node, T. Taga, 
Y. Wwa, and M. Shin, 

Tetrakedrort: Asymmetry 1991,2,1319 

OMe 
WJ 

d3\ 

E.e. 91% [‘H-NMR with Eu(hfc)3] 

&sJt,2Z -288.1 (c 0.2 1, CHCla) 

Source of chirality: Asymmetric Diels-Alder reaction with &ii sulfoxide 

0 Absolute co~~tion: I& 2.9 (assigned by X-ray of the derivatiaed 

C1063No4 compound) 

(lR,2S*)-Bicyclo[4.3.0]-2-methoxy-1-nitr 

Al82 
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I A. S. Anslow, L. M. Harwood, H. ~~~~5, D. Watkin and L. Wang 
Te~r~d~~~: A~~~ 1991,2,X%43 

0 

p’ss ii NMit P 
C&$,,N& [a&o = -20.4 (c 0.25, Wf&) . 

Ph N 

Y 

HO 
Source of chirality (RI-2-phenylglycinol 

H 
0 0 Absolute ~n~~uration : 2(R), 6(R), 7(5), 8(R), 9(S) 

~xx%II~~ Z(R),6(R1,7(s),S(R),9(S) 29aiphenyl-l-a~~xa[4.3,0”6)bicyclononan 

A. S. Anslow, L. M. Hatwood, H. Phillips, D. Watkin and L. Wong 
Tetrahedron: Asymmetry 1991,2,1343 

Ph H m2m 

Ye? 

(k&&i [&() = -57.1 (c 0.60, CHclj, 

Pn N 
ii- 

H 
Some of chirality ~R~2~h~nylg~yc~ol 

0 0 Absolute ~o~~~tion : 2(R), 6(R), 7(S), 8(R), P(R) 

2(R),qR),7(~,8(R)~9(R} dimethyl 2,9~phenyl-1-aza~xa~4.3.0”~6]bicyclononan-5-one-7,~~~~~x~late 

A. S. Anslow, L. M. Harwood, H. Phillips, D. Watkin and L. Wong Tetrahedron: Asymmmy 1991,2,1343 

Source of chirality (R~2-phenyl~y~~i 

Absolure configuration : 2(R), 6(R), 7(S), 8(R), 9(R) 

N-methyt 2(R),~R),7(S),8(R),9(R) 2,9~iphenyl-f;tza~xaf4.3.0”6Jbicyclo~onan-S~ne-7,8~~~~x~ide 

A. S. Anslow, L. M. Hatwo&, H. Phillips, D. Watkin and L. Wang TeRahedron: Asymmetry 199&Z, 1343 

0 

~H~20~ 
D 

W 20 = -101.0 (c 0.60, cHcl$ 

PB Source of chiiity OR)-2-phenylglyc~ol 

Absolute configuration : 2(R), 6(R), 7(R), S(S), 9(S) 
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A. S. Anslow, L. M. Harwood, H. Phiflips, D. Watkin and L. Wong 
Tefru~~on: Acorn 1991,2,1343 

0 
H 

0 W&W’s [cpu, = i66.1 (c 0.58. CT-Q) 

Ph N 

Y s! 

H 0 
Source of chin&y (R)-2-phenylglycinol 

H 

0 0 Absolute configuration : 2(R), 6(R), 7(S), 8(R) 

2(~),6(~),7(S),S(~~ 2~henyl-l~~xa[4.3.0f~4]bicyclonon~-5~n~7,8~c~~xy~c anhydride 

A. S. Anslow, L. M. Hanvood, H. Phillips, D. Watkin and L. Wong 
Tetrahedron: Asymmetry 1991,2. I343 

0 

C&H&O~ [a;lDzo = +88.5 (c 0.60, CHC13) 

Source of chin&y (IQ-2-phenylglycinol 

Absolute connation : 2(R), 6(R), 7(R), 8(s), 9(R) 

N-methyl 2(R),qR),7(R),8(~,9(R) 2,Pdiphenyl-l-aza[4.3.Ot~~~cyclononM-~ne-7,~ic~~xi~de 
I 

Byeang Hyean Kim* and Ju Young Lee 
Tetrahedron: Asymmetry 1991,2,1359 

Ct5HzzN2QS 
Absolute configuration 2R, 5S 

N-[(4,5-Dihydro-3-methyl-5-isoxazolyl)c~~nyl]~m~e~1O,2-sultam 

Byeang Hyean Kim* and Ju Young Lee Tetrahedron: Asymmetry 1991,2,1359 

E-e. >98% (by ‘H &c’% NMR of Mosher’s ester and 

optical lotion) 

O-N 
[al D27= -170.3 (c 1.1, CHCl,, 

Source of chirality: diastereoselective cycloaddition 

ww14 Absolute configuration SR 
S-Hydroxymethyl-3-methyl-2-isoxaxoline 



Byeang Hyean Kim* and Ju Young Lee I Tetra~drol~: Assets 1991,2,1359 

[CXj Do’= -159.7 (C 1.05, CHCI,) 

Source of chirality: diastereoselective cycloaddition 

Absolute configuration 5R 

S-Nydroxymethyl-3-ethyI-Z-isoxazoline 

Andrea Goti, Stefano Cicchi, Albert0 Brandi, and K. M. Pietrnsiewicz 

” = +8_5.9 (c 0 18, CHCI,) 
Source of ckiraiity: 1,2:5.6-Di-O-isopropylidene-D-manuitol 
and asymmetric 1,3?i-dipolar c~ioaddition 
Absoiute can~guration: 3S,3a&4R&S,4’S 
“P NMR: 6 57.22 ppm. 

C23R!BN04P 

2-Benzyl-3-(2,2-dimetkyl-1,3-dioxo~an-4~yl)-4-phenyI-hexakydro~4H-pkospho~o[Z,3-dJi~xazole 4-oxide 

Andrea Goti, SteFano Cicchi, Afberto Brandi, and K. M. Pietrusiewicz Tetrahedron: Asymmetry 199E,2,1371 

@ID 25 = -83.5 fc 0.28, CHCb) 
Source of chitality: 1,2:5.6-Di-0-isopropyiiden~-~-mannitol 
and asymmetric 1,3-dip&r cycloaddition 

Absolute configuration: 3&3aR,4S,6aR,4’S 
31P NMR: B 57.70 ppm. 

CZfl28N04P 

2-Ben~~-3-(2,2-dimetbyl-2,3-dioxoIan-4-yI)-4-pheny~-hexahydro-~-phospholo[2,3-~]i~~~c 4-oxide 

Andrea Goti, Stefano Cicchi, Albert0 Brandi, and K. M. Pietrusiewicz 

On ‘F 
V \ 

2.3 
MD = + 91.2 (c 0.33. CHCl3) 

Source of chirality: kinetic resolution 
Absolute configuration: SF 

ClO~llO~ 

2,3-Dikydro-1-pbenyl-~-phospkoie l-oxide 
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T. TakahaaM, A. Fujii. J. Sugita, T. Hagi, K. Kitano, Y. Amt. 
T. Koizumi and M. Shiro 

’ 
I 

Tetrahedron: Abate l!B1,2,t379 

tab* = -164.7 (c 0.66, CHCIs) 
mp121-122% 

Source of dtirafity: asymm. syntfr. (1,3dipolar cydoaddiion) 
Absolute configuration 1 S, 5S, 6R, F$ 
(assigned by conversion to the known compound) 

T. R&&ashi, A Fujj. J. Sqkx T. Hagi, K Kitano, Y. A@ 
T. Koizumi and M. Shiio 

Tetrahedron: Asymmetry 1991,2,1379 

Me.N 
ialD23 = i366.9 (c 0.65, CHCl3) 

mp132134oC 
Source of chirafity: asymm. synth. (1 $-cfipoiar cydoaddiion) 

Absolute ccnfiguration 1 R, 5R, 6% Ft. 
(assigned by mechanietic ccnsiderations) 

T. Takaheshf, A. Fujii, J. Sugita, T. Hagi, K. Kitano, Y. Arai, 
T. Koizumi and PA. Shiio 

1 Tetrahedmt: A~-~ 19!31,2,1379 1 

Me.* 

Lb 0 

/ 

To, SO 

ia]D 23 = +163.5 (c 1.04, CHCQ 

Scurce of chirafity: asymm. synth. (1,3dipolar cydoaddiion) 
Absolute configuration 1 R, 5R, 6R, R, 

(assigned by mectranistic considerations) 

T. T&ah&f, A. Fujii, J. Sugii T. Hagi. K Kftano, Y. Arai, 
7. Kdzumi and h4. Sftii 

Tetrahedron: ~~~ l991,2,1379 

&ID 23 = -249.7 (c 0.71, CHcI3) 

fw-= 

ST01 
Source of d-iirafii: asymm. synth. (1,3dipolar cydcadditbn) 

Absolute configuraticn 1 S, 6S, 6R 

WWOS 
(assigned by cQIw815ion to the known compound) 
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T. Takahashi, A, Fujii, J. Sugita, T. Hagi, K. Kitano, Y. Arai, 
T. Koizumi and M. Shiro 

Tetrahedron: Asymmetry EM,& 1379 

b]D ” = i47.0 (c 0.74, CHCIs) 
mplW115”C 

Source of chiralii: asymm. synth. (l$dipofar cycloadditfon) 

Absolute configuration 1 S, 5S, 6R 

(assigned by conversion to the known compound) 

T. Takahashf, A. Fujii, J. Sugti, T. Hagi, K. Kftano, Y. Arai, 
T. Koizumi and M. Shiro 

#fe 
1a1023 = -15.5 (c 0.79, HsO) 

& 

mp<36”C 
Source of chiralii: asymm. synth. (1 $dipolar cycfoaddition) 

HO” Absolute #n6gur~~n 1 S, 2S,5R 

CsH1 sNO 
(assigned by [& of the lit~~ufe) 

~~ethyl-s-~~i~~o[3.2.1]~-2-ol [(1~~{“)-2~-~~~ 

T. Takahashi, A, Fujii, J. Sugii, T. Hagi, K. Kitano, Y. Arai, 
T. Koitumi and fvl. Shiro 

N--& 
HO 

& ST01 

E.e. > 96% [by ‘H NMR with Eu(hfc)3] 

[c&= = +85.7 {c 0.77, CHC&) 

mp3W4OC 
Source of chirafii: asymm. synth. (1,3-dipoC ~d~on} 

Absofute ~~gur~~ lS, 2R, 5S, 6R 

T. Takahashi, A. Fujii, J. Sugii T. Hagi, K. Kftano? Y. Arai, Tmdedron: acre 1991,2,1379 
T. Koizumi and M. Shiro 

[o]o= = +36.6 (c 1.60, CHCls) 

Source of chirafity: 
I;;w;_ray; 

asymm. synth. (lbdipoiar q&addition) 

Absolute configuratron 1 S, 8S, 9S, 1 ‘S, 2’R, CR, Ft 

CssHs$f&S 

11 -Ben~yl-9-(~2-hydro~-7,7-dimethylbicydo[2.2.1]heptan-1-yl}methysulphinyl)~,1 1 -diaza-7-oxatrkydo[4.3.1]- 
dodecan-1 0,l !&dione 

Al88 



Ram& AIib&, Jose L. Bo~e~~de, Josep Font. 
Tetra~~on: A~~~ 1991,2,1391 

0 

C5H602 

5-me~yl-2(S~-fu~one 

E.e.> 99% (by 1H NMR with Eu(hfc)g) 

[Cr]D2’ = -95.89 (C 0.73, CHCl3) 

Source of chirality: D-ribonolactone 

Absolute configuration: 5s 

Ram6n AliMs, Jose L. Bourdelande, Josep Font. 
Tetrahedron: Asymmetry 1991,2,1391 

C5H@3 

E.e.> 99% (by 1H NMR with Eu(hfc)g) 

[a]D25 = -151.87 (c 2.37, H20) 

Source of chirality: D-mannitol 

Absolute configuration: 5s 

Ram& Alibtis, Jose L. Bourdelande, Josep Font. 
Tetrahedron: Asymmetry 1991,2,1391 

cf+3- 
0 

C7Hs04 

5-acetyloxymethyl-2(SH)-furanone 

E.e.> 99% (by 1H NMR with Eu(hfc)3) 

[&]02* = -123.6 (c 3.68, CHCl3) 

Source of chirality: D-mannitol 

Absolute configuration: 5s 

Ram& Al&&s, Jos6 L. Bourdelande, Josep Font. 
Tetrahedron: Asymmetry 1991,2,1391 

0 

QoH1404 

5-pivaloyloxymethyl-2(5H)-furanone 

[a]D25 = -140 (C 1.26, CHC13) 

Source of chirality: D-mannitol 

Absolute configuration: 5S 

A189 



Ram& At&&, Jest L. Bourdelande, Josep Font. 

CF,cooC 

YY- 
H3” _ 

0 

C7HsW4 

S-~fluoroa~~loxyme~yl-2(5~-furanone 

[c1],,25 = -96.8 (c 2.1, CHC13) 

Source of chirality: D-mar&to1 

Absolute configuration: 5s 

Ramon Alibts, Jose L. Bourdelande, Josep Font. Terrahedton: A.symerry 1991,2,1391 

CH3 
0 

Yr 

D.e.= 46% (by GLC, 1H NMR and physical isolation) 

H\“’ 
0 [Cr]D25 = -81.3 (c 2.1, CHCl3) 

H, ZH Source of chirality: D-ribonolactone 
fi Absolute con~guration: lS,JR,SR 

CIIHI@Z 

4-methyl-6,6,7,7-tetmethyl-3-oxabyciclo~3.2.0]heptaa-2-one 

Ram&r Alib&, Jest L. Bourdelande, Josep Font. 
1 

Terrahedron: Asymmeny 1991,2,1391 

t+xtk 0 

#’ 
YY 

De.= 48% {by GLC, IH NMR and physical isolation) 

0 [a]D25 = -71.75 (c 1.24, CHC13) 

Hz : n Source of ch~ity: ~-m~nitol 
&-+ Absolute con~guration: lS,4S,5R 

CllH1803 

4-hydroxymethyl-6,6,7,7-tehamethyl-3-oxabyciclo[3.2.O]heptan-2-one 
I I 

Ramlin AliEs, Jo& L. Bourdelande, Josep Font. Tetrahedron: Asymmetry 199&Z, 1391 

D.e.= 56% (by GLC, tH NMR and physical isolation) 

[a]$5 = -37.1 (c 0.66, CHCI3) 

Source of chirality: D-mannitol 

Absolute configuration: lS,4S,SR 

C13H2004 

4-acetyloxymethyl-6,6,7,7-tetramethyl-3-oxabyciclo[3.2.O]hep~-2-one 



Ram611 Aiibh, Jo& L. Bourdelaude, Josep Font. Tetrahedron: Asymmetry E991,2,1391 

GH,hCC~H, 
0 

Yr 
D.e.= 64% (by GLC, lH NMR and physical isolation) 

&“’ 0 [a]~,25 = -42.75 (c 1.2, CHC13) 

H I z H 
&# 

Source of chirahty: D-mannitol 

Absolute configuration: lS,4S,5R 

Ram& Alit& Jose L. Bourdelande, Josep Font. Tetrahedron: Asymmetry l991,2.1391 

D.e.= 60% (by GLC, *H NMR ) 

Source of chirality: D-mannitol 

Absolute configuration: lS,4S,5R 

Ram&r AI&es, Jose L. Bourdelande, Josep Font. Tetrahedron: Asynmetry 1991,2,1391 

D.e.= 18% (by GLC, 1H NMR ) 

Source of chirality: D-mannitol 

Absoiute configuration: lR.4R.X 

Ram&i Al&s, Jose L. Bourdelande, Josep Font. I Tetrahedron: Asynmem 1$91,2,1391 

D.e.= 48% (by GLC, tH NMR and physical isolation) 

[a]D2” = -43.9 (C 1.3, CHCls) 

Source of chirality: D-mannitol 

Absolute configuration: lR,4S,5S 

C9H1204 

4-acetyloxymethyl-3-oxabyciclo[3.2.0]heptan-2-one 

Al91 



K. Mikarni, E. Sawa, M. Terada 

OH 

jK 0 

C6H144 

E.e. = 84% (by bGvl.R analysis after conversion to the MTPA 

ester) 

[o]J,26 = +11.7 (C 3.1, aC13) 

Source of chirality: Asymmetric Synthesis (ene reaction) 

Absolute configuration: 3R, 4R 

~a~-3-Hy~oxy-4-(l’-me~yl~~nylox~e (assigned by modified Masher’s method) 

K. Miiami, E. Sawa, M. Terada 
Tetrahedron: Asymmet~ 1991,2, 1403 

QH 
E.e. = 74% (by NMR analysis after conversion to the MTPA 

:K. 
ester) 

.V* 

13 

[a]# = +24.7 (c 1.9, CHCls) (cisltrans 45 (74% ee) : 55 
0 (84% ee) mixture) 

C6h44 Source of chin&y: Asymmetric Synthesis (ene lotion) 

ci~-3-Hy~oxy-4-(l’-me~yl~t~nylox~e Absolute creation: 3R, 4S 

(assigned by modified Mosher’s method) 

K. Mikami, E. Sawa, M. Terada 
Tetrahedron: Asymmetry 1991,2, 1403 

E.e, = 92% (by NMR analysis after conversion to the MTPA 

ester) 
[aJo26 = +20.0 (c 1.36, CHCl3) 

~7&?32 

3-Hydmxy-5methylenoxepane 

Source of chirahty: Asymmetric Synthesis (ene reaction) 

Absolute configuration: R 

(assigned by modified Mosher’s method) 

I K. Mikami, E. Sawa, M. Terada 
Tetrahedron: Asymmetry l!Nl, 2,1403 

PH E.e. = 82% (by NMR analysis after conversion to the MTPA 

0 

;-a 

ester) 

[a]# = +13.1 (c 1.2, CHCl3) 

Source of chirality: Asymmetric Synthesis (ene reaction) 

cBH164 Absolute configuration: R 

6-Hydroxy-2,2-dimethyl-5methylenoxepane (assigned by modified Masher’s method) 

Al92 



K. Miami, E. Sawa, M. ‘I’erada 
Tetrahedron: Asymmeny 1991,2,14@ 

OH p 

0 

c)n 

E.e. = 67% (by NMR analysis after conversion to the MTPA 

ester) 

[a]$ = +1.58 (c 1.0, CHCl3) 

Source of chirality: Asymmetric Synthesis (ene reaction) 

Absolute configuration: R 

(assigned by modified Masher’s method) 

K. Miiami, E. Sawa, M. Temda 

E.e. = 64% (by NMR analysis after couvenion to the MTPA =W [a]Dz5 = +8.34 (c 0.40, cEK13) 

CBh4% 

c&-Z-( I‘-Methyl)ethenylcyclohexanoi 

Some of chirality: Asymmetrk Synthesis (ene reaction) 

Absolute configuration: IS, 2s 

(assigned by modified Masher’s method) 

K. Milcami, E. Sawa, M. Terada Tetrahedron: Asymmeq 1991,2,1403 

E-e. = 55% (by NMR analysis after conversion to the MTPA 

ester) 

[a]~= = +4.69 (c 0.90, CHCI3) 

Source of chiraiity: Asymmetric Synthesis (ene reaction) 

Absolute configuration: IS, 2R 

(assigned by modified Masher’s method) 

Al93 


