STEREOCHEMISTRY ABSTRACTS

Tetrahedron: Asymmetry 1993, 4, 1755

N. Harada, T. Soutome, S. Murai, and H. Uda

HOOC ., JCH3 E.e. = 100.0% [by optical resolution of synthetic intermediate]
)VO’\ [a]p20 = +9.07 (c 1.67, acetone)
Source of chirality: optical resolution
C11H160 Absolute configuration S
% ggz‘;&)ﬁjﬁgoag d3]heptane- (assigned by X-ray of camphorsultam amide derivative)

Tetrahedron: Asymmetry 1993, 4, 1155
N. Harada, T. Soutome, S. Murai, and H. Uda

- E.e. = 100.0% [by optical resolution of camphorsultam amide]
.@—>‘ [)p20 =-149 (c 0.3738, CHCl3)
Source of chirality: optical resolution

COOCH,

Absolute configuration R
CigH1g02 (assigned by X-ray of camphorsultam amide derivative)
methyl [2.2]paracyclophane-4-carboxylate

H. Yoda, H. Kitayama, K. Takabe and A. Kakehi Tetrahedron: Asymmeiry 1993, 4, 1759

OTBS D.e.=100% [by HPLC using Cosmosil (Nacalai
H,CNH tesque))
[]D23-17.0(c 1.74,CHCI3)

Sres CasH47NO4Siz Source of chirality: natural and synthetic by

reo of chiraity
3,4-Bis{(tert-butyldimethylsilyl)- nucleophilic addition

oxy]-2-hydroxy-N-methyl-2- Absolute configuration 2R,3S,4R

phenylhexanamide (assigned by X-ray analysis)
Y. Matsumoto, A. Ohno, S. Lu, T. Hayashi,* N. Oguni, Tetrahedron: Asymmetry 1993, 4, 1763
and M. Hayashi

E.e. =>96% [by 'H NMR in the presence of Eu(hfc)s]
[o]p2°-57.5 (¢ 1.0, benzene)

Source of chirality: Enantioselective ethylation with diethylzinc
Absolute configuration: R

C13H160Fe (assigned by mechanistic considerations)
1-Ferrocenylpropanol
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Y. Matsumoto, A. Ohno, tS Lu, T. Hayashi,* N. Oguni,

and M. Hayashi
H Me -

C12H14OF e
1-Ferrocenylethanol!

L3

Tetrahedron: Asymmetry 1993, 4, 1763

E.e. = >99% [by optical rotation]
[a}o® -31.1 (¢ 1.0, benzene)
Source of chirality: Enantioselective methylation with dimethylzinc

Absolute configuration: R
(assigned by optical rotation)

Y. Matsumoto, A. Ohno, é Lu, T. Hayashi,* N. Oguni,

and M. Hayashi

H Et

C1 3H 160RU

1-Ruthenocenylproﬂanol

Tetrahedron: Asymmetry 1993, 4, 1163

E.e. = >96% [by "HNMR in the presence of Eu(hfc)s)
[eJo®® —49.0 (¢ 1.1, benzene)

Source of chirality: Enantioselective ethylation with diethylzinc
Absolute configuration: R
{assigned by mechanistic considerations)

4
L

Y. Matsumoto, A. Ohno,ﬁ. Lu, T. Hayashi,* N. Oguni,

and M. Hayashi

.
l}

C12H140RU

1-Ruthenocenylethghol

Tetrahedron: Asymmetry 1993, 4, 1763

E.e. = 90% [by HPLC on Sumichiral OA-1100 ]
[Jp2° —24.0 (¢ 0.5, benzene)

Source of chirality: Enantioselective methylation with dimethylzinc
Absolute configuration: R
(assigned by mechanistic considerations)

Y. Matsumoto, A. Ohno, S
and M. Hayashi

C15H21 NFe

Lu, T. Hayashi,* N. Oguni,

Tetrahedron: Asymmetry 1993, 4, 1763

E.e. = >96% [% e.e. of the precursor]
[a]p?® —43.8 (¢ 1.0, benzene)

Source of chirality: (R)-1-Ferrocenypropanol
Absolute configuration: R
(assigned by correlation with (R)-1-ferrocenypropanol)

N, N-Dimethyl-1 -ferrocenqusopylamine
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Y. Matsumoto, A. Ohno, S. Lu, T. Hayashi,* N. Oguni, Tetrahedron; Asymmeiry 1993, 4, 1763

and M. Hayashi
I-% Me
3 E.e. = >99% [by optical rotation]
-, NMe, 25
@ [o]p™" ~14.2 (¢ 1.0, ethanol)
<( >> Source of chirality: (R)-1-Ferrocenyethanol
Absolute configuration: R
Ci4HigNFe (assigned by optical rotation)

N,N-Dimethyi-1-ferrocenylethylamine

Y. Matsumoto, A. Ohno, S. Lu, T. Hayashi,* N. Oguni, Teirahedron: Asymmetry 1993, 4, 1763

and M. Hayashi

E.e. =>96% [% 8.0. of the precursor]
[e]o®® +13.2 (c 1.0, benzene)

Source of chirality: (R)-1-Ruthenocenyipropanol
Absolute configuration: R
C1sHzsNRu (assigned by correlation with (R)-1-ruthenocenylpropanol)

N,N-Dimethyl-1-ruthenocenylpropylamine

Y. Matsumoto, A. Ohno, S. Lu, T. Hayashi,* N. Oguni, Tetrahedron: Asymmetry 1993, 4, 1763

and M. Hayashi

I-L“Me

E.e. = 90% [% e.e. of the precursor]
[a)o® +22.1 (¢ 1.8, benzene)

Source of chirality: (R)-1-Ruthenocenylethanol
Absolute configuration: A
C14H1gNRU (assigned by correlation with (R)-1-ruthenocenylethanol)

N,N-Dimethyi-1-ruthenocenylethylamine

Tetrahedron: Asymmetry 1993, 4, 17617

H. Suemune, K. Watanabe, K. Kato, and K. Sakai

O E.e.= 72% (determined by 'H-NMR)
RY—/S [odp?* -20.1 (c=0.7, CHCly)
MEMG  OH

CioH200, -~
(15,2R)-2-Methoxyethoxymethoxycyclohexanol Absolute configuration: 15,28

Source of chirality: diastereoselective elimination
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Fumio Toda, Koichi Tanaka, and Jin Sato Tetrahedron: Asymmetry 1993, 4,1

o
Q S/© E.e.= 80% [by HPLC on Chiralpak AS])

[olp = +66.0 (¢ 0.55, MeOH)
C;1H{3ONS Source of chirality: asymm. synth. (aldol) in the solid state
3-[2-(Pyridyl)thio}cyclohexanone

!

Fumio Toda, Koichi Tanaka/ and Jin Sato

Tetrahedron: Asymmetry 1993,4, 1771

(o)
S/lL N: E.e.= 78% [by HPLC on Chiralpak AS]

[a]p = +77.4 (c 1.0, MeOH)
CIOH 1208N2 Source of chirality: asymm. synth. (aldol} in the solid state
3.{(2-Pyrimidyl)thio]cyclohéxanone

i
"

Tetrahedron: Asymmetry 1993, 4, 1171

Fumio Toda, Koichi Tanaka, |and Jin Sato

Me
s/u\ E.e.=74% [by HPLC on Chiralpak AS]
[alp = +76.4 (¢ 0.72, MeOH)
CypH O8Ny Source of chirality: asymm. synth, (aldol} in the solid state

3-[2-(4,6-Dimethylpyrimidylthio]cyclohexanone

1
i

.

Fumio Toda, Koichi Tanaka,/and Jin Sato Tetrahedron: Asymmetry 1993, 4, 1771

CH.,,CHCOMe
€ E.e.= 49% [by HPLC on Chiralpak AS]

CyoH 308N [y =+35.3 (c 0.96, MeOH)
4-[(2-Pyridylythio}-3-methylbutan-2-one  Source of chirality: asymm. synth. (aldol) in the solid state
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Fumio Toda, Koichi Tanaka, and Jin Sato

(}\ S/Cﬂzil;coue

E.e.= 53% [by HPLC on Chiralpak AS]
[alp +4.0 (c 1.0, MeOH)
4-[(2-Thiazoline)thio]-3-methylbutan-2-one Source of chirality: aymm. synth. (aldol) in the solid state

Tetrahedron: Asymmerry 1993, 4, 1771

J.-Y. Lallemand, M. Leclaire, R, Levet and G. Aranda.

W
(@]
)
o o]

Ci7H2404

Tetrahedron: Asymmetry 1993,4, 1775

3-Oxo-butyric acid 2,4,4-trimethyl-3-(3-oxo-but-1-enyD-
cyclohex-2-enyl ester.

E.e.= 95% (by NMR with Eulll D3-heptafivoro-
butyrylcamphorate)

[@]p20= -51.4 (c=1.62, EtOH)

Source of chirality : enzymatic resolution

Absolute configuration : 18.

J.-Y. Lallemand, M. Leclaire, R, Levet and G. Aranda.

OH
%
0

Ci3Hpp Oz

Tetrahedron: Asymmetry 1993, 4, 1775

4-(3-Hydroxy-2,6,6-trimethyl-cyclohex-1-enyl)-but-3-en-
2-one

E. e. = 95% by NMR with Eulll D3-heptafluoro-
butyrylcamphorate.

[]p20 = -7.0 (c= 2.06, EtOH)

Source of chirality : enzymatic resolution
Absolute configuration : 3R.

J.-Y. Lallemand, M. Leclaire, R. Levet and G. Aranda.

Ci502H2o

Tetrahedron: Asymmetry 1993,4, 1775

{2ap,8aP,8bP)-3,6,6,8b-Tetramethyl-2a,6,7,8,83,8b-
hexahydro-2H- naphto1,8-bc] furan-2-one.
mp=124-125°C.

E.e.>99% (by NMR with Eulll D3-heptafluoro-
butyrylcamphorate) and GC analysis on a chiral column,
[o)p20= -150.0 (c= 0.80, EtOH).

Source of chirality : enzymatic resolution

Absolute configuration : 2aR,8aS,8bR
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Tsutomu Yokomatsu, Takehiro Yamagishi, and Shiroshi Shibuya

Tetrahedron: Asymmetry 1993, 4, 1779

oH E. e.= 53% [ by lH-NMR as (R)-Mosher ester]
20
CeHe” PiOED, [o)p20 +18.2 (¢ 1.0, CHCly)
8 mp 74-76 °C (Hexane and CHoCh)

Source of Chirality: 1-tartaric acid

Abusolute configuration: R

C11Hy704P
Dicthyl (2R)-2-hydroxy-2-phenylmethylphosphonate

Tsutomu Yokomatsu, Takehiro: Yamagishi, and Shiroshi Shibuya

Tetrahedron: Asymmerry 1993,4, 1779

OoH E. ¢.= 52% [ by TH-NMR as (R)-Mosher ester]
{a}p?0 +21.9 (c 1.0, CHCl3)
‘*C'C"H‘/\g(omz mp 67-70 °C (Hexane and CH,Clp)

Source of Chirality: L-tartaric acid

Abusolute configuration: R

C11H16CI04P
Diethyl (2R)-2-hydroxy-2-[4-chlorophenyllmethylphosphonate

Tsutomu Yokomatsu, Takehiro Yamagishi, and Shiroshi Shibuya

Tetrghedron: Asymmetry 1993, 4, 1783

H E.c.=82%by 1H-NMR as (R)-Mosher ester]

g
PMeOCgH,” “P(OEN), [odp®-31.1 (¢ 1.0, CHCl3)

mp 120-121 °C (Hexane-CH2Clp)

Source of Chirality: (R)-binaphthol

Abusolute configuration: §
Cy2H1905P
Diethyl (25)-2-hydroxy-2-[4-methoxyphenyllmethylphosphonate

Tsutomu Yokomatsu, Takehiro Yamagishi, and Shiroshi Shibuya

Tetrahedron: Asymmetry 1993, 4, 1783

/r‘ E.c.=58%[by 1H-NMR as (R)-Mosher ester}
[0]p20-20.0 (c 1.0, CHCl3)
PMeCeH g(oa)z mp 93-94 °C (Hexane-CH,Clp)

Source of Chirality: (R)-binaphthol

Abusolute configuration: S
C12H1904P ,
Diethyl (25)-2-hydroxy-2-[4-methylphenyl]methylphosphonate
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Tetrahedron: Asymmetry 1993, 4, 1785

Christapher G. Frost and Jonathan M. J. Williams*

[odp? =214 (¢ = 0.28, CHCly)
Source of chirality: (S)-(+)-Alaninol

MeS Absohute configuration: 45

Z ==
b

Cy1HsNOS Me
2-(2-thiomethylphenyl)-(4S)-4-methyl-1,3-0xazoline

Tetrahedron: Asymmetry 1993, 4, 1785

Christopher G. Frost and Jonathan M. J, Williams*

[o}p? = +18.7 (c = 0.16, CHCly)
Source of chirality: (S)-(-)-Phenylalaninol

Me$ Absolute configuration: 45

z=
““K/O

Cy7H;7NOS CHyPh
2-(2-thiomethylphenyl)-(45)-4-benzyl-1,3-0xazoline

Tetrahedron: Asymmetry 1993,4, 1785

Christopher G. Frost and Jonathan M. J. Williams*

o [alp® = <722 (c = 0.18, CHCly)
| \} Source of chirality: (S)-{+)-Valinol
MeS N % Absolute configuration: 45

Cy3HNOS CH(CHy),
2-(2-thiomethylphenyl)-(4S)-4-isopropyl-1,3-oxazoline

Tetrahedron: Asymmetry 1993, 4, 1185

Christopher G. Frost and Jonathan M. J. Williams*

(0p? = +100 (¢ = 0.12, CHCly)
Source of chirality: (8)-(+)-2-Phenylglycinol
Absolute configuration: 45

|
MeS N

b

CygHsNOS Ph
2-(2-thiomethylphenyl)-(4S)-4-phenyl- 1,3-0xazoline
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Tetrahedron: Asymmetry 1993, 4, 1785

Christopher G. Frost and Jonathan M. J. Williams*

' [0-]025 =-121 (c = 0.38, CHCly)

(0]
y | \) Source of chirality: (S)-(-)-tert-Leucine
e N A Absolute configuration: 48
C14H1sNOS Bu

2-(2-thiomelhylphenyl)-(4S)—4'rLert-butyl-l,3-oxazoline

i,‘\
i

Tetrahedron: Asymmetry 1993, 4, 1785

Christopher G. Frost and Jonathan )*. J. Williams*

B 3 [olp® = -13.6 (¢ = 0.28, CHCly)
A N COMe. Source of chirality: Asymmetric synthesis
Absolute configuration: 3§
COMe Enantiomeric excess: 80%
Caotpg04

Determined with Eu(hfc); 'H nmr shift experiments
Methyl-2-carbomethoxy-3,5-diphényIpent-4-enoate

N Hara da,T ‘Hattori, T, S, A. Okamura, Tetrahedron: Asymmetry 1993, 4, 1789

E.e. = 61% [by HPLC using the Pirkle column]
[alpl? = +36.2 (c 1.30, THF)

Source of chirality: asymmetric synthesis

Absolute configuration  (aS)
(assigned by X-ray and CD of a derivative)

Harada, T. Hattori, T. " d, A. Okamura, Tetrahedron: Asymmerry 1993, 4, 1789
Ono, S. Miyano, and H. z :
E.e. = 100.0% [by optical resolution of camphorsultam amide]
[alp?! = +97.3 (c 1.20, CH30H)
H,OH Source of chirality: optical resolution
Absolute configuration  (aS)
Ca5H130 (assigned by CD and X-ray of a derivative)

1-(9-phcnanﬂ1ryl)-2-naphdml¢demcthanol
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T. H. Duh, Y. F. Wang, and M. J. Wu

CH30

Ci6H1604

2-Acetyl-1-(6-methoxy-2-naphthyl)-
I-oxopropane

Tetrahedron: Asymmetry 1993, 4, 1793

E.c. = 61 % by '"H NMR with Eu(hfc),
[a)p® =-9.3 (¢ 1.0, CHCly)

Source of chirality: LPL catalyzed resolution
Absolute configuration: S

T. H. Duh, Y. F. Wang, and M. J. Wu

0]
J T
C14H 4,04

2-Hydroxy- 1-(6-methoxy-2-naphthyl)-
1-oxopropane

CH;0

Tetrahedron: Asymmetry 1993, 4, 1793

E.c. = 89 % by 'H-NMR of the acetate with Eu(hfc),
[odp? = +69.7 (¢ 1.1, CHCly)

Source of chirality: LPL catalyzed resolution
Absolute configuration: R

T. H. Duh, Y. F. Wang, and M. J. Wu

CysHy005

2-Acetyl-1-(4-(2-methylpropyl)phenyl)-
1-oxopropane

Tetrahedron: Asymmetry 1993, 4, 1793

E.c. = 90 % by 'H NMR with Eu(hfc),
[alp® =-15.0 (¢ 1.2, CHCl,)

Source of chirality: LPL catalyzed resolution
Absolute configuration: R

T. H. Duh, Y. F. Wang, and M. J. Wu

0]

OH

Cy3H;30,

2-Hydroxy- 1-(4-(2-methylpropyl)phenyl)-
1-oxopropane

Tetrahedron: Asymmetry 1993, 4, 1793

E.e. =85 % by 'H NMR of the acetate with Eu(hfc),
[o)p® = +46.0 (c 0.8, CHCl,)

Source of chirality: LPL catalyzed resolution
Absolute configuration: S
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T. H. Duh, Y. F. Wang, and M. J. Wu

0]

Cl

Tetrahedron: Asymmetry 1993, 4, 1793

E.e. =95 % by 'H NMR with Eu(hfc),
[a]p® = -11.5 (c 1.2, CHCl,)

Source of chirality: LPL catalyzed resolution
Absolute configuration: S

2-Acetyl-1-(4-chlorophenyl)-1-oxopropane

‘l’l

1
T. H. Duh, Y. F. Wang, and Ml J. Wu

o)

OH
cl

CyH,CIO,

Tetrahedron: Asymmetry 1993, 4, 1793

Ee. =83 % by 'H NMR of the acetate with Eu(hfc),
[adp>* = +15.2 (c 0.9, CHCl;)

Source of chirality: LPL catalyzed resolution
Absolute configuration: R

1-(4-Chlorophenyl)-2-hydroxy+1-oxopropane

T. H. Duh, Y. F. Wang, and lE\ J. Wu

o)

OH

CoHy0,
2-Hydroxy-1-phenyl-1-oxoprijpane

Tetrahedron: Asymmetry 1993, 4, 1793

E.c. = 85 % by 'H NMR of the acetate with Eu(hfc),
[o)p? = +104.9 (c 1.7, CHCly)

Source of chirality: LPL catalyzed resolution
Absolute configuration: R

*
Ml

T. H. Duh, Y. F. Wang, and Mg J. Wu

Ci1H205
2~Acety1-1-phenyl-1-oxopro“nc

Tetrahedron: Asymmetry 1993, 4, 1793

E.c. =72 % by '"H NMR with Eu(hfc),
[a)p? = -72.7 (¢ 2.2, CHCly)

Source of chirality: LPL catalyzed resolution
Absolute configuration: S

3
1aa
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.T. H. Duh, Y. F, Wang, and M. J. Wu

O

OH
Cl
C,H;5C10,

1-(4-Chlorophenyl)-2-hydroxy-
3-methyl-1-oxopropane

Tetrahedron: Asymmetry 1993, 4, 1793

E.e. =9 % by 'H NMR of the acetate with Eu(hfc);
[alp? = 0.0 (¢ 1.0, CHCly)

Source of chirality: LPL catalyzed resolution
Absolute configuration: R

T. H. Duh, Y. F. Wang, and M. J. Wu

0]

OCOCHCI
cl 2
Ci3H14ClL 04
2-(a-Chloroacetyl)-1-(4-chlorophenyl)-
3-methyl-1-oxopropane

Tetrahedron: Asymmetry 1993, 4, 1793

_ E.e. =77 % by 'H NMR with Euhfc)
[olp® = -7.6 (¢ 0.9, CHCly)
Source of chirality; LPL catalyzed resolution
Absolute configuration: S

T. H. Duh, Y. F. Wang, and M. J. Wu

SRS
CH30 ©

CISH l()o”{

Tetrahedron: Asymmerry 1993, 4, 1793

E.c. =89 % by 'H NMR with Eu(hfc)s
" [o)p® = +68.4 (c 1.0, CHCLy)
Source of chirality: LPL catalyzed resolution
and asymm. synth,
Absolute configuration: S

Methyl 2-(6-methoxy-2-naphthyl)proionate

Tetrahedron: Asymmetry 1993, 4, 1795

Seiichi Takano,* Yoshiaki Sugihara, and Kunio Ogasawara

BnO’Y\/
N
H OH QH

Cy3H;603 ,
6-Benzyloxy-2-hexyn-1,5-diol

Absolute configuration 5R

[a]p?8-6.79 (¢ 1.1, CHCl3)

source of chirality: (S)-0-benzylglycidol
E. e=>98% (based on starting material)
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Tetrahedron: Asymmerry 1993, 4, 1795

Seiichi Takano,* Yoshiaki SHgihara, and Kunio Ogasawara

Bno/ﬁ/\~/\/¢?§'I Absolute configuration 5R
H OH

[a]p2% -2.65 (c 1.0, CHCl3)
C;3Hig03 source of chirality: (S)-O-benzylglycidol
E-6-Benzyloxy—2-¥lexen- 1 3-diol E. e.=>98% (based on starting material)

I
1
5

Tetrahedron: Asymmetry 1993, 4, 1795

Seiichi Takano,* Yoshiaki g#mara, and Kunio Ogasawara

H Absolute configuration 25:35:5R

B0 OH []p29-21.26 (c 1.1, CHCl3)

H 'omll o source of chirality: (S)-O-benzylglycidol
! E. .=>98% (based on starting material)

Cy3Hyg04 |
6-Benzyloxy—2,g-epoxyh$qan- 1,5-diol

-

7

Tetrahedron: Asymmetry 1993, 4, 1795

Seiichi Takano,* Yoshiaki Sﬁgihara, and Kunio Ogasawara

":"} Absolute configuration 2R:4S:5R
Bno/Wr{\/SPh [o]p? +2.95 (c 1.0, CHCI3)
H Ol-H q‘ source of chirality: (S)-O-benzylglycidol

CyoL E. e.=>98% (based on starting material)

22
1-Benzyloxy-4, S—epoxy -6} enylthio—Z-hexanol

-
-

Tetrahedron: Asymmerry 1993, 4, 1795

Seiichi Takano,* Yoshiaki Sqtihara, and Kunio Ogasawara

OH
Hyg Absolute configuration 25:45:6R
H, H [e]p?7-81.01 (c 0.5, CHCl3)
o O“P source of chirality: (S)-O-benzylglycidol
8n0 E. e.=>98% (based on starting material)
n
C14H9004

6—Benzyloxymethyl-4 hy bxy-2—methoxy-
tetrahydropyran

A266




Tetrahedron: Asymmetry 1993, 4, 1795

Seiichi Takano,* Yoshiaki Sugihara, and Kunio Ogasawara

g

Absolute configuration 2R:4S8:6R

[«]p?8 +56.91 (¢ 1.0, CHCls)

source of chirality: (S)-O-benzylglycidol

BnO E. e.=>98% (based on starting material)
C14HogO4

6—Benzyloxymet.hyl -4-hydroxy-2-methoxy-

tetrahydropyran

Tetrahedron: Asymmetry 1993, 4, 1795

Seiichi Takano,* Yoshiaki Sugihara, and Kunio Ogasawara

OH
Hyo

Absolute configuration 45:6R

{o]p?9 -9.80 (c 0.6, CHCl3)

source of chirality: (5)-O-benzylglycidol
E. e.=>98% (based on starting material)

BnO

6-Benzyloxymethyl- ihydroxytetrahydro-}pyrone

Tetrahedron: Asymmetry 1993, 4,.1795

Seiichi Takano,* Yoshiaki Sugihara, and Kunio Ogasawara

H Absolute configuration 2R:3R:5R
Bno/\.(>./!\/°H [01p? +30.93 (c 1.0, CHCl3)
H OHH '0 source of chirality: (§)-O-benzylglycidol
H E. e.=>98% (based on starting material)

C13H104
6-Benzyloxy-2,3-époxyhexan-1,5-diol

Tetrahedron: Asymmetry 1993, 4, 1795

Seiichi Takano,* Yoshiaki Sugihara, and Kunio Ogasawara

H Absolute configuration 2R:4R:55
BnO” NSPh [o]p? +4.94 (c 1.2, CHCl3)
H ol C source of chirality: (§)-O-benzylglycidol
c 058 E. e=>98% (based on starting material)

19H»
1-Benzyloxy-4, 5-epoxy-6-phcnylthxo-2 -hexanol
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Seiichi Takano,* Yoshiaki Sugihara, and Kunio Ogasawara

BnO

Tetrahedron: Asymmetry 1993, 4, 1795

Absolute configuration 4R:6R
[a]p?9-18.71 (c 0.9, CHCl3)

source of chirality: (S)-O-benzylglycidol
E. e.=>98% (based on starting material)

M., Carda, F. Gonzdlez, S. R&ir{guez, J.A. Marco*

OH

< ositipuph
BnM it 2

OBn

35 42 4 0, St

(25,35)-1-0-1-Butyldiphenylsilyl-3,4-di-O-
benzyl-2-methylbutarig-1,2,3,4-tetracl

Tetrahedron: Asymmetry 1993, 4, 1799

[, ~65 (c3, CHCl)
99% diastereomeric purity
Source of chirality: 1-ascorbic acid

Absolute configuration: 25, 3§ (assignment via
chemical correlation)

H_

M. Carda, F. Gonzélez, S rlgucz, J.A. Marco*

);’

JoH
/9\/05 ubh,
BnO

G304 51

(2S,3S)-1-O-t-Butyldiphenylsilyl-3,4-di-O-
benzyl-2-ethylbutane-§,2,3,4-tetraol

Tetrahedron: Asymmetry 1993, 4, 1799

[a],2 +15 (c65, CHCly)
94% diastereomeric purity
Source of chirality: 1L-ascorbic acid

Absolute configuration: 25, 35 (assignment via
chemical correlation)

M. Carda, F Gonzdlez, S.Rfiriguez, J.A. Marco*

= ,OH
/p-\/osi,\surh
BnG 2

OBn

C3gtyp04 St

(25,35)-1-0-t-Butyldighenylsityl-3,4-di-O-
benzyl-2-vinylbutane-4,2,3,4-tetraol

Tetrahedron: Asymmetry 1993, 4, 1799

[«]u23 —158 (c 8.2, CHCL)
96% diastereomeric purity
Source of chirality: 1-ascorbic acid

Absolute configuration: 28, 3§ (assignment via
chemical correlation)

A268




M. Carda, F Gonzdlez, S. Rodriguez, J.A. Marco®

N\ .oH
OSitBuPh,

BnO
OBn

CagHyp0y St

{2S,35)-1-0-t-Butyldiphenylsilyl-3,4-di-O-
benzyl-2-ethynylbutane-1,2,3,4-tetraol

Tetrahedron: Asymmetry 1993,4, 1799

e}, ® ~92 (c74, CHCly)
88% diastereomeric purity
Source of chirality: L-ascorbic acid

Absolute configuration: 28, 35 (assignment via
chemical corretation)

M. Carda, F QGonzilez, S.Rodriguez, J.A. Marco®

OH
OH
Bn O/\%/

OBn
C19HZ404

(2R,35)-3,4-Di-O-benzyl-
2-methylbutane-1,2,3,4-tetraol

Tetrahedron: Asymmetry 1993, 4, 1799

[, 2 +26 (c72 CHCh)
99% diastereomeric purity
Source of chirality: r-ascorbic acid

Absolute configuration: 2R, 3§ (assignment
via chemical correlation)

M. Carda, F Gonzélez, S. Rodriguez, J.A. Marco®

OBn

P
BnO OBn

OBn
C33H360 4

(2R,3S)-Tetra-O-benzyl-
2-methylbutane-1,2,3,4-tetraol

Tetrahedron: Asymmetry 1993, 4, 1799

], 2 +53 (c0.75, CHCl)
Source of chirality: v-ascorbic acid

Absolute configuration: 2R, ‘35 (assignment
via chemical correlation)

M. Carda, F Gonzilez, S, Rodriguez, J.A. Marco*
O

BnO
OBn

Cl 9}[2203

(2R,35)-3,4-D1-O-benzyl-
1,2-epoxy-2-methylbutane-3,4-diol

Tetrahedron: Asymmetry 1993, 4, 1799

fal,® +22 (c36, CHCly)
Source of chirality: r-ascorbic acid

Absolute configuration: 2R, 35 (assignment
via chemicaf correlation)
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M.Carda, F. Gonzélez, S.Rodiguez, J.A. Marco®

j,OH
BnO

OBn

C20H2603

(25,3R)—1,2—Dl-0—benz_)ﬂi
3-methylpentane-1,2,3-ilol

Tetrahedron: Asymmeiry 1993, 4, 1799

[l 2 +207 (c 35, CHCl)
Souree of chirality: v-ascorbic acid

Absolute configuration: 28, 3R (assignment
via chemical correlation)

1

3]
M. Carda, F. Gonzilez, S. Ro«iguez, J.A, Marco*
OH

&
OH|
BnO

OBn

C20H26’04

(2R,3S)-3,4-Di-O-benzyl}-
2-ethylbutane-1,2,3,4-t¢ #raol

Tetraledron: Asymmetry 1993, 4, 1799

[}, +172 (c 82, CHClh)
949 diastereomeric purity
Source of chirality: r-ascorbic acid

Absolute configuration: 2R, 3§ (assignment
via chemical correlation)

M.Cards, F Gonzflez, S. Ro#bez, 1A Marco®
A ‘
BnO
OBn

0%

(2R,3S)-3,4-Di-O-benzy}-
1,2-epoxy-2-ethylbutane-$,4-diol

Tetrahedron: Asymmetry 1993, 4, 1799

{«],2 ~81 (c6, CHCly)
Source of chirality: vr-ascorbic acid

Absolute configuration: 2R, 3§ (assignment
via chemical correlation)

M.Carda, F.Gonzflez, S. Ronguez. J.A, Marco®
OH

Bno/?(

OBn

C 0
20“26 3

(25,35)-1,2-DI-O-benzyl}
3-methylpentane-1,2,3-trjol
L

Tetrahedron: Asymmetry 1993, 4, 1799

[«),2 +95 (c3.7, CHCly)
Source of chirality: v-ascorbic acid

Absolute configuration: 25, 3§ (assignment via
chemical correlation)

aal
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M. Carda, F. Gonzélez, S. Rodriguez, J.A. Marco*
OH

OH
BnO

OBn

H
C20 2404

(2R,35)-3,4-Di-O-benzy!l-
2-vinylbutane-1,2,3,4-tetraol

Tetrahedron: Asymmetry 1993, 4, 1799

fe], —45 (c4, CHCly)
96% diastereomeric purity
Source of chirality: 1-ascorbic acid

Absolute configuration: 2R, 3§ (assignment
via chemical correlation)

M. Carda, F Gonzidlez, S. Rodriguez, J.A. Marco*
\ oH
A &

OH
BnO

OBn
CHO
20 224
(2R,3S)-3,4-Di-O-benzyl-
2-ethynylbutane-1,2,3,4-tetraol

Tetrahedron: Asymmetry 1993, 4, 1799

(o], B +109 (c38, CHCl)
88% diastercomeric purity
Source of chirality: L-ascorbic acid

Absolute configuration: 2R, 35 (assignment
via chemical correlation)

R. L. Augustine, S. K. Tanielyan and L. K. Doyle

Tetrahedron: Asymmetry 1993, 4, 1803

H OH E. e. Up to 60%[ by gc analysis using a 30m x .25mm Chiraldex B-TA
ﬁﬂro\ column run isothermally at 75°C.
HyC CH,CH,
(o]

sllidrogenation of ethyl pyruvate over
ihydrocinchonidine modified Pt/Al,O5 catalysts.

Source of chirality:

CsHyg04
(R) Ethyl Lactate

M. Sawamura, K. Kitayama, and Y. Ito
H Me

o~
° PhgP Fe

Ph,P —@

OH - heptakis(2,6-di-O-methyl)-
B-cyclodextrin

CogHy3,FeOy4P,

Ee. = 100%

Tetrahedron: Asymmetry 1993, 4, 1829

[alp® = +171 (¢ 1.1, CHCl;)
Source of chirality: synthesized from (R)-¥,N-Dimethyl-

1-(1-ferrocenyl)ethylamine

Absolute configuration: (§,R) for ferrocenylphosphine

mp 148-153 °C

moiety
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Chr. Débler, H.—J. Kreuzfeld, HW. Krause, M. Michalik

NHCOCH,

H "/K COOH

CH,

3
—
CgHyNOSS
(R)—-N—Acetyl—3—(2—thienyl)—alanine

Tetrahedron: Asymmetry 1993, 4, 1833

Ee > 99 % (by GLC)

[a]®= -428 (c 1.0 , EtOH)
Source of chirdlity : enantioselective
hydrogenation of a precursor.
Absolute configuration : R

(ossigned by catalyst configuration)

Chr. Débler, H.—J. Kreuzfeld, HW. Krause, M. Michalik

COOH

gl
NHCOPh
C

{j
S
—

CHisNO3S

(S)-N—Benzoyl-3+(2—thienyl)—alanine

Tetrahedron: Asymmetry 1993, 4, 1833

Ee. = 91 % (by GLC)

[a]pB= —13.3 (c 1.0 , EtOH)
Source of chirdlity : enantioselective
hydrogenation of a precursor.
Absolute configuration : S

(assigned by catalyst configuration)

Chr. Débler, H.—J. Kreuzfeld, HW. Krause, M. Michalik

NHCOCH,

H ‘/K COOH

CH,

A

S
(R)-N—Acetyl—3—(3-thienyl)—alanine

Tetrahedron: Asymmetry 1993, 4, 1833

Ee. > 99 % (by GLC)

[a] = ~46.2 (c 1.0 , EtOH)
Source of chirdiity : enantioselective
hydrogenation of a precursor.
Absolute configuration : R

(assigned by catalyst configuration)

Chr. Ddbler, H.—J. Kreuzfeld, H.W. Krause, M. Michalik

NHCOPh

H "7k COOH

CH,
S
CoHNOsS
(R)—N—Benzoyl—3+(3—thienyl)—alanine

Tetrahedron: Asymmetry 1993, 4, 1833

Ee. = 96 % (by GLC)

[a]o®= +41 (c 1.0, EtOH)
Source of chirdlity : enantioselective
hydrogenation of a precursor.
Absolute configuration : R

(assigned by catalyst configuration)
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Chr. Dobler, H.—J. Kreuzfeld, H.W. Krause, M. Michalik Tetrahedron: Asymmetry 1993, 4, 1833

NHCOCH;

e
COOCHS
CH,

{j
S
/

Ee. > 99 % (by GLC)

[¢]p®®= -16.7 (c 1.0 , EtOH)
Source of chirality : enantioselective
hydrogenation of @ precursor.
Absolute configuration : R

CyoHisNO3S (assigned by catalyst configuration)
(R)-N—Acetyl—3—(2-thienyl)—alanine—methylester
Chr. Dobler, H.—J. Kreuzfeld, HW. Krause, M. Michalik Tetrahedron: Asymmetry 1993, 4, 1833
COOCH; Ee. = 90 % (by GLC)
25
iy ajp®= —39.7 (c 1.0, EtOH
H Y4\ NHcoph Lelo 7 o
H, Source of chirdlity : enontioselective
~ hydrogenation of a precursor.
S - Absolute configuration : S
CisHisNO3S (assigned by catalyst configuration)

(S)-N-Benzoyl—3—{(2—thienyl)~alanine—methylester

Chr. Dobler, H.~J. Kreuzfeld, HW. Krause, M. Michalik Tetrahedron: Asymmetry 1993, 4, 1833 |
NHCOCH; Ee = 98 % (by GLC)
25
e a]g®= -146 10 , EtOH
19N cooon, [alg= 145 (¢ )
CH, Source of chirdlity : enantioselective
m hydrogenation of a precursor.
s Absolute configuration : R
CoHsNOS (assigned by catalyst configuration)

(R)-N—Acetyl-3-(3—thienyl)-dlanine—methylester

Chr. Dobler, H.—J. Kreuzfeld, HW. Krause, M. Michalik

NHCOPh

o\
COOCH;
CH,

n

S

(R)-N—Benzoyl—3—(3—thienyl)—alanine—methylester

Tetrahedron: Asymmetry 1993, 4, 1833

Ee = 93 % (by GLC)

[a]p®= +35.2 (¢ 1.0 , EtOH)
Source of chirdlity : enantioselective
hydrogenation of a precursor.
Absolute configuration : R

(assigned by catalyst configuration)
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Chr. Dobler, H.—J. Kreuzfeld, HW. Krause, M. Michalik

NH® cI1®

"
He A COOH

CH,

I
S
—
C,H,CINO,S
(R)—3—(2—Thienyl)—w‘lonine—hydrochlorid
f

Tetrahedron: Asymmetry 1993, 4, 1833

Ee > 99 % (by HPLC)

[@]p®= +15.0 (c 10, H,0)
Source of chiradlity : enantioselective
hydrogenation of a precursor.
Absolute configuration : R

(ossigned by catalyst configuration)

Chr. Dobler, H.—J. Kreuzpm H.W. Krause, M. Michalik

NHE ¢1©

H vy
COOH
CH,

N

)
CoHGCINO,S
(R)-3—(3—Thienyl) ?lonine—hydrochlorid

Tetrahedron: Asymmetry 1993, 4, 1833

Ee. > 99 Z (by HPLC)

[a]p®= 4232 (c 1.0, H,0)
Source of chirality : enantioselective
hydrogenation of a precursor.
Absolute configuration : R

(assigned by catalyst configuration)

1
Chr. Débler, H.—J. Kreuszld, HW. Krause, M. Michalik

Tetrahedron: Asymmetry 1993, 4, 1833

NH, Ee > 99 % (by HPLC)
H“yK [a],®= +318 (c 10, H,0)
CH, COOH Source of chirdlity : enantioselective
=~ hydrogenation of a precursor.
S _ Absolute configuration : R
C;HgNO,S (assigned by catalyst configuration)
(R)-3-(2-Thienyl)-dlanine
-
Chr. Dbler, H—J. Kreuzfgld, HW. Krause, M. Michalik Tetrahedron: Asymmeiry 1993, 4, 1833
NH, Ee > 99 % (by HPLC)

TN
COOH
CH,

N

S
CHNOS
(R)—3—(3~Thienyl)+glanine

[a] = +42.6 (c 10, H0)
Source of chirdlity : enantioselective
hydrogenation of o precursor.
Absolute configuration : R

(ossigned by catalyst configuration)
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K. Tanaka, H. Osuga, H. Suzuki Tetrahedron: Asymmesry 1993, 4, 1843

S
Q Q d.e. > 99.5% (by NMR and HPLC)
Absolute configuration: 1R, 25, 3R, 4S; P
Q S [a]p2* +2070 (c 0.058, CHCly)
NH_ O
OH 5 S Source of chirality: (1R, 25, 3R, 4S)-3-Amino-2-hydroxybornane

C35H2902N S;

N-[2-Hydroxy-1,7,7-trimethylbicyclo-[2.2.1]heptan-3-yi-][1}benzothieno-
[5,4-b]naphto[1',2":4,5]thieno[3,2-e][ 1 Jbenzothiophene-2-carboxamide

K. Tanaka, H. Osuga, H. SUZSl:ki Tetrahedron: Asymmerry 1993, 4, 1843
Q O d.e. > 99.5% (by NMR and HPLC)
Absolute configuration: 1R, 28, 3R, 45; M
' S [oJp>*-2380 (¢ 0.052, CHCly)
NH_& O
OH o S Source of chirality: (1R, 25, 3R, 45)-3-Amino-2-hydroxybormnane
035H2902N33

N-[2-Hydroxy-1,7,7-trimethylbicyclo-[2.2. 1]heptan-3-yl-][1]benzothieno-
[5,4-bjnaphto[1',2":4,5]thieno[3,2-e][1]benzothiophene-2-carboxamide

K. Tanaka, H. Osuga, H. Suzuki Tetrahedron: Asymmetry 1993, 4, 1843

S
Q O d.e. > 99.5% (by NMR and HPLC)
Absolute configuration: 1R, 2R, 38, 4S; P
' S [a]p>* +2320 (¢ 0.058, CHCl5)
NH__4{/ O _
OH 5 S Source of chirality: (1R, 2R, 35, 45)-3-Amino-2-hydroxybornane

CasH200,NS3

N{2-Hydroxy-1,7,7-trimethylbicyclo-[2.2. 1]heptan-3-yl-]{1]benzothieno-
[5,4-b]naphto[1',2":4,5]thienc[3,2-e][ 1 ]benzothiophens-2-carboxamide

K. Tanaka, H. Osuga, H. Suzuki Tetrahedron: Asymmerry 1993, 4, 1843

S

Q Q e.6. >99.5% (by d.e. of precursor)

' Absolute configuration: M
S [ap2* 2770 (¢ 0.053, CHCly)
SO0
]
0
C26H140253
Methyl [1]benzothieno[5,4-bjnaphto[1',2":4,5]thieno[3,2-e][ 1]benzothiophene-2-carboxylate

Hy
Source of chirality: (1R, 2S, 3R, 4S)-3-Amino-2-hydroxybornane
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Tetrahedron: Asymmetry 1993, 4, 1857

1.Koga, K.Funakoshi, A.Matsuda, K.Sakai

0,
O 76% E.6. [by "H-NMR of the MTPA
Y OH  CgH02 ester]
A Ab. conf. [by CDJ
(38,4R)-3-Isopropenyl-
4-hydroxycyclohexanone

Tetrahedron: Asymmetry 1993, 4, 1857

I.Koga, K.Funakoshi, A.Matsuda, K.Sakai

° >99%E.8.
OAG [a]p +31.7 (c=3.1, CHCly)
Ab. conf, [by CD]
A~ C11H1g03
(2R,38)-2-Acetoxy-3-
isopropylcyclohexanone

Tetrahedron: Asymmetry 1993, 4, 1857

1.Koga, K.Funakoshi, A.Matsulia, K.Sakai

O
/oj\ >99%D.e. [by '"H-NMR]

oH [ap -5.6 (c=3.8, CHCl,)
C14H2404 Souce of chirality; (2R,4R)-2,4-
(28,3R)-2-Hydroxy-3-i enyl- pentanediol

1,1-[(2R4R)-2,4-pentandidky Jcyclohexane

Wi

Tetrahedron: Asymmetry 1993, 4, 1857

I.Koga, K.Funakoshi, AMbtuda, K.Sakai

0
>99%E.e.

0AC  Cy4H1g03 [aJp-30.1 (c=1.9, CHCly)
Ab. conf. [by CD]

(28,3R)-2-Acetoxy-3-
isopropylcyclohexanone
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Tetrahedron: Asymmetry 1993, 4, 1857

1.Koga, K.Funakoshi, A.Matsuda, K.Sakai

O’j\ >99%D.e. [by "H-NMR]
O\o [op -25.5 (c=3.8, CHCl;)
{ OH  C H20s Souce of chirality; (2R 4R)-2,4-

~N pentanediol
(2R,3S)-2-Hydroxy- 3-isopropenyl-
1,1-{(2R,4R)-2,4-pentandioxy]cyclohexane

Tetrahedron: Asymmetry 1993, 4, 1857

1.Koga, K.Funakoshi, A.Matsuda, K.Sakai

°O 80% E.e. [by "H-NMR of the MTPA
“OH CoH140, ester]

A Ab. cont. [by CD]
(35,4S)-3-Isopropenyl-
4-hydroxycyclohexanone

Tetrahedron: Asymmetry 1993, 4, 1869
P. Berglund, M. Holmquist, E. Hedenstrom, K. Hult, H.-E. Hogberg

A AL COOH ee> 99.8% (by GC as phenylethyl-amide)
H [0]2° -15.79 (neat)
C11H320, Source of chirality: lipase catalysed esterification
(R)-2-methyldecanoic acid Absolute configuration: R

Tetrahedron: Asymmetry 1993, 4, 1869

P. Berglund, M. Holmquist, E. Hedenstrém, K. Hult, H.-E. Hogberg

NWT"OH ee=96.7% (by GC as phenylethyl-amide)
[a]2 -9.77 (neat)
C11H2,0 [0]3 -10.69 (¢ 4.03, CH,Cly)
(5)-2-methyl-1-decanol Source of chirality: lipase catalysed esterification

Absolute configuration: S
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Tetrahedron: Asymmetry 1993, 4, 1869

P. Berglund, M. Holmquist, E. Hedenstrom, K. Hult, H.-E. Hogberg

/\/\/\/Y?OW\/ ee =76.6% (by GC as phenylethyl-amide)
[a]® +7.80 (c 1.29, CHClg)
C18Hs602 Source of chirality: lipase catalysed esterification
(S)-1-heptyl 2-methyldecanoate Absolute configuration: S

Tetrahedron: Asymmetry 1993, 4, 1879

SYNTHESIS OF NEW CHIRAL AUXILIARIES DERIVED FROM ISOSORBIDE

Rodolphe TAMION, Francis MARSAIS, Pierre RIBEREAU and Guy QUEGUINER
David ABENHAIM, André LOUPY and Laurent MUNNIER.

080,C . H
27678 [a],2° = + 82.0 (c 0.600, CHCL,)
o]
0 Source of chirality: asymm. Synth.
€, 4H, 0,8 OAc Absolute configuration: 1R,4S,5R,8R

A-Acetoxy-8-benzenesu1fonﬂ.oxy- 2,6-dioxabicyclo(3.3.0]octane

:Ahxumkms DERIVED FROM ISOSORBIDE|  Terrghedron: Asymmetry 1993, 4, 1879

SYNTHESIS OF NEW CHIRAL

/
gKARSAIS, Pierre RIBEREAU and Guy QUEGUINER

Rodolphe TAMION, Francisg
David ABENHAIM, André LQUPY and Laurent MUNNIER.

OAc 20
[a]p®® = + 90.0 (c 0.738, CHCl,)

Source of chirality: asymm. Synth.

c, ,H 0,8 as02"‘6"5 Absolute configuration: 1R,4R,5R,8S
1471677

4-Acetoxy-8-benzenesulforh\loxy- 2,6-dioxabicyclo[3.3.0]octane
!

Tetrahedron: Asymmetry 1993, 4, 1879

T
SYNTHESIS OF NEW CHIRAL WILIARIES DERIVED FROM ISOSORBIDE

Rodolphe TAMION, Francis %RSAIS, Pierre RIBEREAU and Guy QUEGUINER
David ABENHAIM, André LOUPY and Laurent MUNNIER.

0SO0,C_H
2765
[a],2° = + 55.4 (c 0.838, CHCL,)

0
Source of chirality: asymm. Synth.

Absolute configuration: 1R,4S,5R,8R

O W

C1oH; 4048 "

8-Benzenesulfonyloxy-2,6 -dﬁ:xabicyclo[ 3.3.0]octan-4-0l
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Tetrahedron: Asymmetry 1993, 4, 1879

SYNTHESIS OF NEW CHIRAL AUXILIARIES DERIVED FROM ISOSORBIDE

Rodolphe TAMION, Francis MARSAIS, Pierre RIBEREAU and Guy QUEGUINER
David ABENHAIM, André LOUPY and Laurent MUNNIER.
OH
fa},?% = + 45.4 (c 0.835, CHCl,)
Source of chirality: asymm. Synth.

Absolute configuration: 1R,4R,5R,8S

050,C H
clzﬂl‘oss 276"'S

8-Benzenesulfonyloxy-2,6-dioxabicyclo[3.3.0)octan-4-0l

Tetrahedron: Asymmetry 1993, 4, 1879

SYNTHESIS OF NEW CHIRAL AUXILIARIES DERIVED FROM ISOSORBIDE
Rodolphe TAMION, Francis MARSAIS, Pierre RIBEREAU and Guy QUEGUINER

David ABENHAIM, André LOUPY and Laurent MUNNIER.

050,C He
[a]p?® = + 56.6 (c 0.812, CHCL,)
0
o Source of chirality: asymm. Synth.
C,,H, (0,8 55“3 Absolute configuration: 1R,4R,SR,8S

4-Benzenesulfonyloxy-8-methoxy-2,6-dioxabicyclo[3.3.0]octane

Tetrahedron: Asymmetry 1993, 4, 1879

SYNTHESIS OF NEW CHIRAL AUXILIARIES DERIVED FROM ISOSORBIDE

Rodolphe TAMION, Francis MARSAIS, Pierre RIBEREAU and Guy QUEGUINER
David ABENHAIM, André LOUPY and Laurent MUNNIER.

OCH,
(a]p?% = + 84.8 (c 0,838, CHCL,)
0
o Source of chirality: asymm. Synth.
C,3H, (0,8 050,C¢Hg Absolute configuration: 1R,4S,5R,8R

4-benzenesulfonyloxy-8-methoxy-2, 6-dicxabicyclo[3.3.0)octane

Tetrahedron: Asymmetry 1993, 4, 1879

SYNTHESIS OF NEW CHIRAL AUXILIARIES DERIVED FRON ISOSORBIDE

Rodolphe TAMION, Francis MARSAIS, Pierre RIBEREAU and Guy QUEGUINER

David ABENHAIM, André LOUPY and Laurent MUNNIER.

OCHZPh
[a],%% = + 94.3 (c 0.800, CHCl,)

0
Source of chirality: asymm. Synth.

C,oH,,0,8 050,C4Hg Absolute configuration: 1R,4S, SR, 8R

4-benzenesulfonyloxy-8-benzyloxy-2,6-dioxabicyclo[3.3.0]octane
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SYNTHESIS OF NEW CHIRAL AUXILIARIES DERIVED FROM ISOSORBIDE Tetrahedron: Asymmeiry 1993, 4, 1879

Rodolphe TAMION, Francis MARSAIS, Pierre RIBEREAU and Guy QUEGUINER
David ABENHAIM, André LOUPY and Laurent MUNNIER.

O\NH [2],2% = + 9.8 (c 0.884, CHCL,)

(b Source of chirality: asymm. Synth.
0

c,.H,.NO H Absolute configuration: 1R,4S,5R, 88
137233 ocH

3
4-Cyclohexylamino-8-methoxy-2,6-dioxabicyclo]3.3.0]octane

SYNTHESIS OF NEW CHIRAL AUXILIARIES DERIVED FROM ISOSORBIDE| Tetrahedron: Asymmetry 1993, 4, 1879

Rodolphe TAMION, Francis MARSAIS, Pierre RIBEREAU and Guy QUEGUINER
David ABENHAIM, André LOUPY and Laurent MUNNIER.

{@],2% = + 14.7 (c 0.823, CHCL,)

0
{b Source of chirality: asymm. Synth.

C, JH,,¥0, ;cna Absolute configuration: IR,4S,5R,8S

4-Benzylamino-8-methoxy-2,6-dioxabicyelo[3.3.0]octane

SYNTHESIS OF NEW CHIRAL AUXILIARIES DERIVED FROM ISOSORBIDE |  Terrahedron: Asymmetry 1993, 4, 1879

Rodolphe TAMION, Francis MARSAIS, Pierre RIBEREAU and Guy QUEGUINER
David ABENHAIM, André LOUPY and Laurent MUNNIER.

©/\"“ {alp2® - + 130.3 (c 0.742, CHCl3)
o]

Source of chirality: asymm. Synth.

Absolute configuration: 1R,4R,SR,8R
€, oH 4N0, OCH, 8

4-Benzylamino-8-methoxy-2,6-dioxabicyclo[3.3.0]octane

SYNTHESIS OF NEW CHIRAL AUXILIARIES DERIVED FROM ISOSORBIDE Tetrahedron: Asymmetry 1993, 4, 1879

Rodolphe TAMION, Francis MARSAIS, Pierre RIBEREAU and Guy QUEGUIRER
David ABENHAIM, André LOUPY and Laurent MUNNIER.

O\NH [a]p2% = + 144.1 (c 0.879, CHCL,)

° Source of chirality: asymm. Synth.

Absolute configuration: 1R,4R,5R,8R
C,3H,,5N0, OCH, &

4-Cyclohexylamino- 8-methox&-2, 6-dioxabicyclo[3.3.0]octane
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SYNTHESIS OF NE¥ CHIRAL AUXILIARIES DERIVED FROM ISOSORBIDE| Tetrahedron: Asymmetry 1993,4, 1879

Rodolphe TAMION, Francis MARSAIS, Pierre RIBEREAU and Guy QUEGUINER
David ABENHAIM, André LOUPY and Laurent MUNNIER.

NH
O/\ [a],2° = + 116.8 (c 0.816, CHCl,)
[+]

o Source of chirality: asymm. Synth.

Absolute configuration: 1R,4R,SR,8R
C“H“NO3 OcH, g

4-Cyclohexylmethylamino-8-methoxy-2,6-dioxabicyclo[3.3.0]octane

SYNTHESIS OF NEW CHIRAL AUXILIARIES DERIVED FROM ISOSORBIDE Tetrahedron: Asymmetry 1993, 4, 1879

Rodolphe TAMION, Francis MARSAIS, Pierre RIBEREAU and Guy QUEGUINER
David ABENHAIM, André LOUPY and Laurent MUNNIER.

)\un [a]p?% = + 143.2 (e 0.915, CHCL,)
° Source of chirality: asymm. Synth.

C,oH, oNO, Absolute configuration: IR,4R,5R,8R
ocH,

4-isopropylamino-8-methoxy-2,6-dioxabicyclo[3.3.0]octane

SYNTHESIS OF WEW CHIRAL AUXILIARIES DERIVED FROM ISOSORBIDE | Terrahedron: Asymmetry 1993, 4, 1879

Rodolphe TAMION, Francis MARSAIS, Pierre RIBEREAU and Guy QUEGUINER
David ABENHAIM, André LOUPY and Laurent MUNNIER.

>Lun [a),2% =~ + 151.9 (c 0.758, CHCL,)
° Source of chirality: asymm. Synth.
o
€, H, NO, ocH Absolute configuration: 1R,4R,5R,8R

3
4-terbutylamino-8-methoxy-2,6-dioxabicyclo[3.3.0]octane

SYNTHESIS OF NEW CHIRAL AUXILIARIES DERIVED FROM ISOSORBIDE Tetrahedron: Asymmerry 1993, 4, 1879

Rodolphe TAMION, Francis MARSAIS, Pierre RIBEREAU and Guy QUEGUINER
David ABENHAIM, André LOUPY and Laurent MUNNIER.

[a]p?® = + 125.0 (c 0.752, CHCl,)
0 Source of chirality: asymm. Synth.
C, H,,N0, Absolute configuration: 1R,4R,5R,8R

14527
oCH
3
4-[1-(1-Methylethyl)-2-methylpropylamino}-8-methoxy-2,6-dioxabicyclo[3.3.0]octane
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SYNTHESIS OF NEW CHIRAL AUXILIARIES DERIVED FROM ISOSORRIDE Tetrahedron: Asymmerry 1993, 4, 1879

Rodolphe TAMION, Francis MARSAIS, Pierre RIBEREAU and Guy QUEGUINER
David ABENHAIN, André LOUPY and Laurent MUNNIER.

an [a],?® ~ + 79.2 {c 0.852, CHCl,)

Source of chirality: asymm. Synth.

o
€, ,H,, N0, Absolute configuration: 1IR,4R,5R,8R
oR

8~Cyclohexylamino~2,G-diogabicyclo[S.3.0}octan-4-ol

T

Tetrahedron: Asymmeiry 1993, 4, 1879

SYNTHESIS OF NEW CHIRAL AUXILIARIES DERIVED FROM ISOSORBIDE

Rodolphe TAMION, Francis MARSAIS, Pierre RIBEREAU and Guy QUEGUINER
David ABENHAIM, André LOUPY and Laurent MUNNIER.
©/\N” [a]5%® = + 71.3 (c 0.868, CHCly)
o K Source of chirality: asymm. Synth.

Absolute configuration: 1R,4R,5R,8R
€y 3H, 80, oK gui s

8-Benzylamino-2,6-dioxabieyclo[3.3.0]octan-4-0l

SYNTHESIS OF NEW CHIRAL AUXILIARIES DERIVED FROM ISOSORBIDE| Terrahedron: Asymmeiry 1993, 4, 1879

Rodolphe TAMION, Francis MARSAIS, Pierre RIBEREAU and Guy QUEGUINER
David ABENHAIM, André LOUPY and Laurent MUNNIER.

O\“ [@]p2° = + 135.1 (c 0.916, CHCL,)

Source of chirality: asymm. Synth.

o
€, H,, N0, Absolute configuration: 1R,4R,5R,8R
OBn

4-Cyclohexylamino-8-benzyloxy-2,6-dioxabicyclo{3.3.0]octane

SYNTHESIS OF NEW CHIRAL AUXILIARIES DERIVED FROM ISOSORBIDE Tetrahedron: Asymmetry 1993,4, 1879

Rodolphe TAMION, Francis MARSAIS, Pierre RIBEREAU and Guy QUEGUINER
David ABENHAIM, André LOUPY and Laurent MUNNIER.

2
N {a],%® = + 130.9 (c 0.618, CHCl,)
Source of chirality: asymm. Synth,

o
Absolute configuration: IR,4R,5R,8R

¢, ,H, NO
177aLTs OCH,tBu

A~Cyclohexy1amino—8-(2,2-§imethylpropoxy)-2,S-dioxabipyclo[3.3.0]octane
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SYNTHESIS OF NEW CHIRAL AUXILIARIES DERIVED FROM ISOSORBIDE Tetrahedron: Asymmetry 1993, 4, 1879

Rodolphe TAMION, Francis MARSAIS, Pierre RIBEREAU and Guy QUEGUINER

David ABENHAIM, André LOUPY and Laurent MUNNIER.

O8n
[o},2% = + 121.2 (c 0.536, CHCL,)

o Source of chirality: asymm. Synth.

H.0 oH Absolute configuration: 1R,4S,5R 8R

¢ 1674

13

8-Benzyloxy-2,6-dioxabicyclo[3.3.0]octan-4-0l

SYNTHESIS OF NEVW CHIRAL AUXILIARIES DERIVED FROM ISOSORBIDE Tetrahedron: Asymmetry 1993, 4, 1879

Rodolphe TAMION, Francis MARSAIS, Pierre RIBEREAU and Guy QUEGUINER

David ABENHAIM, André LOUPY and Laurent MUNNIER.

OBn
[a]p2® = + 95.1 (c 0.515, CHCL,)

o Source of chirality: asymm. Synth.

CooH,y,0,8 oTs Absolute configuration: 1R,4§,5R,8R

8-Benzyloxy-4-teluenesulfonyloxy-2, 6-dioxabicycle[3.3.0]octane

SYNTHESIS OF NEW CHIRAL AUXILIARIES DERIVED FROM ISOSORBIDE | Terrahedron: Asymmetry 1993, 4, 1879

Rodolphe TAMION, Francis MARSAIS, Pierre RIBEREAU and Guy QUEGUINER
David ABENHAIM, André LOUPY and Laurent MUNNIER.

OBn
o [a]p%% = + 100.0 (c 0.590, CHCL,)
’ Source of chirality: asymm. Synth.
NH
C, 4H,, N0, @ Absclute configuration: 1R,4R,SR,8R

8-Benzyloxy-4-phenylamine-2, 6-dioxabicyclo[3.3.0]octane

SYNTHESIS OF NEW CHIRAL AUXILIARIES DERIVED FROM STARCH Tetrahedron: Asymmerry 1993, 4, 1879

Rodolphe TAMION, Francis MARSAIS, Pierre RIBEREAU and Guy QUEGUINER
David ABENHAIM, André LOUPY and Laurent MUNNIER,

AN 20
[a]*%= + 137.8 (o 0.450, CHCL,)
o
o Source of chirality: asymm. Synth.
<, ,H,.N0, oBn Absolute configuration 1R, 4R, 5R,8R

8-Benzyloxy-4-butylamine-2,6-dioxabicyclo[3. 3, 0Joctane
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SYNTHESIS OF NEW CHIRAL AUXILIARIES DERIVED FROM STARCH Tetrakedron: Asymmetry 1993, 4, 1879

Rodolphe TAMION, Francis MARSAIS, Pierre RIBEREAU and Guy QUEGUINER
David ABENHAIM, André LOUPY and Laurent MUNNIER,

/\NO [«],20= + 206.5 {c 0.397, CHCl,)

0 Source of chirality: asymm. Synth.

C,,H,5¥0, Absolute configuration 1R,4R,5R,8R
OBn

8-benzyloxy-4- (N-ethylphenylanine)-2,6-dioxabicyclo[3.3.0]octane

SYNTHESIS OF NEV CHIRAL AUXILIARIES DERIVED FROM ISOSORBIDE Tetrahedron: Asymmetry 1993, 4, 1879

Rodolphe TAMION, Francis MARSAIS, Pierre RIBEREAU and Guy QUEGUIRER
David ABENHAIM, André LOUPY and Laurent MUNNIER.

N\ﬂﬂ
[a]p2® = + 62.0 (c 0,437, CHCly)
o
o Source of chirality: asymm. Synth.
Absolute configuration: 1R,4R,5R,8R
CIGHI9N03 OH g

8-butylamino-2,6-dioxabidyclo[3.3.0]octan-4-0l

SYNTHESIS OF NEW CHIRAL BUXILIARIES DERIVED FRON ISOSORBIDE Tetrahedron: Asymmetry 1993, 4, 1879

Rodolphe TAMION, Francis|¥ARSAIS, Pierre RIBEREAU and Guy QUEGUINER

David ABENHAIM, André LOUPY and Laurent MUNNIER.
OH

{a]p?® = + 33.8 (c 0.551, CHCly)

Source of chirality: asymm. Synth.

NH
€, H, N0, @ Absolute configuration: IR,4R,5R,8R

8-phenylamino-2, 6-dioxabidycle[3.3.0]octan-4-0l

SYNTHESIS OF NEV CHIRAL ﬁ ILIARIES DERIVED FROM ISOSORBIDE Tetrahedron: Asymmetry 1993, 4, 1879

Rodolphe TAMION, Francis|¥ARSAIS, Pierre RIBEREAU and Guy QUEGUINER
David ABENHAIN, André LOUPY and Laurent MUNNIER.
OBn

0 Source of chirality: asymm. Synth,

] .
€y Hy  N,0, E Absolute configuration: 1R,4R,5R,8R

4-azido-8-benzyloxy-2, G-ﬁcxabicyclc [3.3.0)octane
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SYNTHESIS OF NEW CHIRAL AUXILYIARIES DERIVED FROM ISOSORBIDE Tetrahedron: Asymmetry 1993, 4, 1879

Rodolphe TAMION, Francis NARSAIS, Pierre RIBEREAU and Guy QUEGUINER
David ABENHAIM, André LOUPY and Laurent MUNNIER.

OH
[a]p2° = + 110.1° (c 0.208, CHCL;)

o Source of chirality: asymm. Synth.

CgH,  NO, NH, Absolute configuration: 1R,4R,5R,8R

8-amino-2,6-dioxabicyclo[3.3.0}octan-4-0l

P. Hudhomme and G. Duguay* Tetrahedron: Asymmetry 1993, 4, 1891
7 Ee. = 100%
& & FHs [0]% = +148 (c=04, CHCl)
C/N—CQ""CN Source of chirality : (-)-(S)-Ethyl LactateAbsolute
1 CO,CH, contigunion: R

(assigned by rel. X-ray of synth. intermed.)
Ci13H10N204

(R)-Methyl 2-cyano-2-phthalimido propanoate

P. Hudhomme and G. Duguay* Tetrahedron: Asymmetry 1993, 4, 1891
7 Ee. = 76%
G s ,OCH; Source of chirality : (-)-(S)-Ethyl Lactate
C/N_CQ""CN Absolute configuration : S
o (assigned by rel. X-ray of synth. intermed.)

0
C13H1oN205
(8)-Methyl 2-cyano-2-methoxy-2-phthalimido ethanoate

Tetrahedron.: Asymmetry 1993, 4, 1901

Nathalie Dahuron and Nicole Langlois”

E.c. >95% (determined by H NMR of
the methylester)

- [0)2 =66 ¢ 1.3, CHCl3)
HO” O Source of chirality: (+) camplzor
Absolute configuration : 3R,1'S

C11H1803
3-1"-methyl-2'-oxocyclohexanyl-butanoic acid.
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Tetrahedron: Asymmetry 1993, 4, 1901

Nathalie Dahuron and Nicole Langlois'

E.e.>95%

[ojp = +213 (¢ 0.2, CHClg)
Source of chirality: (+) camphor
Absolute configuration : 4R, 428

Ci12H,803
4,4a-dimethyl-4,4a,5,6,7,8-hexahydro-2-(3H) naphthalenone.

Tetrahedron: Asymmetry 1993, 4, 1909

G.Fronza, C. Fuganti and P. Grasselli
E.e = 100% by nmr

O pbp

Source of chirality: asymm. synyth. (epoxidation)

Absolute configuration 2R

[2-2H,;3-2H,] 3-chloropropiophenone

Tetrahedron: Asymmetry 1993, 4, 1909

G. Fronza, C. Fuganti and P.Grasselli

E.e. = 100% by nmr

OHp p

[o)pP=-239 (c1, CHCl3)

Source of chirality: baker’s yeast reduction

Absolute configuration 35,2R
{2-2H;;3-2H,} 3-chloro-1-phenylpropan-1-ol

Tetrahedron: Asymmetry 1993, 4, 1909

G. Fronza, C. Fuganti and P! Grasselli

OHp p E.e. = 100% by nmr
a [o)p?®=-240 (c1, CHCly)
D Source of chirality: baker’s yeast reduction

Absolute configuration 35,28
[2-2H,;3-2H,] 3-chloro-1-phenylpropan-1-ol
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S, Cammas, I. Renard, K. Boutault and Ph. Guérin *

H\ Ill| COOCH,;C¢H
cC—0
| |
H,C = C
N\
o}
Cl IH 1 lp 4
4-benzyloxycarbonyl-2-oxetanone

Tetrahedron: Asymmetry 1993, 4, 1925

Ee. > 98 % [by nmr with Eu(hfc) ]
[ 1%0 =+ 5.5 (c = 2.0, dioxane)
Source of chirality : L-(S)-Malic acid
Absolute configuration : 4R

S. Cammas, 1. Renard, K. Boutault and Ph. Guérin*

H\ ! COOCH;

C o)
] |
H,C —C
A\
o
CsHy 04
4.methyloxycarbonyl-2-oxetanone

Tetrahedron: Asymmerry 1993, 4, 1925

E.e. > 98 % [by nmr with Eu(hfc), ]
[ 1;0 = +1.5 (c =2.0 dioxane)

Source of chirality : L-(S)-Malic acid
Absolute configuration : 4R

§. Cammas, 1. Renard, K. Boutault and Ph. Guérin®

COOCH,-C'

R o

cC—20

| |

H,C — C
%
CoH 0,
4-[2-methyl-1-butylJoxycarbonyl-2 -oxetanone

Tetrahedron: Asymmetrry 1993, 4, 1925

E.e. > 98 % [by nmr with Eu(hfc);]
[ 120 = + 2.5 (c = 2.0 THF)
Source of chirality : L-(S)-Malic acid ; 5-(-)-2-Methyl-1-butanol

Absolute configuration : 4R, 7S

OH

W

OCH,

OCH,

CgHj303
(R)-1,1-Dimethoxy-2-hydroxyhexane.

P. Ferraboschi, E. Santaniello, M. Tingoli, F. Aragozzini, F. Molinari.

Tetrahedron: Asymmetry 1993, 4, 1931

Ee. =100%

Source of chirality: Kluyveromyces
fragilis or K. marxianus
Absolute configuration: (R).
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Tetrahedron: Asymmetry, 1993, 4, 1931

P. Ferraboschi, E. Santaniclio, M. Tingoli, F. Aragozzini, F. Molinari.
H
o OHOCH s Ee. =46% .
Source of chirality: Baker’s yeast
Ee. = 100%
OCH Source of chirality: Kluyveromyces marxianus MIM 287
3 * Absolute configuration: (S).

CyoH140; ‘
(S)-1,1-Dimethoxy-2-hydroxy-2-phenylethane.

)
Wim-Jan Koot, Henk Hiemstr& and W. Nico Speckamp Tetrahedron: Asymmetry 1993, 4, 1941
.6. 298% [by NMR with Eu(hfc),]
— [03%°p -149 (¢ 0.50, CHCLy)
ﬁPrO“"qxo m.p. 49-49.5°C
o)‘Me Source of chirality: natural and asymm. synth.

Absolute configuration 5R

CoH1aNOs Anal. cale. C, 59.00; H, 7.15. Found C, 58.71; H, 7.15
1-Acatyl-1,5-dihydro-5-(1 -met*ylethoxy)—2l+pyrrol—2—one

]
Wim-Jan Koot, Henk Hiemsﬂ}ﬂ and W. Nico Speckamp Tetrahedron: Asymmetry 1993, 4, 1941
C’ 0.6. 298%
NZ_X (0% -51 (¢ 0.65, CHCl)
"_Pro\‘t‘ N o m.p. 47'48 .C
A'c Source of chirality: natural and asymm. synth.
C1aH2oN20; Absolute configuration 4S,5R
1-Acetyl-5-(1-methylethoxy)-4-(1-pyrrolidinyl)pyrrolidin-2-one
Wim-Jan Koot, Henk Hiemstsa and W. Nico Speckamp Tetrahedron: Asymmetry 1993, 4, 1941
@\/ H e.0. 298%
N [0]®p -34 (¢ 0.95, CHCI3)
z‘x Sourcs of chirality: natural and asymm. synth.
o™ N\ Yo

Alc Absolute configuration 4S,5R
C1gH22N203
1-Acstyl-4-(N-benzylamino)-5r(1-methylethoxy)pyrrolidin-2-one
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Wim-Jan Koot, Henk Hiemstra and W. Nico Speckamp

@\/s
LPrO"'zlo

Y
Ac

CygH2iNO;S

Tetrahedron: Asymmetry 1993, 4, 1941

e.e. 298%

[0J%°p -94 (¢ 0.53, CHCly)

Source of chirality: natural and asymm. synth.
Absolute configuration 4S,5R

1-Acetyl-4-(benzylthio)-5-(1-methylethoxy)pyrrolidin-2-one

Wim-Jan Koot, Henk Hiemstra and W. Nico Speckamp

Cy1HNOS

Tetrahedron: Asymmerry 1993, 4, 1941

e.0. 298%
[0J?°p -146 (c 0.18, CHCIy)

m.p. 214-2145°C

Source of chirality: natural and asymm. synth.
Absolute configuration 48,55

Anal. calc. C, 64.36; H, 5.40. Found C, 64.59; H, 5.51

[3aB,9bp}-1,3,3a,4,5,9b-Hexahydro-4-thia-2H-benz(g)indol-2-one

Wim-Jan Koot, Henk Hiemstra and W. Nico Speckamp

@\/N’Fm
ol

|
Ac

(o]

Cz1H30N:05

Tetrahedron: Asymmetry 1993, 4, 1941

0.0. 298%

[2]*°p +14 (c 1.21, CHCly)

m.p. 71.5-72.5 °C

Source of chirality: natural and asymm. synth.
Absolute configuration 4S,5R

Anal. calc. C, 64.60; H, 7.74; N, 7.17.
Found C, 64.73; H, 7.81; N, 7.20.

1-Acetyl-4-(N-benzyl-N-(1,1-dimethylethoxycarbonyl)amino)-5-{1-methylethoxy)pyrrolidin-2-one

Wim-Jan Koot, Henk Hiemstra and W. Nico Speckamp

Tetrahedron: Asymmetry 1993, 4, 1941

6.0. 298%
Bn 20
'!' H [o]*p +145 (¢ 0.32, CHCl,)
o H
j—x m.p. 138.5-140 °C
04
H r'J o] Source of chirality: natural and asymm. synth.
H Absolute configuration 48,55
Cy4H4iNOS Anal, calc. C, 62.06; H, 5.21; N, 12.06.

Found C, 62.02; H, 5.17; N, 12.03.
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