Stereochemistry abstracts

Beate Koksch,” Peter J. L. M. Quaedflieg, Thomas Michel,
Klaus Burger, Quirinus B. Broxterman and Hans E. Schoemaker

C4H,F3N,O
(S)-(a-Trifluoromethyl)alanine amide

Tetrahedron: Asymmetry 15 (2004) 1401

Ee = 98%

[o]p = =23 (¢ 2.1, IM HCI)

Source of chirality: enzymatic resolution
of (R,S)-H-(a«Tfm)Ala-NH,

Absolute configuration: S

Beate Koksch,” Peter J. L. M. Quaedflieg, Thomas Michel,
Klaus Burger, Quirinus B. Broxterman and Hans E. Schoemaker

HaC CFs

OH
H,N

(o)

C4H¢F;NO,
(R)-(a-Trifluoromethyl)alanine

Tetrahedron: Asymmetry 15 (2004) 1401

Ee = 96%

[o]p = +6.1 (¢ 2.0, IM HCI)

Source of chirality: enzymatic resolution
of (R,S)-H-(a'Tfm)Ala-NH,

Absolute configuration: R

Kazutake Hagiya, Akiko Yamasaki, Tadashi Okuyama and
Takashi Sugimura*

N
(6]

Ci3H150;
1,6-(2,4-Dimethyl-1,5-dioxapentamethylene)tricyclo[3.3.0.0%*]oct-3-ene

Tetrahedron: Asymmetry 15 (2004) 1409

[2] = +120 (¢ 1.0, methanol)
Source of chirality: (2'R,4'R)-chiral tether
Absolute configuration: 1R,2S,5S5,6R,8S

Kazutake Hagiya, Akiko Yamasaki, Tadashi Okuyama and
Takashi Sugimura*®

v

Ci3H150;
1,7-(2,4-Dimethyl-1,5-dioxapentamethylene)tricyclo[3.3.0.0>%]oct-3-ene

Tetrahedron: Asymmetry 15 (2004) 1409

[o]5 = +68.8 (c 0.8, methanol)
Source of chirality: (2'R,4'R)-chiral tether
Absolute configuration: 1S5,2R,5S,7R,8S
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Kazutake Hagiya, Akiko Yamasaki, Tadashi Okuyama and
Takashi Sugimura*

C13H1802

1,6-(2,4-Dimethyl-1,5-dioxapentamethylene)tricyclo[3.3.0.0>%oct-3-ene

Tetrahedron: Asymmetry 15 (2004) 1409

[a]5) = 4+70.7 (¢ 0.9, methanol)
Source of chirality: (2'R,4'S)-chiral tether
Absolute configuration: 1R,2S,5S,6R,8S

Kazutake Hagiya, Akiko Yamasaki, Tadashi Okuyama and
Takashi Sugimura*

oo
7

C13H1802

1,7-(2,4-Dimethyl-1,5-dioxapentamethylene)tricyclo[3.3.0.0>%]oct-3-ene

Tetrahedron: Asymmetry 15 (2004 ) 1409

[0]5 = +21.3 (¢ 0.2, methanol)
Source of chirality: (2'R,4'S)-chiral tether
Absolute configuration: 1S,2R,5S,7R,8S

Kazutake Hagiya, Akiko Yamasaki, Tadashi Okuyama and
Takashi Sugimura”®

O OH

C13H2203
6-(4-Hydroxy-2-methyl-1-oxapenta)bicyclo[3.2.1]octa-8-one

Tetrahedron: Asymmetry 15 (2004 ) 1409

[0]5 = —73.5 (¢ 0.8, methanol)
Source of chirality: (2'R,4'R)-chiral tether
Absolute configuration: 1R,5S,6R

Kazutake Hagiya, Akiko Yamasaki, Tadashi Okuyama and
Takashi Sugimura”®

0]
|

b

O OH

Ci3H220;
6-(4-Hydroxy-2-methyl-1-oxapenta)bicyclo[3.2.1]octa-8-one

Tetrahedron: Asymmetry 15 (2004 ) 1409

[0]5 = 421.9 (¢ 0.8, methanol)
Source of chirality: (2'R,4'S)-chiral tether
Absolute configuration: 1R,5S,6R
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Kazutake Hagiya, Akiko Yamasaki, Tadashi Okuyama and Tetrahedron: Asymmetry 15 (2004) 1409

Takashi Sugimura”®

[0 = —61.5 (c 0.4, methanol)
H Source of chirality: (2'S,4'R)-chiral tether

r .: O? Absolute configuration: 1S5,2R,5R,6S,8R

O

Ci14H200;
1,6-(2,4-Dimethyl-1,5-dioxapentamethylene)-8-methyltricyclo[3.3.0.0>%]oct-3-ene

Kazutake Hagiya, Akiko Yamasaki, Tadashi Okuyama and Tetrahedron: Asymmetry 15 (2004) 1409

Takashi Sugimura*®

[0]5 = 420.2 (¢ 0.4, methanol)
Source of chirality: (2'S,4'R)-chiral tether
/2/{3 Absolute configuration: 15,2S,5R,7S,8R
C14H200;
1,7-(2,4-Dimethyl-1,5-dioxapentamethylene)-5-methyltricyclo[3.3.0.0>%]oct-3-ene

Kazutake Hagiya, Akiko Yamasaki, Tadashi Okuyama and Tetrahedron: Asymmetry 15 (2004 ) 1409

Takashi Sugimura®

[o]p = —258 (c 0.5, methanol)
: Source of chirality: (2'S,4'R)-chiral tether

r Of { Absolute configuration: 1R,2R,5R,6S,3R

C14H200,
1,6-(2,4-Dimethyl-1,5-dioxapentamethylene)-2-methyltricyclo[3.3.0.0>%]oct-3-ene

Kazutake Hagiya, Akiko Yamasaki, Tadashi Okuyama and Tetrahedron: Asymmetry 15 (2004) 1409

Takashi Sugimura*

[0 = —32.9 (¢ 0.5, methanol)
Source of chirality: (2'S,4'R)-chiral tether
/2/6 Absolute configuration: 1R,2S,5R,7S,8R
C14H200;
1,7-(2,4-Dimethyl-1 ,5—dioxapentamethylene)—4-methyltricyclo[3.3.0.02’8]oct-3-ene
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Kazutake Hagiya, Akiko Yamasaki, Tadashi Okuyama and Tetrahedron: Asymmetry 15 (2004) 1409

Takashi Sugimura™

[0 = —46.9 (¢ 0.9, methanol)
Source of chirality: (2S,4'R)-chiral tether
Absolute configuration: 1S,2R,5R,65,8R

C14H200;
1,6-(2,4-Dimethyl-1,5-dioxapentamethylene)-3-methyltricyclo[3.3.0.0>%]oct-3-ene

Kazutake Hagiya, Akiko Yamasaki, Tadashi Okuyama and Tetrahedron: Asymmetry 15 (2004) 1409

Takashi Sugimura®

[2]5 = —13.1 (c 0.4, methanol)

@7 Source of chirality: chiral tethered reaction
/2/{3 Absolute configuration: 1R,2S,5R,7S,8R
C14H2002

1,7-(2,4-Dimethyl-1,5-dioxapentamethylene)-3-methyltricyclo[3.3.0.0>%]oct-3-ene

Kazutake Hagiya, Akiko Yamasaki, Tadashi Okuyama and Tetrahedron: Asymmetry 15 (2004) 1409

Takashi Sugimura”®

: [0]5 = —18.9 (¢ 0.2, methanol)
: o Source of chirality: chiral tethered reaction
( Absolute configuration: 1R,2R,5R,6S,8R
(0]

CisH20;
1,6-(2,4-Dimethyl-1,5-dioxapentamethylene)-2,4-dimethyltricyclo[3.3.0.0%®*]oct-3-ene

Kazutake Hagiya, Akiko Yamasaki, Tadashi Okuyama and Tetrahedron: Asymmetry 15 (2004) 1409

Takashi Sugimura”®

[0]5 = —10.0 (¢ 0.2, methanol)
Source of chirality: chiral tethered reaction
Absolute configuration: 15,25,5R,7S,8R

(0)
&/{3
Ci5H220,
1,7-(2,4-Dimethyl-1,5-dioxapentamethylene)-2,4-dimethyltricyclo[3.3.0.0>%oct-3-ene
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Ci6H32Ny

Uwe Kohn, Wolfgang Giinther, Helmar Gorls and Ernst Anders®

N,N'-Isopropyl-(S)-2-(pyrrolidin-1-ylmethyl)-pyrrolidine-1-carboximidamide

Tetrahedron: Asymmetry 15 (2004) 1419

[« = —3.0 (¢ 9.6, THF)
Source of chirality: (S)-2-(pyrrolidin-1-
ylmethyl)pyrrolidine

Absolute configuration: 2S5

sus
ILPKN/)\N/H
Lo

Ci6H3:N,0

Uwe Kohn, Wolfgang Giinther, Helmar Gorls and Ernst Anders*

N,N'-Isopropyl-(S)-2-(morpholin-4-ylmethyl)-pyrrolidine-1-carboximidamide

Tetrahedron: Asymmetry 15 (2004) 1419

[¢]y = —11.1 (¢ 7.4, THF)
Source of chirality: (S)-2-(pyrrolidin-1-
ylmethyl)pyrrolidine

Absolute configuration: 25

i-Pr\ "

7

N Nl
i-Pr

Ci7H34Ny

QVQ

Uwe Kohn, Wolfgang Giinther, Helmar Gorls and Ernst Anders™

N,N'-Isopropyl-(S)-2-(piperidin-1-ylmethyl)-pyrrolidine-1-carboximidamide

Tetrahedron: Asymmetry 15 (2004) 1419

[4]f = —16.6 (c 8.2, THF)

Source of chirality: (S)-2-(pyrrolidin-1-
ylmethyl)pyrrolidine

Absolute configuration: 2.5

o

2y
Ph

Ci6H23N3S

Uwe Kohn, Wolfgang Giinther, Helmar Gorls and Ernst Anders”

N-Phenyl-(S)-2-(pyrrolidin-1-ylmethyl)-pyrrolidine-1-carbothioamide

Tetrahedron: Asymmetry 15 (2004) 1419

[4]p = —138.7 (¢ 1.5, THF)

Source of chirality: (S)-2-(pyrrolidin-1-
ylmethyl)pyrrolidine

Absolute configuration: 25
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Tetrahedron: Asymmetry 15 (2004) 1419

Uwe Kohn, Wolfgang Glinther, Helmar Gorls and Ernst Anders®

o))y = —200.0 (c 2.6, CHCls)

O
D\/ Q Source of chirality: (.S)-2-(pyrrolidin-1-

N ylmethyl)pyrrolidine
S)\N/H Absolute configuration: 2S5
Ph

(S)-2-(Morpholin-4-ylmethyl)- N-phenyl-pyrrolidine-1-carbothioamide

Tetrahedron: Asymmetry 15 (2004) 1419

Uwe Kohn, Wolfgang Giinther, Helmar Gorls and Ernst Anders™

[« = —141.3 (c 1.5, THF)

D\/O Source of chirality: (S)-2-(pyrrolidin-1-
N ylmethyl)pyrrolidine
S%’\N/H Absolute configuration: 2.5
Ph
C17H2sN3S

N-Phenyl-(S)-2-(piperidin-1-ylmethyl)-pyrrolidine-1-carbothioamide

Tetrahedron: Asymmetry 15 (2004) 1419

Uwe Kohn, Wolfgang Giinther, Helmar Gorls and Ernst Anders™

D\/Q [a]fy = —138.7 (¢ 1.5, THF)
N Source of chirality: (S)-2-(pyrrolidin-1-
S)\N/H ylmethyl)pyrrolidine

' Absolute configuration: 2.5

C17H26N308
N-(4-Methoxyphenyl)-(S)-2-(pyrrolidin-1-ylmethyl)-pyrrolidine-1-carbothioamide

Uwe Kohn, Wolfgang Glinther, Helmar Gorls and Ernst Anders* Tetrahedron: Asymmetry 15 (2004) 1419

o}
DVO [¢], = —138.7 (¢ 1.5, THF)
N Source of chirality: (S)-2-(pyrrolidin-1-
S)\N/H ylmethyl)pyrrolidine
' Absolute configuration: 2.5

OCH,

C17H25N30,S
N-(4-Methoxyphenyl)-(S)-2-(morpholin-4-ylmethyl)-pyrrolidine-1-carbothioamide
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Uwe Kohn, Wolfgang Giinther, Helmar Gorls and Ernst Anders™

s
s)\N/H

|
Ph

|
OCH,

CisH27N308

N-(4-Methoxyphenyl)-(S)-2-(piperidin-1-ylmethyl)-pyrrolidine-1-carbothioamide

Tetrahedron: Asymmetry 15 (2004) 1419

[¢]y = —136.3 (¢ 1.6, THF)
Source of chirality: (S)-2-(pyrrolidin-1-
ylmethyl)pyrrolidine

Absolute configuration: 2.5

Uwe Kohn, Wolfgang Giinther, Helmar Gorls and Ernst Anders®

DA
sél\ A

i-Pr

C13HasNsS
N-Isopropyl-(S)-2-(pyrrolidin-1-ylmethyl)-pyrrolidine-1-carbothioamide

Tetrahedron: Asymmetry 15 (2004) 1419

[« = —131.1 (¢ 1.8, THF)
Source of chirality: (S)-2-(pyrrolidin-1-
ylmethyl)pyrrolidine

Absolute configuration: 2.5

Uwe Kohn, Wolfgang Giinther, Helmar Gorls and Ernst Anders™

oo

>
i-Pr
CsH25N308
N-Isopropyl-(S)-2-(morpholin-4-ylmethyl)-pyrrolidine-1-carbothioamide

Tetrahedron: Asymmetry 15 (2004) 1419

[« = —91.0 (¢ 2.0, THF)

Source of chirality: (S)-2-(pyrrolidin-1-
ylmethyl)pyrrolidine

Absolute configuration: 2S5

Uwe Kohn, Wolfgang Giinther, Helmar Gorls and Ernst Anders*

o)
N
H
i-Pr

Ci4H27N3S
N-Isopropyl-(S)-2-(piperdin-1-ylmethyl)-pyrrolidine-1-carbothioamide

Tetrahedron: Asymmetry 15 (2004) 1419

[o]y = —110.0 (¢ 1.0, THF)
Source of chirality: (S)-2-(pyrrolidin-1-
ylmethyl)pyrrolidine
Absoluteconfiguration: 25
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Uwe Kohn, Wolfgang Glinther, Helmar Gorls and Ernst Anders®

DA
)N\ _H

oy
Ph
Ci6H23N3;0
N-Phenyl-(S)-2-(pyrrolidin-1-ylmethyl)-pyrrolidine-1-carboxamide

Tetrahedron: Asymmetry 15 (2004) 1419

[¢]5 = —53.3 (c 1.8, EtOH)

Source of chirality: (S)-2-(pyrrolidin-1-
ylmethyl)pyrrolidine

Absolute configuration: 2S5

Uwe Kohn, Wolfgang Giinther, Helmar Gorls and Ernst Anders*

Ci6H23N30,
(S)-2-(Morpholin-4-ylmethyl)- N-phenyl-pyrrolidine-1-carboxamide

Tetrahedron: Asymmetry 15 (2004) 1419

[¢]y = —62.1 (c 1.9, CHCl3)

Source of chirality: (S)-2-(pyrrolidin-1-
ylmethyl)pyrrolidine

Absolute configuration: 2.5

Uwe Ko6hn, Wolfgang Giinther, Helmar Gorls and Ernst Anders®

s
)\ _H

7y
Ph

Ci7H2sN30
N-Phenyl-(S)-2-(piperidin-1-ylmethyl)-pyrrolidine-1-carboxamide

Tetrahedron: Asymmetry 15 (2004) 1419

[0 = —60.8 (c 1.8, CHCls)

Source of chirality: (S)-2-(pyrrolidin-1-
ylmethyl)pyrrolidine

Absolute configuration: 2S5

Renata Siedlecka, Elzbieta Wojaczynska and Jacek Skarzewski*

PhS,,,
/|:>N Boc

Co1HasNO,S,
(+)-(3R,4 R)-1-tert-Butoxycarbonyl-3,4-bis(phenylsulfanyl)pyrrolidine

PhS

Tetrahedron: Asymmetry 15 (2004) 1437

De 100% (determined by '"H NMR),
>95% ee

[o]p = +50.0 (¢ 0.90, CH,Cl,)

Source of chirality: double Sy2 reaction
of (—)-(35,4S5)-1-tert-butoxycarbonyl-3,4-
dihydroxypyrrolidine

Absolute configuration: 3R.4R (deter-
mined by chemical correlation)
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Renata Siedlecka, Elzbieta Wojaczyniska and Jacek Skarzewski*

PhS,,
o

Ci6H17NS;,
(+)-(3R,4R)-3,4-Bis(phenylsulfanyl)pyrrolidine

PhS

Tetrahedron: Asymmetry 15 (2004) 1437

De 100% (determined by "H NMR),
>98% ee

[o]p = +40.0 (c 0.68, CH,Cl,)

Source of chirality: double SN2 reaction
of (—)-(3S,4S5)-1-tert -butoxycarbonyl-
3,4-dihydroxypyrrolidine

Absolute configuration: 3R,4R (deter-
mined by chemical correlation)

Renata Siedlecka, Elzbicta Wojaczynska and Jacek Skarzewski*

PhS.,,
/CNCPhs
Phs

C35H31NS;
(+)-(3R,4R)-1-Trityl-3,4-bis-(phenylsulfanyl)pyrrolidine

Tetrahedron: Asymmetry 15 (2004) 1437

De 100% (determined by 'H NMR),
>98% ee

[o]p = +41.6 (c 0.48, CH,Cl,)

Source of chirality: double Sy2 reaction
of (—)-(35,4S)-1-tert-butoxycarbonyl-3,4-
dihydroxypyrrolidine

Absolute configuration: 3R,4R (deter-
mined by chemical correlation)

Renata Siedlecka, Elzbieta Wojaczynska and Jacek Skarzewski*

PhS,,
/CNCOPh

Cy;3;H,NOS,
(+)-(35,495)-1-Benzoyl-3,4-bis(phenylsulfanyl)pyrrolidine

PhS

Tetrahedron: Asymmetry 15 (2004) 1437

De 100% (determined by '"H NMR),
>98% ee

[o]p = +84.2 (¢ 0.76, CH,Cl,)

Source of chirality: double SN2 reaction
of (—)-(35,4S5)-1-tert-butoxycarbonyl-3,4-
dihydroxypyrrolidine

Absolute configuration: 3R,4R (deter-
mined by chemical correlation)

%

Renata Siedlecka, Elzbieta Wojaczyniska and Jacek Skarzewski

2-NaphS
\|:>NCH2Ph

CyH, NS
(+)-(R)-1-Benzyl-3-(2-naphthylsulfanyl)pyrrolidine

Tetrahedron: Asymmetry 15 (2004) 1437

[o]p = +36.1 (¢ 1.08, CH,Cl,),

>95% ee

Source of chirality: Sy2 reaction of
(—)-(S)-3-hydroxypyrrolidine

Absolute configuration: 3R (determined
by chemical correlation)
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Renata Siedlecka, Elzbicta Wojaczynska and Jacek Skarzewski*

CNCHZPh

TH,SPh

CisH2 NS
(—)-(S)-1-Benzyl-2-(phenylsulfanylmethyl)pyrrolidine

Tetrahedron: Asymmetry 15 (2004) 1437

[a]D = —675 ((,‘ 120, CHZCIZ)’
>95% ee

Source of chirality: transformation of
(—)-(S)-benzyl-2-pyrrolidinemethanol

Renata Siedlecka, Elzbieta Wojaczynska and Jacek Skarzewski*

0O
I
PhS

*
NCH,Ph
* W

PhS’
\
O
Ca3H23NOsS,;
(+)-(3S,4S,Rs, Rs)-1-Benzyl-3,4-bis(phenylsulfinyl)pyrrolidine

Tetrahedron: Asymmetry 15 (2004) 1437

De 100% (determined by '"H NMR),
>95% ee

[¢]p = 4+56.0 (¢ 0.36, CH,Cl,)

Source of chirality: double sulfoxidation
of (—)-(35.,45)-1-benzyl-3,4-bis(phenyl-
sulfanyl)pyrrolidine

Absolute configuration: Rg,Rg (deter-
mined by CD spectrum)

Renata Siedlecka, Elzbieta Wojaczynska and Jacek Skarzewski®

PhS

\CNCHZPh
*

PhS
\

(o}

Co3H,3NOS,

(+)-(3S,4S,Rs)-1-Benzyl-3-(phenylsulfanyl)-4-(phenylsulfinyl)pyrrolidine

Tetrahedron: Asymmetry 15 (2004) 1437

De 100% (determined by '"H NMR),
>95% ee

(o] = +34.6 (¢ 0.52, CH,Cly)
Source of chirality: sulfoxidation of
(—)-(35,45)-1-benzyl-3,4-bis(phenyl-
sulfanyl)pyrrolidine

Absolute configuration: Rg (determined
by CD spectrum)

Patrick Bernardelli, Michael Bladon, Edwige Lorthiois,
Ajith C. Manage,” Fabrice Vergne and Roger Wrigglesworth

“'OH

C6H13NO
(R,R)-3-Aminocyclohexanol

Tetrahedron: Asymmetry 15 (2004) 1451

Ee =97.3% (HPLC)

[0 = —8.5 (¢ 1, CH;0H)
Source of chirality: X-ray crystal
structure

Absolute configuration: 1R,3R
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Andrzej E. Wréblewski* and Iwona E. Glowacka

CONH,
N—j
It \
NQ
HO N

MeO(O)lr/l\:)

OH OH

C7H13N4O6P

Tetrahedron: Asymmetry 15 (2004) 1457

Ee = 100%
[o]p = —12.9 (¢ 1.0, water)
Source of chirality: L-ascorbic acid

Absolute configuration: (1R,2S)

O-Methyl (1R,2S)-3-(4-carbamoyl-1,2,3-triazol-1-yl)-1,2-dihydroxypropylphosphonic acid

Andrzej E. Wréblewski* and Iwona E. Glowacka

MeO(O)F Y
OH OH

C7H3N,O6P

Tetrahedron: Asymmetry 15 (2004) 1457

Ee = 100%

[o]p = —21.1 (¢ 1.1, water)

Source of chirality: L-ascorbic acid
Absolute configuration: (1S,2S)

O-Methyl (18S,25)-3-(4-carbamoyl-1,2,3-triazol-1-yl)-1,2-dihydroxypropylphosphonic acid

Isidoro Izquierdo,” Maria T. Plaza and Francisco Franco

Cs51H53NO5Si

Tetrahedron: Asymmetry 15 (2004) 1465

[o]p = +17.5 (¢ 1.2, chloroform)

Source of chirality: p-fructose and stereo-
selective synthesis

Absolute configuration: 25,3R,4R,5R
(assigned by NMR spectroscopic and
chemical correlation)

(2S,3R,4R,5R)-2'-0-Benzoyl-3,4-dibenzyloxy- N-benzyloxycarbonyl-5'-O-tert-butyldiphenylsilyl-2,5-bis(hydroxy-

methyl)pyrrolidine

Isidoro Izquierdo,” Maria T. Plaza and Francisco Franco

(|3bz
N

BzO/”““ ”.“I\OH

BnO OBn

C35H35NO7

Tetrahedron: Asymmetry 15 (2004) 1465

[o]p = —16.5 (¢ 1.5, chloroform)

Source of chirality: p-fructose and stereo-
selective synthesis

Absolute configuration: 2S,3R,4R,5R
(assigned by NMR spectroscopic and
chemical correlation)

(2S,3R,4R,5R)-2'-O-Benzoyl-3,4-dibenzyloxy-N-benzyloxy carbonyl-2,5-bis(hydroxymethyl)pyrrolidine




Isidoro Izquierdo,” Maria T. Plaza and Francisco Franco

OH

H
wnOH
N

HiC ~OH

C9H 17NO3
(1R,2R,3S,5R,7aR)-1,2-Dihydroxy-3-hydroxymethyl-5-methylpyrrolizidine

Tetrahedron: Asymmetry 15 (2004) 1465

[#]p = +17 (c 1.3, methanol)

Source of chirality: p-fructose and stereo-
selective synthesis

Absolute configuration: 1R,2R,3S,5R,7aR
(assigned by NMR spectroscopic and
chemical correlation)

Isidoro Izquierdo,” Maria T. Plaza and Francisco Franco

OH

H
wnOH
N

—

OH

CgH 15NO3
(1R,2R,3S,7aR)-1,2-Dihydroxy-3-hydroxymethylpyrrolizidine

Tetrahedron: Asymmetry 15 (2004) 1465

[¢]p = +2.5 (¢ 0.8, methanol)

Source of chirality: p-fructose and stereo-
selective synthesis

Absolute configuration: 1R,2R,3S,7aR
(assigned by NMR spectroscopic and
chemical correlation)

Cosimo Cardellicchio, Francesco Naso™ and
Maria Annunziata M. Capozzi

C14H,00;5PS
Ethyl (1R,2S,5R)-menthyl (Sp)-(methylthio)methylphosphonate

Tetrahedron: Asymmetry 15 (2004) 1471

De >98% (GC)

[a]5y = —78.5 (¢ 1, CHCl5)

Source of chirality: separation of diastereomers
Absolute configuration: 1R,2S,5R,Sp

Cosimo Cardellicchio, Francesco Naso™ and
Maria Annunziata M. Capozzi

C14H2904PS
Ethyl (1R,2S,5R)-menthyl (Rp,Rs)-(methylsulfinyl)methylphosphonate

Tetrahedron: Asymmetry 15 (2004) 1471

De >98% (GC)

[0 = +4.1 (¢ 1, CHCl3)

Source of chirality: diastereoselective
oxidation

Absolute configuration: 1R,2S,5R,Rp,Rs
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Cosimo Cardellicchio, Francesco Naso* and
Maria Annunziata M. Capozzi

C14H2904PS
Ethyl (1R,2S,5R)-menthyl (Sp,Rs)-(methylsulfinyl)methylphosphonate

Tetrahedron: Asymmetry 15 (2004) 1471

De >98% (GC)

[0]5 = —6.3 (¢ 1, CHCl5)

Source of chirality: diastereoselective
oxidation

Absolute configuration: 1R,2S,5R,Sp,Rg

Cosimo Cardellicchio, Francesco Naso® and
Maria Annunziata M. Capozzi

C14H2004PS
Ethyl (1R,2S,5R)-menthyl (Sp,Ss)-(methylsulfinyl)methylphosphonate

Tetrahedron: Asymmetry 15 (2004) 1471

De >98% (GC)
[2]5 = —119.7 (¢ 1, CHCl3)

Source of chirality: diastereoselective
oxidation

Absolute configuration: 1R,2S,5R,Sp,Ss

Cosimo Cardellicchio, Francesco Naso™ and
Maria Annunziata M. Capozzi

I
P,
Me” \O?,El

W
KS

C13H27O3P
Ethyl (1R,2S,5R)-menthyl (Sp)-methylphosphonate

Tetrahedron: Asymmetry 15 (2004) 1471

De >98% (NMR)

[0 = —58.3 (¢ 0.5, CHCl5)

Source of chirality: from a chiral precursor
Absolute configuration: 1R,2S,5R,Sp

Cosimo Cardellicchio, Francesco Naso™ and
Maria Annunziata M. Capozzi

(o}
Il

Pyt
-\ O
Me™ Yokt

Ci3Ha,05P
Ethyl (1R,2S,5R)-menthyl (Rp)-methylphosphonate

Tetrahedron: Asymmetry 15 (2004) 1471

De >98% (NMR)

[y = —59.8 (c 0.5, CHCl3)

Source of chirality: from a chiral precursor
Absolute configuration: 1R,2S,5R,Rp
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Cosimo Cardellicchio, Francesco Naso* and Tetrahedron: Asymmetry 15 (2004) 1471

Maria Annunziata M. Capozzi

De =83% (NMR)

[0 = —57.8 (¢ 1, CHCly)

Source of chirality: from a chiral precursor
Absolute configuration: 1R,2S,5R,Rp

C13H2;,0,PS
Ethyl O-(1R,2S,5R)-menthyl (Rp)-methylphosphonothioate

Serafino Gladiali,” Rossana Taras, Rosa M. Ceder, Mercé Rocamora, Tetrahedron: Asymmetry 15 (2004) 1477

Guillermo Muller,” Xavier Solans and Merce Font-Bardia

OO Ee = 100%
20 _ X
— ()= —92.2 (¢ 1.02, CHCl5)

S- Source of* chirality: (4)-(S)-binaphtol

PPh, _
O‘ Absolute configuration: S

C44H32P20
(S)-2-Diphenylphosphino-2’-diphenylphosphinyl-1,1’-binaphthalene

Luca Szalay, Viktor Farkas, Elemér Vass, Miklés Holl6si,* Tetrahedron: Asymmetry 15 (2004) 1487

I1dik6 Méczar, Aron Pintér and Péter Huszthy

[0}
O N O [0 = —14.1 (¢ 1.60, CH,Cl,)
) O .«Me

Me\[ j Source of chirality: (S)-ethyl-lactate
o o Absolute configuration: 3R,13R
oS
Ca3H27NOg

(3R,13R)-3,13-Dimethyl-2,5,8,11,14-pentaoxa-26-azatetracyclo[13.9.3.0."%27.02"**|heptacosa-1(24),15,
17,19(27),21(25),22-hexaene-20(26 H)-one

Luca Szalay, Viktor Farkas, Elemér Vass, Mikl6s Holldsi,* Tetrahedron: Asymmetry 15 (2004) 1487
Ildiké Méczar, Aron Pintér and Péter Huszthy
[0}
O X O [0 = 4+42.3 (¢ 1.37, CH,Cly)
"'B”\(O oj..-«“’"B“ Source of chirality: L-leucine
° g Absolute configuration: 3R,13R
o/
C29H39N06

(3R,13R)-3,13-Diisobutyl-2,5,8,11,14-pentaoxa-26-azatetracyclo[13.9.3.0.'%%7.0*1**|heptacosa-1(24),15,
17,19(27),21(25),22-hexaene-20(26 H)-one
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Michael Trzoss, Jie Shao and Stefan Bienz*

OBn  OH
oL

Si’
Me% “Me

Me Me

Ph

C51H300581

Tetrahedron: Asymmetry 15 (2004) 1501

Er >99:1

o] = +26.3 (¢ 1.32, CHCl3)
Source of chirality: chiral pool
Absolute configuration: (1S,Ss;)

(1.9)-2-{[(S)-[(Benzyloxy)methyl](zert-butyl)methylsilylJoxy}-1-phenylethanol

Michael Trzoss, Jie Shao and Stefan Bienz*

OBn OH

5i° Ph

Me—="»
M
Me7\Me ©

C2| H3003Si

Tetrahedron: Asymmetry 15 (2004) 1501

Er >99:1

[o]f = +42.4 (¢ 1.23, CHCl3)
Source of chirality: chiral pool
Absolute configuration: (1.5,Rs;)

(1.9)-2-{[(R)-[(Benzyloxy)methyl](zert-butyl)methylsilylJoxy}-1-phenylethanol

Michael Trzoss, Jie Shao and Stefan Bienz*

OBn
H

Si;
Me% "Me

Me Me

C 1 3H2205i
(=)-(R)-[(Benzyloxy)methyl](terz-butyl)methylsilane

Tetrahedron: Asymmetry 15 (2004) 1501

Er=973

[o]5 = =6.5 (¢ 1.0, CHCl3)

Source of chirality: resolution

Absolute configuration: (Rg;) by reference

Michael Trzoss, Jie Shao and Stefan Bienz*

OBn O

Me%Si" Me
Me
Me Me

Cy5H,40,Si
1-[(S)-[(Benzyloxy)methyl](zert-butyl)methylsilyl]ethanone

Tetrahedron: Asymmetry 15 (2004) 1501

Er=95:5

[o2]5 ==8.7 (¢ 0.57, CHCls)

Source of chirality: asymmetric synthesis
Absolute configuration: (Ss;) by reference (X-ray)
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Linda Thunberg and Stig Allenmark”®

C240,N,H 4
(S,S)-trans-9,10-Dihydro-9,10-ethanoanthracene-11,12-dicarboxylic acid bis-allylamide

Tetrahedron: Asymmetry 15 (2004) 1507

Ee=98.7%
[ = 439.4 (¢ 0.17, ethyl acetate)

CD (acetonitrile): Aex, (nm), Agey, (cm2/
mmol) 233, +4.06; 207, +22.0

Source of chirality: resolution of the
dicarboxylic acid with brucine

Absolute configuration: (S,S)

Shuichi Nakamura, Naoki Sato, Masashige Sugimoto and

Takeshi Toru™*

~CHPh
H 2

S

-4

Ph CN

C21HisN2
(S)-2-(Diphenylmethyl)amino-2-phenylacetonitrile

Tetrahedron: Asymmetry 15 (2004) 1513

Ee = 70%

[o0]% = —40.5 (¢ 0.31, CHCl)

Source of chirality: asymmetric synthesis
Absolute configuration: (S)

Shuichi Nakamura, Naoki Sato, Masashige Sugimoto and

Takeshi Toru*

Ci4HN,
2-Phenylamino-2-phenylacetonitrile

Tetrahedron: Asymmetry 15 (2004) 1513

Ee = 61%
[0 = +91 (¢ 0.178, CHCls)
Source of chirality: asymmetric synthesis
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Shuichi Nakamura, Naoki Sato, Masashige Sugimoto and
Takeshi Toru*

CooH2oN>
(S)-2-Diphenylamino-2-(1-naphthyl)acetonitrile

Tetrahedron: Asymmetry 15 (2004) 1513

Ee = 70%

[o]5 = —130.2 (c 0.876, CHCl5)

Source of chirality: asymmetric synthesis
Absolute configuration: (S)

Shuichi Nakamura, Naoki Sato, Masashige Sugimoto and
Takeshi Toru*

_CHPh
H 2

o
Cl

C19H;7CIN,
(S)-2-Diphenylamino-2-(4-chlorophenyl)acetonitrile

"z

Tetrahedron: Asymmetry 15 (2004) 1513

Ee = 64%

[o]5 = —22.9 (¢ 0.528, CHCl5)

Source of chirality: asymmetric synthesis
Absolute configuration: (S)

Zuchao Ma, Jianjun Zhang and Fanzuo Kong*

HO OBé
HO -
AcO
OAlI
CisH» 03

Allyl 3-O-acetyl-2-O-benzoyl-a-D-mannopyranoside

Tetrahedron: Asymmetry 15 (2004) 1517

[0 = —=3.5 (¢ 1.0, CHCl3)

Zuchao Ma, Jianjun Zhang and Fanzuo Kong*

BzO. OBz
BzO -Q
BzO.

BzO. fo)

B20 Q

BzO.
o] OBz
HO .
AcO
OAll
C79H70035

acetyl-2-O-benzoyl-a-D-mannopyranoside

Allyl 2,3,4,6-tetra-O-benzoyl-o-p-mannopyranosyl-(1—-2)-3,4,6-tri-O-benzoyl-a-p-mannopyranosyl-(1—6)-3-O-

Tetrahedron: Asymmetry 15 (2004) 1517

[o]f) = —78.6 (¢ 1.0, CHCl5)
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Zuchao Ma, Jianjun Zhang and Fanzuo Kong”

OAll

CgsH74026

Tetrahedron: Asymmetry 15 (2004) 1517

[@]% = =70.2 (¢ 1.0, CHCl3)

Allyl 2,3,4,6-tetra-O-benzoyl-o-D-mannopyranosyl-(1—-2)-3,4,6-tri-O-benzoyl-a-D-mannopyranosyl-(1—6)-3-O-

acetyl-2,4-di-O-benzoyl-a-p-mannopyranoside

Zuchao Ma, Jianjun Zhang and Fanzuo Kong*

BzO. OBz
BzO Q
BzO.
BzO~ O
BzO' -
BzO-
O OBz
BzO Q
AcO
OCNHCCl,
CgsH7oCl13NOx

Tetrahedron: Asymmetry 15 (2004) 1517

[0 = —68.4 (c 1.0, CHCls)

2,3,4,6-Tetra-O-benzoyl-a-D-mannopyranosyl-(1—2)-3,4,6-tri- O-benzoyl-a-D-mannopyranosyl-(1—6)-3-O-acetyl-

2,4-di-O-benzoyl-a-D-mannopyranosyl trichloroacetimidate

Zuchao Ma, Jianjun Zhang and Fanzuo Kong*

BzO OH
BzO -Q
AcO
OAll
Cy5H5609

Allyl 3-O-acetyl-4,6-di-O-benzoyl-a-D-mannopyranoside

Tetrahedron: Asymmetry 15 (2004) 1517

[0 = +43.6 (c 1.0, CHCl3)

Zuchao Ma, Jianjun Zhang and Fanzuo Kong*

C108H94034

Tetrahedron: Asymmetry 15 (2004) 1517

o] = =71.2 (¢ 1.0, CHCl)

Allyl 2,3,4,6-tetra-O-benzoyl-o-D-mannopyranosyl-(1—2)-3,4,6-tri-O-benzoyl-a-D-mannopyranosyl-(1—6)-3-O-
acetyl-2,4-di-O-benzoyl-a-D-mannopyranosyl-(1—2)-3-O-acetyl-4,6-di- O-benzoyl-a-D-mannopyranoside




Zuchao Ma, Jianjun Zhang and Fanzuo Kong”

Tetrahedron: Asymmetry 15 (2004) 1517

OBz
BzO: 15

B2

740
AN [0]5 = —69.5 (¢ 1.0, CHCl5)

OCNHCCly

C1o7HooCI3NO34

2,3,4,6-Tetra-O-benzoyl-o-D-mannopyranosyl-(1—2)-3,4,6-tri-O-benzoyl-o-pD-mannopyranosyl-(1—6)-3-O-acetyl-
2,4-di-O-benzoyl-a-D-mannopyranosyl-(1—2)-3-O-acetyl-4,6-di-O-benzoyl-a-pD-mannopyranosyl trichloroacetimidate

Zuchao Ma, Jianjun Zhang and Fanzuo Kong”

Tetrahedron: Asymmetry 15 (2004) 1517

OBz
ZBZO o

FEAy [o]5 = —16.5 (¢ 1.0, CHCl)

OAIl

Ci62H133050

Allyl 2,3,4,6-tetra-O-benzoyl-a-D-mannopyranosyl-(1—2)-3,4,6-tri-O-benzoyl-o-D-mannopyranosyl-(1—6)-3- O-
acetyl-2,4-di-O-benzoyl-o-D-mannopyranosyl-(1—2)-3-O-acetyl-4,6-di- O-benzoyl-a-D-mannopyranosyl-(1 —2)-
3,4,6-tri-O-benzoyl-a-D-mannopyranosyl-(1—-2)-3,4,6-tri-O-benzoyl-a-D-mannopyranoside

Zuchao Ma, Jianjun Zhang and Fanzuo Kong* Tetrahedron: Asymmetry 15 (2004) 1517

BN [0 = +12.7 (¢ 1.0, CHCLy)

CissH134048

Allyl 2,3,4,6-tetra-O-benzoyl-a-D-mannopyranosyl-(1—2)-3,4,6-tri-O-benzoyl-o-D-mannopyranosyl-(1—6)-2,4-di-
O-benzoyl-a-pD-mannopyranosyl-(1—2)-4,6-di-O-benzoyl-a-pD-mannopyranosyl-(1—2)-3,4,6-tri-O-benzoyl-o-D-
mannopyranosyl-(1—2)-3,4,6-tri-O-benzoyl-a-D-mannopyranoside

Zuchao Ma, Jianjun Zhang and Fanzuo Kong* Tetrahedron: Asymmetry 15 (2004) 1517
ZOEXO 036

&L%ﬂ [0 = ~18.6 (¢ 1.0, CHCLy)

o

Ca26H 186066

Allyl 2,3,4,6-tetra-O-benzoyl-o-D-mannopyranosyl-(1—2)-3,4,6-tri-O-benzoyl-a-p-mannopyranosyl-(1—6)-
[2,3,5,6-tetra-O-benzoyl-B-p-galactofuranosyl-(1—3)]-2,4-di- O-benzoyl-a-p-mannopyranosyl-(1—-2)-[2,3,5,6-tetra-
O-benzoyl-B-p-galactofuranosyl-(1—3)]-4,6-di-O-benzoyl-a-D-mannopyranosyl-(1—2)-3,4,6-tri-O-benzoyl-a-D-
mannopyranosyl-(1—-2)-3,4,6-tri-O-benzoyl-o-D-mannopyranoside
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Zuchao Ma, Jianjun Zhang and Fanzuo Kong* Tetrahedron: Asymmetry 15 (2004) 1517

[0 = —13.5 (¢ 1.0, CHCl3)

Ca25H15:CliNOgq
2,3,4,6-Tetra-O-benzoyl-a-pD-mannopyranosyl-(1—2)-3,4,6-tri-O-benzoyl-o-pD-mannopyranosyl-(1—6)-[2,3,5,6-
tetra-O-bgnzov]-B-p-galactofuranosvl(1-—3)1-2,4-di- O-benzovl-a-D-mannonvranosvl-(1—2)-12.3.5.6-{gtra- O-ben-

2 - s

Zuchao Ma, Jianjun Zhang and Fanzuo Kong* Tetrahedron: Asymmetry 15 (2004) 1517

PT0n on [0]5 = 4+10.2 (¢ 0.5, CHCl3)

o_O
OBz oAl

0Bz OBz
OBz

Cs0HacOns
Allyl 2,3,5,6-tetra-O-benzoyl-B-p-galactofuranosyl-(1—3)-4,6-di- O-benzylidene-o-D-mannopyranoside

Zuchao Ma, Jianjun Zhang and Fanzuo Kong* Tetrahedron: Asymmetry 15 (2004) 1517
P07\ Ok [0]5 = —14.5 (¢ 1.0, CHCl3)
o_0O
OBz OAIl
0BzOBz
OBz
Cs:Hag016

Allyl 2,3,5,6-tetra-O-benzoyl-f-p-galactofuranosyl-(1—3)-2-O-acetyl-4,6-di- O-benzylidene-o-p-mannopyranoside

Zuchao Ma, Jianjun Zhang and Fanzuo Kong* Tetrahedron: Asymmetry 15 (2004) 1517
BzO— OAc [y = +8.7 (¢ 1.0, CHCl3)

BzO -Q
o O

OBz OAll

OBz OBz

OBz
CsoH52018

Allyl 2,3,5,6-tetra-O-benzoyl-f-p-galactofuranosyl-(1—3)-2-O-acetyl-4,6-di- O-benzoyl-o-D-mannopyranoside
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Zuchao Ma, Jianjun Zhang and Fanzuo Kong* Tetrahedron: Asymmetry 15 (2004) 1517

B0~ o [0 = +17.2 (¢ 1.0, CHCl3)
, )
0_0
OBz OAll
OBzOBz
OBz
Cs7Hs50047

Allyl 2,3,5,6-tetra-O-benzoyl-B-p-galactofuranosyl-(1—3)-4,6-di- O-benzoyl-a-pD-mannopyranoside

Zuchao Ma, Jianjun Zhang and Fanzuo Kong* Tetrahedron: Asymmetry 15 (2004) 1517

B%&ﬁq [o]5 = —20.2 (¢ 1.0, CHCl)

CssH74026
Allyl 6-O-acetyl-2,3,4-tri-O-benzoyl-o-D-mannopyranosyl-[2,3,5,6-tetra-O-benzoyl-p-p-galactofuranosyl-(1—3)]-
4,6-di-O-benzoyl-a-pD-mannopyranoside

Zuchao Ma, Jianjun Zhang and Fanzuo Kong* Tetrahedron: Asymmetry 15 (2004) 1517

LAY [0 = —52.5 (¢ 1.0, CHCL,)

Cs4H75055

Allyl 2,3,4-tri-O-benzoyl-a-D-mannopyranosyl-(1—2)-[2,3,5,6-tetra- O-benzoyl-p-p-galactofuranosyl-(1—3)]-4,6-di-
0-benzoyl-a-D-mannopyranoside

Zuchao Ma, Jianjun Zhang and Fanzuo Kong* Tetrahedron: Asymmetry 15 (2004) 1517

[0 = —41.7 (c 1.0, CHCl5)

Fﬁ C307H252000
Allyl 2,3,4,6-tetra-O-benzoyl-a-pD-mannopyranosyl-(1—2)-3,4,6-tri-O-benzoyl-o-D-mannopyranosyl-(1—6)-
[2,3,5,6-tetra-O-benzoyl-B-p-galactofuranosyl-(1—3)]-2,4-di- O-benzoyl-a-pD-mannopyranosyl-(1—-2)-[2,3,5,6-tetra-
0-benzoyl-p-p-galactofuranosyl-(1—3)]-4,6-di- O-benzoyl-a-pD-mannopyranosyl-(1—2)-3,4,6-tri- O-benzoyl-a-D-
mannopyranosyl-(1—-2)-3,4,6-tri-O-benzoyl-a-D-mannopyranosyl-(1—6)-2,3,4-tri- O-benzoyl-a-D-mannopyrano-
syl-(1-2)-[2,3,5,6-tetra-O-benzoyl-p-p-galactofuranosyl-(1—3)]-4,6-di- O-benzoyl-a-pD-mannopyranoside
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Zuchao Ma, Jianjun Zhang and Fanzuo Kong* Tetrahedron: Asymmetry 15 (2004) 1517

[0]> = 48.5 (¢ 1.0, H,0)

CooH116056
Allyl a-p-mannopyranosyl-(1—2)-o-p-mannopyranosyl-(1—6)-[B-p-galactofuranosyl-(1—3)]-o-pD-mannopyrano-
syl-(1-2)-[B-p-galactofuranosyl-(1—3)]-a-p-mannopyranosyl-(1—2)-a-pD-mannopyranosyl-(1—2)-a-pD-mannopyr-
anosyl-(1—6)-o-pD-mannopyranosyl-(1—-2)-[B-pD-galactofuranosyl-(1—3)]-a-pD-mannopyranoside
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