
Leandro Baiocchi e Giweppe Piccooi 
Tetrahedron: Asymmetry 1991,2,231 

2-(3-triBuoromethylphenil)-4-methyl- 
3-oxooctahyclro-2H-pyrido[1,2-alpyrazine 

E.e.=lOO (by omr with Eu(hfc)3 

[aIn= +33.0 (c 4.5, EtOH) 

Source of chin&y : asymm. synth. 

Absolute configoration 4R,9aS 
(assigned by mechanistic considerations) 

T. Kitaznme, J. T. Lin and T. Yamazaki Tetrahedron: Asymmetry 1991,2,235 

gH 
E.e = >97% Iby GLC with Wbl’l’PA est.4 

cF32yc0* 

bIDa = +18.7 (c = 1.13 , MeOH) 
&me of cbiralie euzymEltic kiuekic reaolutioll 

l&UC 

Absobate co&guration w&R, 3R (assigned by 

comparisoll with syn4ZS, 35 euautiomer) 

q-%2FsNO4 

T. Kitazume, J. T. Lin and T. Yamazaki Tetrahedron: Asymetry 1991,2,235 

()H 
E.e = >97% : mp 209 - 211 “C 

cF3&cw 
ra1Jp = +I.%5 (c = 1, E&O) 
sounceofchiraliity: enzymatickineticresolutioxl 

XH, 

Absolute coufiguratioll syn-ut, 3R 

wwwo4 

4#$4.TriBuorotbreonine 

Tetrahedron: Asymmetry 1991,2,235 
T. Kitaznme, J. T. Lin and T. Yamazaki 

OH 
E.e = 95% [by GLC with WtITF’A eater1 

g 
CO& 

bIDas 3: +Zf3.9 (c I US, MeOH) 

CFS 
/y 

scmra? of cJliraB* euzymatic kiuetic resolution 

Absolute co&urationeyn_2s, 3R hwigmdby 

NHAC them camlation with m-(+b3-hydrosy4,4& 
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T. Kitazume, J. T. Lin and T. Yamazaki Tetrahedron: Asymmetry 1991,2,235 

p 
i = CO&I 

CF, 
/\r 

NH, 

w%2%N04 

~4,4TrifluorQul&-*nine 

E.e = >9S% : mp 190 - 193 “C 

k%l,as = -119 Cc = 1, HzO) 

&~Ofchiraliity: enzymatickineticduh 

Absolute configuration8yn-2s, aI2 

Z. Muljiani, S.R. Gadre, S.R. Modak, N. Pathau and R.B. Mitra 
Tetrahedron: Asymmetry lYY1,2,239 

E.e 2 98% [by ntnr of acetate with Eu (tfc)g] 

[(x]~~ = -12 (c 2, CHCla) m.p. = 109’ 

G-w30 

(-)-1,1,l-trichloro-2-hydroxy-4-methyl-3-pentene 

Source of chin&y : Microbial kinetic resolution 

Absolute configuration : R (Lit. assignment) 

Z. Muljiani, S.R. Gadre, S.R. Modak, N. Pathan and R.B. Mitra 
Tetrahedron: Asymmetry 1991,2,239 

E.e 2 98% [by nmr with Eu (tfc)J 

[aloU = to.93 (c 7.5, cHC13) 

Source of chirality : Microbial kinetic resolution 

Absolute configunuion : R bpared from R-(-)-alcohol] 

(+)-l,l,l-trichloro-2-acetoxy-4-methyl-3-pentene 

G. Fantin, M. Fogagnolo, A. Medici, P. Pedrini, S. Poli, 
M. E. Guerzoni and F. Gardini 

Tetrahedron: Asymmetry 1991,2,243 

ee => 95% [by GLC analysis on a 25 m permelhylated P-cyclodextrine 

in OV 17011 

I4o25 = - 19.2 (c = 1.16, CHC13) 

Source of chirality: microbial reduction 

Absolute configuration: S 

1-(2-Thiazolyl)ethanoI 
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G. Fantin, M. Fogagnolo, A. Medici, P. Pedrini, S. Poli, 
M. E. Guerzoni and F. Gardini 

Terrohedron: Asymmetry W&2,243 

N 

Il\ 

ee => 95% [by GLC analysis on a 25 m permethylated 6-cyclodextrine 
CN3 in OV 17011 

‘a 
XT 

c N, Mo25 = -16.7 (c = 1.6, CHCls) 

Source of chirality: microbial reduction 
OH 

Absolute configuration: R 

C7H+JCS 

2-Methyl-1-(2-thiazolyl)propanol 

G. Fantin, M. Fogagnolo, A. Medici, P. Pedrini, S. Poli, 
M. E. Guerzoni and F. Gardini 

Tetrahedron: Asynmetry 1991,2,243 

ee => 95% [by GLC analysis on a 25 m permethylated 6-cyclodextrine 

in OV 17011 
COOCH, 

Iolo25 = +15.8 (c = 3.0, CHCl3) 

Source of chirality: microbial reduction 
OH Absolute configuration: R 

CaHt WsS 

Methyl 4-Hydroxy-4-(2-thiazolyl)butanoate 

G. Fantin, M. Fogagnolo, A. Medici, P. Pedrini. S. Poli, 
M. E. Guerzoni and F. Gardini 

Tetrahedron: Asymmetry 1991,2,243 

N 

I-j_ 

‘s 
CHCI, 

I 
OH 

CsHsClsNOS 

ee => 95% [by GLC analysis on a 25 m permethylated p-cyclodextrine 

in OV 17011 

Ialo25 = t2.9 (c =1.85, CHC13) 

Source of chirality: microbial reduction 

Absolute configuration: S 

2,2-Dichloro-l-(2-lhiazolyl)ethanol 

X.M. Zhang, A. Archelas, A. M6ou and R. Furstossl: Tetrahedron: Asynmmy 1991,2,247 

c19IL*os 

Maxmin: 7-[(6',7'-dihydroxy-3',7'- 
dimethyl-2'-octenyl)oxyJcou1~~in 

E.e. = 100% [by IPLC analysis of the (-)-camphanic 
ester] 

[uI*~D q -17.1 (c 0.6, CHCls) 

Source of ohindity: microbiological oxygenation 

Absolute amfiguration: 6S 
(assignedbyamparisonwith literature values1 
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H.R. Sonawane, B.S. Nanjundiah, D.G. Kulkarni and JR. Ahuja Tetrahedron: Asymmetry 1991,2,25 1 

E.e = 82% by ‘H-NMR using chiral shift reagent Eu(hfc)s 

(R)-l.l-Dimethoxy-2-hydroxy- 
l-[4-(2-methyl propyl)phenyl]propane 

H.R. Sonawane, B.S. Nanjundiah, D.G. Kulkami and JR. AhuP 
Tetrahedron: Asymmetry 1991,2,251 

r*’ H 

Ad 

\ co$le 
E.e = 82% by ‘H-NMR using chiral shift reagent Eu(hfc)s 

I 
[CXID~ = -46.8 (Cl, CHQ) 

/ Source of chirality: S(-)-Ethyl Lactate and stereospecific 

rearrangement of the hydroxy acetal 

~ltizll~ Absolute configuration: R 

Methyl (R)-2-[4-(2-methylpropyl)- 
phenyllpropanoate 

H-R. Sonawane, B.S. Nanjundiah, D.G. Kulkarni and JR. Ahuja Tetrahedron: Asymmetry 1991,2,25 1 

wmH E.e = 70% by ‘H-NMR using chiral shift reagent Eu(hfc)s 

[a]~~ = -9.7 (C 0.92, MeOH) 

Source of chirahty: S-(-)-Ethyl Lactate 

Absolute configuration: R 

(R)-1,1-Dimethoxy-2-hydroxy- 
1-(6-methoxy-2-naphthyl)propane 

H.R. Sonawane, B.S. Nanjundiah, D.G. Kulkami and J.R. Ahuja Tetrahedron: Asymmetry 1991,2,25 1 

E.e = 70% by ‘H-NMR using chiral shift reagent Eu(hfc)s 

[a]$ = -53.7 (Cl, CHC13) 

Source of chirality: S-(-)-Ethyl Lactate and stereospecific 

(33164 

rearrangement of the hydroxy acetal 

Absolute configuration: R 

Methyl (R)-2-(6methoxy-2- 
naphthyl) propanoate 
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K. Soai, H. Hori, and M. Kawahara Tetrahedron: Asymmetry 1991,2,253 

n-Bu 

0 

612K1302 
6-B-Butylphthalide 

E.e. = 86% (by HPLC using a chiral column) 

[ a3D24 +29.0 (c 4.3, CHC13) 

Source of chirality: asymm.synth.(alkylation) 

Absolute configuration g 

MethyI-3-benzylamino-5-tert.butyIdimethyIsiloxy-4-methyIpentanoate. 

A V Rama Rao, M K Gurjar and B Ashok 
Tetrahedron: Asymmetry 1991,2,255 

Me 

75 Me02C 

NHBn OTBS 

C20H35N03Si 

E.e = 100% 

[(xl, = +I.73 (c 1.01, CHC13) 

Source of Chirality: S-methyl-3-hydroxy-2- 

methylpropionate and resolutron of diastereomers. 

Absolute configuration - 3S,4R. 

A V Rama Rao, M K Curjar and B Ashok 

Tetrahedron: Aspnmeny 1991,2,255 

Me 

4 
E.e = 100% 

Meo2c 
[a], = t3.32 (c 1.03, CHC13) 

i 
CHBn OTBS 

Source of Chirahty: S-methyl-3-hydroxy-2-methyl- 

propionate and resolution of diastereomers. 
C20H35N03Si 

Absolute configuration - 3R&R. 

Methyl-3-benzylam~no-5-tert.butyldimethylsi~oxy-4-methylpentanoate. 

A V Rama Rao, M K Gurjar and B Ashok 
Tetrahedron: Aspnmetry 1991,2,255 

Me 
H 
= 
5 

0 d 
E.e = 100% 

[a], = +37 (c 1.18, CHC13) 

NxO 
Source of Chirality: S-methyl-3-hydroxy-2-methyl- 

‘gHUN02 
propionate and resolutron of diastereomers. 

Absolute configuration - 5R,6S. 

l-Aza-3-oxa-2,2,5-trimethylbicyclo[4.2.O~ctan-8-one. 

1 
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A V Rama Rao, M K Curjar and B Ashok 

Tetrahedron: Asymmetry 1991,2,255 

H 
Me 

& 
E.e = 100% 

[LX], = +22 (c 0.8, CHCI3) 

Source of Chirality: S-methyl-3-hydroxy-2-methyl- 

0 Nx” propionate and resolution of diastereomers. 

‘qHl gN02 Absolute conflguratlon - 5R,6R. 

I-Aza-3-oxa-2,2,5-trimethylbicyclo[4.2.0]octan-8-one. 

Y. Come, F. DiFuria*, G. lkiui. G. Sbampato. Cl. Ivl~dcua* andG. Valle Tetrahedron: Asynmetry 1991,2,251 

P H 

k 
M1 SiPhg 

0’ Jue 

C$I&SSi 

1-Methyl-2-(methylsulfiuyl)_2-phenyl- 
l_(uiuhenvlsilvloxv)ethane 

e.e. > 98% [by lH NMR in the presence of (ES>(+)-233 
uifluOn+l-(9-anthryl)-ethanol] 

blP = + 19.6 (c=l.l, chloroform) 

Source of chirality: oxidation with Ti(i-RQ/(+)-DRT/ 

allylhYdtxW=)xide 
Absolute configuration l-R, 2-S. S-R: (determined by 
correlation of its X-ray suuct. with known abs. config. Of 
derivatives) 

I. Come, F. Di Furia*, G. Licini, G. SbampaQ G. MOdena* and G. Valle Tetrahedron: Asymmerry 1991,2,251 

w49ws 

3-(methylsulfinyl)-4-hexyl*niu&enzoate 

e.e. > 98% [by lH NMR in the presence of W-(+)-22,2- 
trifluOrO-1-(9-anthryl)-etbanol] 
[aloB= -104.8 (c=l.l, chlOrofOrm) 
Source of chirality: oxidation with Ti(i-RG)4/(+)-DRT/ 

propapcd absolute configtmuion: 1-R 2-S, S-R (by c~rrelar.iOn 
Of its X-ray struct. wlth gc elutiOn order of derivatives 
&term&d on a Ni(Il)-bis-[ 1-S-(+)-heptafluorobutanOyl-lo- 
ethylidencamphOrate&coated capillary c~hmtn) 

H. C. Brown, R. R. Iyer, V. IL Mahindroo, N. G. Bhat 
199% ee. 

Tetrahedron: Asymmetry 1991,2,271 

RH H 
W123~ + 25.1 (c 0 45 MeOH) . I 

I 

fl 

_H R, 
2)[a123~ + 86.0 (c 2.50, MeOH) 

source 0f chimlity : (R)- (+)a-phene 

Absolute confignration : 1) 1 ‘s 9 2’S 

2) 1’S, 2’S 
1) R = CH3, R’=n-C4Hg (Z) -l-( 1’ S , 2 ‘S - tranr-tncthylcyclopentyl )-2-butylethylene 

2) R = Ph, R = -C (CH3)3 (Z) - 1 _(t -butyl)-2( 1’ S , 2 ‘S - fruns-phenylcyclopentyl)ethylene 
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Tetrahedron: Asjm.rnetry 1991,2,277 
H. C. Brown, R. R. Iyer, V. K. Mahindroo, N. G. Bhat 

H H >W%ee. 

fl 

,H n-c&lg 

[LX]~~D + 35.7 (c 3 5 MeOH) 

Source 0f chklity : (i-l+M-H=ne 
Absolute configuration : 1 ‘S , 2 ‘S 

(Z)-l-( 1 ‘S , 2 ‘S -&us-methylcyclohexyl )-Zbutylethylene 

Tetruhedron: Asymmetry W&2,277 
H. C. Brown, R. R. Iyer, V. K. Mahindroo, N. G. Bhat 

,‘H 

F”Y 

2 99% ee. 

“-c6H13 

P( 

[cz]~~D + 28.5 (c 3.05, MeOH) 

Source of chirality : (RI- (+)-a-Pbcne 
H H Absolute configuration : S 

(S)-(Z) -2,3-dimethyl-4-undecene 

H. C. Brown, R. R. Iyer, V. K. Mahindroo, N. G. Bhat Tetrahedron: Asymmetry 1991,2,277 

RH 
R’ 

>!W%ee. 

\ 

s 

~)[ccI~~D + 25.5 tc 4.90, MeOH) 

-H H 2)W23D + 86 8 (c 4.65, MeOW . 

source of chirality : (R)- (+)*-Pin= 

Absolute configuration : 1) 1 ‘S I 2 ‘S 

2) 1’S, 2’S 

1) R = CH3, Rk+Hg (E) -l-( 1’ $ , 2 ‘S - fru~methylcyclo~entyl )-2-butylethylene 

2) R = Ph, R’ = -C KH313 (,q-l<t -but@)-24 1 'S , 2’S - pm-phenylcyclopentyl)ethylene 

H. C. Brown, R. R. Iyer, V. K. Mahindroo, N. G. Bhat 

I H n-Cql-9 
I 

f 

-H H 

(01-t 1 ‘S , 2 ‘S -trMs-methylcyclohexyl )-Zbutyletbylene 

Tetrahedron: Asymmetry 1991,2,277 

2 99% ee. 

[cc]~~D + 35.8 (c 3 05 MeOH) * I 
source of chirality : (RI-(+)*-pin= 

Absolute configuration : 1 ‘S , 2 ‘S 
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H. C. Brown, R. R. Iyer, V. K. Mahindroo, N. G. Bhat 
r 99% ee. 

Tetrahedron: Asymmetry 1991,2,277 

CT )-(E)2,3-dimethyl-4-undecene 

Absolute configuration : s 

M. Falomi, G. Giacomelli, M. Marchetti, N. Culeddu and L. Lardicci Tetrahedron: Asymmetry 1991, 2,287 

H ,OH 

L 

Cl0I-W 

2-Methyl-4-nonyn-3-01 

E.e. = 82% [by nmr with (R)-2-methoxy-2-tri- 

fluoromethyl-2-phenylacetic ester] 

[t&25 = -6.70 (neat) 

b.p. 9OW25 Torr 

Source of chirality: asymmetric reduction of 

2-methyl-4-nonyn-3-one 

Absolute configuration: 2S 

M. Falomi, G. Giacomelli, M. Marchetti, N. Culeddu and L. Lardicci Tetrahedron: Asymmetry 1991,2,287 

H ,OH 
E.e. = 66% [by nmr with (R)-2-methoxy-2-m- 

fluoromethyl-2-phenylacetic ester] 

[o]oz = -10.30 (c 2, hexane) 

b.p. 78”C!/25 Torr 

Source of chirality: asymmetric reduction of 

4-Nonyn-3-01 
4-nonyn-3-one 

Absolute configuration: 25 

M. Falomi, G. Giacomelli, M. Marchetti, N. Culeddu and L. Lardicci Tetrahedron: Asymmetry 1991,2,287 

(A N 

L N. 
Ph 

C13H18N2 

4-Phenyl-1,4-diaza[4.3.0]bicyclononane 

E.e. = about 99% 

[a]uz = +17.7 (c 1.5, Et20) 

b.p. 118-125°C/0.07 Torr 

Source of chirality: natural (S)- proline 

Absolute configuration: 2s 

Use: chiral ligand in asymmetric synthesis 

See: M. Falomi et. al. Tetrahedron Mt., 1989,30,3551. 
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M. Falomi, G. Giacomelli, M. Marchetti, N. Culeddu and L. Lardicci Tetrahedron: Asymmetry 1991,2,287 

I 

(f 

N 

N 
I 

W4oN2 

2-Isopropyl-1,4dimethylpiperazine 

E.e. = about 99% 

[a@ = +60..50 (c 2, Et20) 

b.p. 175 18OY.J 

Source of chirality: natural (S)- valine 

Absolute configuration: 2.S 

Use: chiral ligand in asymmetric synthesis 

See: M. Falomi et. al. Gazz. Chim. Ital., l!WO,120,765. 

, 

1 

M. Falomi, G. Giacomelli, M. Marchetti, N. Culeddu and L. Lardicci Tetrahedron: Asymmetry 1991,2,287 

E.e. = about 99% 
25 

[aID = -115.56 (c 2, Et20) 

b.p. 106-l lO”C/O.Ol Torr 

Source of chirality: natural Q- proline 

Absolute configuration: 2s 

C13H20% 

N,iV-Dimethyl-2-(anilinomethyl)pyrrolidine 

Use: chiral ligand in asymmetric synthesis 

See: T. Mukaiyama Tetrahedron, 1981,37,4 ,111. 

M. Falomi, G. Giacomelli, M. Marchetti, N. Culeddu and L. Lardicci Tetrahedron: Asymmetry M&2,287 

E.e. = about 99% 

]o]Dz = -46.0 (c 2, EtOH) 

b.p. 67YJO.02 Torr 

Source of chirality: natural (5’) proline 

C1lHzzN2 

1-Methyl-2-(piperidinomethyl)pyrrolidine 

Absolute configuration: 2.S 

Use: chiral ligand in asymmetric synthesis 

See: T. Mukaiyama et al. Chem. Lett., 1984.2071. 

M. Falomi, G. Giacomelli, M. Marchetti, N. Culeddu and L. Lardicci Tetrahedron: Aspnmetry 1991,2,287 

x 3 ‘N 
N 

I 

ClzH26N2 

E.e. = about 99% 

[o],25 = +19.27 (c 2, EbO) 

b.p. 60-65’C/O.O1 Torr 

Source of chirality: natural Q- valine 

Absolute configuration: 2s 

Use: chii ligand in asymmetric synthesis 
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M. Falomi, G. Giacomelli, M. Marchetti, N. Culeddu and L. Lardicci Tetrahedron: Asynmetry 1991,2,287 

x 

E.e. = about 99% 

[aID 25 = +22.53 (c 3, CHCl,) 

HN C’ 
N 

3 b.p. 200-205°C/0.01 Torr 

PhCH@C!A 6 
Source of chirality: natural (S)- valine 

Absolute configuration: 2S 

Ci8HzN203 Intermediate in chiral ligand synthesis 

N-(Benziloxycarbonyl)valine piperidylatnide 

M. Falomi, G. Giacomelli, M. Marchetti, N. Culeddu and L. Lardicci Tetrahedron: Asymmetry 1991,2,287 

x 

E.e. = about 99% [by nmr with (R)-2-methoxy-2-u-i- 

‘N CHN 3 

fluoromethyl-2-phenylacetic amide 

of the JV-deprotected derivative] 

PhCH$& 6 
kdD *’ = -78.83 (c 2, CHCI,) 

b.p. 168-175”C/O.O1 Torr 

Ci9H2sN+& Source of chirality: natural (s)- valine 

N-Methyl-N-(benziloxycarbonyl)valine piperidylamide 
Absolute configuration: 2S 
I met-mediate in the chiral ligand synthesis 

M. Falorni, G. Giacomelli, M. Marchetti, N. Culeddu and L. Lard&i 1 Tetrahedron: Asymmetry 1991,2,287 

E.e. = about 99% [by nmr with (A)-2-methoxy-2-&i- 

[alD25 = _ 18.69 (c ;~~;::m~:~::~ 

I b.p. 105°C/0.02 Torr 

C16H26N2 Source of chimlity: natural (s>- phenylalanine 

Absolute configuration: 2S 

l-Piperidyl-2-(NJ+dimethylamino)-3-phenylpropane Use: chiral ligand in asymmetric synthesis 

M. Falomi, G. Giacomelli, M. Marchetti, N. Culeddu and L. Lardi& Tetrahedron: Asymmetry W&2,287 

Ph 

\x 

E.e. = about 99% 

C’ 
N 

HN 3 

[o]D 25 = +2 1.49 (c 2, CHCls) 
m.p. 66-68°C 

PhCH2& : 
Source of chirality: natural (s)- phenylalanine 

Absolute configuration: 2S 

C22H26N203 Intermediate in chiral ligand synthesis 

N-(Benzyloxycarbonyl)phenylalanine piperidylamide 
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M. Falomi, G. Giacomelli, M. Marchetti, N. Culeddu and L. Lardicci Tetrahedron: Asymmetry 1991,2,287 

N 
3 

E.e. = about 99% 

[r@ = -5.61 (c 1, Et,O) 

b.p. 60-65”C/O.O2 Torr 

I 
Source of chirality: natural ( 2S, 3S)- isoleucine 

Absolute configuration: 2S, 3s 

ClsHzsN, Use: chiral ligand in asymmetric synthesis 

1-Piperidyl-2-(NJV-dimethylamino)-3-methylpemane 

M. Falomi, G. Giacomelli, M. Mamhetti, N. Culeddu and L. Lardicci Tetrahedron: Asymmetry 1991,2,287 

,,\* 
‘), . ..’ 

E.e. = about 99% 

[t&*5 = +11.03 (c 2, CHCl,) 

HN C’ 
N 

3 
b.p. 22OWO.05 Torr 

PhCHzOC; :: 

Source of chirality: natural ( 2S, 3S)- isoleucine 

Absolute configuration: 2S, 3s 

C19H28N203 
Intermediate in chiral ligand synthesis 

N-(Benzyloxycarbonyl)isoleucine piperidylamide 

M. Falomi, G. Giacomelli, M. Marchetti, N. Culeddu and L. Latdicci Tetrahedron: Asymmetry 1991,2,287 

.a’ 

? 

\a E.e. = about 99% [by nmr with (R)-2-methoxy-2-tri- 
.* fluoromethyl-2-phenylacetic amide 

‘N C0N 3 
of the N-deprotected derivative] 

25 = -81.36 (c 3, CHCI,) 

PhCH20C& :: 

[o]D 
b.p. 175”c/O.O2 Tot-r 

c#3$J203 
Source of chirality: natural ( 2S, 3s)- isoleucine 

N-Methyl-N-(benzyloxycarbonyl)isoleucine piperidylamide 
Absolute configuration: 2S, 3S 

Intermediate in chiral ligand synthesis 
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