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A& 
CN 

3 1 

CIOHI7NO 

2,2-Dimethyl-3-(2-hydroxypropyl)- 

cyclopropaneacetonitriie 

[ = 22 ho + 7.9 (c 5.31, CHCl3) 

Source of chirality: diastereoselective baker’s yeast-induced 

reduction of the corresponding ketone. 

Absolute configuration: 1R,3S,5S 

(assigned by X-Ray analysis of p-toluenesulfonyl derivative). 

(SS):L%)~98:2 (by tw and 13c nmr) 

A,V.Tkachev, A.V.Rukavishnikov, Yu.V.Gatilov, I.Yu.Bagrjanskaja 
Tetru~dro~: Abuts 1992,3,1165 

s2 \ I [ cE4 ho +.5.0 tc 4.02, CHC13) 

Cl lHZOG3 

Methyl 2,2-dimethyl-3-Q-hydroxypropyD- 

cyclopropaneacetate 

Source of chirality: diastercoselective baker’s yeast-induced 

reduction of the corresponding ketone. 
Absolute configuration: lR.3S,5S 

(assigned by chemical correlation). 

(SS):(5R),98:2 (by IH and t3c nmr) 

I 

A.V.Tkachev, A.V.Rukavishnikov, Yu.V.Gatilov, I.Yu.Bagrjanskaja 
Tetra~d~on: Amaze 1992,3,1165 

Cl+2002 

2,2-Dimethyl-3-(2-hydroxypropyl)-I-(2-oxo- 

propylf-cyclopmpane 

[ a ho '9 +23.7 (c 5.73, CHC13) 

Source of chirabty: diastereoselective baker’s yeast-induced 

reduction of the corresponding ketone. 
Absolute configuration: lR,3S,5S 

(assigned by chemical correlation>. 

(SS):LW~98:2 (by TV and t3c nmr) 

A.V.Tkachev, A.V.Ru~vishnikov, Yu.V.Gatilov, I.Yu,Bagrja~ka~ 
Tetrahedron: Acorn l992,3,1165 

K EmoH 

C10H2002 

2,2-Dimethyl-I-(ZhydroxyethyKi- 

f2-hydroxypropyD-cyclopropane 

1 = ho 23 + 6.8 (c 6.01, CHC13) 

Source of cbirality: diastereoselective baker’s yeast-induced 

reduction of the corresponding ketone. 

Absolute configuration: lR,3S,SS 

(assigned by chemical correlation). 

(5S):(SR)~98:2 (by 'H and 13c nmr) 
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A.V.Tkachev, A.V.Rukavishnikov, Yu.V.Gatilov, I.Yu.Bagrjanskaja 
Tetrahedron: Asymmetry 1992,3,1165 
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C9QP 

ru, 23 I 17 5 tr 0 70 Pl?f?A t u ‘$@) . ,...., \_ ,.*,, “*“‘J, 

Source of chirality: diasterEoseieciive baker’s Yost-todaced 

reduction of the corresponding ketone. 

Absolute configuratton: lR,3S,5S 

(assigned by chemical correlation). 

2,2-Dimethyl-3-(2-hydroxypropyll- 

cyclopropanecarbomtrile W:(SR)>98:2 (by *H and 13C nmr) 

T.T. Huuh~nen and L.T. Kanerva 
Tetrahedron: Asymmet~ X992,3,1223 

ES. = 63 % (by chiral GLC) 

W&W 
(R)-2-Hydroxyund~aneni~ile 

Source of chirality: (R)- 
mandelonitrile lyase 
Absolute configuration: (RI 

T.T. Huuhtanen and L.T. Kanerva L- 
Tetrahedron: Asymmetry 1992,3,1223 

OH 

1 6 H 
E.e. = 87 % (by chiral GLC) 

-L 

QH,W 
(R)-2-Hydroxynonanenitrile 

Source of chimlity: (R)- 
mandelonitri~e lyase 
Il^^i_.‘^ _-_T:_.._..r:__.. /IX, fi”~“‘lWC ~“,~,~~“~~~,“~~. \“I 

T.T. Huuhtanen and L.T. Kanerva 
Tetrahedron: Asymmetry 1992,3,1223 

E.e. = 94 % (by third GLC) 

Y *. 

GH,W 
(R)-24Iydroxyheptanenitrile 

~‘*~rr~~ nf rhinlitv. CR\- U”“..,~ v. “‘.‘.... “,‘ \-., 
mandelonitrile Iyase 
Absolute configuration: (R) 
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T.T. Huuhtanen and L.T. Kanerva 
Tetrahedron: Aspvneny 1992,3,1223 

A./L ,\+ H 

CN 

GH,W 

E.e. = 94 % (by chiral GLC) 

Source of chirality: (R)- 
mandeionitriie iyase 
Absolute configuration: (R) 

(R)-2-Hydroxy-4-methylpentanenitrile 

T.T. Huuhtanen and L.T. Kanerva I Tetrahedron: Asymmetry 1992,3,1223 

E.e. = 97 % (by chiral GLC) 

GH,,NO 
(R)-2-Hydroxyhexanenitrile 

Source of chirality: (R)- 
mandelonitrile lyase 
Absolute configuration: (R) 

T.T. Huuhtanen and L.T. Kanerva 
Tetrahedron: Asymmetry 1992,3,1223 

OH 
.\+ h F CN 

C5HgN0 
(R)-2-Hydroxy-3-methylbutanenitrile 

E.e. = 83 % (by chiral GLC) 

Source of chirality: (R)- 
mandelonitrile lyase 
Absolute configuration: (R) 

T.T. Huuhtanen and L.T. Kanerva 
Tetrahedron: Asytnmetty 1992,3,1223 

/Lx ,\+ H 

CN 

C5Hr,N0 
(R)-2-Hydroxypentanenitrile 

E.e. = 95 % (by chiral GLC) 

Source of chirality: (R)- 
mandelonitrile lyase 
Absolute configuration: (R) 
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srRZ ;.&, 
PF6- - CH&I, 

/Y, 
Ph Me I 

Ph 
C#&i3F@&-9 
Chforo(methylphenylphosphine)f 1,2-ghenylenebis- 
imethylphenylphosphine)lplatinum(lii 
hcxafluarophosphate-LdIchloromethane 

Le. 2: 100% 

[tz& = +56 (c 1, CHQ,) 

Absolute configuration [S-(P), @*PI] 
(X-ray crystal structure) 

Source of chirality: [R-W,R*)J- 1 ,2-C6H4(PMePh)2 
(N. K. Roberts and S. B. Wild, 
J. Am, Ckern. S0c. 1979, 101, 6253.1 

Cheluccl, G ; Soccolini, F 
Tetrahedron: As&urmry 1992,3,1235 

[otjT5~ -33.0 tc l-6, CC&); mp 69-70 “C 

Absolute configuration: lS, 2S, 5R 

Source of ch~rality: (-)-menthnne 

Use: catalyst for enantioselective reactions 

Chelucci, G.; Soccoiini, F 
Tt~&&r~n: Asymmetry 1992,3,1235 ’ 

l&5, -1.9 (c 1.6, CCI,); bp 120 OC (0.1 mbar) 

Absolute configuration: 1 R, 2R, 511 

Source of chiraflty: (-i-j-nopinone 

Use: catalyst for ~n~tnti(~se~e~t~ve reactions 

C14H19No 

Chelucci, C.; Soccolini, F. T~trakdmn: Asymmetry 1992,3,1235 ’ 

1 cx]25D -46.2 (c 1 .h. Ccl& mp 59-60 “C 

Absoluit: configuratmn; lR, 25, 5S 

Source of chirality: (+)-camphor 

Use: catalyst for enantioselective reactions 

CY@,l NO 
2-(2-hydroxy- 1,?,7-trimethylbiclicof2.2. f]ept-2-yl)-pyridine 
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Jhelucci, G.; Soccolini, F. 
Tetrahedron: Asymmetry 1992,3,1235 

]c&, +16.32 (c 1.6, CCL,); bp 100°C (10mbar) 

Absolute configuration: R E.e.= 91 % 

Source of chirality: asymmetric reduction with a chiral borane 

Use: catalyst for enantioselective reactions 

ww* 
2-(2,2-dimethyl-l-hydmxypropyl)pyridme 

Jacques Maddaluno, Aline Corruble, Valerie Leroux, Gerard PM, 
Lucette Duhamel and Pierre Duhamel*. 

Tetrahedron: Asymmetry 1992,3,1239 

NH-BIT 
..* 

0 
N 
L 

Ph 

E.e.= 86% [by derivatization with (-)-cr-fluoro-a-phenyl acetic 
acid chloride] 

25 

[@D =+1.7 (c 2.0, CHC13) 
Source of chirality: natural [(S)-Asparagine] and asymm. synth. 

C18&2N2 
3-Benzylamino-N-benzyl-pyrrolidine 

Absolute configuration 3s 

A. Hammadi, J. M. Nuzillard, J. C. Poulin and H. 3. Kagan Tetrahedron: Aspmerry 1992,3,1247 

‘:~NH>NH>~~CO&k :;;;E;;:;;,.,.. 

0 0 0 0 
(S) 6) 

(S)Leucine 

C44QSNsOg 
CBz-(O)Bn-(S)Tyr-(Gly)2-AZPhe-(S)Leu-OMe 

A. Hammadi. J. M. Nuzillard, J. C. Poulin and H. B. Kagan Tetrahedron: Asynmetry 1992,3,1247 

Bn~Zf5(--N/)--~~~~$~0&l~ f~~~~~,30H’ 

0 0 

(S) 6% 
(S)Phenylalanine, (S)Leucine 

C44H48NsOg 
CBz-(O)Bn-AZTyr-(Gly)2-(SIPhe-(S)Leu-OMe 
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A. Hammadi, J. M. Nuzilkwd, J. C. Poulin and H. B. Kagan Tet~~hedr~~: Assets 1992,3,1247 

Source of chirality : (S)Tyrosine 
0 0 0 0 (S)Leucine 

@I (3 

C44H49N5011S 
CBz-(O)Ts-(S)Tyr-(GlyjpA~Phe- WLeu-OMe 

A. Hammadi, J. M. Nuziilafd, J. C. Poulin and H. B. Kagan Tetrahedron: A~~~ 1!&?,3, 1247 

Q4H49N501lS 
CBz-(O)Bn-A%@-(Gly&(SIPhe-WLeu-OMe 

M. Skrinjar, C. Nilsson and L. -C. W&and Tetrahedron: Assets 1992,3,1263 

E.e.> 90 % 

[c4D25 = -71.2 (c 1.0, MeOH) 

Source of chirality: L-proline 

Absolute configuration: 2S, 5R 

(SR)-.5-(5-Hexenyl)-l-methoxy- 
carbonyl-L-proline methyl ester 

M. Slcrinjar, C. Nilsson and L. Xi. Wis~n~ 

0 &Me 

E.e.2 90 % 

[c$” = -84.3 ( c 1.0, MeOH) 

Source of chirality: L-proline 

Absolute configuration: 2S, 5R 

(SR)-I-Methoxycarbonyl-5-(l- 
(5-oxohexyi)}-L-~ol~e methyl ester 
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M, Skrinjar, C. Nikson and L. -G. Wistrand 

COzMe 

i-k 0 

w 
I 

c12W17N03 

Te~~~dron: Asymmetry 1992,3,1263 

E.e.2 90 I 

[c&~ = -40.9 ( c 1.0, MeOH) 

Source of chirality: L-proline 

Absolute configuration: 1R 

(1 R)-2-Acetyl-9-methoxycarbonyl- 

1 
9-azabicyclo[4.2.1]-2-nonene 

M. Skrinjar, C. Nilsson and L. -G. Wistrand Tetrahedron: A~~ef~ 1992,3,1263 

BOC 

r: 0 E.e.= 94 % (det. by Mosher derivative of a precursor) 

L(sK 

[o)$ = -46.8 ( c 0.839, CH2C12) 

I 
Source of chirality: L-proline 

Absolute configuration: 1R 

ClsHzsN4 

(lR)-2-Acetyl-9-t-butyloxy- 
carbonyl-9-azabicyclo[4.2. llnonane 

L 

M. Skrinjar, C. Nilsson and L. -G. W&and 

H 
N 0 

w 
I 

OHISNO 

T~tra~dron: Abuts l!B2,3,1263 

Be.= 94 % (‘H NMR and HPLC of Mosher derivative) 

WD25 = +39.8 (c 0.676, abs. EtOH) 

Source of chirality: L-proline 

Absolute configuration: 1R 

(assigned on the basis of a,) 

(+)-Anatoxin-a 

A. 8, Holmes, A, J. Nadin, P. J. ~Han~n and N. 0. Pearson 
Tetra~dro~: Abuts 1992,3,1289 

Ee. >95% 

[a$ -62 (~3.26 in CHCl3) 

Source of chirality: (L)-valine 

,+.” 

‘\ 

Absolute configuration: 4S 

CI t+f29N03Si 

314.5, (Z)j-(1 -[[(l ,l-dimet~lethy~~dimerhylsilylloxyl-I -pr~penyll-ll-il-methylethylf-2-oxazolidinone 
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A. 8. Holmes, A. J. Nadin, P. J. OHanIon and N. D. Pearson 
Tetrahedron: A~mmet~ lYY2,3, 1289 

/g;& 

E.e. >95% 

0 
[cz]‘dj -63 (CO 77 in CHCl3) 

Source of chirality: (L)-valine 
,# 

-7 

Absolute configuraflon: 45 

Ct7H33NC@i 

313s. rZ,l-[I-{[(1 ,l-dimelhyleihyl)dimelhylsilylJo.~J-3~methy~-l-burenyiJ-4-(l-~ne~hyIerhyl)-2-oxaz~~~d~none 

A 9. Holmes, A J. Nadin, P. J. O’Hanlon and N D Pearson 

d;& 

Tetrahedron: Asymmetry P992,3,1289 

E.e. >95% 

[c&s -64 (c 1 93 in CHCI,) 

,,..*. 
Source of chiralrty: (L)-valine 

‘\ 
Absolute configuration 45 

CwkuN03Si 

.Z{-1S. (Z)J-jl-~(fl.I-dimethylethyl)dimerhylsilylJ~~J-~-heptenylJ-il-~l-mcihylcrhyl)-2-u.rasobmnone 

A B. Holmes, A. J Nadin, P J. O’Hanlon and N. D. Pearson 
Tetrahedron: Asymmetry lYY2,3,1289 

E e. >95% 

[a$ +4Z(c 1.27 in CHCI3) 

Source of chirality: (D)-phenyiaianlne 

Absolute ~n~~uration. 4R 

C21 H34N03Si 
Ph 

3/IR. iZ)J-fI-ff(l ,I-dimerhylethyl)drmelhyrsllylJo~~~3-merhyl-l-burenyl]-rl-(l-nte~hylphenyl)-2-oxazoltdr~~or~e 

A 8. Holmes, A. J. Nadin, P. J. O’Hanlon and N. D. Pearson 
1 Tetrahedron: Asymmetry 199q 

D.e. 72% 

[c&’ +I45 (c 3.73 in CHCls) 

Source of chirality. Asymmetric Synthesis 

Absolute configuration: 2R,4S 

Al96 



A B. Holmes, A. J. Nadin, P. J. O’tianion and N. 0. Pearson 

0 0 

+ 

K 

SePh yu” 

-: 

M-k+JWe 

Tetrahedron: Asymmetry 1992,3,1289 

D.e. 94% 

[tic +47 (c 0.86 in CHCI3) 

Source of chirality: Asymmetric Synthesis 

Absolute configuration: 2R.4S 

D.e. 60 % 

[cx12,” +58 (c 1.52 in CHCis) 

Source of chirality: Asymmetric Synthesis 

Absolute configuration: 2R,4S 

A. 8. iiolmes, A. J. Nadin, P. J. D‘Hanton and N. D. Pearson 
T~tru~edron: A~~~ 1992,3,1289 

De. 86 % 

[o]2,” -11 (c 1.16 in CHCl8) 

;ePh 

:i” 

Source of chirality: Asymmetric Synthesis 

Absolute configuration: 2S,4R 

Ph 
C2iM#QSe 

~3(2S~,4R~-3-(2-Phen~eleno3-me~~l~xobu~~~-[l-metby~henyl~2~xa~ot~oo~e 

A. 6. Holmes, A. J. Nadin, P. J. O’Hanfon and N D. Pearson 
Tetr~dron: Abuts 1992,3,1289 

0 Be. 70 % [by NMR with Eu(tfc)3] 

]a]; -188 (~2.59 in CHC& 

OMe 

SePh 
Source of chirafity: Asymmetric Synthesis 

Absolute configuration: 2A 

Al97 



A B. Holmes, A J. Nadir-r, P. J. O’Hanlon and N. D. Pearson 

S 

K 

““u” 

( 
CloHltN*S Ph 

i4S)-4-Mefhy/pheny/-2~x~o/idinethione 

Tetrahedron: Asymmetry 1992,3,1289 

E.e. >95 % 

[u]$ -107 (c2.89 in CHCla) 

Source of chirality: (L)-phenylalaninol 

Absolute configuration: 4.S 

A B Holmes, A. J. Nadin, P J. O’Hanlon and N. D. Pearson 

S 

JN$ 0 

( 

CiaHtsNOzS 
Ph 

(4S)-4-Msthylphenyl-3-(oxopropyl)-2-ox~olidinethfone 

Tetrahedron: Asymmetry 1992,3,1289 

E.e >95 % 

[n]; +130 (c 1.69 in CHCla) 

Source of chirality: (L)-phenylalaninol 

Absolute configuration, 4s 

A. B Holmes, A J. Nadin, P. J. O’Hanlon and N. D Pearson 

OTBS S 

dNKO 

p 

( 
Ph 

Ct 9H29NC$SSi 

Tetrahedron: Asymmetry 1992,3, 1289 

E.e. >95 % 

[a]: -30 (~2.23 in CHCI3) 

Source of chirality: (L)-phenylalaninol 

Absolute configuration: 4s 

(3[lS, (Z)].[I-([(1 .1-dimethylethyl)dimethyisilyl~oxy]-l-propenyl~-4-(l-methylphenyl)-2-oxazolidine~h~one 

A B. Holmes, A. J. Nadin, P. J. O’Hanlon and N. D Pearson 

0 s 

+ 

K 

SePh ‘d 

( 
Ph 

CwHlsNWSe 

Tetrahedron: Asymmetry 1992,3,1289 

be. 76% 

[a]; +129 (c 0 99 in CHC13) 

Source of chirality‘ Asymmetric Synthesis 

Absolute configurabon 2R,4S 

Al98 



S.G. Davies, CL. Goodfellow and K.H. Sutton 
Tetrahedron: Asymmetry 1992,3,1303 

e.e. = 100 8 

[aIn22 = +220 (c 0.8, CHCls) 

Absolute configuration RR 

Tricarbonyl($-cl-methoxy-o-methoxybenzyl methyl ether)chromium(O) 

S.G. Davies, C.L. Goodfellow and K.H. Sutton Tetrahedron: Asymmetry 1992,3,1303 

Me 
H 

OMe 

C10H14Cr% 

e.e.=lOO% 

[old2 = +109 (c 1.2. CHC.13 

Absolute configuration R 

a-Methyl-o-methoxybenzyl methyl ether 

S.G. Davies, CL. Goodfellow and K.H. Sutton Tmahedm: Asymmetry Em, 3.1303 

e.e. = 100 % 

[c&22 = 437 (c 1, CHCI$ 
Absolute configuration R 

W-JoCrOS 

Tricarbonyl($-o-methoxybenzyl alcohol)chromium(O) 

S.G. Davies, CL. Goodfellow and K.H. Sutton Tetrahedron: Asymmc~~ IPP2,3,1303 

e.e. = 100 45 

r%22 = +200 (c 1.3, CHC13) 
Absolute configuration R 

C12JWcr0, 

Tricarbonyl($-o-methoxybenzyl methyl ether)chromium(O) 

Al99 


