Chiral HPLC chromatographs for 18 and 24

rac-18:

DADA D, Sig=230,16 Ref=360,100 (LBIRACYALD1 D)

150
100

50 3

10 11 12 13 14 15 16 min

18 (94:6 er):

[ DADI D, Sig=230,16 Rel=360,100 (LBWALT9G005)

mal

600 <

500 4

400 4

300 4

200 4

100 5

10 11 12 13 14 15 16 min®

rac-24:

DAD1 B, Sig=254 16 Ref=350,100 (LEDRACENOLS D)

82 83 é g ﬁ'ﬁ min|
24 (99% ee after one recrystallization of 22):
*DADT B, Sig=25%.16 Ref=360,100 (LEE 00000 .00
-20 + _»—4___7—11/
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Stereochemical analysis of 17

Enantiomeric ratio is estimated by comparative integration of dimethyl signals following
derivatization
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1

H, °C NMR spectra for all new compounds
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TBDPS0
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Pulse Sequence: s2pul
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OEt

TBDPSD
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Pulse Sequence: s2pul
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OAc (0]
YL-86-199-207-226 fr 9-18 acetate compound 3-19-05 2(

Pulse Sequence: s2pul

OEt
Solvent: cdc13
. 25.0 C 7 298.1 K
1-14-87
UNITYplus=-500 *“nightmare"

|
Relax. delay 1.000 sec
Pulse 69.2 degrees OTBDMS ,
Acq. time 0.250 sec
Width 32000.0 Hz |
240 repetitions ,
OBSERVE C13, 125.5611114 MHz
DECOUPLE H1, 439.3504248 MHz |
Power 48 dB
on during acquisition
off during delay
WALTZ-16 modulated
DATA PROCESSING
Line broadening 3.0 Hz
FT size 32768
Total time 35 hr, 1 min, 30 sec

Sl &
30
R v
¥ Y
o
Lo v
¥
L dd ™ AL ek il Aabbansilostaia s DR O TS Py TR TN 0 " " b kil e Ak Ltk kb ¥ Lk dewl Iy N [Py . POV P TR YL u oM a1
180 160 140 120 100 80 60 40 20 0 ppm
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acetate

Pulse Sequence: s2pul

1.058

OAc O

L\_Vﬁ.ﬁ OEt

TBDPSO

20
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il 10 8 6 4 2 0 =2 ppm
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OAc O

122623

OEt
TBDPSO

20
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S e I L o B o o L 0 L L 0 L L L L L
200 180 160 140 120 100 80 60 40 20 0 ppm

acetate

Pulse Sequence: s2pul

S5l
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Nmo mcc Hmc wmo H&c HN: Hcc m= mc ac 20 0 ppm
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TBDPSO
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Follabast - vlad gl el siis el L
12 10 8 6 4 2 0 =P ppm

psymberinbetaketolactone

Pulse Sequence: s2pul
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Pulse Sequence: s2pul



YL-86-288 fr16-24 Methylated enol 1-10-06 (o] OMe

Pulse Sequence: s2pul ////
Solvent: CDC13

Temp. 25.0 C 7 298.1 K

UNITYplus-500 “nightmare" nv

Relax. delay 1.000 sec

Pulse 44.6 degrees

>m:. time 1.892 sec

Width 8000.0 Hz

48 repetitions TBDMSO
OBSERVE H1, 499.3478283 MHz
DATA PROCESSING
FT size 32768
Total time 9 min, 40 sec

23

S56
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PN S s O S S S S S S VS SV S S S S P .
7 6 5 4 3 2 1
i ¥ i byl Lt o
0.03 0.98 1.12 1.28 3.219.43

0.88 41.35 1.10 2.28 3.18




YL-86-288 fr16-24 Methylated enol 1-10-06
Pulse Sequence:

s2pul
Solvent: cdcl3

Temp. 25.0 C s 298.1 K
User: 1-14-87

UNITYplus-500 "nightmare"

Relax. delay 1.000 sec
Pulse 68.2 degrees
Acq. time 0.250 sec
Width 32000.0 Hz

564 repetitions

OBSERVE C13, 125.5611134 MHz
DECOUPLE H1,

489.3504248 MHZz
Power 48 dB
on during acquisition
off during delay
WALTZ2-16 modulated
DATA PROCESSING
Line broadening 3.0 Hz
FT size 32768
Total time 35 hr, 1 min, 30 sec

\

TBDMSO

23

OMe

S
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Thiv223N

Pulse Sequence: s2pul

(4]

TBDPSO

=

Ole

24

056

1

T
01828
1.060.8128
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(4] OlMe

TBDPSO

24
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W G ki L A L PANERTY TR TR e Ll g i b e L L Ll

LB 25 . L i [ BT R S [ L R L

200 180 160 140 120 100 80 60 40 20 0 ppm

1biv234f2carhbon

Pulse Sequence: s2pul
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TBDFS0D
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A T S, S 7 S T B L, AT LI T 45, S S ), A £, I N P T T e [ [ A T, [ P [T L B T L P B e TR R L L

12 10 8 6 4 2 0 -2 ppm
1biv283t1s

Pulse Sequence: s2pul
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TBDFSO

26

127.766
26.806

S63

o B B B o o I e o LU L L L L W
200 180 160 140 120 100 80 60 40 20 0 ppm
1biv283tis

Pulse Sequence: s2pul
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Pulse Sequence: s2pul
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STANDARD CARBON PARAMETERS

Pulse Sequence: s2pul
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biv27 4

ulse wmn:m.ﬂuw" s

TBDFS0O
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1.062

TR T [ L A [ T U et e [ FU T T LS £ ] S e Tl e e e !
6 4 2 0 —Z ppm
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.\L\k.;: OH

TBD PSSO

—135.646
—127.658

S2

..____,_..;_____.____.____:.__..:_.,:_.____:_.___l______._:_._,.___:_:_______:_::___.4__.:_.,.:._.__:______._._.__,

200 180 160 140 120 100 80 60 40 20 0 ppm

1biv2?4carbon

Pulse Sequence: s2pul
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Pulise Sequence:

10
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ppm
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o, OTBDW S

TBDPFSO
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200 180 160 140 120 100 80 60 40 20 0 ppm

OTBS_OTPSpyran

Pulse Seguence: s2pul
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Pulse Sequence: s2pul
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Pulse Sequence: s2pul
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Meld

ONe

OTBDPS

OTBDM S

Tb-v-52

Pulse Sequence: s2pul
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Pulse Sequence: s2pul
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Pulse Sequence:

s2pul
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Pulse Sequence: s2pul
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Pulse Sequence: s2pul
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episidechainOMeOPMB

Pulse Sequence: s2pul
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episidechainOMeOH

Pulse Sequence:

s2pul
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Pulse Sequence: s2pul
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Thepialdehyde

Pulse Sequence:

s2pul
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Pulse Sequence: s2pul
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CN

OTBDPS

34

I e e
HH Hc

TPScyanohydrin

T—r—T—T

Archive directory:
Sample directory:

Pulse Sequence:

s2pul
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200 180 160 140 120 100 80 60 40 20 0 ppm
tpscyanohydrin

Pulse Seguence: s2pul
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Olle O

NH,
OTBDPS

T
10

4 epi sidechain NH2

Pulse Sequence:

s2pul
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NH,
OTBODPS
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i e 5 A AL 057 9 L [0 OV B0 50 LSO, AL 52 607527 7,93 69 L LR F T L P P B S ML S B

200 180
A epi sidechain

Pulse Sequence:

NH2

s2pul
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60

40

20

0

ppm
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T
10
ent-natural sidechain amide

Pulse Sequence: s2pul
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ent-natural sidechain amide

Pulse Sequence: s2pul
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1biv184f3s

Pulse Seguence: s2pul
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60 40
Pulse Sequence: s2pul
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ppm
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OTBDPS

38
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12
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= e v ! Bt s

Pulse Sequence: s2pul

e ) Cm e

=2

ppm
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1biv231carbon
Pulse Sequence: s2pul

ppm
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Pulse Sequence: s2pul

1 o S e Tt e e e R 5 R T ] Tt A R . L L S S N, P .

4 2 0 =2 ppm
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Tbiv230f4

Pulse Sequence: s2pul
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1biv224f3
Pulse Sequence: s2pul
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Tbiv232carbon

Pulse Sequence: s2pul
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ppm
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Pulse Sequence:
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200 180 160 140 120 100 80 60 40 20 0 ppm

1bv4o

Pulse Sequence: s2pul
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12 10 8 6 4 2 0 -2 ppm
1bvdq
Pulse Sequence: s2pul
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Pulse Sequence: s2pul
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Pulse Sequence:
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1bv4s

Pulse Sequence: s2pul
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1D NOESY enhancement spectrum for S1

wsall

b

Sample diroctory: g
File: NOESY1D

Pulse Sequence: NOESYLD

——

Archive directory:
ample directory:

S118
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2D NOESY spectrum for S1

F1 (ppm)

4 3
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s OTBDN S

28

TBDPSOD

|

DR EREEOT Vi
ample directpry:

Archive directory:
Sample directory:
File: presat

Pulse Seqguence: presat

Tbv2s

S120

T T File NOESY1D Kg T T I

Pulse wmnthmr" zﬂmw<pc 5.5

1D NOESY enhancement spectrum for 28
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HMBC spectrum for 28

HMBC
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HMQC spectrum for 28
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Pulse Sequence: NOESY
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2D NOESY spectrum for 28
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