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1. Preparation of Phosphates Kderiv and Lderiv

Phosphate Kderiv was prepared as shown below.
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Phosphate Laeriv was prepared as shown below.

00
[ P (4.0eq)
; O CI

PrOAc (2.0 eq.)

o LDA (2.1 eq.) Pt i/i“/\w EtsN (5.0 eq.)
N e o
THF (0.1 M) toluene (0.05 M)
-78°C,3h r,3.0h
70%
e
30 0 o _.©
)\ 0 0O¢ J MesN (excess) )\ Mes
o o
CH3CN (0.05 M)

70°C, 15 h Lyery
Autoclave

46% (2 steps)

S2



single_pulse

7.356
7.348
7.337
7.330
7.315
7.307
7.299
7.290
7.282
7.273
7.260
5.540
5.522

4

6:27

1

5.509
5.498
5.460
5.447
5.433
5.416

5.407

5.396
5.391

1.96
1.91

5.381

4.763
4.604

4.00

—

2.309
2.296
2.282
2.046
1.978
1.965
1.954
1.939
1.532
1.519
1.504
1.491
1.477
1.338
1.281
1.253

p LU WP

2163

926

0.894

0.046

6800
oo

PPM

DFILE
COMNT
DATIM

OBNUC
EXMOD
OBFRQ
OBSET
OBFIN

POINT

FREQU
SCANS
ACQTM

PW1
IRNUC
CTEMP
SLVNT
EXREF

RGAIN
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single_pulse
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1H
proton.jxp
500.16 MHz
2.41 KHz
6.01 Hz
16384
9384.38 Hz
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1.7459 sec
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3.52 usec
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23.0c
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(3E.TE)-21-tert-Butyldimethylsilyloxy-
1-benzyloxymethoxyhenicosa-3,7-diene (9)

S3


T.T.
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single pulse decoupled gated NOE
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SLVNT CDCL3
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(14E,18F)-21-Benzyloxymethoxyhenicosa-
14.18-dien-1-0l (10)
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single pulse decoupled gated NOE
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single pulse decoupled gated NOE
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IT-3-035_Carbon-1-2.als
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(35.16E.20E)-Ethyl 23-benzyloxymethoxy-
3-hydroxytricosa-16,20-dienethioate (11)
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IT-3-040_Proton-1-2.als
single_pulse
2016-09-13 11:06:38
1H
proton.jxp
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2.41 KHz
6.01 Hz
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9384.38 Hz
8
1.7459 sec
5.0000 sec
3.52 usec
1H
232c
CDCL3
7.26 ppm
0.25 Hz
30
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(35.16E,20F)-Ethyl 23-benzyloxymethoxy-
3-hydroxytricosa-16,20-dienoate (12)
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single pulse decoupled gated NOE
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IT-3-040_Carbon-1-2.als
single pulse decoupled gated NOE
2016-09-17 17:37:57
13C
carbon.jxp
125.77 MHz
7.87 KHz
421 Hz
32768
39308.18 Hz
542
0.8336 sec
2.0000 sec
3.74 usec
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245c
CDCL3
77.00 ppm
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(3S5,16E,20E)-Ethyl 23-benzyloxymethoxy-
3-hydroxytricosa-16,20-dienoate (12)
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POINT 16384
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SCANS 8
ACQTM 1.7459 sec
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PW1 3.52 usec
IRNUC 1H
CTEMP 233c
SLVNT CD30D
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BF 0.25 Hz
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single pulse decoupled gated NOE
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IT-3-062_Carbon-1-2.als
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carbon.jxp
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39308.18 Hz
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(3S,16E,20E)-3,23-Dihydroxytricosa-
16,20-dienoic acid (5)
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IT-3-064_Proton-1-2.als
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2016-10-01 14:25:22
1H
proton.jxp
500.16 MHz
2.41 KHz
6.01 Hz
16384
9384.38 Hz
8
1.7459 sec
5.0000 sec
3.52 usec
1H
23.0c
CDCL3
7.26 ppm
0.25 Hz
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(3S.16E.20FE)-3-Hydroxytricosa-
16,20-dienolide (4)
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single pulse decoupled gated NOE
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OBNUC
EXMOD
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OBSET
OBFIN

POINT

FREQU
SCANS
ACQTM

PW1
IRNUC
CTEMP
SLVNT
EXREF

RGAIN

IT-3-064_Carbon-1-2.als
single pulse decoupled gated NOE
2016-10-06 17:30:09
13C
carbon.jxp
75.57 MHz
5.79 KHz
1.08 Hz
32768
23674.24 Hz
406
1.3841 sec
2.0000 sec
3.27 usec
1H
228c
CDCL3
77.00 ppm
0.25 Hz
50
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(3S.16E 20E)-3-Hydroxytricosa-
16.20-dienolide (4)
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single_pulse
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T.T.
検印 (西暦)


single pulse decoupled gated NOE
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DFILE
COMNT
DATIM

OBNUC
EXMOD
OBFRQ
OBSET
OBFIN

POINT

FREQU
SCANS
ACQTM

133.977
131.783
131.249
127.033
74.105
74.057
67.543
65.301
60.360
60.312
54.723
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54.666
49.849
49.515
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48.657
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36.142
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29.752
29.694
29.618
29.456
29.361
29.160
28.311
25.431

&

v

%

PW1
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CTEMP
SLVNT
EXREF
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IT-3-066_Carbon-1-2.als
single pulse decoupled gated NOE
2016-10-13 04:06:44
13C
carbon.jxp
125.77 MHz
7.87 KHz
421 Hz
32768
39308.18 Hz
6014
0.8336 sec
2.0000 sec
3.74 usec
1H
25.0c
CD30D
49.00 ppm
0.25 Hz
26
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23-Demethyleushearilide (3)
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single_pulse

DFILE MA-1-139-Aldol__Proton-1-4.als
COMNT  single_pulse
> DATIM 2019-06-03 20:24:17

OBNUC 1H

EXMOD  proton.jxp
OBFRQ 500.16 MHz
OBSET 2.41 KHz
OBFIN 6.01 Hz
POINT 13120
FREQU 7507.51 Hz
SCANS 8
ACQTM 1.7459 sec
PD 5.0000 sec
PW1 3.84 usec
IRNUC 1H

CTEMP 241¢c
SLVNT CDCL3
EXREF 7.26 ppm
BF 0.12 Hz
RGAIN 44

\\ 17.50
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Isopropyl 3-hydroxynonanoate
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1.00
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T.T.
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single pulse decoupled gated NOE
DFILE ts-1-034-TM_Carbon-2-3.als

© NO® o O O NN =D I~ COMNT  single pulse decoupled gated NOE
N &8X & b 388888 & DATIM  2015-09-04 18:16:51
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EXMOD carbon.jxp
OBFRQ 125.77 MHz
OBSET 7.87 KHz
OBFIN 4.21 Hz
POINT 26224
FREQU 31446.54 Hz
SCANS 512
ACQTM 0.8336 sec
PD 2.0000 sec
PW1 3.58 usec
IRNUC  1H
CTEMP 243¢
SLVNT  CDCL3
EXREF 77.00 ppm
BF 0.12 Hz
RGAIN 18
|
|
‘ [
‘ [
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Isopropyl 3-hydroxynonanoate
]
|
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16384
9384.38 Hz
8
1.7459 sec
5.0000 sec
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CD30D
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0.12 Hz
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single pulse decoupled gated NOE
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single pulse decoupled gated NOE
2019-05-31 19:10:29
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1.7459 sec
5.0000 sec
3.45 usec
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single pulse decoupled gated NOE

DFILE ts-1-036-TM_Carbon-2-4.als
T ONOOND—OSTIDTNOONI —MNOSOSTI—®O© COMNT  single pulse decoupled gated NOE
= NN R8RS RN AR88ENRY DATIM  2015.00-14 133001
s ANBE3EITIIIIITIIRITRSSILIRAS OBNUC  13C
= EXMOD carbon.jxp
\\ OBFRQ 125.77 MHz
OBSET 7.87 KHz
OBFIN 421 Hz
POINT 32780
FREQU 39308.18 Hz
SCANS 363
ACQTM 0.8336 sec
I PD 2.0000 sec
| PW1 3.58 usec
IRNUC 1H
CTEMP 243c
SLVNT CD30D
EXREF 49.00 ppm
BF 0.12 Hz
RGAIN 22
S
0 o &
-
”
o oh ~"NMe;
| /I\ J‘I\/l\_g\/\/
o
Lderiv
PPM
T T T 1
200 175 125 100 75 50 25 0
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