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- isolated from the Formosan soft coral Sinularia inelegans K ! + 0]
- cytotoxic against P-380 leukemia cell lines HO ,(
OH
Fragment A Fragment B
(+) - Ineleganolide
Fragment A
HG-I1 (0.075 mol%) RuCl3xH,0 (0.01 equiv.) _
HO, = then NaH (3.0 equiv.) Mg(OAC)x4H,0 (2.0 equiv.) Bra (1.1 equiv.)
X = TBSCI (1.5 equiv.) tBUOOH (9 equiv.) NEt; (1.5 equiv.)
(R)-linalool THF, 65°C DCM/H,0 DCM
1 2 3
NaCN (2.2 equiv.)
TBAI (0.17 equiv.)
DCM/H,0
DIBAL-H (1.5 equiv.) TESCI (1.2 equiv.) CeCl; (1.1 equiv.)
< imidazole (2.0 equiv.) NaBH, (1.01 equiv.)
DCM, -78°C = -
DCM MeOH
! 6 5 name? 4




. 1) TBAF (2.0 equiv.) 1) Mgl, (1.05 equiv.)
CH5Br5 (1.2 equiv.)

THF, 60°C THF, 40°C
nBulLi (1.1 equiv.) >
2) TBSCI (1.2 equiv.) 2) TESCI (1.2 equiv.)
THF, -78°C to rt imid (2.0 equiv.) imid (2.0 equiv.)
DMAP (0.2 equiv.) 10
8 DCM, 0°C 9

NaH (3.0 equiv.)
THF, 0°C tor.t

(COCl), (1.2 equiv.)

DMSO (2.5 iv.
HF (aq) (2.5 equiv.)

ragment A ) NEt, (5.0 equiv.) - PPTS (0.1 equiv.)
R -« EtOH, r.t
THF, 23°C DCM, -78°C to r.t.
name?
13 12 11
CeCl3 (2.0 equiv.)
EtOAc (2.06 equiv.) K-,CO

LDA (2.22 equiv.)‘ PCC (1.5 equiv.) 2 Fragment B

THF, 78°C DCM, 1t MeOH/H,O

14 name? 15 t




Ph3;P=0 (2.1 equiv.)

DBU (0.5 equiv.)

DMF, 120°C

Ac,0 (1.5 equiv.)
NEt; (2.0 equiv.)
DMAP (0.1 equiv.)

DCM, r.t

Fragment A .
(COCl); (2.0 equiv.)
+ DIPEA (4.0 equiv.)
Fragment B DCM, -40°C to -78°C
16
Sml, (3.0 equiv.)
(+) - Ineleganolide =
THF:NaOH (1M in H,0) (8:1)
-78°Ctor.t
role of NaOH? 21
Dessert:
Sm|2, Hzo
THF, -78°C
17 22

TESCI (3.0 equiv.)

imid (5.0 equiv.) _

THF, 60°C

17
DBU (5.0 equiv.)
0,
PhH, 70°C
20

18

Sml, (6.0 equiv.)
H,0 (26 equiv.)
THF, -78°C

19
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Fragment A
HG-II (0.075 mol%) RuCl3xH0 (0.01 equiv.)
HO = then NaH (3.0 equiv.) ~ 185Q . Mg(OAC),x4H,0 (2.0 equiv.)
A F TBSCI (1.5 equiv.) ' tBUOOH (9 equiv.)
(R)-linalool THF, 65°C DCM/H,0
TBSO . TBSO . '
~ 0 DIBAL-H (1.5 equiv.) g TESCI (1.2 equiv.)
/ < CN imidazole (2.0 equiv.)
DCM, -78°C -
TESO TESO DCM
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TBSO .

TBSO .
CN
HO

OH
Fragment A

Br, (1.1 equiv.)
NEt; (1.5 equiv.)

DCM

TBSO .

NaCN (2.2 equiv.)
TBAI (0.17 equiv.)

DCM/H,0

CeCl3 (1.1 equiv.)
NaBH, (1.01 equiv.)

MeOH

name?

TBSQ .

Fragment B

CN



TBSQ . CH,Br, (1.2 equiv.)
/ nBuLi (1.1 equiv.)
TESO THF, -78°Ctort =50
HF (aq)
Fragment A -
THF, 23°C
0

CeCl3 (2.0 equiv.)
EtOAc (2.06 equiv.)
LDA (2.22 equiv.)

TBSO 1) TBAF (2.0 equiv.)

THF, -78°C

1) Mgl, (1.05 equiv.)

HO . HO

0 THF, 60°C

2) TBSCI (1.2 equiv.)
imid (2.0 equiv.)
DMAP (0.2 equiv.)

TBSO TBSO

DCM, 0°C
NaH (3.0 equiv.)
THF, 0°C to r.t
0 (COCl), (1.2 equiv.) OH OTES
o DMSO (2.5 equiv.) o . (o)
\ NEt; (5.0 equiv.) PPTS (0.1 equiv.) \
“ EtOH, rt
DCM, -78°C to r.t.
oTBS name? OTBS OTBS
0]
o™ 0
HO
) 0 K,CO4
PCC (1.5 equiv.) —_— Fragment B
DCM, rt EtO ,( MeOH/H,O
r.t.

name?

o THF, 40°C " OTES
2) TESCI (1.2 equiv.)
imid (2.0 equiv.) l



Fragment A

+

Fragment B

(+) - Ineleganolide

Dessert:

Ph3P=0 (2.1 equiv.)
(COCl), (2.0 equiv.)
DIPEA (4.0 equiv.)

DCM, -40°C to -78°C

Sml, (3.0 equiv.)

THF:NaOH (1M in H,0) (8:1)

-78°Ctor.t
role of N\aOH?

Sm|2, Hzo

DBU (0.5 equiv.)

DMF, 120°C

Ac,0 (1.5 equiv.)
NEt; (2.0 equiv.)
DMAP (0.1 equiv.)

THF, -78°C

DCM, r.t

Te,,

TESCI (3.0 equiv.)
imid (5.0 equiv.)
THF, 60°C

Sml, (6.0 equiv.)
H,0 (26 equiv.)
THF, -78°C

DBU (5.0 equiv.)
0,

PhH, 70°C




