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12.4 Hz, 6B-H), 2.05 (2H, m, 10-H,), 2.50 (br m, 6a- and 98-H), 2.70 (1H, dt, ] = 6.8, 13.2
Hz, 9a-H), 3.46 (1H, s, OH), 4.03 (4H, m, -O-CH,CH,-0-), 4.38 (1H, dd, ] = 12.4, 6.8 Hz,
7a-H); HIRMS (ESI) exact mass calculated for CgH;204Na (M + Na) 195.0633, found

195.0628
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0O-CH,CH;-0-), 4.40 (1H, dd, J = 11.8, 7.6 Hz, 7a-H), 7.38 (6H, m, Ar-H), 7.67 (4H, m, Ar-
H); C NMR (50 MHz, CDCl3) § 19.4, 27.1, 34.7, 35.9, 43.8, 64.5, 64.7, 73.8, 107.6, 127.8,
129.9, 133.3, 134.1, 136.0, 207.7, HRMS (ESI) exact mass calculated for CsH3004SiNa (M”

+ Na) 433.1811, found 433.1800
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'H NMR (200 MHz, CDCI3) § 1.01 (9H, s, Si--Bu), 1.43 (2H, m, 10-Hy),

1.62 (2H, m, 6-Hs), 2.19 (2H, m, 9-H3), 3.36 (1H, m, one of -O-CH,CH,-0-), 3.73 (3H, m,
three of -O-CH,CH,-O-), 4.30 (1H, dd, J = 11.0, 5.0 Hz, 7a-H), 4.88 and 5.31 (1H and 1H,
each br s, =CHy), 7.35 (6H, m, Ar-H), 7.70 (4H, m, Ar-H); °C NMR (50 MHz, CDCls) 3
14.5, 19.5, 22.9, 30.0, 31.8, 36.3, 44.5, 64.1, 64.3, 71.2, 106.6, 109.2, 127.7, 129.8, 134.1,
134.8, 1359, 136.2, 149.3; HRMS (ESI) exact mass calcd for Cy5H3,0;3SiNa (MJr + Na)

431.2019, measured 431.2028
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'H NMR (500 MHz, CDCls) § 1.05 (9H, s, Si--Bu), 2.32-2.52 (5H, br m,

2B-H, 5-H, and 6-Hy), 2.83 (1H, m, 2a-H), 447 (1H, br t, ] ~ 6 Hz, 3a-H), 4.90 (2H, s,
=CH,), 7.40 (6H, m, Ar-H), 7.65 (4H, m, Ar-H); °C NMR (125 MHz, CDCl3) 8 19.6, 27.1,
32.8, 36.9, 44.8, 72.8, 107.1, 108.2, 128.0, 129.8, 133.0, 133.3, 135.1, 207.7; HRMS (ESI)
exact mass calculated for Co3H,50,SiNa (M' + Na) 387.1757, found 387.1746

Do0o0o00
0 (e) OO0 050 Petersond O O [(R)-3"-[(tert-0 000000000 0)I00]-4"-0
000-000000000]000000000@00070000)000000000
00 (48.5y LO 376p mol)O O O THR(260p L)D OO OO0 OO0 -780 O n-BuLi(0 O OO
02.5M; 148y LO 367y mo)0 D 0D OD0O0OD0OO0OO0@OOOOOOO)IO0OO0 (60
pLO367u moDO OO D DO150 000 O THR(300p L + 80p L)O O O O O O 5(63mg0 172.8
umoNDDO0DD0O00D00-78002000000000000NHCIO0O0000000O0
0000000O00000000000000000000000000 (MgSo,)d0 0
0000000000000 000000OSep-Pak0 0000 OO0DOO0OOOODOOO
0/00000(98:2)0 0000000000000 060 00 7(65mgd 90%)0 00000
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'H NMR (200 MHz, CDCls; selected signals) &

1.15 and 1.17 (SH and 4H, each s, 2 x Si-z-Bu), 2.1-3.3 (6H, br m, 2°-, 5’- and 6°-H,), 3.69
and 3.73 (1.67H and 1.33H, each s, 2 x COOCH3), 4.29 (1H, m, 3’a-H), 4.82, 4.90, 4,93,
5.12 (0.56H, 0.56H, 0.44H and 0.44H, each br s, =CH,), 5.48 and 5.83 (0.44H and 0.56H,
each br s, CH-COOMe), 7.45 (6H, m, Ar-H), 7.75 (4H, m, Ar-H); HRMS (ESI) exact mass

calculated for Co5H3203SiNa (I\/I+ + Na) 443.2019, found 443.2035

Do0o0o0Q0 10
O 0000600070000 (E)-000 (@-2-[(R)-3"-[(tert-0 00000000
0D0)0O0O0]4-0000-000000000]00000(@0O009I0000000

60 O O 7(165mg0 0.392mmoN)0 0 000 :000000(2:1; 8m)J 000000000
00-7800000000000000000(COO000A1.5M; 1.9mL0 2.85mmol)0 O O
00O00000000-78001000-4000300000000000000-00000

(2NO 4mL)O HCIO 0 0 (2NO 4mL)0 0 OH,0(4mL)0 000 00000000000000
000000000000 0O000000O000O00000000000000O00(Mgs
0,)00000000000000/00000(9:1)0J000000Sep-Pakd 00000
0000000000000 0000000000000/00000(8:2) 000000

0 O HPLC(9.4mmx 25cm Zorbax-Sil0d 0 0O 0 4ml/0)0 00 00 O z-0 0 O 9(82mg0 53%)0 20
R,=35mLO 0 O O 0 E-O0 O O 8(60mgd 39%)0 R,=41mL0 0 0 O O O

Do0o0o00

08 OOE-000):

'H NMR (500 MHz, CDCls) & 1.08 (9H, s, Si-+-Bu), 1.96
(1H, ~dt, ] ~ 5, 12.5 Hz, 6°B-H), 2.07 (1H, dd, J = 12.5, 8.5 Hz, 2°B-H), 2.08 (1H, m, 5’a-H),

=12.5, 5.5 Hz, 5°B-H), 4.09 (2H, d, J = 7.0 Hz, -CH,OH), 4.14 (1H, dd, ] = 8.5, 4.5 Hz, 3’a-

H), 4.82 and 5.10 (1H and 1H, each br s, =CH,), 5.16 (1H, t, ] = 7.5 Hz, 2-H), 7.39 (6H, m, *
Ar-H), 7.65 (4H, m, Ar-H); “C NMR (125 MHz, CDCl3) § 19.3, 27.0, 29.3, 32.7, 46.6, 58.7,

74.0, 107.2, 123.6, 127.5, 129.6, 133.8, 134.5, 135.8, 139.7, 149.6; HRMS (ESI) exact mass
calculated for Co5H3,0,SiNa (M™ + Na) 415.2070, found 415.2059
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'H NMR (500 MHz, CDCl5) & 1.09 (9H, s, Si-+-Bu), 1.99

(2H, m, 2°B- and 5’a-H), 2.11 (2H, m, 6’a- and 6°p-H), 2.25 (1H, dd, J = 13.0, 4.5 Hz, 2’0-
H), 2.48 (1H, dt, ] = 12.5, 5.5 Hz, 5°B-H), 3.62 (1H, dd, J = 10.0, 7.2 Hz, one of -CH,OH),
3.71 (IH, dd, J = 10.0, 7.0 Hz, one of -CH,OH), 4.09 (1H, dd, J = 9.0, 4.5 Hz, 3’a-H), 4.82
and 5.10 (1H and 1H, each br s, =CH,), 5.37 (1H, t, ] = 7.0 Hz, 2-H), 7.39 (6H, m, Ar-H),
7.65 (4H, m, Ar-H); *C NMR (125 MHz, CDCls)  19.3, 27.0, 33.4, 37.3, 38.8, 58.3, 73.7,
107.1, 123.6, 127.6, 129.7, 133.7, 134.5, 135.8, 139.4, 149.6; HRMS (ESI) exact mass
calculated for CysH3,0,SiNa (M + Na) 415.2070, found 415.2067
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061y mol)J OO THF(11Op L) D DD ODODODODODOOOON-BULiDOOOODOOOODOOO0
00s000000000000000000000000000000000000000
Ph,PH(22p 10 124p mol)0 O O THF(180p L)O O O n-BuLi(0 O O O O 2.5M; 49u LO 123y
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000000000@O00020010000)000000000000000 300
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ocooooOoOOO0OO0OO0oO0oOoOooooOoODODDOOOOoOoOoOoOooOoOOv/MDOOO0O0OE:1)T
oooooOo0ooobDoooooooOo@GmgLoooooogo/0bbob0oge:=4o0OO
OoO00ODDOO0OO00O0O0O0O0oOoOoOO0ODI0@Armgd 48%; 7290 000000 O0OOOO)
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H NMR (500 MHz, CDCls) & 1.07 (9H, s, Si--Bu), 1.47 (1H, brt, J ~ 11

Hz, 2’a-H), 1.77 (1H, dt, ] = 4.8, 12.3 Hz, 6’a-H), 1.90 (1H, br m, 6’3-H), 2.05 (2H, br m,
2’p- and 5°B-H), 2.42 (1H, dt, J = 12.5, 4.3 Hz, 5’a-H), 2.51 (2H, dt, ] = 7.3, 15.0 Hz, one of
1-Hy) and 2.57 (2H, dt, J = 7.7, 15.0 Hz, one of 1-H,), 3.91 (1H, dd, J = 10.0, 5.0 Hz, 3°p-H),
4.83 and 5.21 (1H and 1H, each br s, =CHy), 5.22 (1H, m, 2-H), 7.2-7.5 (16H, br m, Ar-H),
7.61 (2H, dd, J = 8.0, 1.5 Hz, Ar-H), 7.72 (2H, dd, J = 8.0, 1.5 Hz, Ar-H); HRMS (ESI) exact

mass calculated for C37H4;0,PSiNa (M+ +Na) 599.2512, found 599.2524
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Ooo0o0ODD0O(@8:2)J00ooooobDDbDi1-000000000 (5-0mgO 8790 00O
gbooood

OOO0OO0OD0THR@8Op LY OODOOODODODODOOODOOOODOOODO (THFO 1.0M; 318y
LO31su moHO O OO ODOOODOCOOOODODDOODO1BOOOOODOOODODDDODODOOOO
oooooObOOoO0O0oDoooooooOobDoOoO0oOoWgsSoH)ODODOoODDODOO0OO0DO0DO0On
O/2-000000(@3:7HD00000O0ODODOHPLC(9-4mmx 25cm Zorbax-SilO O O O 4mL/0
) OODOO0O019-000000122.9mg0 75%)0R,=22.5mLO0 0000000 0OOO/Z0 (94:
6)0 00 00D ODOOHPLC(9-4mmx 25cm Zorbax Eclipse XDB-C180 O O O 4mL/0 )OO O O
oooooO0ooo0o0oRy=22.5m)0

uboogood

O 12:

UV (EtOH) hyay 244, 252, 261 nm; 'H NMR (500 MHz, CDCl5) 8 0.549

(3H, s, 18-H3). 0.857 (3H, d, J = 6.5 Hz, 21-H3), 1.215 (6H, s, 26- and 27-H3), 2.15-2.35 (3H,
m), 2.47 (1H, dd, J = 12.8, 5.0 Hz, 30-H), 2.81 (1H, br dd, J = 13.4, 4.5 Hz, 9B-H), 2.92 (1H,
dd, J =12.9, 4.5 Hz, 10B-H), 4.11 (1H, m, w/2 = 15 Hz, 1B-H), 4.83 and 4.98 (1H and 1H,
each br s, =CH»), 5.88 and 6.27 (1H and 1H, each d, J = 11.2 Hz, 7- and 6-H); HRMS (ESI)

exact mass calculated for Co7HasO-Na (M" + Na) 423.3239, found 423.3232
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0o0o0oooooodG-780)00nooOoOonOnDnOO13(emgd 12.66p mol)O O O THF(L00u L
+50p ) OOOODODDODOOODODODOODODODOODODDDOO-7800100000019000
oooooO0oOo0oooOO0oooO0oo0oo0ooooooOooooOoWgsopH)Oooooo
00000000 0DoDO0o0oooo0OD0DSep-PAkD 000D DOODOODDODODOODO/ZLUDO
Oo000OD(e8:2) 00 00ooooi19-000000000(4.0mgO 42%)0 0 0O
oooooao
OO00OO0O0OTHR@S50 OO ODDDODODO0DODDODODO0DODDOOOO0O0O0(THFDO 1.0M; 318p
LO31su moHO OO DD O0O0OoOoOoO0o0D0DDOoOO0018OODODOoOoDoDooDooDoooood
oo0ooOU0oOoU0oooUOoooUooooooooWgso)Oooooooooooooo
0/2-000000(95:5)00000000HPLC(9-4mmx 25cm Zorbax-SilO O O O 4mL/0 10
yoooooi19-00000014(1-.97mg0 93%)O0 R, =2ImLO0 000000 O000O0O/0 (93:7
YO OODOOOOOHPLC(9-4mmx 25cm Zorbax Eclipse XDB-C180 O O O 4mL/00 )0 O O O
oooooOooogdo Ry=40omL)d
oooooao
O 14:

UV (EtOH) hynax 244.0, 251.5, 260.5 nm; 'H NMR (500 MHz, CDCly) § 0.550

(3H, s, 18-H3), 0.939 (3H, d, J = 6.5 Hz, 21-H3), 1.219 (6H, s, 26- and 27-H3), 1.95-2.05 (2H,

m), 2.14 (1H, m), 2.23-2.35 (2H, m), 2.47 (1H, dd, ] = 12.9, 4.5 Hz), 2.81 (1H, dd, ] = 12.5, 3.5 20
Hz, 9B-H), 2.92 (1H, dd, J = 12.9, 4.5 Hz), 4.11 (1H, narr m, 1B-H), 4.83 14.98 (1H i 1H, each br
s,=CHy), 5.87 and 6.27 (1H and 1H, each d, J = 11.3 Hz, 7- and 6-H); HRMS (ESI) ) exact mass

calculated for Cp7Hy40,Na (M + Na) 423.3239, found 423.3243
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