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General remarks for the synthesis. All reactions were carried out with regular solvents in
glassware, unless otherwise noted. The chemicals were reagent grade as supplied. Analytical
thin-layer chromatography was performed using silica gel 60 F254 glass plates. Compound spots
were visualized by UV light (254 nm) and by heating with a solution with 10% H»SQO, in ethanol.
Flash column chromatography was performed on regular silica gel, unless otherwise noted. High
Performance Liquid Chromatography was run on Agilent 1100. NMR spectra were referenced
using Me4Si (0 ppm), residual CHCI3 (*H NMR & = 7.26 ppm, *C NMR & = 77.16 ppm), CH3;OH
(*H NMR & = 3.31 ppm, 3C NMR § = 49.00 ppm), Peak and coupling constant assignments are
based on 'H NMR, COSY, HSQC, HMBC and NOESY. Splitting patterns were indicated as s
(singlet), d (doublet), t (triplet), g (quartet), and br s (broad singlet) for *H NMR data. ESI-MS,
MALDI-MS and DART-MS were run on Bruker maXis 4G, Thermo Fisher Scientific LTQ FT
Ultra and Applied Biosystems 4700 Proteomics Analyzer 72020, respectively. Optical rotations

were measured using an Anton Paar MCP polarimeter.
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12-bromododecan-1-ol 5

Ester 5. To a solution of 12-bromododecan-1-ol (10 g, 37.7 mmol) in DMSO (60 mL) was added
slowly NaN3 (4.9 g, 75.4 mmol) at room temperature. After stirring for 24 h, the reaction mixture
was then poured into cooled water, and extracted with Et,O. The organic layer was washed with
brine and dried over anhydrous Na;SO4. After evaporation of the solvent, the residue was purified
by a flash column chromatography (petroleum ether-EtOAc, 10:1) to afford
12-azidododecan-1-ol51 (6.53 g) as a white solid.

To a cooled solution (0 °C) of 12-azidododecan-1-ol54 (6.53 g, 28.7 mmol) in dry CH,Cl, (60 mL)
were added sequentially DMAP (0.17 g, 1.44 mmol), EtsN (7.98 mL, 57.4 mmol), and propionyl
chloride (3.26 mL, 37.3 mmol); and then the reaction mixture was allowed to warm to room
temperature. After stirring for 2 h, the reaction mixture was then poured into cooled saturated
aqueous NaHCOg, and extracted with CH2Cl,. The organic layer was washed with brine and dried
over anhydrous Na;SOa.. After evaporation of the solvent, the residue was purified by a flash
column chromatography (petroleum ether-EtOAc, 15:1) to afford 5 (7.73 g, 72% over two steps)
as a colorless liquid: 'H NMR (600 MHz, CDCl3) & 4.05 (t, J = 6.8 Hz, 2H), 3.25 (t, J = 7.0 Hz,
2H), 2.31 (g, J = 7.6 Hz, 2H), 1.63-1.56 (m, 4H), 1.38-1.26 (m, 16H), 1.13 (t, J = 7.6 Hz, 3H);*3C
NMR (151 MHz, CDCIs) 6 174.8, 64.6, 51.6, 29.63, 29.61, 29.58, 29.4, 29.3, 29.0, 28.8, 27.8,

26.8, 26.0, 9.3; HR-ESI calcd for C1sH29N302Na [M + Na]* 306.2152, found 306.2149.
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Diol 6. To a cooled solution (20 °C) of 12-azidododecy! propionate 5 (8.13 g, 28.7 mmol) in dry



THF (200 mL) was slowly added LiHMDS (57.4 mL, 1 M /THF) under Ar, and another solution
of 4 (2.0 g, 4.78 mmol) in dry THF (40 mL) was then added immediately. After being stirred at —
20 °C for 1 h, the reaction mixture was poured into saturated aqueous NH4Cl, and extracted with
EtOAc. The organic layer was washed with brine and dried over anhydrous Na,SOas. After
evaporation of the solvent, the residue was purified by a flash column chromatography (petroleum
ether-EtOAc, 15:1) to afford 6 (1.77 g, 53%) as a white solid: [a]o?® = —41.4 (c = 0.77 in CHCls);
'H NMR (600 MHz, CDCls) 6 5.29 (d, J = 5.2 Hz, 1H), 4.17-4.14 (m, 1H), 4.11-4.02 (m, 2H),
3.55 (s, 1H), 3.50-3.44 (m, 1H), 3.25 (t, J = 7.0 Hz, 2H), 2.80-2.76 (m, 2H), 2.27-2.22 (m, 1H),
2.17-2.14 (m, 1H), 0.98 (s, 3H), 0.88 (s, 9H), 0.79 (s, 3H), 0.05 (s, 6H); *C NMR (151 MHz,
CDCls) 6 177.4, 141.6, 121.0, 81.9, 76.6, 72.7, 65.4, 51.6, 49.6, 48.6, 48.3, 45.0, 42.9, 37.3, 36.6,
35.2,32.5,32.2, 31.89, 31.86, 29.63, 29.61, 29.59, 29.32, 29.28, 29.0, 28.5, 26.8, 26.1, 26.0, 20.4,
19.5, 18.4, 14.8, 12.9, -4.5; HR-ESI calcd for CsH71N30sSiNa [M + Na]* 724.5055, found

724.5060.
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Ketone 7. A suspension of tetrapropylammonium perruthenate (0.23 g, 0.66 mmol),
N-methylmorpholine N-oxide (1.18 g, 10.1 mmol), and 4 A molecular sieves (0.3 g) in dry CH:Cl,
(20 mL) was added to a solution of 6 (1.77 g, 2.52 mmol) in dry CH2Cl, (20 mL) at room
temperature. After being stirred at room temperature for 13 h, the mixture was diluted with
CHaCl,, and then filtered through a pad of silica gel and eluted with CH,Cl,. The filtrates were
concentrated in vacuo to give a residue, which was purified by a flash column chromatography
(petroleum ether-EtOAc, 40:1) to afford 7 (1.41 g, 80%) as a white solid: [a]p?® = -89.5 (c = 1.10
in CHCI3); *H NMR (400 MHz, CDCls) & 5.30 (d, J = 5.1 Hz, 1H), 5.24 (s, 1H), 4.22-4.09 (m,
2H), 3.53-3.45 (m, 1H), 3.25 (t, J = 7.0 Hz, 2H), 2.55 (q, J = 7.1 Hz, 1H), 2.37 (dd, J = 18.6, 8.0
Hz, 1H), 2.29-2.15 (m, 3H), 2.06-2.00 (m, 1H), 1.02 (s, 3H), 0.88 (s, 9H), 0.77 (s, 3H), 0.06 (s,

6H); 13C NMR (101 MHz, CDCls) 8 216.6, 179.0, 141.7, 120.6, 82.7, 72.6, 65.4, 51.6, 49.5, 45.3,



451, 42.9, 38.7, 37.2, 36.8, 36.0, 32.1, 32.0, 31.2, 30.5, 29.64, 29.61, 29.59, 29.34, 29.28, 29.0,
28.5, 26.8, 26.1, 26.0, 20.3, 19.6, 18.4, 13.9, 12.8, -4.5; HR-ESI calcd for C4H7oN30sSi [M + H]*

700.5079, found 700.5078.
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Diol 8. A suspension of 7 (1.41 g, 2.01 mmol), CeCl; 7H,O (1.12 g, 3.02 mmol), and NaBH.4
(0.46 g, 12.1 mmol) in THF and H,0 (151.5 mL, v/v, 100:1) was stirred at —10 °C for 0.5 h. The
mixture was then cooled to —78 °C and quenched with methanol. After being stirred 0.5 h, water
was added, and then the reaction mixture was poured into cooled diluted HCI (1M), extracted with
EtOAc. The organic layer was washed with saturated aqueous NaHCO3 and brine, respectively,
dried over anhydrous Na,SOa. After evaporation of the solvent, the residue was purified by a flash
column chromatography (petroleum ether-EtOAc, 20:1) to afford 8 (1.41 g, 86%) as a white solid:
[a]o® =-31.8 (c = 0.83 in CHClI3); *H NMR (400 MHz, CDCls) 8 5.30 (d, J = 5.1 Hz, 1H), 4.48
(dd, J = 7.9, 4.7 Hz, 1H), 3.62 (t, J = 6.7 Hz, 2H), 3.51-3.43 (m, 1H), 3.24 (t, J = 7.0 Hz, 2H),
2.72 (9, J = 7.7 Hz, 1H), 2.36-2.22 (m, 2H), 2.19-2.14 (m, 1H), 2.03-1.98 (m, 1H), 1.01 (s, 3H),
0.88 (s, 9H), 0.79 (s, 3H), 0.05 (s, 6H); 3C NMR (101 MHz, CDCls) & 180.0, 141.6, 120.6, 88.5,
86.7, 72.5, 63.2, 51.6, 50.8, 49.9, 46.2, 42.8, 40.1, 37.5, 36.8, 32.9, 32.6, 32.1, 32.0, 31.8, 30.4,
29.7, 29.64, 29.62, 29.58, 29.53, 29.3, 29.0, 26.8, 26.0, 25.9, 20.1, 19.6, 18.4, 14.3, 13.1, -4.5;

HR-ESI calcd for C40H71N3OsSiNa [M + Na]* 724.5055, found 724.5051.
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Compound S2. To a cooled solution (0 °C) of S1521 531 (3,61 g, 13.6 mmol) in methanol (60 mL)
were added sequentially 2,3-butanedione (1.31 mL, 15.0 mmol), trimethyl orthoformate (4.91 mL,
44.9 mmol), and boron trifluoride etherate (3.36 mL, 27.2 mmol), then the reaction mixture was
allowed to warm to room temperature. After being stirred under Ar at room temperature for 48 h,
the mixture was then cooled to 0 °C and quenched with EtsN. The reaction mixture was
concentrated in vacuo to give a residue, which was diluted with EtOAc. The organic layer was
washed with saturated aqueous NaHCO3 and brine, respectively, dried over anhydrous Na;SOa.
After evaporation of the solvent, the residue was purified by a flash column chromatography
(petroleum ether-EtOAc, 6:1) to afford S2 (4.27 g, 83%) as a white foam: [a]p?® = 280.8 (c = 0.97
in CHCls); 'H NMR (600 MHz, CDCls) & 7.39-7.34 (m, 4H), 7.32-7.30 (m, 1H), 4.92 (d, J = 3.6
Hz, 1H), 4.75 (d, J = 12.0 Hz, 1H), 4.56 (d, J = 12.0 Hz, 1H), 4.25 (dd, J = 10.7, 9.6 Hz, 1H),
3.84-3.80 (m, 1H), 3.77-3.73 (m, 1H), 3.61 (dd, J = 10.3, 5.0 Hz, 1H), 3.36 (s, 3H), 3.28 (s, 3H),
3.27-3.25 (m, 1H), 1.35 (s, 3H), 1.30 (s, 3H); 3C NMR (151 MHz, CDCls) § 136.7, 128.6, 128.2,
128.1, 100.4, 100.0, 97.4, 69.6, 67.8, 67.0, 60.2, 60.1, 48.6, 48.2, 18.0, 17.8; HR-ESI calcd for

C18H2sN3OgNa [M + Na]*402.1636, found 402.1641.
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Compound S3. A suspension of S2 (4.27 g, 11.3 mmol) and 10% Pd/C (2 g) in EtOAc (60 mL)
was stirred at room temperature under H, atmosphere (1 atm) for 6 h and then filtered. The
filtrates were concentrated in vacuo. The residue was purified by a flash column chromatography
(petroleum ether-EtOAcC, 4:1) to afford an amine as a white solid (3.41 g).

To a solution of the amine above (3.41 g, 9.65 mmol) in toluene (60 mL) were added DBU (7.21
mL, 48.3 mmol) and phthaloyl dichloride (5.56 mL, 38.6 mmol) sequentially at room temperature.
The reaction mixture was heated at 120 °C for 8 h. The reaction mixture was concentrated in

vacuo to give a residue, which was diluted with EtOAc. The organic layer was washed with H20,



saturated aqueous NaHCOs; and brine, respectively, dried over anhydrous NaSOs. After
evaporation of the solvent, the residue was purified by a flash column chromatography (petroleum
ether-EtOAc, 5:1) to afford S3 (4.41 g, 75%, over two steps) as a white foam: [a]p?® = 182.6 (c =
0.29 in CHCI3); 'H NMR (600 MHz, CDCls) & 7.81 (br s, 2H), 7.72-7.70 (m, 2H), 7.13-7.11 (m,
2H), 7.07-7.03 (m, 3H), 5.41 (dd, J = 11.6, 9.5 Hz, 1H), 4.87 (d, J = 3.6 Hz, 1H), 4.72 (d, J = 12.6
Hz, 1H), 4.40-4.39 (m, 1H), 4.38-4.37 (m, 1H), 3.93-3.90 (m, 1H), 3.84 (ddd, J = 11.0, 9.6, 4.6
Hz, 1H), 3.67 (dd, J = 10.2, 4.6 Hz, 1H), 3.32 (s, 3H), 3.29 (s, 3H), 1.31 (s, 3H), 1.22 (s, 3H); 3C
NMR (151 MHz, CDCls) 6 137.3, 134.0, 128.3, 127.5, 127.4, 123.3, 100.4, 100.1, 97.3, 69.5, 68.6,
64.1, 60.8, 54.30, 49.4, 48.2, 18.0, 17.9; HR-ESI calcd for CysH29NOgNa [M + Na]* 506.1785,

found 506.1788.
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Compound 12. To a cooled solution (0 °C) of 1154 (3.40 g, 11.3 mmol) and p-toluenethiol (2.10 g,
16.9 mmol) in dry CHCl, (50 mL) was added slowly boron trifluoride etherate (2.80 mL, 22.6
mmol), and then the reaction mixture was allowed to warm to room temperature. After being
stirred under Ar at room temperature for 10 h, the mixture was then cooled to 0 °C and quenched
with EtsN. The reaction mixture was concentrated in vacuo to give a residue, which was diluted
with EtOAc. The organic layer was washed with saturated aqueous NaHCOs; and brine,
respectively, dried over anhydrous Na;SO4. After evaporation of the solvent, the residue was
purified by a flash column chromatography (petroleum ether-EtOAc, 5:1) to afford an inseparable
mixture of thioglycosides 12a/12 (3.51 g, 85%, a/B=1.9/1) as white solids. *H NMR (600 MHz,
CDCl3) § 7.46 (d, J = 8.1 Hz, 0.7H), 7.38 (d, J = 8.1 Hz, 1.3H), 7.17 (d, J = 7.9 Hz, 0.7H), 7.13 (d,
J=7.9Hz, 1.3H), 5.44 (d, J = 5.0 Hz, 0.65H), 5.32-5.29 (m, 0.65H), 5.08-5.05 (m, 0.35H), 4.94
(ddd, J = 9.6, 8.6, 5.5 Hz, 0.65H), 4.87-4.82 (m, 0.35H), 4.43 (d, J = 9.5 Hz, 0.35H), 4.19-4.15
(m, 1.0H), 3.93 (dd, J = 9.6, 5.0 Hz, 0.65H), 3.85 (dd, J = 11.6, 5.5 Hz, 0.65H), 3.35-3.31 (m,

0.7H), 2.37 (s, 1.05H), 2.33 (s, 1.95H), 2.11 (s, 1.95H), 2.08 (s, 1.05H), 2.07 (s, 2.0H), 2.01 (s,



1.0H); BC NMR (151 MHz, CDCls) & 170.2, 170.1, 169.9, 169.8, 139.4, 138.5, 134.6, 132.8,
130.12, 130.09, 129.2, 126.6, 87.4, 86.7, 73.8, 71.1, 69.1, 68.7, 66.5, 62.4, 61.6, 60.6, 21.4, 21.3,

20.88, 20.86, 20.81; HR-ESI calcd for C16H1sN3OsSNa [M + Na]* 388.0938, found 388.0945.
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Compound 13. To a solution of 12 (3.51 g, 9.60 mmol) in MeOH and CHCl, (60 mL, v/v, 5:1)
was added NaOMe (0.11 g, 1.96 mmol) at room temperature. After the mixture was stirred for 10
h, the reaction was quenched with water. The reaction mixture was concentrated in vacuo to give a
residue, which was purified by a flash column chromatography (petroleum ether-EtOAc, 1:1) to
afford a mixture of the a/p thioglycosides 13a/13p (2.64 g, 98%, o/B=1.9/1) as white solids. The
o~ and B-anomers of 13 could be partially separated.

Compound 13a: a white solid; [o]o?® = 210.8 (¢ = 0.42 in CH30H);'H NMR (600 MHz, CDCls) &
7.38 (d, J = 8.1 Hz, 2H), 7.12 (d, J = 8.0 Hz, 2H), 5.47 (d, J = 4.5 Hz, 1H), 4.11-4.07 (m, 1H),
3.81 (dd, J = 11.5, 5.3 Hz, 1H), 3.83-3.77 (m, 2H), 3.74-3.70 (m, 1H), 2.32 (s, 3H); 1*C NMR
(151 MHz, CDCls) 6 138.3, 132.9, 130.1, 129.6, 88.2, 73.7, 70.7, 64.0, 62.6, 21.3; HR-ESI calcd
for C12H15N303sSNa [M + Na]* 304.0726, found 304.0734.

Compound 13B: a white solid; [a]o?® = —68.2 (c = 0.57 in CH30H); *H NMR (600 MHz, CDCls) §
7.46-7.45 (m, 2H), 7.14 (d, J = 7.9 Hz, 2H), 4.38 (d, J = 9.9 Hz, 1H), 4.06 (dd, J = 11.5, 5.3 Hz,
1H), 3.63 (ddd, J = 10.3, 9.0, 5.3 Hz, 1H), 3.41-3.38 (m, 1H), 3.23-3.19 (m, 2H), 2.35 (s, 3H);*C
NMR (151 MHz, CDCls) & 139.0, 134.0, 130.0, 127.5, 87.6, 77.5, 69.5, 69.4, 65.0, 21.3; HR-ESI

calcd for C12H15N3O3sSNa [M + Na]* 304.0726, found 304.0731.
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Compound 14. To a cooled solution (0 °C) of thioglycosides 13 (7.34 g, 26.1 mmol, o/p) in
methanol (300 mL) were added sequentially 2,3-butanedione (2.51 mL, 28.7 mmol), trimethyl
orthoformate (9.14 mL, 86.1 mmol), and boron trifluoride etherate (6.44 mL, 52.2 mmol), then the
reaction mixture was allowed to warm to room temperature. After being stirred under Ar at room
temperature for 48 h, the mixture was then cooled to 0 °C and quenched with EtzN. The reaction
mixture was concentrated in vacuo to give a residue, which was diluted with EtOAc. The organic
layer was washed with saturated aqueous NaHCOs and brine, respectively, dried over anhydrous
Na;SO4. After evaporation of the solvent, the residue was purified by a flash column
chromatography (petroleum ether-EtOAc, 6:1) to afford an inseparable mixture of the o/f
bisacetal 14a./14$ (8.35 g, 81%, a/B=1.3/1) as white solids, which were directly used for next step.
'H NMR (600 MHz, CDCl3) 6 7.46 (d, J = 8.1 Hz, 0.85H), 7.37 (d, J = 8.1 Hz, 1.15H), 7.14 (d, J
= 7.9 Hz, 0.85H), 7.12 (d, J = 7.9 Hz, 1.15H), 5.45 (d, J = 5.3 Hz, 0.57H), 4.28 (d, J = 9.8 Hz,
0.43H), 4.20-4.17 (m, 0.57H), 4.00 (dd, J = 10.7, 9.5 Hz, 0.57H), 3.96 (dd, J = 10.9, 4.6 Hz,
0.44H), 3.92 (dd, J = 10.8, 5.3 Hz, 0.56H), 3.83 (ddd, J = 10.9, 9.5, 5.2 Hz, 0.57H), 3.70-3.63 (m,
1.43H), 3.39-3.37 (m, 2.13H), 3.36-3.33 (m, 0.43H), 3.32 (s, 1.3H), 3.29 (s, 1.7H), 3.25 (s, 1.3H),
2.36 (s, 1.3H), 2.32 (s, 1.7H), 1.36 (s, 1.7H), 1.33 (s, 1.3H), 1.32 (s, 1.7H), 1.27 (s, 1.3H); 3C
NMR (151 MHz, CDCls) 6 139.2, 138.2, 134.8, 132.8, 130.0, 129.9, 126.7, 100.6, 100.4, 100.0,
99.8, 88.7, 87.3, 73.8, 70.3, 68.0, 67.0, 65.9, 61.3, 60.9, 60.7, 48.5, 48.29, 48.28, 48.22, 21.4, 21.3,

17.9,17.8,17.7, 17.6; HR-ESI calcd for C1gH2sN3OsSNa [M + Na]* 418.1407, found 418.1406.
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Compound 15. To a solution of 14 (2.30 g, 5.82 mmol, o/B) in THF and H.O (60 mL, viv, 9:1)
was added triphenylphosphine (3.05 g, 11.6 mmol) at room temperature. The reaction mixture was
heated at 80 °C for 2 h. The reaction mixture was concentrated in vacuo to give a residue, which
was diluted with EtOAc. The organic layer was washed with H>O and brine, respectively, dried
over anhydrous Na,SOas. After evaporation of the solvent, the residue was purified by a flash
column chromatography (petroleum ether-EtOAc, 2:1) to afford a mixture of the o/ compound
15a/15p (1.82 g, 85%, o/p=1.5/1) as white solids. The a- and B-anomers of 15 could be partially
separated.

Compound 15 a.: a white solid; [a]o?® = 365.5 (¢ = 0.59 in CHCl3); *H NMR (600 MHz, CDCls) &
7.38 (d, J = 8.1 Hz, 2H), 7.10 (d, J = 7.9 Hz, 2H), 5.45 (d, J = 5.0 Hz, 1H), 4.19-4.16 (m, 1H),
3.75 (ddd, J = 10.7, 9.6, 5.2 Hz, 1H), 3.69 (dd, J = 10.7, 5.2 Hz, 1H), 3.58-3.55 (m, 1H), 3.31 (s,
3H), 3.29-3.25 (m, 4H), 2.31 (s, 3H), 1.35 (s, 3H), 1.31 (s, 3H); **C NMR (151 MHz, CDCls) &
137.8, 132.6, 130.8, 130.0, 100.2, 99.7, 92.6, 72.1, 67.2, 61.4, 54.3, 48.2, 48.1, 21.2, 18.0, 17.8;
HR-ESI calcd for C1sH2sNOsS [M + H]* 370.1683, found 370.1688.

Compound 15 B: a white solid; [a]p?® = 135.5 (¢ = 0.97 in CHCIs); *H NMR (600 MHz, CDCls) &
7.43 (d,J=8.1Hz, 2H), 7.11 (d, J = 7.9 Hz, 2H), 4.36 (d, J = 9.4 Hz, 1H), 3.97 (dd, J = 10.8, 4.9
Hz, 1H), 3.72-3.68 (m, 1H), 3.56-3.52 (m, 1H), 3.44-3.41 (m, 1H), 3.28 (s, 3H), 3.24 (s, 3H),
2.85-2.82 (m, 1H), 2.33 (s, 3H), 1.31 (s, 3H), 1.27 (s, 3H); *3C NMR (151 MHz, CDCls) & 138.7,
133.9, 129.9, 127.8, 100.0, 99.5, 90.5, 74.4, 68.2, 66.0, 53.1, 48.2, 48.1, 21.3, 17.9, 17.7; HR-ESI

calcd for C1gH2sNOsS [M + H]* 370.1683, found 370.1686.
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Compound 16. To a solution of 15 (1.20 g, 3.25 mmol, o/B) in toluene (60 mL) were added DBU
(2.43 mL, 16.3 mmol) and phthaloyl dichloride (1.87 mL, 13.0 mmol) sequentially at room
temperature. The reaction mixture was heated at 120 °C for 8 h. The reaction mixture was
concentrated in vacuo to give a residue, which was diluted with EtOAc. The organic layer was
washed with H,O, saturated aqueous NaHCOs and brine, respectively, dried over anhydrous
Na;SO4. After evaporation of the solvent, the residue was purified by a flash column
chromatography (petroleum ether-EtOAc, 2:1) to afford a mixture of the o/ compound 16a./16
(1.45 g, 90%, o/p=2.3/1) as white foams. The a- and B-anomers of 16 could be partially
separated.

Compound 16 a.: a white foam; [a]p?® = 206.6 (¢ = 0.95 in CHCI3); *H NMR (600 MHz, CD3s0OD)
§ 7.90-7.89 (m, 2H), 7.86-7.84 (m, 2H), 7.24-7.22 (m, 2H), 7.06 (d, J = 7.9 Hz, 2H), 5.48 (d, J =
5.4 Hz, 1H), 5.14 (dd, J = 11.8, 9.5 Hz, 1H), 4.59 (dd, J = 11.8, 5.4 Hz, 1H), 4.25-4.22 (m, 1H),
3.82 (ddd, J = 10.9, 9.6, 4.9 Hz, 1H), 3.72 (dd, J = 10.8, 4.9 Hz, 1H), 3.32(s, 3H), 3.29 (s, 3H),
2.27 (s, 3H), 1.31 (s, 3H), 1.22 (s, 3H); 3C NMR (151 MHz, CDs0D) 5 139.1, 136.0, 135.7, 133.6,
131.7, 130.8, 124.4, 101.9, 101.4, 90.5, 70.1, 66.0, 61.7, 55.3, 50.0, 49.6, 48.4, 21.0, 18.1; HR-ESI
calcd for Co6H29NO7SNa [M + Na]* 522.1557, found 522.1560.

Compound 16 B: a white foam; [a]o? = 233.7 (¢ = 0.20 in CHCls); 'H NMR (600 MHz, CD30D)
6 7.93-7.92 (m, 1H), 7.88-7.85 (m, 3H), 7.24-7.23 (m, 2H), 7.07 (d, J = 7.9 Hz, 2H), 5.45 (d, J =
10.2 Hz, 1H), 4.49 (dd, J = 10.9, 9.6 Hz, 1H), 4.17-4.14 (m, 1H), 4.00 (dd, J = 10.9, 5.0 Hz, 1H),
3.75 (ddd, J = 10.6, 9.6, 5.0 Hz, 1H), 3.53-3.49 (m, 1H), 3.27 (s, 3H), 2.98 (s, 3H), 2.29 (s, 3H),
1.24 (s, 3H), 1.15 (s, 3H); 3C NMR (151 MHz, CDsOD) & 169.6, 168.8, 139.7, 136.0, 135.9,
134.2, 132.7, 132.6, 130.7, 129.7, 124.7, 124.3, 101.5, 101.0, 86.7, 69.7, 69.1, 68.7, 54.5, 48.3,

48.2,21.1, 18.0, 17.9; HR-ESI calcd for C26H33N207S [M + NH4]* 517.2003, found 517.2007.
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Compound disaccharide S4 and S5. A suspension of donor 16 (0.99 g, 1.98 mmol, a./f), acceptor
17 (0.61 g, 2.18 mmol) and 4 A MS (1.0 g) in dry CHxCl, (50 mL) was stirred at room
temperature for 15 min and then cooled to —20 °C. N-lodosuccinimide (0.53 g, 2.38 mmol) and a
solution of TMSOTf (4.95 mL, 0.02 M) in dry CH.Cl, were added sequentially. The stirring
continued for 1 h at —20 °C and the reaction was quenched with EtsN. The mixture was filtered
and concentrated. The residue was purified by silica gel column chromatography (petroleum
ether-EtOAc, 1.5:1) to provide a mixture of the (1—3)-linked disaccharide S4 and (1—4)-linked
disaccharide S5 (1.13 g, 87%) as white foams, which could be partially separated.

Compound S4: a white foam; [a]p?® = 214.5 (¢ = 0.33 in CHCIs3); *H NMR (600 MHz, CDCl3) §
7.88 (dd, J = 5.9, 1.5 Hz, 1H), 7.81 (dd, J = 5.9, 1.8 Hz, 1H), 7.76-7.71 (m, 2H), 7.32-7.27 (m,
3H), 7.25-7.24 (m, 2H), 5.26 (d, J = 8.2 Hz, 1H), 4.94 (d, J = 3.7 Hz, 1H), 4.87 (dd, J = 9.8, 3.8
Hz, 1H), 4.65 (d, J = 12.2 Hz, 1H), 4.61 (dd, J = 11.4, 9.6 Hz, 1H), 4.41 (d, J = 12.3 Hz, 1H), 4.23
(dd, J = 11.4, 8.2 Hz, 1H), 4.07 (br s, 1H), 4.05 (dd, J = 9.8, 3.5 Hz, 1H), 3.94 (dd, J = 11.1, 4.9
Hz, 1H), 3.86-3.85 (m, 1H), 3.84-3.82 (m, 1H), 3.73 (dd, J = 12.7, 1.9 Hz, 1H), 3.59-3.56 (m,
1H), 3.27 (s, 3H), 3.05 (s, 3H), 1.55 (s, 3H), 1.28 (s, 3H), 1.17 (s, 3H); *C NMR (151 MHz,
CDCl3) 6 179.0, 168.3, 167.6, 137.3, 134.5, 134.3, 131.8, 131.6, 128.6, 128.1, 128.0, 124.0, 123.2,
100.18, 100.15, 99.8, 95.5, 75.5, 70.0, 69.5, 69.1, 67.5, 66.5, 64.4, 61.5, 54.0, 48.2, 48.1, 20.2,
17.8, 17.7; HR-ESI calcd for C33HasN2013 [M + NH4]*675.2760, found 675.2769.

Compound S5: a white foam; [a]p?® = 213.0 (c = 0.34 in CHCIs);'H NMR (600 MHz, CDCls) §
7.88 (d, J = 6.0 Hz, 1H), 7.81 (d, J = 6.0 Hz, 1H), 7.72-7.70 (m, 2H), 7.31-7.27 (m, 5H), 5.25 (d,
J = 8.2 Hz, 1H), 4.99 (d, J = 3.6 Hz, 1H), 4.74 (dd, J = 9.9, 3.6 Hz, 1H), 4.67-4.63 (m, 2H), 4.45

(d, J =12.3 Hz, 1H), 4.35 (dd, J = 11.4, 8.2 Hz, 1H), 3.99 (dd, J = 11.0, 4.9 Hz, 1H), 3.91-3.86 (m,



3H), 3.85-3.83 (m, 1H), 3.77-3.75 (m, 1H), 3.61-3.58 (m, 1H), 3.26 (s, 3H), 3.06 (s, 3H), 1.93 (s,
3H), 1.27 (s, 3H), 1.18 (s, 3H); 3C NMR (151 MHz, CDCls) § 170.8, 168.8, 168.0, 137.4, 134.20,
134.16, 131.8, 131.7, 128.5, 128.0, 127.9, 124.1, 123.2, 101.1, 100.1, 99.8, 95.8, 78.7, 71.8, 69.6,
67.38, 67.35, 66.7, 64.5, 61.9, 54.1, 48.2, 48.1, 20.9, 17.8, 17.7; HR-ESI calcd for CasHasN2O13

[M + NH4]*675.2760, found 675.2773.
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Compound disaccharide 18 and 19. To a cooled solution (0 °C) of a mixture of the disaccharide
S4 and S5 (1.13 g, 1.72 mmol) in CH3CN (20 mL) was added slowly a solution of CFsCOOH and
H20 (40 mL, v/v, 19:1), and then the reaction mixture was allowed to warm to room temperature.
After being stirred at room temperature for 2 h, the reaction mixture was concentrated in vacuo to
give a residue, which was diluted with EtOAc. The organic layer was washed with H,0, saturated
aqueous NaHCOs and brine, respectively, dried over Na,SOa. After evaporation of the solvent, the
residue was directly used for next step.

To a cooled solution (=20 °C) of the residue above in dry CH,Cl, (60 mL) were added sequentially
2,6-lutidine (0.80 mL, 6.88 mmol) and TESOTT (1.36 mL, 6.02 mmol). After being stirred under
Ar at —20 °C for 1 h, the mixture was quenched with EtsN. The reaction mixture was concentrated
in vacuo to give a residue, which was diluted with EtOAc. The organic layer was washed with
diluted HCI (1M), saturated aqueous NaHCOs and brine, respectively, dried over anhydrous
Na;SO4. After evaporation of the solvent, the residue was purified by a flash column
chromatography (petroleum ether-EtOAc, 8:1 to 6:1) to afford disaccharide 18 (0.41 g, 27% over
two steps) and 19 (0.83 g, 55% over two steps) as pale yellow syrups.

Compound 18: a pale yellow syrup; [a]o®® = 71.4 (¢ = 0.69 in CHCIs); *H NMR (600 MHz,
CDCl3) & 7.83-7.77 (m, 2H), 7.72-7.70 (m, 2H), 7.34-7.31 (m, 2H), 7.29-7.26 (m, 3H), 5.26 (d, J

= 8.4 Hz, 1H), 4.98 (d, J = 3.7 Hz, 1H), 4.84 (dd, J = 10.3, 3.7 Hz, 1H), 4.64 (d, J = 12.3 Hz, 1H),



4.41 (d, J = 12.3 Hz, 1H), 4.27 (dd, J = 10.4, 8.1 Hz, 1H), 4.05-4.00 (m, 3H), 3.90 (dd, J = 11.6,
5.2 Hz, 1H), 3.80-3.78 (m, 1H), 3.67 (ddd, J = 10.5, 8.1, 5.3 Hz, 1H), 3.44 (dd, J = 12.0, 2.3 Hz,
1H), 3.34-3.30 (M, 1H), 1.83 (s, 3H), 1.00-0.97 (m, 9H), 0.94-0.91 (m, 9H), 0.74-0.72 (m, 9H),
0.67-0.58 (m, 12H), 0.44-0.38 (m, 3H), 0.33-0.27 (M, 3H); 3C NMR (151 MHz, CDCls) § 170.5,
168.7, 167.4, 137.6, 134.2, 134.1, 132.1, 131.8, 128.5, 128.00, 127.96, 123.6, 122.8, 99.6, 95.7,
73.6, 73.54, 73,51, 71.1, 70.8, 69.4, 66.3, 64.4, 57.4, 20.8, 7.04, 6.97, 6.87, 5.4, 5.3, 5.0; HR-ESI
calcd for CssH7:NO11SisNa [M + Na]* 908.4227, found 908.4231.

Compound 19: a pale yellow syrup; [a]o?® = 65.7 (¢ = 0.81 in CHCIs); *H NMR (600 MHz,
CDCl3) 5 7.83 (br s, 2H), 7.68-7.67 (m, 2H), 7.29-7.27 (m, 2H), 7.25-7.23 (m, 3H), 5.22 (d, J =
8.4 Hz, 1H), 4.96 (dd, J = 11.9, 3.4 Hz, 1H), 4.65 (d, J = 12.5 Hz, 1H), 4.52-4.50 (m, 1H), 4.42—
4.40 (m, 2H), 4.14 (dd, J = 10.2, 8.6 Hz, 1H), 3.98-3.96 (m, 1H), 3.91 (dd, J = 11.6, 5.1Hz, 1H),
3.78-3.79 (m, 1H), 3.75 (br s, 2H), 3.71 (ddd, J = 10.3, 8.1, 5.1 Hz, 1H), 3.29-3.26 (m, 1H), 1.82
(s, 3H), 0.99-0.95 (m, 9H), 0.78-0.71 (m, 18H), 0.66-0.62 (m, 6H), 0.45-0.38 (M, 9H), 0.35-0.28
(m, 3H); 3C NMR (151 MHz, CDCls) & 169.6, 168.7, 167.8, 137.9, 133.8, 132.1, 128.4, 127.7,
127.5, 123.8, 122.9, 100.1, 95.8, 73.3, 73.0, 71.6, 69.4, 68.1, 66.1, 63.0, 57.6, 20.8, 7.0, 6.9, 5.4,

5.3, 4.6; HR-ESI calcd for C4sH71:NO11SisNa [M + Na]* 908.4227, found 908.4225.
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Compound 20. A suspension of 18 (5.00 g, 5.64 mmol) and 10% Pd/C (10 g) in EtOAc (130 mL)
was stirred at room temperature under H, atmosphere (1 atm) for 48 h and then filtered. The
filtrates were concentrated in vacuo. The residue was purified by a flash column chromatography
(petroleum ether-EtOAc, 8:1 to 5:1) to afford hemiacetal 20 (2.56 g, 57%) as a white foam.
Meanwhile, disaccharide 18 (1.12 g, 22%) was recovered. *H NMR (600 MHz, CDCls) & 7.82 (br
s, 2H), 7.74-7.70 (m, 2H), 5.29 (br s, 0.68H), 5.28-5.25 (m, 1H), 4.87 (dd, J = 9.9, 3.5 Hz, 0.68H),
4.76 (dd, J = 8.8, 6.4 Hz, 0.32H), 4.39-4.36 (m, 0.32H), 4.28-4.24 (m, 1H), 4.06-4.04 (m, 1.7H),

4.03 (dd, J = 6.8, 3.1 Hz, 0.67H), 4.00 (br s, 0.35H), 3.97 (br s, 0.33H), 3.95 (br s, 0.36H), 3.94—



3.90 (m, 1H), 3.77 (dd, J = 12.4, 3.0 Hz, 0.34H), 3.73 (dd, J = 8.9, 2.8 Hz, 0.33H), 3.70-3.66 (m,
1H), 3.51-3.49 (m, 0.59H), 3.46 (dd, J = 12.0, 2.6 Hz, 0.68H), 3.33-3.29 (m, 1H), 1.97 (s, 1H),
1.91 (s, 2H), 0.99 (t, J = 7.9 Hz, 9H), 0.92 (t, J = 7.9 Hz, 9H), 0.73 (t, J = 8.0 Hz, 9H), 0.67-0.63
(m, 6H), 0.62-0.57 (m, 6H), 0.44-0.38 (M, 3H), 0.33-0.27(m, 3H); *C NMR (151 MHz, CDCls)
5 171.4,170.5, 134.2, 131.9, 123.3, 99.6, 99.5, 96.3, 91.1, 73.6, 73.5, 73.1, 71.0, 70.8, 66.5, 66.4,
64.4, 57.4, 57.3, 21.1, 20.9, 7.1, 7.0, 6.91, 6.88, 5.4, 5.3, 4.92, 4.87; HR-ESI calcd for

CsgHegN2011Sis [M + NH4]* 813.4204, found 813.4199.
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Compound 22. A solution of hemiacetal 20 (2.24 g, 3.06 mmol), CCIsCN (0.77 mL, 7.65 mmol),
and DBU (0.091 mL, 0.61 mmol) in dry CHCl, (60 mL) was stirred at room temperature for 14 h,
the solution was concentrated in vacuo, and the resulting residue was purified by flash column
chromatography (petroleum ether-EtOAc with 2% of triethylamine, 7:1) to give the instable
imidates 21 (2.74 g, 95%) as pale yellow foams.

A solution of imidates 21 (1.45 g, 1.54 mmol), aglycone 8 (1.08 g, 1.54 mmol), and 4 A MS (1.5 g)
in dry CH.CI, (50 mL) was stirred at room temperature for 15 min and then cooled to —20 <C. A
solution of TMSOTT (2.31 mL, 0.1 M) in dry CH2Cl, was slowly added to the reaction. After
being stirred for another 1 h, the reaction was quenched with triethylamine and filtered. The
filtrates were concentrated in vacuo to give a residue, which was purified by flash column
chromatography (petroleum ether-EtOAc, 12:1) to afford 22 (1.18 g, 52%) as a white foam: [a]p?®
= -245 (c = 0.66 in CHCl3); 'H NMR (600 MHz, CDCls) & 7.82 (br s, 2H), 7.71-7.70 (m, 2H),
5.27 (d, J = 5.1 Hz, 1H), 5.14 (d, J = 8.3 Hz, 1H), 4.75 (br s, 1H), 4.22 (dd, J = 10.3, 8.2 Hz, 1H),

4.19-4.16 (m, 1H), 4.02 (dd, J = 10.3, 8.4 Hz, 1H), 3.95 (d, J = 6.3 Hz, 1H), 3.93-3.90 (m, 2H),



3.87 (br's, 1H), 3.72-3.71 (m, 2H), 3.69-3.68 (m, 1H), 3.67-3.64 (m, 1H), 3.53 (dd, J = 8.8, 2.5
Hz, 1H), 3.45 (ddd, J = 15.6, 10.8, 4.6 Hz, 1H), 3.29 (d, J = 11.3 Hz, 1H), 3.27-3.26 (m, 2H),
3.25-3.22 (m, 1H), 2.76 (g, J = 7.4 Hz, 1H), 2.26-2.22 (M, 1H), 2.18-2.12 (M, 2H), 1.92 (s, 3H),
0.99-0.95 (m, 12H), 0.92-0.91 (m, 9H), 0.88-0.87 (m, 9H), 0.73-0.71 (m, 12H), 0.66-0.62 (m,
6H), 0.61-0.56 (M, 6H), 0.42-0.36 (M, 3H), 0.32-0.25 (m, 3H), 0.06-0.04 (m, 6H); C NMR
(151 MHz, CDCls) & 180.0, 168.7, 167.4, 169.4, 1415, 134.0, 132.1, 123.5, 121.3, 101.4, 100.1,
87.5, 84.8, 73.53, 73.48, 72.7, 71.9, 66.4, 64.6, 57.4, 51.6, 49.8, 48.6, 46.1, 42.9, 40.6, 37.4, 36.6,
35.4, 32.4,32.2, 31.9, 31.8, 29.72, 29.70, 29.6, 29.5, 29.3, 29.0, 28.7, 26.9, 26.1, 26.0, 21.1, 20.6,
195, 184, 132, 131, 7.04, 6.95 688, 54, 53, 50, -45 HR-MALDI calcd for

CrsH134N4015SisNa [M + Na]* 1501.8815, found 1501.8824.
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Compound S6. A suspension of 19 (5.60 g, 6.32 mmol) and 10% Pd/C (10 g) in EtOAc (130 mL)
was stirred at room temperature under H, atmosphere (1 atm) for 48 h and then filtered. The
filtrates were concentrated in vacuo. The residue was purified by a flash column chromatography
(petroleum ether-EtOAc, 8:1 to 5:1) to afford hemiacetal S6 (2.79 g, 55%) as white foams.
Meanwhile, disaccharide 19 (1.45 g, 26%) was recovered. *H NMR (600 MHz, CDCls) & 7.85 (br
s, 2H), 7.76-7.70 (m, 2H), 5.28-5.21 (m, 2H), 4.67 (br s, 0.33H), 4.56 (dd, J = 7.9, 2.3 Hz, 0.75H),
4.33-4.19 (m, 0.8H), 4.12-4.06 (m, 1H), 4.00 (dd, J = 11.4, 9.1 Hz, 0.2H), 3.96-3.90 (m, 3H),
3.80-3.75 (m, 2H), 3.72-3.68 (m, 1H), 3.32-3.27 (m, 1H), 2.04-1.96 (m, 3H), 0.99-0.96 (m, 9H),
0.76-0.71 (m, 18H), 0.66-0.62 (m, 6H), 0.44-0.36 (m, 9H), 0.34-0.27 (m, 3H); 3C NMR (151
MHz, CDCl3) 8 169.9, 134.3, 134.0, 132.1, 123.3, 100.5, 100.3, 91.0, 74.0, 73.3, 73.2, 72.3, 70.2,
67.9, 66.4, 66.2, 63.0, 57.5, 57.4, 21.1, 21.0, 7.0, 6.87, 6.85, 6.82, 6.6, 5.4, 5.34, 5.31, 4.7, 4.5;

HR-ESI calcd for C3gHeoN2011Siz [M + NH4]* 813.4204, found 813.4204.
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Compound S8. To a solution of hemiacetal S6 (2.32 g, 2.91 mmol), ortho-hexynylbenzoic acid
(0.88 g, 4.36 mmol), DMAP (0.36 g, 2.91 mmol) and DIPEA (2.40 mL, 2.91 mmol) in dry CH2Cl;
(60 mL) was added EDCI (2.23 g, 11.6 mmol) at room temperature. After stirring for 1 h, the
reaction was quenched with saturated aqueous NaHCO3. The mixture was diluted with EtOAc and
washed with brine. The organic layer was dried, filtered, and concentrated. The residue was
purified by silica gel column chromatography (petroleum ether-EtOAc, 6:1) to afford a mixture of
the a/B S7 (2.72 g, 95%) as white foams, which were immediately used in the next glycosylation.

A solution of donor S7 (0.98 g, 1.0 mmol), aglycone 8 (0.7 g, 1.0 mmol), and 4 A MS (1.0 g) in
dry CHxCl> (30 mL) was stirred at room temperature for 15 min and then cooled to 0 <C, and
PhsPAUNTf, (0.15 g, 0.2 mmol) was added to the reaction. After being stirred for another 1 h, the
reaction was quenched with triethylamine and filtered. The filtrates were concentrated in vacuo to
give a residue, which was purified by flash column chromatography (petroleum ether-EtOAc, 12:1)
to afford S8 (0.87 g, 59%) as a white foam: [a]o?® = —26.7 (c = 1.4 in CHCls3); *H NMR (600 MHz,
CDCls) 6 7.84 (brs, 2H), 7.74-7.72 (m, 2H), 5.31-5.28 (m, 2H), 4.48 (d, J = 3.2 Hz, 1H), 4.22 (br
s, 1H), 4.16-4.12 (m, 2H), 4.04 (dd, J = 19.1, 9.0 Hz, 1H), 3.97-3.92 (m, 3H), 3.74-3.70 (m, 1H),
3.69-3.67 (m, 1H), 3.66-3.60 (m, 4H), 3.47 (ddd, J = 15.6, 10.8, 4.6 Hz, 1H), 3.30-3.27 (m, 1H),
3.24 (t, J = 7.0 Hz, 2H), 2.93-2.90 (m, 1H), 2.29-2.20 (m, 2H), 2.17 (dd, J = 13.5, 3.0 Hz, 1H),
2.01 (s, 3H), 0.99 (s, 3H), 0.98-0.95 (m, 9H), 0.88 (s, 9H), 0.80 (s, 3H), 0.75-0.69 (m, 18H),
0.60-0.58 (m, 6H), 0.39-0.25 (m, 12H), 0.05 (s, 6H); 3C NMR (151 MHz, CDCl3) § 179.4, 169.4,
168.9, 167.6, 141.5, 134.2, 132.4, 131.9, 131.1, 129.0, 123.5, 123.10, 121.14, 100.6, 100.3, 90.4,

84.9, 75.4, 74.2, 73.2, 73.0, 72.7, 66.4, 65.7, 64.8, 57.4, 51.6, 49.7, 48.4, 45.8, 42.9, 40.8, 37.4,



36.6, 34.9, 32.3, 32.2, 32.0, 31.9, 29.8, 29.6, 29.59, 29.57, 29.4, 29.3, 29.0 28.4, 26.8, 26.1, 25.9,
22.8,21.2,20.7, 19.6, 18.4, 14.3, 13.6, 12.9, 7.0, 6.84, 6.77, 5.4, 5.3, 4.6, -4.5; HR-MALDI calcd

for C78H134N4015SisNa [M + Na]* 1501.8815, found 1501.8832.
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Compound 23. To a solution of 22 (2.26 g, 1.53 mmol) in EtOH and CH,Cl, (60 mL, v/v, 5:1) was
added 85% N2H4 H20 (11.3 mL) at room temperature. The reaction mixture was heated at 60 °C
for 3 h. The reaction mixture was concentrated in vacuo to give a residue, which was diluted with
EtOAc. The organic layer was washed with H,O and brine, respectively, dried over anhydrous
Na;SO4. After evaporation of the solvent, the residue was purified by a flash column
chromatography (petroleum ether-EtOAc, 6:1) to afford an amine mixture.

To a solution of the mixture above (1.17 g, 0.89 mmol) in CH2Cl, (30 mL) was added FmocOSu
(0.45 g, 1.34 mmol) at room temperature. After the mixture was stirred for 16 h, the reaction
mixture was concentrated in vacuo to give a residue, which was purified by a flash column
chromatography (petroleum ether-EtOAc, 10:1) to afford a white foam crude product (1.19 g).

To a solution of the crude product above (1.09 g, 0.72mmol) in dry CH2Cl, (30 mL) was added
EtzN (0.30 mL, 2.14 mmol), AcO (0.13 mL, 1.42 mmol), DMAP (0.087 g, 0.71 mmol)
sequentially at room temperature. After stirring for 16 h, the reaction mixture was quenched with
methanol. The reaction mixture was concentrated in vacuo to give a residue, which was diluted
with EtOAc. The organic layer was washed with H-O, saturated aqueous NaHCOs; and brine,
respectively, dried over anhydrous Na;SO4. After evaporation of the solvent, the residue was
purified by a flash column chromatography (petroleum ether-EtOAc, 12:1) to afford 23 (1.04 g, 47%
over three steps) as a white foam: [a]p?® = —45.6 (c = 1.3 in CHCIs); *H NMR (600 MHz, CDCls)
§7.76 (d, J = 7.2 Hz, 2H), 7.60 (t, J = 6.9 Hz, 2H), 7.39 (t, J = 6.8 Hz, 2H), 7.30 (t, J = 6.9 Hz,
2H), 6.03 (d, J = 10.4 Hz, 1H), 5.31 (br s, 1H), 4.96 (br s, 1H), 4.83 (br s, 1H), 4.47 (d, J = 11.6

Hz, 1H), 4.43-4.40 (m, 1H), 4.34 (br s, 1H), 4.28 (dd, J = 17.4, 9.3 Hz, 1H), 4.23-4.21 (m, 1H),



4.13-4.11 (m, 1H), 4.03-3.99 (m, 3H), 3.89 (br s, 1H), 3.80-3.76 (M, 2H), 3.71-3.68 (m, 2H),
3.49 (br s, 2H), 3.29-3.28 (m, 1H), 3.25-3.23 (m, 3H), 3.15-3.14 (m, 1H), 2.28-2.26 (M, 2H),
2.16-2.15 (m, 1H), 2.04 (s, 3H); *°C NMR (151 MHz, CDCls)  180.0, 169.2, 155.2, 144.4, 144.0,
1415, 141.43, 141.36, 131.1, 129.0, 127.8, 127.7, 127.1, 125.4, 125.2, 121.3, 120.1, 120.0, 100.6,
96.7, 91.7, 85.1, 72.7, 70.1, 69.8, 68.0, 66.8, 65.5, 64.8, 60.3, 59.4, 52.1, 51.6, 49.7, 48.5, 47.4,
45.9, 43.0, 40.9, 37.4, 36.7, 35.0, 32.2, 32.1, 29.7, 29.62, 29.59, 29.3, 29.2, 29.0, 28.5, 26.8, 26.1,
25.7, 21.0, 20.6, 19.3, 18.4, 14.1, 135, 7.1, 7.0, 4.9, 4.8, -45 HR-MALDI calcd for

C35H142N40158i4Na [M + Na]* 1593.9441, found 1593.9425.
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Compound S9. Similar procedures were conducted on glycoside S8, and S9 (52%, over three steps)
was obtained as a white foam: [a]p?® = —40.9 (¢ = 0.24 in CHCIs); *H NMR (600 MHz, CDCls) &
7.75 (d, J = 7.5 Hz, 2H), 7.60-7.57 (m, 2H), 7.39 (t, J = 7.4 Hz, 2H), 7.29 (t, J = 7.4 Hz, 2H), 6.08
(d, J = 9.9 Hz, 1H), 5.31 (d, J = 4.6 Hz, 1H), 4.78-4.75 (m, 2H), 4.38 (dd, J = 10.5, 7.3 Hz, 1H),
4.32 (dd, J = 10.4, 7.2 Hz, 1H), 4.27-4.21 (m, 2H), 4.17 (t, J = 7.1 Hz, 1H), 4.01 (dd, J = 10.9, 8.4
Hz, 1H), 3.98 (br s, 1H), 3.89-3.87 (m, 1H), 3.82-3.79 (m, 2H), 3.78-3.75 (m, 1H), 3.72-3.70 (m,
2H), 3.53 (br s, 1H), 3.48 (ddd, J = 15.6, 10.8, 4.7 Hz, 1H), 3.39-3.35 (m, 2H), 3.25 (t, J = 7.0 Hz,
1H), 2.96-2.95 (m, 1H), 2.29-2.23 (m, 1H), 2.17 (dd, J = 13.4, 2.6 Hz, 1H), 2.05 (s, 3H); 13C
NMR (151 MHz, CDCl3) 6 179.4, 169.4, 155.4, 144.18, 144.16, 141.6, 141.4, 127.7,127.1, 125.3,
121.2,120.1, 101.0, 84.9, 72.8, 72.7, 70.4, 69.5, 66.8, 64.8, 60.4, 52.2, 51.6, 49.8, 48.5, 47.4, 45.9,
43.0, 40.8, 37.4, 36.7, 32.4, 32.2, 32.0, 29.9, 29.7, 29.6, 29.6, 29.4, 29.3, 29.0, 28.6, 26.9, 26.1,
26.0, 21.2, 20.7, 19.6, 18.4, 135, 13.1, 7.1, 7.0, 6.9, 4.9, 4.8, 4.8, -4.4; HR-MALDI calcd for

CasH142N4015SisNa [M + Na]* 1593.9441, found 1593.9437.
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OSW-1 analogues (3, 24—47, 48—60). To a solution of 23 (1.04 g, 0.66 mmol) in CH2Cl, (10 mL)
was added ethylenediamine (10 mL), at room temperature. After the mixture was stirred for 16 h,
the reaction mixture was concentrated in vacuo to give a residue, which was purified by a flash
column chromatography (petroleum ether-EtOAc, 12:1) to afford an amine crude product (0.91 g).
To a solution of the corresponding carboxylic acid (2.0 equiv) and HATU (4.0 equiv) in CHCly,
was added the free amino group crude product (1.0 equiv) in CH,Cl,. After stirring for 10 min at
room temperature, N,N-diisopropylethylamine (10.0 equiv) was added. The stirring continued for
1 h at room temperature and the reaction was then poured into water, and extracted with CHxClo.
The organic layer was washed with brine and dried over anhydrous Na;SQO4. After a flash column
chromatography, the residue in CH2Cl, and CF3COOH (v/v, 2:1) was stirred at room temperature
for 30 min and then the reaction mixture was concentrated in vacuo to give a residue, which was
diluted with EtOAc. The organic layer was washed with saturated aqueous NaHCO3 and brine,
dried over anhydrous Na;SOa, and concentrated. After a crude purification with flash column
chromatography, the residue was further purified by HPLC to afford 25 (1—3)-linked OSW-1
analogues (3, 24—47). Similar procedures were conducted on S9 and another 13 (1—4)-linked

OSW-1 analogues (48—60) were obtained accordingly.



OSW-1 analogue 3 was obtained as a white solid (14.8 mg, 36%): [a]o?® = —34.5 (¢ = 0.52 in
CHsOH); *H NMR (600 MHz, CDs0D) & 7.95-7.94 (m, 2H), 7.36 (d, J = 8.2 Hz, 2H), 5.34 (d,
J = 4.9 Hz, 1H), 4.94 (dd, J = 7.7, 5.7 Hz, 1H), 4.79 (d, J = 5.7 Hz, 1H), 4.62 (br s, 1H), 4.22
(dt, J =10.9, 7.0 Hz, 1H), 4.17 (d, J = 5.6 Hz, 1H), 4.06 (dd, J = 11.9, 4.0 Hz, 1H), 4.01-3.99
(m, 1H), 3.98 (dd, J = 4.9, 2.5 Hz, 1H), 3.86 (dd, J = 7.9, 4.3 Hz, 1H), 3.85-3.82 (m, 1H), 3.78—
3.76 (m, 2H), 3.70-3.68 (m, 1H), 3.64-3.61 (m, 1H), 3.48 (dd, J = 12.1, 2.5 Hz, 1H), 3.42-3.36
(m, 2H), 3.28 (t, J = 6.9 Hz, 2H), 2.88 (q, J = 7.3 Hz, 1H), 2.26-2.19 (m, 3H), 1.76 (s, 3H),
1.03 (s, 3H), 0.87 (s, 3H); **C NMR (151 MHz, CDs0OD) & 179.7, 171.3, 168.2, 142.2, 137.2,
133.2,129.4,127.6, 126.2, 124.4, 122.5, 122.3, 120.7, 102.5, 102.2, 89.9, 85.9, 77.5, 73.0, 72.4,
71.2,70.9, 68.3, 65.6, 64.9, 55.5, 52.5, 51.4, 49.8, 49.6, 47.2, 43.0, 42.0, 38.5, 37.6, 36.4, 33.4,
33.2, 33.1, 32.3, 30.64, 30.61, 30.56, 30.3, 29.9, 29.6, 29.3, 27.8, 26.9, 21.7, 20.9, 19.9, 13.8,
13.6; HR-ESI calcd for CssH79F3sNgO14Na [M + Na]* 1127.5499, found 1127.5499.
OSW-1 analogue 24 was obtained as a white solid (9.4 mg, 30%): [a]o?®® = -17.4 (¢ = 0.29 in
CH30H); *H NMR (600 MHz, CDs0OD) & 5.34 (d, J = 4.9 Hz, 1H), 5.00 (dd, J = 8.8, 6.7 Hz, 1H),
4.61 (brs, 1H), 4.50 (d, J = 6.9 Hz, 1H), 4.32 (dt, J = 10.9, 7.1 Hz, 1H), 4.17 (d, J = 6.7 Hz, 1H),
4.00-3.97 (m, 1H), 3.96-3.92 (m, 2H), 3.87-3.82 (m, 2H), 3.71 (dd, J = 8.5, 2.9 Hz, 1H), 3.69 (dd,
J =8.3, 6.6 Hz, 1H), 3.53 (td, J = 8.2, 4.7 Hz, 1H), 3.50-3.45 (m, 2H), 3.39 (ddd, J = 16.0, 10.9,
4.9 Hz, 1H), 3.28 (t, J = 6.9 Hz, 2H), 3.24 (dd, J = 11.7, 8.7 Hz, 1H), 2.89 (q, J = 7.4 Hz, 1H),
2.25-2.20 (m, 3H), 2.14 (s, 3H), 1.98 (s, 3H), 1.03 (s, 3H), 0.86 (s, 3H); 13C NMR (151 MHz,
CDs0OD) 6 179.5,173.6, 171.4, 142.2, 122.3, 103.5, 102.7, 89.2, 85.9, 78.6, 74.0, 72.4, 72.0, 71.2,
69.4, 65.9, 65.8, 55.9, 52.5, 51.4, 49.8, 49.6, 47.3, 43.0, 42.0, 38.5, 37.6, 36.6, 33.5, 33.2, 33.1,
32.3, 30.66, 30.64, 30.4, 30.3, 29.9, 29.8, 27.8, 27.0, 23.1, 21.7, 21.3, 19.8, 13.7, 13.6; HR-ESI
calcd for CssH7eN4O14Na [M + Na]* 957.5407, found 957.5417.

OSW-1 analogue 25 was obtained as a white solid (8.6 mg, 30%): [a]o®® = —24.3 (¢ = 0.15 in



CH30H); 'H NMR (600 MHz, CD30D) & 5.34 (d, J = 5.0 Hz, 1H), 4.98 (dd, J = 8.2, 6.1 Hz, 1H),
4.60-4.59 (m, 2H), 4.30 (dt, J = 10.9, 7.1 Hz, 1H), 4.18 (d, J = 6.1 Hz, 1H), 4.01 (dd, J = 11.8, 4.0
Hz, 1H), 3.99-3.96 (m, 1H), 3.93 (dd, J = 6.2, 3.7 Hz, 1H), 3.85 (dd, J = 12.2, 4.4 Hz, 1H), 3.81
(dd, J = 8.1, 4.9 Hz, 1H), 3.78 (d, J = 6.3 Hz, 1H), 3.75 (dd, J = 8.3, 3.3 Hz, 1H), 3.55 (td, J = 7.3,
4.2 Hz, 1H), 3.49-3.46 (m, 2H), 3.39 (ddd, J=16.0, 11.0, 5.0Hz, 1H), 3.29-3.27 (m, 3H), 2.90 (q,
J = 7.4 Hz, 1H), 2.25-2.16 (m, 5H), 2.13 (s, 3H), 1.03 (s, 3H), 0.98 (t, J = 7.4 Hz, 3H), 0.88 (s,
3H); *C NMR (151 MHz, CDs0D) & 179.6, 176.0, 171.3, 142.2, 122.3, 102.6, 89.6, 86.0, 77.3,
73.3,72.4,71.6, 71.0, 68.8, 65.8, 65.4, 65.0, 54.7, 52.5, 51.4, 49.8, 49.6, 47.3, 43.0, 42.1, 39.4,
38.5, 37.7, 36.5, 33.5, 33.2, 33.1, 32.3, 30.7, 30.6, 30.4, 30.3, 29.9, 29.7, 27.8, 27.0, 21.7, 21.3,
20.2, 19.8, 14.2, 13.8, 13.6; HR-ESI calcd for CsoHs2N4O1sNa [M + Na]* 985.5720, found
985.5724.

OSW-1 analogue 26 was obtained as a white solid (11 mg, 35%): [a]o?®® = —-25.6 (¢ = 0.28 in
CH30H); 'H NMR (600 MHz, CD30D) & 5.34 (d, J = 4.9 Hz, 1H), 4.97 (dd, J = 7.9, 5.9 Hz, 1H),
4.62-4.61 (m, 2H), 4.29 (dt, J = 10.9, 7.1 Hz, 1H), 4.19 (d, J = 5.8 Hz, 1H), 4.02 (dd, J = 12.0, 4.1
Hz, 1H), 3.98 (dt, J = 10.9, 6.6 Hz, 1H), 3.93 (dd, J = 6.5, 3.8 Hz, 1H), 3.85 (dd, J = 12.1, 4.7 Hz,
1H), 3.80 (dt, J = 13.5, 6.6 Hz, 2H), 3.76 (dd, J = 8.0, 3.3 Hz, 1H), 3.55 (td, J = 7.0, 4.2 Hz, 1H),
3.49-3.47 (m, 2H), 3.40 (ddd, J = 16.0, 10.9, 4.9 Hz, 1H), 3.28 (t, J = 8.9Hz, 2H), 2.91 (g, J = 7.4
Hz, 1H), 2.26-2.18 (m, 5H), 2.13 (s, 3H), 1.03 (s, 3H), 0.95-0.89 (m, 6H); 13C NMR (151 MHz,
CDs0OD) 6 179.7, 176.1, 171.3, 142.2, 122.3, 102.5, 102.3, 89.7, 86.0, 77.0, 73.1, 72.4, 71.6, 71.5,
70.9, 68.5, 65.8, 65.2, 64.8, 54.6, 52.5, 51.4, 49.8, 49.6, 47.3, 43.0, 42.0, 38.5, 37.7, 37.5, 36.4,
33.5, 33.2, 33.11, 33.08, 32.3, 30.70, 30.67, 30.60, 30.5, 30.4, 30.3, 30.0, 29.8, 27.9, 27.0, 26.8,
23.8, 21.7, 21.3, 19.8, 14.5, 13.8, 13.6; HR-ESI calcd for CssHgaN4O14Na [M + Na]* 1069.6659,
found 1069.6661.

OSW-1 analogue 271551 was obtained as a white solid (11.7 mg, 33%): [a]o?® = -22.2 (c = 0.35 in
CH3OH); *H NMR (600 MHz, CD30D) & 7.09 (t, J = 8.0 Hz, 1H), 5.34 (d, J = 4.9 Hz, 1H), 4.98
(dd, J = 8.0, 5.9 Hz, 1H), 4.61 (br s, 2H), 4.29 (dt, J = 10.9, 7.0 Hz, 1H), 4.19 (d, J = 5.9 Hz, 1H),
4.02 (dd, J = 12.2, 4.3 Hz, 1H), 3.99-3.96 (m, 1H), 3.92 (dd, J = 6.3, 3.7 Hz, 1H), 3.85 (dd, J =
12.1, 4.6 Hz, 1H), 3.82-3.76 (m, 3H), 3.64 (s, 1H), 3.55 (td, J = 7.1, 4.2 Hz, 1H), 3.49-3.46 (m,
2H), 3.39 (ddd, J = 16.0, 10.9, 4.9 Hz, 1H), 3.29-3.27 (m, 3H), 2.91 (q, J = 7.4 Hz, 1H), 2.65-

2.58 (M, 2H), 2.28 (dt, J = 15.2, 7.5 Hz, 2H), 2.25-2.18 (m, 5H), 2.13 (s, 3H), 1.03 (s, 3H), 0.88 (s,



3H); °C NMR (151 MHz, CD30D) 6 179.7, 176.0, 171.3, 153.2, 152.9, 142.2, 137.5, 132.3, 130.9,
130.8, 122.3, 102.6, 102.4, 89.7, 86.0, 77.0, 73.2, 72.4, 71.6, 70.9, 68.6, 65.8, 65.3, 64.9, 54.7,
52.5,51.4, 49.8, 49.6, 47.3, 43.0, 42.0, 38.5, 37.7, 37.4, 36.5, 33.5, 33.2, 33.1, 33.0, 32.3, 30.71,
30.67, 30.42, 30.39, 30.34, 30.31, 30.26, 30.0, 29.8, 29.6, 29.1, 29.0, 27.9, 27.2, 27.0, 26.6, 23.8,
21.7,21.3,19.9, 14.5, 13.8, 13.7; HR-ESI calcd for CesH107NsO16Na [M + Na]* 1224.7605, found
1224.7607.

OSW-1 analogue 28 was obtained as a white solid (17.5 mg, 30%): [a]o® = —26.4 (c = 0.48 in
CHsOH); 'H NMR (600 MHz, CDsOD) § 7.10 (d, J = 8.7 Hz, 2H), 6.69 (d, J = 8.6 Hz, 2H), 5.34
(d, J = 4.8 Hz, 1H), 4.97 (dd, J = 8.1, 6.1 Hz, 1H), 4.61 (br s, 1H), 4.59 (d, J = 5.5 Hz, 1H), 4.27
(dt, J = 10.9, 7.0 Hz, 1H), 4.18 (d, J = 6.0 Hz, 1H), 4.00 (dd, J = 11.9, 4.0 Hz, 1H), 3.95 (dt, J =
6.5, 4.4 Hz, 1H), 3.93-3.92 (m, 1H), 3.85 (dd, J = 12.2, 4.5 Hz, 1H), 3.82-3.78 (m, 2H), 3.75—
3.72 (m, 5H), 3.67-3.64 (M, 4H), 3.56-3.53 (m, 1H), 3.48-3.46 (m, 2H), 3.39 (ddd, J = 16.0, 10.7,
4.8 Hz, 1H), 3.29-3.26 (m, 3H), 2.90 (q, J = 7.4 Hz, 1H), 2.57 (t, J = 7.3 Hz, 2H), 2.24-2.19 (m,
5H), 2.06 (s, 3H), 1.03 (s, 3H), 0.88 (s, 3H); 3C NMR (151 MHz, CDs0OD) & 179.7, 175.9, 171.3,
145.9, 142.2, 131.8, 130.8, 122.3, 113.5, 102.5, 89.7, 85.9, 77.3, 73.2, 72.4, 71.5, 70.9, 68.7, 65.8,
65.3, 65.0, 54.7, 54.6, 52.5, 51.4, 49.8, 49.6, 47.3, 43.0, 42.0, 41.7, 38.5, 37.7, 36.8, 36.4, 35.3,
33.5, 33.2, 33.1, 32.3, 30.77, 30.69, 30.66, 30.4, 30.3, 29.9, 29.7, 28.7, 27.9, 27.0, 21.7, 21.2, 19.9,
13.8, 13.7; HR-ESI calcd for CeoHosCI2NsO14Na [M + Na]* 1200.5988, found 1200.5995.

OSW-1 analogue 29 was obtained as a white solid (12.7 mg, 33%): [a]o® = -31.2 (c = 0.15 in
CH30OH); *H NMR (600 MHz, CDsOD) & 7.83-7.81 (m, 2H), 7.01-6.99 (m, 2H), 5.34 (d, J = 5.0
Hz, 1H), 4.96 (dd, J = 7.7, 5.6 Hz, 1H), 4.83 (d, J = 5.0 Hz, 1H), 4.22 (dt, J = 10.9, 6.9 Hz, 1H),
4.17 (d, J = 5.5 Hz, 1H), 4.08 (dd, J = 12.0, 3.7 Hz, 1H), 4.02-4.01 (m, 1H), 3.99 (dd, J = 5.3, 2.6
Hz, 1H), 3.87 (dd, J = 6.2, 3.3 Hz, 1H), 3.86 (s, 3H), 3.85-3.84 (m, 1H), 3.79-3.76 (m, 2H), 3.71—
3.69 (m, 1H), 3.64-3.61 (m, 1H), 3.48 (dd, J = 12.1, 2.5 Hz, 1H), 3.41-3.38 (m, 2H), 3.28 (t, J =
6.9 Hz, 2H), 2.88 (q, J = 7.3 Hz, 1H), 2.26-2.19 (m, 3H), 1.81 (s, 3H), 1.03 (s, 3H), 0.88 (s, 3H);
13C NMR (151 MHz, CDs0D) & 179.8, 171.4, 169.1, 164.0, 142.2, 130.4, 127.8, 122.3, 114.7,
102.6, 102.0, 90.0, 86.0, 77.4, 72.8, 72.4, 70.9, 70.8, 68.2, 65.6, 64.9, 64.5, 56.0, 54.9, 52.5, 51.4,
49.8, 49.6, 47.2, 43.0, 42.0, 38.5, 37.6, 36.5, 33.4, 33.2, 33.1, 32.3, 30.7, 30.63, 30.58, 30.3, 29.9,
29.6, 27.9, 26.9, 21.7, 20.9, 19.8, 13.8, 13.6; HR-ESI calcd for CssHg2N4O1sNa [M + Na]*

1049.5669, found 1049.5672.



OSW-1 analogue 30 was obtained as a white solid (5.0 mg, 16%): [a]o?®® = -32.1 (¢ = 0.21 in
CH3OH); 'H NMR (600 MHz, CDs0D) § 7.70 (dd, J = 7.9, 1.4 Hz, 1H), 7.40 (ddd, J = 8.6, 7.3,
1.6 Hz, 1H), 6.94-6.88 (m, 2H), 5.34 (d, J = 4.1 Hz, 1H), 4.95-4.94 (m, 1H), 4.84-4.81 (m, 1H),
4.61 (br s, 1H), 4.22 (d, J = 4.7 Hz, 1H), 4.19-4.13 (m, 2H), 4.09-4.08 (m, 1H), 3.99 (dt, J = 6.3,
3.2 Hz, 1H), 3.88-3.85 (m, 2H), 3.84-3.83 (M, 1H), 3.77-3.75(m, 2H), 3.65 (dd, J = 9.4, 5.8 Hz,
1H), 3.49-3.43 (m, 2H), 3.39 (dt, J = 11.0, 5.7 Hz, 1H), 3.28 (t, J = 6.9 Hz, 2H), 3.06-3.00 (m,
1H), 2.24-2.18 (m, 3H), 1.88 (s, 3H), 1.03 (s, 3H), 0.91 (s, 3H); 3C NMR (151 MHz, CDs0OD) &
180.0, 173.4, 171.3, 170.4, 161.9, 142.3, 135.0, 130.9, 128.6, 122.3, 120.0, 118.8, 116.7, 102.4,
100.9, 90.5, 86.0, 72.4, 71.9, 70.5, 65.7, 63.8, 52.5, 51.4, 49.8, 49.6, 47.2, 43.6, 43.0, 41.9, 38.5,
37.7, 36.5, 36.3, 33.5, 33.2, 33.1, 32.3, 30.64, 30.61, 30.5, 30.29, 30.26, 30.0, 29.6, 27.9, 26.9,
23.7, 21.7, 20.8, 20.5, 19.8, 14.5, 14.0, 13.7; HR-ESI calcd for CssHg:N4OigNa [M + Na]*
1077.5618, found 1077.5617.

OSW-1 analogue 31 was obtained as a white solid (6.2 mg, 20%): [a]o?® = —24.7 (¢ = 0.22 in
CH3OH); *H NMR (600 MHz, CDsOD) & 7.68-7.67 (m, 1H), 7.62 (dd, J = 12.0, 2.2 Hz, 1H),
7.20-7.17 (m, 1H), 5.34 (d, J = 5.1 Hz, 1H), 4.95 (dd, J = 7.8, 5.7 Hz, 1H), 4.80 (d, J = 5.6 Hz,
1H), 4.62 (br s, 2H), 4.22 (dt, J = 10.9, 6.9 Hz, 1H), 4.17 (d, J = 5.6 Hz, 1H), 4.07 (dd, J = 11.9,
3.9 Hz, 1H), 3.99-3.97 (m, 2H), 3.94 (s, 3H), 3.86 (dd, J = 8.5, 3.7 Hz, 1H), 3.85-3.83 (m, 1H),
3.78-3.76 (m, 2H), 3.70-3.67 (m, 1H), 3.64-3.61 (m, 1H), 3.48 (dd, J = 12.1, 2.5 Hz, 1H), 3.41—
3.36 (m, 2H), 3.28 (t, J = 6.9 Hz, 2H), 2.88 (q, J = 7.3 Hz, 1H), 2.26-2.19 (m, 3H), 1.82 (s, 3H),
1.03 (s, 3H), 0.87 (s, 3H); 3C NMR (151 MHz, CDsOD) & 179.8, 171.3, 168.0, 153.9, 152.2,
152.1, 142.2, 130.9, 128.2, 125.5, 122.3, 116.3, 113.9, 102.5, 102.2, 89.9, 86.0, 77.6, 73.0, 72.4,
71.0, 70.8, 68.2, 65.6, 64.8, 56.8, 55.3, 52.5, 51.4, 49.8, 49.6, 47.2, 43.0, 42.0, 38.5, 37.6, 36.4,
33.4,33.2, 33.1, 32.3, 30.6, 30.3, 29.9, 29.6, 27.8, 26.9, 21.7, 20.9, 19.8, 13.8, 13.6; HR-ESI calcd
for CsqHg1FN4O15Na [M + Na]* 1067.5575, found 1067.5579.

OSW-1 analogue 32 was obtained as a white solid (4.1 mg, 13%): [a]o?® = —24.8 (¢ = 0.13 in
CHsOH); *H NMR (600 MHz, CDsOD)  7.54-7.50 (m, 2H), 5.34 (d, J = 5.0 Hz, 1H), 4.95-4.94
(m, 1H), 4.75 (d, J = 6.1 Hz, 1H), 4.23 (dt, J = 10.9, 7.0 Hz, 1H), 4.17 (d, J = 5.7 Hz, 1H), 4.06 (s,
3H), 4.05-4.03 (m, 1H), 3.97 (dd, J = 6.6, 4.0 Hz, 1H), 3.95-3.92 (m, 1H), 3.87 (dd, J = 7.5, 3.3
Hz, 1H), 3.84 (dd, J = 5.6, 3.5 Hz, 1H), 3.80-3.76 (m, 2H), 3.68-3.66 (M, 1H), 3.63-3.60 (M, 1H),

3.48 (dd, J = 12.1, 2.4 Hz, 1H), 3.41-3.37 (m, 1H), 3.36-3.34 (m, 1H), 3.28 (t, J = 6.9 Hz, 2H),



2.88 (g, J = 7.4 Hz, 1H), 2.26-2.19 (m, 3H), 1.84 (s, 3H), 1.03 (s, 3H), 0.87 (s, 3H); 3C NMR
(151 MHz, CDs0OD) 5 180.3, 179.7, 171.2, 166.6, 157.2, 155.5, 142.2, 140.5, 130.3, 122.3, 113.1,
112.9, 102.5, 102.4, 89.8, 86.1, 86.0, 77.9, 73.2, 72.4, 71.3, 71.1, 70.9, 68.4, 65.6, 65.1, 62.4, 55.8,
52.5, 51.4, 49.8, 49.6, 47.2, 43.0, 42.0, 38.5, 37.6, 36.4, 33.5, 33.2, 33.1, 32.3, 30.6, 30.3, 29.9,
29.6, 27.8, 26.9, 21.7, 20.9, 19.8, 13.8, 13.6; HR-ESI calcd for CssHgoF2N4O1sNa [M + Na]*
1085.5480, found 1085.5483.

OSW-1 analogue 33 was obtained as a white solid (3.8 mg, 12%): [a]o?®® = —25.4 (¢ = 0.14 in
CH30H); *H NMR (600 MHz, CDs0OD) § 7.00-6.97 (m, 2H), 5.35 (d, J = 4.9 Hz, 1H), 5.00 (dd, J
=7.0,5.1 Hz, 1H), 4.62 (br s, 2H), 4.28-4.25 (m, 1H), 4.24 (d, J = 4.9 Hz, 1H), 4.14 (dd, J = 12.2,
3.1 Hz, 1H), 4.11-4.10 (m, 1H), 3.99-3.95 (m, 2H), 3.89-3.86 (m, 2H), 3.78 (dd, J = 8.0, 4.9 Hz,
1H), 3.67-3.65 (m, 1H), 3.61 (dd, J = 8.7, 5.4 Hz, 1H), 3.50 (dd, J = 11.8, 2.9 Hz, 1H), 3.43-3.37
(m, 2H), 3.28 (t, J = 6.9 Hz, 2H), 2.95 (g, J = 7.4 Hz, 1H), 2.26-2.19 (m, 3H), 2.03 (s, 3H), 1.04 (s,
3H), 0.93 (s, 3H); 13C NMR (151 MHz, CD3;0D) & 180.0, 171.5, 164.3, 162.7, 161.3, 161.0, 142.3,
122.3, 112.5, 102.4, 102.0, 90.4, 86.1, 72.4, 71.7, 70.7, 70.2, 67.3, 65.9, 64.5, 63.4, 53.9, 52.5,
51.4, 49.8, 49.6, 47.2, 43.0, 42.1, 38.5, 37.7, 36.4, 33.4, 33.2, 33.1, 32.3, 30.7, 30.6, 30.4, 30.3,
29.9, 29.7, 27.8, 27.0, 21.7, 21.0, 19.8, 13.9, 13.6; HR-ESI calcd for CszH77F3N4O1sNa [M + Na]*
1073.5281, found 1073.5283.

OSW-1 analogue 34 was obtained as a white solid (10 mg, 29%): [a]o?® = —40.1 (c = 0.45 in
CH3OH); 'H NMR (600 MHz, CD30D) & 8.03-8.02 (m, 2H), 7.93-7.91 (m, 2H), 5.34 (d, J = 4.9
Hz, 1H), 4.96 (dd, J = 8.0, 5.9 Hz, 1H), 4.78 (d, J = 6.0 Hz, 1H), 4.23 (dt, J = 10.9, 7.0 Hz, 1H),
4.17 (d, J = 5.9 Hz, 1H), 4.06 (dd, J = 11.9, 4.1 Hz, 1H), 4.00-3.97 (m, 2H), 3.89-3.85 (m, 2H),
3.80-3.77 (m, 1H), 3.72-3.69 (m, 1H), 3.64-3.61 (m, 1H), 3.49 (dd, J = 12.1, 2.3 Hz, 1H), 3.41-
3.35 (M, 2H), 3.28 (t, J = 6.9 Hz, 2H), 3.15-3.12 (m, 4H), 2.87 (g, J = 7.3 Hz, 1H), 2.26-2.19 (m,
3H), 1.77 (s, 3H), 1.03 (s, 3H), 0.89 (s, 3H); 13C NMR (151 MHz, CDs0OD) & 179.6, 171.1, 168.1,
144.3,142.2,139.4, 129.5, 128.2, 122.3, 102.5, 102.4, 89.7, 85.9, 77.9, 73.2, 72.4, 71.3, 71.0, 68.6,
65.7, 65.1, 55.8, 52.5, 51.4, 51.2, 49.8, 49.6, 47.3, 43.0, 42.0, 38.5, 37.6, 36.5, 33.5, 33.2, 33.1,
32.3, 30.65, 30.63, 30.61, 30.31, 30.28, 29.9, 29.7, 27.9, 26.9, 23.1, 21.7, 21.0, 19.8, 13.8, 13.6,
11.5; HR-ESI calcd for CsgHgsNsO16SNa [M + Na]* 1182.6230, found 1182.6230.

OSW-1 analogue 35 was obtained as a white solid (8.4 mg, 26%): [a]o® = -32.1 (c = 0.32 in

CH30H); *H NMR (600 MHz, CD30D) § 7.26 (d, J = 8.1 Hz, 2H), 7.10 (d, J = 8.1 Hz, 2H), 5.34



(d, J=4.9 Hz, 1H), 4.93 (dd, J = 6.5, 4.6 Hz, 1H), 4.84 (d, J = 2.5 Hz, 1H), 4.61 (br s, 2H), 4.23
(d, J = 4.4 Hz, 1H), 4.19 (dt, J = 10.8, 7.2 Hz, 1H), 4.12 (dd, J = 12.3, 2.6 Hz, 1H), 3.97 (dt, J =
10.9, 6.8 Hz, 1H), 3.92-3.91 (m, 1H), 3.90 (dd, J = 6.5, 3.2 Hz, 1H), 3.83-3.82 (m, 1H), 3.82—
3.80 (m, 1H), 3.75 (dd, J = 8.0, 5.0 Hz, 1H), 3.61-3.63 (m, 2H), 3.55 (dd, J = 7.3, 4.1 Hz, 1H),
3.45(dd, J=11.5, 3.1 Hz, 1H), 3.42-3.41 (m, 1H), 3.38 (dd, J = 11.8, 4.5 Hz, 1H), 3.27 (t, J= 6.9
Hz, 2H), 2.88 (q, J = 7.4 Hz, 1H), 2.45 (dd, J = 7.1, 2.6 Hz, 1H), 2.26-2.19 (m, 3H), 2.05 (s, 3H),
1.17 (d, J = 7.4 Hz, 3H), 1.04 (s, 3H), 0.95-0.89 (m, 12H); *3C NMR (151 MHz, CDs0D) & 179.9,
176.5, 171.3, 142.3, 141.5, 139.8, 130.4, 128.6, 122.3, 102.1, 99.5, 90.6, 86.0, 72.4, 70.8, 70.5,
69.9, 67.0, 65.9, 64.1, 62.5, 52.5, 51.4, 49.8, 49.6, 47.7, 47.2, 46.2, 43.0, 42.0, 38.5, 37.7, 36.2,
33.4,33.2,33.1, 32.3,31.5, 30.7, 30.4, 30.3, 29.9, 29.7, 27.9, 26.9, 22.82, 22.80, 21.7, 21.1, 19.9,
19.3, 14.0, 13.6; HR-ESI calcd for CsgHg2N4O14Na [M + Na]* 1103.6502, found 1103.6496.
OSW-1 analogue 36 was obtained as a white solid (11.3 mg, 36%): [a]o® = -39.6 (c = 0.34 in
CH30H); *H NMR (600 MHz, CD30D) & 7.41-7.39 (m, 2H), 7.38-7.36 (m, 2H), 5.35 (d, J = 4.9
Hz, 1H), 4.92-4.91 (m, 1H), 4.85 (br s, 1H), 4.62 (br s, 1H), 4.27 (d, J = 3.7 Hz, 1H), 4.22 (dt, J =
10.8, 7.1 Hz, 1H), 4.08-4.06 (m, 1H), 4.05-4.02 (m, 1H), 3.99 (br s, 1H), 3.92-3.90 (m, 1H),
3.84-3.80 (m, 2H), 3.75 (dd, J = 7.9, 5.0 Hz, 1H), 3.48-3.44 (m, 3H), 3.40 (ddd, J = 16.0, 10.9,
4.9 Hz, 1H), 3.34 (dd, J = 11.4, 2.9 Hz, 1H), 3.27 (t, J = 6.9 Hz, 2H), 2.99 (q, J = 7.3 Hz, 1H),
2.26-2.19 (m, 2H), 2.11 (s, 3H), 1.04 (s, 3H), 0.96 (s, 3H); 13C NMR (151 MHz, CDs0OD) & 180.2,
1745, 171.3, 142.3, 139.3, 134.8, 133.7, 130.1, 122.3, 102.0, 98.7, 91.2, 86.1, 72.4, 69.8, 69.6,
69.3, 66.3, 66.0, 63.5, 61.4, 52.5, 51.8, 51.4, 49.8, 49.6, 47.2, 43.0, 42.0, 38.5, 37.7, 36.1, 33.4,
33.2,33.1, 32.3, 30.9, 30.71, 30.68, 30.67, 30.5, 30.3, 29.9, 29.7, 27.9, 26.9, 21.7, 21.1, 19.8, 16.4,
16.2, 14.0, 13.9; HR-ESI calcd for CssHssCIN4O14Na [M + Na]* 1093.5487, found 1093.5488.
OSW-1 analogue 37 was obtained as a white solid (8.4 mg, 25%): *H NMR (600 MHz, CDs0D) §
7.53-7.51 (m, 2H), 7.44-7.41 (m, 3H), 7.37-7.34 (m, 1H), 7.27-7.21 (m, 2H), 5.34 (d, J = 4.6 Hz,
1H), 5.00 (dd, J = 7.5, 5.7 Hz, 0.41H), 4.93 (dd, J = 6.4, 4.9 Hz, 0.8H), 4.83 (br s, 0.62H), 4.68 (d,
J = 4.0 Hz, 0.39H), 4.62 (br s, 0.38H), 4.27 (dt, J = 10.8, 7.1 Hz, 0.43H), 4.22 (d, J = 4.3 Hz, 1H),
4.16 (dt, J = 10.9, 7.3 Hz, 0.41H), 4.13 (dd, J = 12.3, 2.6 Hz, 0.61H), 4.04 (dd, J = 12.0, 3.5 Hz,
0.37H), 4.01 (dt, J = 11.0, 6.7 Hz, 0.41H), 3.95-3.90 (m, 2.54H), 3.87-3.80 (m, 2.41H), 3.75 (dd,
J=7.9, 5.0 Hz, 0.57H), 3.71 (dd, J = 14.3, 7.2 Hz, 0.63H), 3.67 (dd, J = 14.2, 7.2 Hz, 0.36H),

3.61 (t, J = 5.0 Hz, 0.57H), 3.58 (dd, J = 7.6, 4.4 Hz, 0.57H), 3.54-3.52 (m, 0.43H), 3.49 (dd, J =



11.9, 2.4 Hz, 0.43H), 3.46 (dd, J = 11.6, 3.0 Hz, 0.60H), 3.43-3.37 (m, 2H), 3.34-3.33 (m, 0.47H),
3.27-3.25 (m, 2H), 2.94 (q, J = 7.4 Hz, 0.42H), 2.89 (q, J = 7.3 Hz, 0.57H), 2.26-2.18 (m, 3H),
2.15-2.06 (m, 3H), 1.04 (s, 3H), 0.92-0.90 (s, 3H); 3C NMR (151 MHz, CDs0D) & 179.9, 179.8,
175.9, 175.6, 171.4, 171.3, 161.8, 160.2, 144.7, 144.5, 142.2, 136.9, 131.89, 131.86, 131.83,
129.97, 129.95, 129.93, 129.51, 129.50, 128.9, 128.8, 128.73, 128.71, 125.16, 125.14, 124.94,
124.92,122.3, 116.4, 116.3, 116.1, 102.4, 102.1, 99.7, 90.5, 90.0, 86.0, 86.0, 72.4, 71.1, 70.6, 70.1,
68.2, 67.1, 65.91, 65.86, 64.2, 62.8, 53.9, 52.5, 51.4, 49.8, 49.6, 47.4, 47.3, 47.2, 43.0, 42.07,
42.02, 38.5, 37.7, 36.3, 36.2, 33.5, 33.4, 33.2, 33.1, 32.3, 30.68, 30.65, 30.63, 30.4, 30.3, 29.9,
29.7, 29.6, 27.8, 27.0, 26.9, 21.7, 21.2, 21.1, 19.9, 19.3, 19.1, 14.0, 13.9, 13.7, 13.6; HR-ESI calcd
for Ce1Hg7FN4O14Na [M + Na]* 1141.6095, found 1141.6099.

OSW-1 analogue 38 was obtained as a white solid (8.5 mg, 26%): [a]o?® = —29.8 (¢ = 0.31 in
CH30OH); 'H NMR (600 MHz, CDs0OD) & 7.73 (d, J = 2.6 Hz, 2H), 7.72 (d, J = 3.6 Hz, 1H), 7.45
(dd, J=8.6, 1.7 Hz, 1H), 7.20 (d, J = 2.5 Hz, 1H), 7.11 (dd, J = 8.9, 2.5 Hz, 1H), 5.34 (d, J = 4.8
Hz, 1H), 4.99 (dd, J = 7.3, 5.5 Hz, 1H), 4.70 (d, J = 3.4 Hz, 1H), 4.63 (br s, 1H), 4.26-4.22 (m,
2H), 4.04 (dd, J = 12.1, 3.4 Hz, 1H), 4.00 (dt, J = 10.9, 6.7 Hz, 1H), 3.94-3.92 (m, 2H), 3.90 (s,
3H), 3.85 (dd, J = 11.9, 5.3 Hz, 1H), 3.81-3.77 (m, 2H), 3.75 (q, J = 7.1 Hz, 1H), 3.50 (dd, J = 7.8,
4.1 Hz, 1H), 3.48 (dd, J = 11.7, 2.4 Hz, 1H), 3.42-3.37 (m, 2H), 3.24 (t, J = 6.9 Hz, 2H), 2.94 (q,
J = 7.4 Hz, 1H), 2.25-2.19 (m, 3H), 2.14 (s, 3H), 1.03 (s, 3H), 0.93 (s, 3H); 3C NMR (151 MHz,
CD30D) 6 179.8, 176.7, 171.4, 159.1, 142.2, 137.9, 135.2, 130.5, 130.3, 128.3, 127.4, 127.0,
122.3, 119.9, 106.6, 102.4, 101.4, 90.2, 86.0, 72.4, 72.2, 70.4, 68.1, 65.9, 64.8, 63.8, 55.7, 53.5,
52.4, 51.4, 49.8, 49.6, 48.0, 47.3, 43.0, 42.1, 38.5, 37.7, 36.3, 34.4, 33.4, 33.2, 33.1, 32.3, 30.7,
30.4, 30.3, 29.9, 29.7, 27.8, 27.0, 24.4, 23.8, 21.7, 21.2, 19.8, 19.2, 14.5, 13.9, 13.7; HR-ESI calcd
for CeoHgsN4O1sNa [M + Na]* 1127.6138, found 1127.6144.

OSW-1 analogue 39 was obtained as a white solid (7.0 mg, 22%): [a]o?®® = -38.5 (¢ = 0.15 in
CH30H); *H NMR (600 MHz, CDs0D) & 7.60 (dd, J = 9.0, 3.9 Hz, 1H), 7.51 (d, J = 0.8 Hz, 1H),
7.47 (dd, J = 8.3, 2.6 Hz, 1H), 7.25 (td, J = 9.1, 2.7 Hz, 1H), 5.33 (d, J = 5.0 Hz, 1H), 4.94 (dd, J
= 7.6, 5.8 Hz, 1H), 4.83 (d, J = 5.5 Hz, 1H), 4.62 (br s, 2H), 4.20-4.16 (m, 2H), 4.07 (dd, J = 12.0,
3.9 Hz, 1H), 4.04-4.02 (m, 1H), 3.99-3.97 (m, 1H), 3.86 (dd, J = 12.1, 5.0 Hz, 1H), 3.80-3.75 (m,
3H), 3.73-3.71 (m, 1H), 3.65-3.62 (m, 1H), 3.48 (dd, J = 12.1, 2.5 Hz, 1H), 3.43-3.36 (m, 2H),

3.28 (t, J = 6.9 Hz, 2H), 2.86 (g, J = 7.4 Hz, 1H), 2.25-2.18 (m, 3H), 1.88 (s, 3H), 1.02 (s, 3H),



0.85 (s, 3H); 3C NMR (151 MHz, CDsOD) & 179.7, 171.3, 161.8, 160.3, 160.2, 152.6, 151.9,
142.2,129.9, 122.3, 116.3, 116.1, 114.0, 111.8, 109.1, 108.9, 102.5, 102.0, 90.0, 86.0, 72.9, 72.4,
71.0, 70.8, 68.2, 65.6, 64.8, 54.8, 52.5, 51.4, 49.8, 49.6, 47.2, 43.0, 42.0, 38.5, 37.6, 36.4, 33.4,
33.2, 32.3, 30.63, 30.58, 30.53, 30.3, 30.2, 29.9, 29.6, 27.8, 26.8, 21.7, 20.9, 19.8, 13.8, 13.6;
HR-ESI calcd for CssH7gFN4O1sNa [M + Na]* 1077.5418, found 1077.5427.

OSW-1 analogue 40 was obtained as a white solid (3.4 mg, 10%): [a]o?® = -56.9 (¢ = 0.14 in
CH30H); *H NMR (600 MHz, CD30D)  8.55 (d, J = 8.4 Hz, 1H), 7.88 (d, J = 7.9 Hz, 2H), 7.67
(d, J = 6.6 Hz, 1H), 7.51-7.46 (m, 3H), 5.32 (d, J = 5.0 Hz, 1H), 4.99-4.95 (m, 3H), 4.62 (br s,
3H), 4.28 (d, J = 4.0 Hz, 1H), 4.26-4.23 (m, 2H), 4.08 (br s, 1H), 4.07-4.04 (m, 1H), 3.97-3.95
(m, 1H), 3.93-3.90 (m, 1H), 3.84 (dd, J = 11.5, 7.1 Hz, 1H), 3.79-3.77 (m, 1H), 3.75 (dd, J = 8.0,
5.0 Hz, 1H), 3.71 (br s, 1H), 3.56 (dd, J = 12.1, 3.2 Hz, 1H), 3.48 (dd, J = 11.4, 3.4 Hz, 1H), 3.38
(dt, J =9.7, 4.8 Hz, 1H), 3.35 (s, 2H), 3.27 (t, J = 6.9 Hz, 2H), 3.04 (s, 3H), 2.91 (q, J = 7.3 Hz,
1H), 2.24-2.16 (m, 3H), 2.13 (s, 3H), 1.97 (s, 3H), 0.98 (s, 3H), 0.89 (s, 3H); 3C NMR (151 MHz,
CD30D) 6 180.1, 176.5, 171.4, 142.3, 135.7, 133.0, 130.8, 129.8, 128.7, 127.3, 126.9, 126.7,
125.8,122.3,102.1, 91.1, 86.1, 83.6, 72.4, 70.4, 69.8, 66.0, 62.4, 54.8, 52.5, 51.3, 51.0, 49.9, 49.8,
49.6, 47.2,43.0,42.1, 38.5, 37.6, 36.1, 34.4, 33.2, 33.1, 32.3, 30.71, 30.68, 30.67, 30.5, 30.3, 29.9,
29.8, 27.9, 27.1, 24.4, 23.8, 23.3, 21.6, 21.1, 19.8, 19.3, 14.5, 13.9, 13.8; HR-ESI calcd for
CeoHssN4O1sNa [M + Na]* 1127.6138, found 1127.6142.

OSW-1 analogue 41 was obtained as a white solid (14.3 mg, 42%): [a]p?® = —82.2 (¢ = 0.63 in
CH3OH); *H NMR (600 MHz, CDs0D) & 8.86 (s, 1H), 8.21-8.16 (m, 2H), 5.32 (d, J = 5.1 Hz,
1H), 4.92-4.91 (m, 1H), 4.65 (d, J = 5.9 Hz, 1H), 4.62 (br s, 1H), 4.23 (dt, J = 10.9, 7.0 Hz, 1H),
411 (d, J = 6.4 Hz, 1H), 4.04-4.00 (m, 2H), 3.96 (dd, J = 5.6, 3.4 Hz, 1H), 3.89-3.87 (m, 1H),
3.86-3.85 (m, 1H), 3.77 (dd, J = 8.0, 4.7 Hz, 1H), 3.75-3.71 (m, 2H), 3.63-3.58 (m, 2H), 3.48 (dd,
J=12.3,1.9 Hz, 1H), 3.41-3.33 (m, 2H), 3.28 (t, J = 6.9 Hz, 2H), 2.79 (g, J = 7.3 Hz, 1H), 2.25~
2.16 (m, 3H), 1.83 (s, 3H), 0.99 (s, 3H), 0.78 (s, 3H); **C NMR (151 MHz, CDs0OD) & 179.5,
176.6, 171.4, 167.0, 155.8, 154.1, 151.0, 149.9, 149.4, 142.2, 139.8, 139.7, 125.7, 122.3, 114.8,
112.1, 108.1, 104.0, 102.7, 89.0, 85.9, 78.2, 74.5, 72.4, 71.8, 71.1, 69.3, 65.7, 55.5, 52.5, 51.3,
49.8, 49.6, 47.2, 43.0, 41.9, 38.5, 37.6, 36.8, 36.7, 33.4, 33.2, 33.0, 32.3, 30.64, 30.61, 30.31,
30.28, 29.9, 29.7, 27.8, 26.9, 21.6, 21.2, 19.8, 13.64, 13.55, 8.64, 8.60; HR-ESI calcd for

CsgHgsF2NsO1sNa [M + Na]* 1162.5746, found 1162.5750.



OSW-1 analogue 42 was obtained as a white solid (15.2 mg, 44%): [a]p®® = -101.2 (c = 0.36 in
CH30H); *H NMR (600 MHz, CDzOD) & 8.54 (s, 1H), 7.15 (s, 1H), 5.33 (d, J = 4.9 Hz, 1H),
4.22-4.18 (m, 2H), 4.07 (dd, J = 12.0, 3.7 Hz, 1H), 4.05-4.03 (m, 1H), 3.96-3.94 (m, 1H), 3.85
(dd, J =11.7, 5.5 Hz, 1H), 3.83-3.81 (m, 2H), 3.76 (dd, J = 7.9, 5.0 Hz, 1H), 3.67-3.64 (m, 1H),
3.63-3.60 (m, 1H), 3.48 (dd, J = 11.9, 2.7 Hz, 1H), 3.43-3.39 (m, 5H), 3.28 (t, J = 6.8 Hz, 2H),
2.91-2.85 (m, 3H), 2.81-2.79 (m, 2H), 2.24-2.17 (m, 3H), 2.02 (s, 3H), 1.01 (s, 3H), 0.87 (s, 3H);
13C NMR (151 MHz, CDs0OD) & 179.9, 171.4, 165.6, 164.4, 154.1, 150.2, 149.6, 142.2, 128.6,
122.3,121.7, 109.5, 108.7, 106.5, 102.3, 90.1, 86.0, 73.1, 72.4, 71.0, 70.6, 67.8, 65.7, 64.4, 54.7,
52.5, 51.3, 50.8, 49.7, 49.6, 47.2, 43.0, 42.0, 38.5, 37.6, 36.2, 33.4, 33.2, 33.0, 32.2, 30.7, 30.64,
30.59, 30.3, 30.2, 29.9, 29.5, 285, 27.9, 26.9, 23.7, 22.2, 21.7, 21.2, 21.1, 19.8, 14.5, 13.9, 13.7;
HR-ESI calcd for Ce2HggNsO16Na [M + Na]* 1182.6197, found 1182.6197.

OSW-1 analogue 43 was obtained as a white solid (11.3 mg, 35%): [a]o® = -36.8 (¢ = 0.45 in
CH30H); *H NMR (600 MHz, CD30D) & 7.58-7.55 (m, 2H), 7.07-7.04 (m, 2H), 5.34 (d, J = 5.0
Hz, 1H), 4.96 (dd, J = 7.4, 5.4 Hz, 1H), 4.73 (d, J = 5.3 Hz, 1H), 4.25 (dt, J = 10.9, 7.0 Hz, 1H),
4.21 (d, J = 5.3 Hz, 1H), 4.06 (dd, J = 12.0, 3.1 Hz, 1H), 3.96-3.92 (m, 2H), 3.88-3.87 (m, 1H),
3.85(dd, J = 12.0, 5.3 Hz, 1H), 3.81-3.79 (m, 2H), 3.61-3.57 (m, 2H), 3.48 (dd, J = 11.9, 2.6 Hz,
1H), 3.40 (ddd, J = 16.0, 11.2, 5.2 Hz, 1H), 3.36-3.33 (m, 1H), 3.27 (t, J = 6.9 Hz, 1H), 2.97 (q, J
= 7.3 Hz, 1H), 2.26-2.18 (m, 3H), 2.10 (s, 3H), 1.03 (s, 3H), 0.90 (s, 2H); $3C NMR (151 MHz,
CD30D) 6 179.8, 173.1, 171.4, 170.7, 161.7, 160.0, 142.2, 135.64, 135.62, 123.9, 123.8, 122.3,
116.3, 116.2, 102.3, 101.5, 89.9, 86.0, 76.6, 72.6, 72.4, 71.3, 70.7, 68.1, 65.8, 64.8, 64.5, 57.5,
54.7,52.5, 51.4, 49.8, 49.6, 47.3, 43.0, 42.0, 38.5, 37.6, 36.3, 33.5, 33.2, 33.1, 32.3, 30.63, 30.62,
30.3, 29.9, 29.7, 27.8, 26.9, 21.7, 21.2, 19.8, 18.3, 17.5, 13.9, 13.8; HR-ESI calcd for
Cs7HgaFNsO1sNa [M + Na]* 1120.5840, found 1120.5844.

OSW-1 analogue 44 was obtained as a yellow solid (7.5 mg, 22%): [a]o® = -35.7 (¢ = 0.28 in
CH30H); *H NMR (600 MHz, CD30D) § 7.22 (d, J = 8.5 Hz, 2H), 7.05 (d, J = 8.5 Hz, 2H), 5.35
(d, J=4.9 Hz, 1H), 4.99 (dd, J = 6.3, 4.6 Hz, 1H), 4.91 (d, J = 4.4 Hz, 1H), 4.62 (br s, 1H), 4.28—
4.27 (m, 1H), 4.25-4.22 (m, 1H), 4.15 (dd, J = 12.3, 2.2 Hz, 1H), 4.04-4.00 (m, 2H), 3.96-3.94
(m, 1H), 3.88-3.85 (m, 2H), 3.78 (dd, J = 7.8, 5.0 Hz, 1H), 3.62-3.60 (m, 2H), 3.50-3.48 (m, 1H),
3.45(dd, J=12.4, 3.8 Hz, 1H), 3.40 (ddd, J = 16.0, 7.9, 3.3 Hz, 1H), 3.27 (t, J = 6.9 Hz, 2H), 3.00

(@, J = 7.3 Hz, 1H), 2.97-2.93 (m, 1H), 2.27-2.19 (m, 3H), 2.13 (s, 3H), 1.52 (s, 3H), 1.46 (s, 3H),



1.05 (s, 3H), 0.98 (s, 3H); 3C NMR (151 MHz, CD30D) § 180.0, 176.4, 171.4, 155.2, 142.3,
131.4,130.8, 123.22, 123.21, 122.3, 102.3, 99.7, 90.8, 86.1, 82.7, 72.4, 70.9, 70.4, 70.0, 67.0, 66.0,
64.0, 62.6, 62.3, 52.5, 52.1, 51.4, 49.8, 49.6, 47.3, 43.0, 42.1, 38.5, 37.7, 36.2, 36.0, 33.4, 33.3,
33.1, 32.3, 30.64, 30.62, 30.60, 30.4, 30.3, 29.9, 29.7, 27.9, 27.0, 26.3, 25.8, 25.3, 21.7, 21.2, 19.8,
14.0, 13.8; HR-ESI calcd for CsgHgsCloN4O1sNa [M + Na]* 1185.5515, found 1185.5519.

OSW-1 analogue 45 was obtained as a white solid (11.4 mg, 31%): [a]o® = —25.2 (c = 0.28 in
CH30H); *H NMR (600 MHz, CD30D) § 7.73 (d, J = 8.5 Hz, 2H), 7.57 (d, J = 8.5 Hz, 2H), 7.10
(d, J = 2.4 Hz, 1H), 7.03 (d, J = 9.0 Hz, 1H), 6.69 (dd, J = 9.0, 2.5 Hz, 1H), 5.34 (d, J = 4.7 Hz,
1H), 5.03-5.00 (m, 1H), 4.69 (br s, 1H), 4.62 (br s, 2H), 4.25-4.21 (m, 2H), 4.05-4.03 (m, 1H),
3.98 (dt, J =10.9, 6.8 Hz, 1H), 3.92-3.91 (m, 1H), 3.87-3.82 (m, 5H), 3.82-3.79 (m, 2H), 3.74 (d,
J = 16.6 Hz, 1H), 3.62 (d, J = 16.7 Hz, 1H), 3.53-3.47 (m, 3H), 3.40 (ddd, J = 15.8, 10.7, 4.7 Hz,
1H), 3.35-3.33 (m, 1H), 3.25 (t, J = 6.9 Hz, 2H), 2.94 (q, J = 7.4 Hz, 1H), 2.30 (s, 3H), 2.26-2.21
(m, 3H), 2.16 (s, 3H), 1.03 (s, 3H), 0.90 (s, 3H); 3C NMR (151 MHz, CD30D) & 179.7, 172.8,
171.5, 169.9, 157.7, 142.3, 140.2, 137.0, 135.7, 132.5, 132.4, 130.2, 129.9, 122.3, 116.0, 114.7,
113.1, 111.3, 102.5, 102.3, 90.0, 86.0, 72.4, 72.1, 71.4, 70.5, 68.2, 65.9, 65.1, 64.0, 56.3, 54.8,
54.0, 52.5, 51.4, 49.8, 49.6, 47.3, 43.0, 42.1, 38.5, 37.7, 36.3, 33.5, 33.2, 33.1, 32.4, 30.8, 30.7,
30.6, 30.4, 30.3, 29.9, 29.7, 27.8, 26.9, 21.7, 21.3, 19.9, 13.9, 13.8, 13.7, 11.8; HR-ESI calcd for
CesHooCINsO16Na [M + Na]* 1254.5963, found 1254.5969.

OSW-1 analogue 46 was obtained as a yellow solid (7.4 mg, 20%): [a]p?® = —36.2 (¢ = 0.25 in
CH3OH); 'H NMR (600 MHz, CDs0D) & 8.70 (d, J = 1.8 Hz, 1H), 8.26 (dd, J = 7.8, 1.2 Hz, 1H),
8.00 (d, J = 1.8 Hz, 1H), 7.93-7.90 (m, 1H), 7.57 (dd, J = 8.0, 1.2 Hz, 1H), 5.33 (d, J = 5.1 Hz,
1H), 4.79 (d, J = 6.5 Hz, 1H), 4.20-4.16 (m, 2H), 4.05 (dd, J = 12.0, 4.2 Hz, 1H), 4.02-3.98 (m,
2H), 3.87 (dd, J = 12.2, 4.9 Hz, 1H), 3.81-3.76 (m, 3H), 3.73 (dd, J = 15.6, 8.0 Hz, 2H), 3.66—
3.63 (m, 1H), 3.49 (dd, J = 12.1, 2.3 Hz, 1H), 3.40-3.36 (m, 2H), 3.26 (t, J = 6.9 Hz, 2H), 2.87 (q,
J =7.2 Hz, 1H), 2.46 (s, 3H), 2.44 (s, 3H), 2.24-2.18 (m, 3H), 1.84 (s, 3H), 1.00 (s, 3H), 0.85 (s,
3H); °C NMR (151 MHz, CD30D) 6 182.5, 181.8, 179.8, 171.4, 171.0, 170.9, 166.4, 151.8, 151.7,
142.2, 1415, 136.5, 136.0, 135.7, 131.9, 130.9, 130.4, 128.6, 126.9, 126.5, 124.9, 122.3, 102.6,
102.4, 89.8, 86.0, 73.5, 72.4, 71.4, 71.0, 68.3, 65.6, 65.4, 56.3, 52.5, 51.4, 49.8, 49.6, 47.2, 43.0,
42.0, 40.4, 38.5, 37.6, 36.5, 36.3, 33.4, 33.2, 33.1, 32.3, 30.6, 30.5, 30.2, 29.9, 29.6, 28.1, 27.8,

26.9, 23.7, 21.7, 21.1, 19.8, 14.5, 13.8, 13.6; HR-ESI calcd for CesHssN4O2Na [M + Na]*



1265.5728, found 1265.5735.

OSW-1 analogue 47 was obtained as a yellow solid (7.2 mg, 20%): [a]o® = —20.5 (c = 0.19 in
CH30H); *H NMR (600 MHz, CD30D) § 7.80 (d, J = 8.3 Hz, 2H), 7.75 (d, J = 8.2 Hz, 2H), 7.32
(s, 1H), 7.16 (dd, J = 8.4, 5.1 Hz, 1H), 7.04 (dd, J = 9.0, 2.2 Hz, 1H), 6.57 (td, J = 9.0, 2.3 Hz, 1H),
5.34 (d, J = 4.8 Hz, 1H), 5.03-5.01 (m, 1H), 4.68 (d, J = 4.2 Hz, 1H), 4.62 (br s, 1H), 4.27-4.23
(m, 2H), 4.04 (dd, J = 12.2, 3.2 Hz, 1H), 4.01-3.99 (m, 1H), 3.93-3.91 (m, 1H), 3.86-3.82 (m,
3H), 3.79 (dd, J = 7.7, 3.2 Hz, 1H), 3.66 (d, J = 15.8 Hz, 1H), 3.55-3.50 (m, 3H), 3.49-3.48 (m,
1H), 3.39 (ddd, J = 16.0, 10.9, 5.0 Hz, 1H), 3.34 (dd, J = 10.4, 4.1 Hz, 1H), 3.25 (t, J = 6.9 Hz,
2H), 2.95 (q, J = 7.4 Hz, 1H), 2.88 (s, 3H), 2.26 (s, 3H), 2.24-2.20 (m, 3H), 2.17 (s, 3H), 1.03 (s,
3H), 0.90 (s, 3H); 3C NMR (151 MHz, CDs0D) § 179.8, 172.0, 171.5, 165.6, 164.0, 148.7, 148.6,
145.8, 143.1, 142.3, 141.6, 140.0, 134.1, 131.6, 131.1, 129.5, 125.2, 124.7, 124.6, 122.3, 111.5,
107.4, 102.3, 101.7, 90.0, 86.0, 72.4, 72.3, 71.3, 70.6, 68.3, 65.9, 65.0, 64.1, 54.1, 52.4, 51.4, 49.8,
49.6, 47.3, 435, 43.0, 42.0, 38.5, 37.7, 36.2, 34.0, 33.5, 33.2, 32.3, 30.68, 30.67, 30.65, 30.4, 30.3,
29.9,29.7, 27.8, 27.0, 21.7, 21.3, 19.8, 13.8, 13.7, 10.8; HR-ESI calcd for CesHo1FN4O15SNa [M +
Na]* 1253.6078, found 1253.6078.

OSW-1 analogue 48 was obtained as a white solid (12.7 mg, 36%): [a]o® = —20.7 (c = 0.54 in
CH30H); *H NMR (600 MHz, CDs0D) 6 7.09 (t, J = 7.9 Hz, 1H), 5.35-5.34 (m, 1H), 4.83 (dd, J
= 8.2, 6.0 Hz, 1H), 4.65 (d, J = 7.8 Hz, 1H), 4.62 (br s, 1H), 4.32 (dt, J = 10.8, 7.0 Hz, 1H), 4.15
(d, J = 6.0 Hz, 1H), 3.97-3.91 (m, 3H), 3.89 (dd, J = 5.9, 3.8 Hz, 1H), 3.81 (dd, J = 8.0, 4.8 Hz,
1H), 3.74 (dd, J = 8.3, 3.4 Hz, 1H), 3.63 (dd, J = 9.5, 7.9 Hz, 1H), 3.55-3.50 (m, 2H), 3.43 (dd, J
= 9.4, 8.5 Hz, 1H), 3.40-3.37 (m, 1H), 3.28 (t, J = 6.9 Hz, 2H), 3.22 (dd, J = 11.5, 9.9 Hz, 1H),
2.93(q, J = 7.4 Hz, 1H), 2.63-2.61 (m, 2H), 2.31-2.26 (m, 3H), 2.25-2.18 (m, 4H), 2.11 (s, 3H),
1.03 (s, 3H), 0.84 (s, 3H); *C NMR (151 MHz, CD30D) § 179.6, 177.5, 171.5, 153.2, 142.2,
137.5, 132.4, 130.9, 122.3, 103.9, 102.5, 89.3, 85.9, 77.3, 76.0, 74.0, 72.4, 71.5, 71.1, 66.6, 65.8,
65.0, 57.4, 52.5, 51.4, 49.8, 49.6, 47.3, 43.0, 42.0, 38.5, 37.7, 37.3, 36.6, 33.5, 33.2, 33.1, 33.0,
32.3, 30.65, 30.62, 30.39, 30.35, 30.32, 30.31, 30.29, 30.26, 30.17, 29.9, 29.7, 29.1, 28.9, 27.9,
27.2,27.0, 26.7, 23.8, 21.7, 21.2, 19.9, 14.5, 13.8, 13.5; HR-ESI calcd for CssH107N5016Na [M +
Na]* 1224.7605, found 1224.7610.

OSW-1 analogue 49 was obtained as a white solid (7.6 mg, 22%): [a]o?® = -12.1 (¢ = 0.15 in

CH30H); *H NMR (600 MHz, CD30D) § 7.09 (d, J = 8.7 Hz, 2H), 6.67 (d, J = 8.7 Hz, 2H), 5.34



(d, J = 5.1 Hz, 1H), 4.86 (dd, J = 8.2, 6.0 Hz, 1H), 4.65 (d, J = 7.8 Hz, 1H), 4.62 (br s, 2H), 4.31
(dt, J = 10.9, 7.0 Hz, 1H), 4.16 (d, J = 5.9 Hz, 1H), 3.98-3.89 (m, 4H), 3.81 (dd, J = 8.0, 4.8 Hz,
1H), 3.76-3.71 (m, 5H), 3.67-3.65 (m, 4H), 3.60 (dd, J = 9.6, 7.8 Hz, 1H), 3.55-3.50 (m, 2H),
3.42 (dd, J=8.0, 7.0 Hz, 1H), 3.41-3.37 (m, 1H), 3.27 (t, J = 6.9 Hz, 2H), 3.22 (dd, J = 11.6, 9.8
Hz, 1H), 2.93 (g, J = 7.5 Hz, 1H), 2.56 (t, J = 7.5 Hz, 2H), 2.31-2.18 (m, 5H), 2.08 (s, 3H), 1.01 (s,
3H), 0.81 (s, 3H); *C NMR (151 MHz, CD30D) 6 179.6, 177.3, 171.6, 145.8, 142.2, 132.0, 130.8,
122.4, 113.5, 103.8, 102.5, 89.4, 86.0, 76.9, 75.9, 74.0, 72.4, 71.5, 71.1, 66.6, 65.8, 64.9, 57.4,
54.6, 52.5, 51.4, 49.8, 49.6, 47.2, 43.0, 42.0, 41.7, 38.5, 37.6, 36.7, 36.5, 35.2 33.5, 33.2, 33.1,
32.3, 30.64, 30.62, 30.61, 30.31, 30.28, 29.9, 29.7, 28.7, 27.8, 27.0, 21.7, 21.2, 19.9, 13.8, 13.5;
HR-ESI calcd for CeoHgsCloNsO14Na [M + Na]* 1200.5988, found 1200.5991.

OSW-1 analogue 50 was obtained as a white solid (5.2 mg, 17%): [a]o?® = -30.1 (¢ = 0.34 in
CH30OH); *H NMR (400 MHz, CDsOD) & 7.82-7.79 (m, 2H), 6.97-6.95 (m, 2H), 5.34 (d, J = 4.5
Hz, 1H), 4.82-4.78 (m, 2H), 4.29 (dt, J = 10.8, 7.0 Hz, 1H), 4.15 (d, J = 5.7 Hz, 1H), 4.03-4.02
(m, 1H), 4.00-3.99 (m, 1H), 3.93-3.87 (m, 3H), 3.85 (s, 3H), 3.79 (dd, J = 8.0, 4.8 Hz, 1H), 3.73
(dd, J = 8.1, 3.4 Hz, 1H), 3.66-3.58 (m, 2H), 3.52-3.50 (m, 1H), 3.42-3.37 (m, 1H), 3.27 (t, J =
6.8 Hz, 2H), 2.91 (q, J = 7.4 Hz, 1H), 2.23-2.16 (m, 3H), 2.06 (s, 3H), 1.03 (s, 3H), 0.81 (s, 3H);
13C NMR (101 MHz, CDs0D) § 179.6, 171.5, 170.8, 163.9, 142.2, 130.5, 127.7, 122.3, 114.7,
103.7, 1025, 89.4, 85.9, 77.4, 75.2, 74.1, 72.4, 71.4, 70.8, 66.1, 65.7, 64.6, 57.4, 55.9, 52.5, 51.4,
49.8, 47.2,43.0, 42.0, 38.5, 37.6, 36.5, 33.5, 33.2, 33.1, 32.3, 30.64, 30.61, 30.60, 30.3, 29.9, 29.6,
27.8,26.9, 21.7, 21.1, 19.9, 13.8, 13.5; HR- ESI calcd for CssHs2N4O1sNa [M + Na]* 1049.5669,
found 1049.5670.

OSW-1 analogue 51 was obtained as a white solid (3.6 mg, 11%): [a]o?®® = -30.6 (¢ = 0.27 in
CH3O0H); 'H NMR (600 MHz, CD30D) & 7.94-7.92 (m, 2H), 7.31-7.30 (m, 2H), 5.34 (d, J = 5.1
Hz, 1H), 4.81-4.78 (m, 2H), 4.30 (dt, J = 10.9, 7.0 Hz, 1H), 4.12 (d, J = 6.2 Hz, 1H), 3.99-3.98
(m, 1H), 3.96 (d, J = 4.5 Hz, 1H), 3.92-3.88 (m, 2H), 3.84 (dd, J = 9.3, 7.8 Hz, 1H), 3.79 (dd, J =
8.0, 4.8 Hz, 1H), 3.71 (dd, J = 8.5, 3.4 Hz, 1H), 3.66-3.63 (m, 2H), 3.62-3.58 (m, 1H), 3.50 (dd, J
=12.2, 1.9 Hz, 1H), 3.39 (ddd, J = 16.0, 10.8, 4.8 Hz, 1H), 3.29-3.26 (m, 3H), 2.88 (g, J = 7.4 Hz,
1H), 2.26-2.17 (m, 3H), 2.04 (s, 3H), 1.03 (s, 3H), 0.78 (s, 3H); 13C NMR (151 MHz, CD30D) &
179.6, 171.5, 170.1, 142.2, 137.6, 132.9, 129.5, 127.5, 124.4, 122.6, 122.3, 103.8, 102.6, 89.2,

85.9, 77.4,75.4,74.1, 72.4, 71.6, 71.1, 66.6, 65.7, 65.3, 58.1, 52.5, 51.4, 49.8, 49.6, 47.2, 43.0,



42.0, 38.5, 37.6, 36.5, 33.5, 33.2, 33.1, 32.3, 30.63, 30.61, 30.59, 30.3, 29.9, 29.6, 27.8, 26.9, 21.7,
21.1, 19.9, 13.7, 13.5; HR-ESI calcd for CssHzgF3sNgO1sNa [M + Na]* 1127.5499, found
1127.5499.

OSW-1 analogue 52 was obtained as a white solid (3.3 mg, 11%): [a]o?® = —26.1 (¢ = 0.21 in
CH30H); *H NMR (600 MHz, CDs0D) & 7.74 (dd, J = 7.7, 1.6 Hz, 1H), 7.52-7.49 (m, 1H), 7.34—
7.31 (m, 1H), 7.15 (dd, J = 8.1, 0.9 Hz, 1H), 5.35 (d, J = 4.7 Hz, 1H), 4.74 (d, J = 6.5 Hz, 1H),
4.30 (dt, J = 10.8, 7.0 Hz, 1H), 4.19 (d, J = 5.3 Hz, 1H), 4.06 (dd, J = 4.7, 2.8 Hz, 1H), 4.03 (dd, J
= 8.4, 4.5 Hz, 1H), 3.94-3.91 (m, 1H), 3.90-3.87 (m, 2H), 3.81-3.77 (m, 2H), 3.63-3.58 (m, 2H),
3.52 (dd, J = 12.0, 2.4 Hz, 1H), 3.40 (ddd, J = 15.9, 10.8, 4.9 Hz, 1H), 3.34-3.32 (m, 1H), 3.27 (t,
J = 6.9 Hz, 2H), 2.95 (q, J = 7.4 Hz, 1H), 2.32 (s, 3H), 2.25-2.18 (m, 3H), 2.08 (s, 3H), 1.03 (s,
2H), 0.85 (s, 3H); 3C NMR (151 MHz, CD30D) § 179.7, 171.6, 171.3, 169.1, 149.5, 142.2, 134.8,
132.8, 130.6, 130.2, 129.3, 127.2, 124.2, 122.3, 103.2, 102.5, 89.6, 86.0, 77.1, 74.2, 74.0, 72.4,
71.1, 70.4, 65.8, 65.6, 64.1, 56.3, 52.5, 51.4, 49.8, 49.6, 47.2, 43.0, 42.0, 38.5, 37.7, 36.5, 33.5,
33.2, 33.1, 32.3, 30.6, 30.29, 30.27, 29.9, 29.6, 27.8, 26.9, 21.7, 21.12, 21.10, 19.8, 13.8, 13.5;
HR-ESI calcd for CssHg2N4O16Na [M + Na]* 1077.5618, found 1077.5628.

OSW-1 analogue 53 was obtained as a white solid (2.5 mg, 8%): [a]o?® = —26.8 (¢ = 0.11 in
CH30H); *H NMR (600 MHz, CD30OD) & 7.53-7.49 (m, 2H), 5.34 (d, J = 4.8 Hz, 1H), 4.77 (d, J =
7.8 Hz, 1H), 4.75 (dd, J = 8.5, 6.3 Hz, 1H), 4.59 (br s, 1H), 4.30 (dt, J = 10.9, 7.0 Hz, 1H), 4.11 (d,
J = 6.3 Hz, 1H), 4.04 (s, 3H), 3.98-3.96 (m, 1H), 3.96-3.95 (m, 1H), 3.92-3.88 (m, 2H), 3.82 (dd,
J=9.3,7.9 Hz, 1H), 3.78 (dd, J = 8.0, 4.8 Hz, 1H), 3.70 (dd, J = 8.6, 3.4 Hz, 1H), 3.62-3.57 (m,
2H), 3.50 (dd, J = 12.2, 1.7 Hz, 1H), 3.42-3.36 (m, 1H), 3.29-3.26 (m, 3H), 2.87 (q, J = 7.4 Hz,
1H), 2.26-2.16 (m, 3H), 2.05 (s, 3H), 1.03 (s, 3H), 0.79 (s, 3H); 13C NMR (151 MHz, CDs0OD) &
179.6, 171.5, 168.3, 157.2, 155.6, 142.2, 140.4, 130.7, 122.3, 113.2, 113.0, 104.0, 102.7, 89.2,
85.9, 77.7, 75.6, 74.0, 72.4, 71.6, 71.1, 66.7, 65.7, 65.4, 62.3, 58.0, 52.5, 51.4, 49.8, 49.6, 47.2,
43.0,42.0, 38.5, 37.6, 36.5, 33.5, 33.2, 33.1, 32.3, 30.61, 30.59, 30.57, 30.3, 29.9, 29.6, 27.8, 26.9,
21.7,21.1,19.8, 13.7, 13.4; HR-MALDI calcd for CsaHgoF2N4O1sNa [M + Na]* 1085.5480, found
1085.5478.

OSW-1 analogue 54 was obtained as a white solid (9.1 mg, 29%): [a]o?®® = —24.2 (¢ = 0.17 in
CH30H); *H NMR (600 MHz, CD30D) § 6.95-6.92 (m, 2H), 5.35 (d, J = 5.1 Hz, 1H), 4.80 (dd, J

= 7.0, 4.7 Hz, 1H), 4.70 (d, J = 7.5 Hz, 1H), 4.28 (dt, J = 10.9, 7.0 Hz, 1H), 4.21 (d, J = 4.6 Hz,



1H), 4.02 (dd, J = 11.9, 6.1 Hz, 1H), 3.98 (dd, J = 11.6, 4.6 Hz, 1H), 3.93-3.89 (m, 2H), 3.86-
3.83 (m, 1H), 3.80-3.77 (m, 2H), 3.59-3.53 (m, 3H), 3.40 (ddd, J = 16.0, 10.9, 4.8 Hz, 1H), 3.29—
3.26 (m, 3H), 2.97 (q, J = 7.4 Hz, 1H), 2.26-2.17 (m, 3H), 2.07 (s, 3H), 1.04 (s, 3H), 0.87 (s, 3H);
13C NMR (151 MHz, CDs0D) 6 179.8, 171.4, 162.8, 142.3, 122.3, 103.7, 102.2, 101.8, 89.9, 86.0,
76.9, 75.0, 73.8, 72.4, 71.5, 70.2, 66.4, 65.8, 63.3, 57.6, 52.5, 51.4, 49.8, 49.6, 47.2, 43.0, 42.0,
38.5, 37.7, 36.3, 34.5, 33.5, 33.2, 33.1, 32.3, 30.8, 30.7, 30.6, 30.5, 30.3, 29.9, 29.6, 27.8, 26.9,
24.2,23.7,21.7, 21.0, 19.8, 16.7, 14.5, 13.8, 13.5; HR-MALDI calcd for CssH77F3NsO1:Na [M +
Na]*1073.5281, found 1073.5299.

OSW-1 analogue 55 was obtained as a white solid (14.6 mg, 42%): [a]o® = -31.7 (¢ = 0.28 in
CH30H); *H NMR (600 MHz, CD30D) 6 8.01-8.00 (m, 2H), 7.87-7.86 (m, 2H), 5.34 (d, J = 5.0
Hz, 1H), 4.82 (d, J = 7.8 Hz, 1H), 4.80 (dd, J = 8.6, 6.3 Hz, 1H), 4.30 (dt, J = 10.9, 7.0 Hz, 1H),
4.12 (d, J = 6.3 Hz, 1H), 3.99-3.98 (m, 1H), 3.97 (dd, J = 4.2, 2.7 Hz, 1H), 3.93-3.88 (m, 2H),
3.84 (dd, J=9.4, 7.9 Hz, 1H), 3.80 (dd, J = 8.0, 4.8 Hz, 1H), 3.72 (dd, J = 8.6, 3.4 Hz, 1H), 3.67—
3.64 (m, 1H), 3.64 (s, 1H), 3.63-3.59 (m, 1H), 3.51 (dd, J = 12.1, 1.7 Hz, 1H), 3.39 (ddd, J = 15.9,
10.9, 4.8 Hz, 1H), 3.29-3.28 (m, 3H), 3.13-3.11 (m, 4H), 2.88 (q, J = 7.4 Hz, 1H), 2.26-2.18 (m,
3H), 2.05 (s, 3H), 1.02 (s, 3H), 0.79 (s, 3H); 13C NMR (151 MHz, CDs0D) & 179.6, 171.4, 170.0,
143.7, 142.2, 139.9, 129.6, 128.2, 122.3, 103.8, 102.6, 89.1, 85.9, 77.4, 75.5, 74.1, 72.4, 71.59,
71.56, 71.2, 66.7, 65.7, 65.5, 58.2, 52.5, 51.4, 49.8, 47.2, 43.0, 42.0, 38.5, 37.6, 36.6, 33.5, 33.2,
33.1, 32.3, 30.64, 30.62, 30.60, 30.3, 29.9, 29.6, 27.8, 26.9, 23.2, 21.7,21.2, 19.9, 13.8, 13.5, 11.5;
HR-ESI calcd for CsgHgsNs016SNa [M + Na]* 1182.6230, found 1182.6243.

OSW-1 analogue 56 was obtained as a white solid (3.3 mg, 10%): *H NMR (600 MHz, CDs0D) §
7.27-7.23 (m, 2H), 7.10-7.07 (m, 2H), 5.35 (d, J = 4.3 Hz, 1H), 4.79 (dd, J = 6.8, 4.5 Hz, 0.6H),
4.63 (d, J = 7.4 Hz, 0.5H), 4.62 (br s, 0.5H), 4.58 (d, J = 7.2 Hz, 0.6H), 4.34-4.27 (m, 1H), 4.19—
4.18 (m, 1H), 3.98-3.93 (m, 2H), 3.93-3.90 (m, 1H), 3.88-3.87 (m, 0.4H), 3.83 (dd, J = 8.0, 4.8
Hz, 0.4H), 3.78-3.75 (m, 1H), 3.74 (dd, J = 8.2, 3.4 Hz, 0.5H), 3.70-3.64 (m, 1.4H), 3.61 (dd, J =
9.2, 7.3 Hz, 0.5H), 3.58 (dd, J = 6.8, 3.3 Hz, 0.6H), 3.52-3.46 (m, 2.5H), 3.42-3.35 (m, 1.5H),
3.27 (t, J = 6.9 Hz, 2H), 3.25-3.19 (m, 1H), 3.01-2.94 (m, 1H), 2.44-2.43 (m, 2H), 2.26-2.18 (m,
3H), 2.13 (s, 1.3H), 2.09 (s, 1.7H), 1.04-1.03 (m, 3H), 0.93-0.89 (m, 13H); 13C NMR (151 MHz,
CD30D) 6 179.8, 179.6, 178.6, 178.2, 171.7, 171.3, 142.2, 1415, 141.4, 140.4, 140.2, 130.9,

130.33, 130.27, 128.4, 128.3, 122.4, 122.3, 103.8, 103.5, 102.5, 102.1, 90.0, 89.4, 86.00, 85.95,



77.2,76.6, 75.7, 74.9, 74.0, 73.7, 72.4, 71.44, 71.36, 71.1, 70.0, 66.3, 66.1, 65.9, 65.8, 64.8, 63.1,
57.2, 56.8, 52.5, 51.4, 49.8, 49.6, 47.5, 47.30, 47.26, 46.13, 46.08, 43.0, 42.0, 38.5, 37.7, 36.54,
36.46, 36.3, 34.5, 33.5, 33.2, 33.1, 32.3, 31.5, 30.84, 30.80, 30.76, 30.74, 30.64, 30.62, 30.5, 30.43,
30.35, 30.32, 30.28, 29.9, 29.7, 28.1, 27.8, 26.98, 26.96, 26.94, 24.4, 23.8, 22.85, 22.83, 21.7, 21.2,
21.1,19.9, 19.8, 19.3, 19.1, 14.5, 13.9, 13.8, 13.5; HR-ESI calcd for CssH92N4O14Na [M + Na]*
1103.6502, found 1103.6510.

OSW-1 analogue 57 was obtained as a yellow solid (6.0 mg, 17%): [a]o® = -88.1 (¢ = 0.23 in
CH30H); *H NMR (600 MHz, CD30D) § 8.51 (s, 1H), 7.13 (s, 1H), 5.33 (d, J = 4.7 Hz, 1H), 4.80
(d, J=6.8 Hz, 1H), 4.76 (dd, J = 7.9, 5.6 Hz, 1H), 4.25 (dt, J = 10.9, 7.0 Hz, 1H), 4.14 (d, J=5.6
Hz, 1H), 4.04-3.96 (m, 3H), 3.90-3.86 (m, 2H), 3.78 (dd, J = 8.0, 4.9 Hz, 1H), 3.69 (dd, J = 8.0,
3.3 Hz, 1H), 3.62-3.57 (m, 2H), 3.50 (dd, J = 12.1, 2.3 Hz, 1H), 3.40-3.37 (m, 6H), 3.27 (t, J =
6.9 Hz, 2H), 2.89 (q, J = 7.4 Hz, 1H), 2.86-2.84 (m, 2H), 2.80-2.78 (m, 2H), 2.01 (s, 3H), 1.02 (s,
3H), 0.80 (s, 3H); 3C NMR (151 MHz, CD30D) & 179.7, 171.5, 166.6, 164.4, 154.1, 150.1, 149.7,
142.2, 128.6, 122.4, 121.6, 109.6, 108.7, 106.5, 103.9, 102.5, 89.5, 86.0, 77.2, 75.0, 73.8, 72.4,
71.1, 65.8, 65.7, 56.4, 52.5, 51.4, 50.8, 49.8, 49.6, 47.2, 43.0, 41.9, 38.5, 37.6, 36.3, 34.5, 33.5,
33.2, 33.1, 32.3, 30.8, 30.6, 30.5, 30.3, 29.9, 29.6, 28.5, 27.8, 26.9, 24.2, 23.8, 22.2, 21.7, 21.3,
21.1,19.9, 16.7, 14.5, 13.8, 13.5; HR-ESI calcd for Ce2HgasNsO16Na [M + Na]* 1182.6197, found
1182.6199.

OSW-1 analogue 58 was obtained as a white solid (7.0 mg, 19%): [a]o?® = -10.0 (¢ = 0.17 in
CH3OH); 'H NMR (600 MHz, CDsOD) & 7.75-7.73 (m, 2H), 7.57-7.55 (m, 2H), 7.10 (d, J = 2.5
Hz, 1H), 6.97 (d, J = 9.0 Hz, 1H), 6.65 (dd, J = 9.0, 2.5 Hz, 1H), 5.31 (d, J = 5.0 Hz, 1H), 4.82 (dd,
J=17.8,5.6 Hz, 1H), 4.68 (d, J = 7.3 Hz, 1H), 4.62 (br s, 1H), 4.30 (dt, J = 10.9, 7.0 Hz, 1H), 4.15
(d, J = 5.6 Hz, 1H), 3.96-3.94 (m, 1H), 3.93-3.90 (m, 2H), 3.84-3.83 (m, 1H), 3.83 (s, 3H), 3.79
(dd, J = 8.0, 4.9 Hz, 1H), 3.76-3.73 (m, 1H), 3.71-3.68 (m, 1H), 3.66-3.64 (m, 1H), 3.57 (dd, J =
7.9, 3.3 Hz, 1H), 3.54-3.50 (m, 2H), 3.49-3.48 (m, 1H), 3.39 (ddd, J = 16.1, 10.9, 4.9Hz, 1H),
3.27-3.22 (m, 3H), 2.92 (q, J = 7.5 Hz, 1H), 2.30 (s, 3H), 2.25-2.16 (m, 3H), 2.09 (s, 3H), 1.01 (s,
3H), 0.82 (s, 3H); 3C NMR (151 MHz, CD30D) § 179.7, 174.2, 171.6, 170.0, 157.6, 142.2, 140.1,
137.2,135.8, 132.6, 132.3, 130.2, 122.3, 115.9, 114.8, 112.9, 103.8, 102.4, 102.3, 89.6, 85.9, 76.9,
75.0, 73.8, 72.4, 71.4, 70.9, 66.2, 65.8, 64.4, 57.0, 56.2, 52.5, 51.4, 49.8, 49.6, 47.2, 43.0, 42.0,

38.5, 37.6, 36.4, 34.4, 33.5, 33.2, 33.1, 32.4, 32.3, 30.8, 30.6, 30.3, 29.9, 29.6, 27.8, 26.9, 24.4,



23.8,21.7,21.2,19.9, 19.3, 14.5, 14.0, 13.8, 13.5; HR-ESI calcd for CgsHgoCINsO16Na [M + Na]*
1254.5963, found 1254.5965.

OSW-1 analogue 59 was obtained as a yellow solid (4.8 mg, 13%): [a]o® = —44.9 (¢ = 0.11 in
CH3OH); H NMR (600 MHz, CDz0D) & 8.64 (d, J = 1.8 Hz, 1H), 8.22 (dd, J = 7.8, 1.1 Hz, 1H),
7.95 (d, J = 1.8 Hz, 1H), 7.90-7.87 (m, 1H), 7.54 (dd, J = 8.0, 1.1 Hz, 1H), 5.31 (d, J = 5.0 Hz,
1H), 4.84 (d, J = 8.0 Hz, 2H), 4.76 (dd, J = 8.5, 6.2 Hz, 1H), 4.26 (dt, J = 10.9, 7.0 Hz, 1H), 4.11
(d, J = 6.2 Hz, 1H), 3.98-3.97 (m, 1H), 3.96-3.95 (m, 1H), 3.94-3.89 (m, 2H), 3.88-3.85 (m, 1H),
3.77 (dd, J = 8.0, 4.8 Hz, 1H), 3.71 (dd, J = 8.5, 3.3 Hz, 1H), 3.69-3.66 (m, 1H), 3.64-3.59 (m,
2H), 3.50 (dd, J = 12.1, 1.9 Hz, 1H), 3.38 (ddd, J = 16.1, 11.0, 4.9 Hz, 1H), 3.29-3.25 (m, 3H),
2.84 (9, J = 7.4 Hz, 1H), 2.44 (s, 3H), 2.43 (s, 3H), 2.23-2.14 (m, 3H), 1.97 (s, 3H), 0.99 (s, 3H),
0.75 (s, 3H); 3C NMR (151 MHz, CD;0D) & 182.6, 182.0, 179.6, 171.5, 171.0, 170.9, 168.0,
151.6, 1515, 142.2, 142.1, 136.3, 135.9, 135.8, 131.7, 130.4, 128.4, 126.9, 126.4, 125.3, 122.4,
103.9, 102.6, 89.2, 85.9, 77.4, 75.4, 73.9, 72.4, 71.61, 71.58, 71.0, 66.8, 65.7, 58.2, 52.5, 51.4,
49.8, 49.6, 47.2, 43.0, 41.9, 38.5, 37.6, 36.4, 33.5, 33.2, 33.0, 32.3, 30.62, 30.59, 30.57, 30.3, 29.9,
29.6, 27.8, 26.9, 23.8, 21.6, 21.2, 21.1, 19.9, 14.5, 13.7, 13.5; HR-ESI calcd for CesHgsN4O20Na
[M + Na]* 1265.5728, found 1265.5730.

OSW-1 analogue 60 was obtained as a yellow solid (12 mg, 33%): [a]o?® = —26.7 (¢ = 0.21 in
CH30H); 'H NMR (600 MHz, CD30D) & 7.80 (d, J = 8.3 Hz, 2H), 7.74 (d, J = 8.2 Hz, 2H), 7.27
(brs, 1H), 7.13 (dd, J = 8.2, 5.1 Hz, 1H), 7.03 (dd, J = 9.1, 2.4 Hz, 1H), 6.53 (td, J = 9.0, 2.3 Hz,
1H), 5.32 (d, J = 4.9 Hz, 1H), 4.92-4.91 (m, 1H), 4.73 (d, J = 7.4 Hz, 1H), 4.62 (br s, 1H), 4.31
(dt, J = 10.9, 7.0 Hz, 1H), 4.19 (d, J = 5.8 Hz, 1H), 3.97-3.93 (m, 3H), 3.91-3.90 (m, 1H), 3.83
(dd, J = 7.9, 4.9 Hz, 1H), 3.74 (dd, J = 8.1, 3.3 Hz, 1H), 3.68-3.67 (m, 1H), 3.65-3.64 (m, 1H),
3.59-3.58 (m, 1H), 3.56-3.53 (m, 1H), 3.51-3.50 (m, 2H), 3.38 (ddd, J = 16.0, 11.0, 4.8 Hz, 1H),
3.26 (t, J = 6.9 Hz, 2H), 3.23 (dd, J = 7.6, 4.1 Hz, 1H), 2.96 (q, J = 7.4 Hz, 1H), 2.88 (s, 3H), 2.24
(d, J = 4.0 Hz, 1H), 2.23 (s, 3H), 2.22-2.17 (m, 3H), 2.13 (s, 3H), 0.99 (s, 3H), 0.84 (s, 3H); 1°C
NMR (151 MHz, CD30D) & 179.7, 173.4, 171.7, 165.6, 163.9, 148.9, 145.7, 143.2, 142.2, 141.9,
139.9, 134.4, 131.6, 131.1, 129.2, 125.2, 124.6, 122.3, 111.3, 107.5, 103.5, 102.4, 89.5, 85.9, 76.8,
75.2, 73.9, 72.4, 71.5, 71.0, 66.3, 65.8, 64.7, 57.2, 52.5, 51.3, 49.8, 49.6, 47.3, 43.6, 43.0, 42.0,
38.5, 37.6, 36.4, 33.8, 33.5, 33.2, 33.1, 32.3, 30.8, 30.6, 30.3, 29.9, 29.7, 27.8, 27.0, 24.4, 23.8,

21.7,21.2,19.9, 14,5, 13.8, 13.5, 10.9; HR-ESI calcd for CesHo1FN4O15SNa [M + Na]* 1253.6078,



found 1253.6080.
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1H, 13C, and 2D NMR spectra

Compound 3: *H NMR
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Compound 3: COSY NMR
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Compound 3: HMBC NMR
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Compound 5: 3C NMR
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Compound 6: *H NMR
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Compound 6: 3C NMR
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Compound 7: 13C NMR
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Compound 8: *H NMR
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Compound 8: 3C NMR
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Compound S2: 3C NMR
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Compound S3: 3C NMR
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Compound 12 (a/B): *C NMR
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Compound 13 a: 3C NMR
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Compound 13 B: 3C NMR
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Compound 14 (o/B):
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Compound 15 a.: *H NMR
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Compound 15 a: 3C NMR
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Compound 15 a.: HSQC NMR
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Compound 15 B: 3C NMR
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Compound 15 B: HSQC NMR
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Compound 16 a.: 13C NMR
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Compound 16 a.: HSQC NMR
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Compound 16 B: *C NMR
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Compound 16 B: HSQC NMR
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Compound S4: 1°C NMR
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Compound S4: HSQC NMR
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Compound S5: 'H NMR
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Compound S5: COSY NMR
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Compound S5: HMBC NMR
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Compound 18: *C NMR
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Compound 18: HSQC NMR

Chemical Fommula: CagHy NO Siy
Exact Mass: 865.43
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Compound 19: *H NMR
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Compound 19: COSY NMR
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Compound 19: HMBC NMR
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Compound 20: *3C NMR
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Compound 22: 13C NMR
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Compound 22: HSQC NMR

o

[2015651-5un-31

9
20"-C20"
H34"-C34"(N3-CH2)

H5-C5
— \

H2-C2' g

@l S0,

H1-C1

HE"-C6"

JHU‘\ LTV .

50

80

a0

F110

55 50 4.5 4D 3.
£2 (ppm)

o

3.0 2

o

Compound 22: HMBC NMR

JHLJL

AN

_/ml(" \_,llbmjlk“lwrﬁm'k_,mu'l\_u_)l' ll\_

il

N S T I .H.__.___._._.u........l.._,.ﬂLﬂ,_.l___U_J.lM.l

|

HI-C3
H1-C 16"

i
= & £2g

H2-C=0(Phth) Hag=c2z"

1

T T T T T T T T T T T T T T
52 5.0 4.8 4.6 4.4 4.2 40 3.B 3.6 3.4 3.2 3.0 2.8 2.6
£2 (ppm)

S S

201555 Taun-31 ich

£l (ppa)



Compound S6: 'H NMR
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Compound S8: 'H NMR
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Compound 23: *H NMR
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Compound 23: 13C NMR
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Compound S9: 'H NMR
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Compound 24: *H NMR
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Compound 25: *H NMR
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Compound 26: *H NMR
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Compound 27: *H NMR
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Compound 28: *H NMR
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Compound 28: COSY NMR

o I ‘1

_gllll_ “U I"y_Jb"x_fH«JN_Ml“}lQKWU U LJ\JHJ\U

E015551-5EN-3-13

[ —

HasH3 H1-H2
§
b :
3 ol d
i 6 i HI-HI G
'IE: H1-H2' H3-H2"

5

3.0

bl
bkl ,M“ 1 MN}'

T T
5.6 5.5

T T T T T T T T T T T T T T T T T T T T T T T
5.4 5.3 52 5.1 5.0 49 48 47 46 45 44 43 42 41 40 39 3B 37 36 35 3.4 33 32 21
£2 (pp)

Compound 28: HSQC NMR
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Compound 28: HMBC NMR
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Compound 29: 13C NMR
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Compound 29: HSQC NMR
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Compound 30: *H NMR
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Compound 31: *H NMR
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Compound 31: *3C NMR
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Compound 31: COSY NMR
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Compound 31: HSQC NMR
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Compound 31: HMBC NMR
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Compound 32: *H NMR
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Compound 32: 13C NMR
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Compound 32: COSY NMR
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Compound 32: HSQC NMR
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Compound 33: *H NMR
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Compound 33: COSY NMR
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Compound 33: HMBC NMR

o A o

2015551-5[N-3-3
Lo
—_— (¢ ]
— 20
] =]
g & 8
g Fao
) o 8 b
v
E ) - @ e
_— 9 B4 =]
> [0
- | H1-C3 0 ]
— &) HT-G 16" B a8 -
4
FL2o
140
— : Fieo
E H2-C=0
H2'—C.S=O(AC} . s l1z0
H20"-C22"
H23"-C22(CH2)
—200

T T T T T T T T T T T T T T T T T T 1
6.0 5.8 5.6 54 52 5.0 4.8 4.6 4.4 4.2 4.0 3.B 3.6 3.4 3.2 3.0 2.B 2.6 2.4
£2 (ppm)

Compound 34: *H NMR
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Compound 34: 13C NMR
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Compound 34: HSQC NMR
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Compound 35: *H NMR
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Chemical Formula: CeeHa N0y
Exact Mass: 1080.66
Molacular Weight 1081.28
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Compound 36: *H NMR
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Chemical Formula; CggHgaCIND, 4
Exact Mass: 1070.56
Malecular Weight: 1071.73

| L okt

L
s

1300

1800

1700

1200

1100

1000

00

800

Compound 36: 13C NMR
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Compound 36: COSY NMR
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Compound 36: HSQC NMR
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Compound 36: HMBC NMR
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Compound 37: *H NMR
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Exact Mass: 111862
Molecular Weight: 1119.28

J Ji__t"bdﬁﬁmwi '

T Y R .
2 SRERR SSCREREBRRIEES G

dosos SOoEMNIoSgToio ks

et S

M‘M

i

1100

1000

300

300

200

T T T T T
6.5 6.0 5.5 50 4.5 4.0 35 3.0 25
1 (ppm)




Compound 37: 13C NMR
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Chemical Formula: CgyHgFMN,O, 4
Exact Mass: 1118.62
Molecular Weight: 1119.35
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Compound 38: *H NMR
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Compound 38: 13C NMR
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Compound 38: HSQC NMR
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Compound 39: *H NMR
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Chemical Formula: CrgHagFMN Oy
Exact Mass: 1054 .55
Muolecular Weight: 1055.23
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Compound 39: COSY NMR
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Compound 39: HSQC NMR
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Compound 39: HMBC NMR
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Compound 40: *H NMR
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Compound 40: 13C NMR
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Compound 40: COSY NMR
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Compound 40: HSQC NMR
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Compound 40: HMBC NMR
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Compound 41: *H NMR
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Compound 41: COSY NMR
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Compound 41: HSQC NMR
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Compound 41: HMBC NMR
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Compound 42: 13C NMR
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Compound 42: HSQC NMR
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Compound 43: *H NMR
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Compound 43: COSY NMR
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Compound 43: HMBC NMR
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Compound 44: 13C NMR
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Compound 44: COSY NMR
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Compound 44: HSQC NMR
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Compound 45: *H NMR
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Compound 45: 13C NMR

H g
oH
Chemical Formula: CgeHagCINs 0,5 cl

Exact Mass: 1231.61
Molecular Weight 1232.89

T
Lo 0.5 0.0 -0.5

1900
1800
1700

1600

1200
F1100
1000

300

T T T T T T T T T
180 170 160 150 140 130 120 110 100 a0

1 {ppa)



Compound 45: COSY NMR
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Compound 45: HMBC NMR
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Compound 46: 13C NMR
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Compound 46: COSY NMR
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Compound 46: HSQC NMR
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Compound 47: *H NMR
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Compound 47: 13C NMR
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Compound 47: COSY NMR
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Compound 47: HMBC NMR
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Compound 48: 13C NMR
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Compound 48: HSQC NMR
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Compound 49: *H NMR
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Compound 49: COSY NMR
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Compound 49: HMBC NMR
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Compound 50: *3C NMR
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Compound 51: *H NMR
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Compound 51: *3C NMR
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Compound 51: HSQC NMR
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Compound 51: HMBC NMR
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Compound 52: *H NMR
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Compound 53: *H NMR
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Compound 53: COSY NMR
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Compound 53: HSQC NMR
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Compound 53: HMBC NMR
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Compound 54: 13C NMR
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Compound 54: HSQC NMR
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Compound 55: *H NMR
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Compound 55: 13C NMR
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Compound 55: COSY NMR
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Compound 55: HMBC NMR
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Compound 56: *H NMR
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Compound 56: 13C NMR
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Compound 57: 13C NMR
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Compound 57: HSQC NMR
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Compound 58: *H NMR
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Compound 58: 13C NMR
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Compound 58: COSY NMR
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Compound 58: HMBC NMR
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Compound 59: *H NMR
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Compound 59: 13C NMR
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Compound 59: HSQC NMR

|

[2015551-50N-4-11-2

H2-C2 o
liwi] i
® ge 2 @

HZIQZ' el I%f &
H4:%4'

o)
H16"-C16"

H@& H1-C1'

HE"-C6"
o

Ll | Ll I I Jli

TN T Y

30

o ™

£2 (ppa)

Compound 59: HMBC NMR
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Compound 60: *H NMR
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Compound 60: COSY NMR
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Compound 60: HMBC NMR
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