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& 1. RAEBRICHER L =4O
E ¥k NRCC # m;E® i Y —R
RIEE PAO1 6678 5 Fran ATCC
BAA-47
PAO1 6667 - PAO1 (wzy ::Gm) Lam lab
PAO1 6668 - PAO1 Lam lab
(wzy ::Gm)(Apa5457)
PAO1 6669 - PAO1 Lam lab
(wzy ::Gm)(Apa5458)
PAO1 6670 - PAO1 Lam lab
(wzy ::Gm)(Apa5459)
5933 6954 1 33348 ATCC
5934 6955 2 33349 ATCC
5939 6956 6 33354 ATCC
5943 6957 10 33357 ATCC
5944 6958 11 33358 ATCC
170003 6959 16 33363 ATCC
5937 6960 5 33352 ATCC
00154-1 6944 - Fife PR B BEAR Sad lab
003S-20 6945 - iR PR BB A Sad lab
O03E-9 6946 - B PR B Bk Sad lab
004S-3 6947 - in R B B Sad lab
004E-8 6948 - iR PR B AR Sad lab
006S3-1 6949 - Fife PR B BEAR Sad lab
006S4-1 6950 - B PR B B AR Sad lab
009S-7 6951 - Bin R B Bk Sad lab
014S-1 6952 - Fife PR B B Sad lab
014E-31 6953 - e PR B BEAR Sad lab
HZILIRE Igt2/igtd 6541 - (EfEFagiic] Cox lab
PEIEAE 8047 6263 - P14t B Cox lab
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F*& 2. A-PS Mo EREEL 1= OS1 RUERE 3-O- A FIL-5 L/ —AD NMR T—

(5, ppm, 500 MHz 25°C), i&#f Rha3Me # Me: 3.44/57.3 ppm.

H/C-1 | H/C-2 | H/C-3 |H/C-4 |HC-5 |HC-6
Rha30Me E, 1 5.16 4.23 3.43 3.50 3.80 1.29

102.4 | 67.3 80.6 71.8 70.6 17.7
Rha30Me F, 1 5.15 4.21 3.58 3.59 3.89 1.33

102.4 | 674 81.7 79.1 69.0 18.3
Man30OMe L, 1 5.12 4.24 3.67 3.83 3.83 3.78;

99.8 67.3 81.9 73.8 72.9 67.1
TR b=ILX, 1 3.75; 3.79 3.90 3.63;

59.7 78.5 72.3 63.7
E#ta-Rha3Me | 5.15 417 3.48 3.47 3.88 1.27

95.1 67.6 80.6 72.3 69.4 18.1
EHEB-Rha3Me | 4.85 4.20 3.31 3.39 3.41 1.29

94.8 68.1 83.0 72.0 73.2 18.1
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0000000000000 000000000000000000000000000
0000000000000 000000000000000000000000000A0
0000000000000 000000000000000000000000a 00
0O00000'000000000000000000000000000000000a0
O0000D00D0D000000000D00000000DO0O0D0O000DO0oGoan
000000
0000
# 3. A-PS ® NMR 7—4 (8, ppm, 600 MHz, 40°C), * FJIL%: G, H: 3.47/59.7
ppm; E, F, L: 3.46/57.5 ppm.
H/C-1 H/C-2 H/C-3 H/C-4 H/C-5 H/C-6
Rha A 5.21 4.09 3.97 3.52 3.85 1.32
102.1 79.4 71.2 73.6 70.5 18.0
Rha B 5.05 4.15 3.91 3.58 3.89 1.32
103.5 71.2 79.1 72.8 70.5 18.0
Rha C 4.97 417 3.85 3.58 3.77 1.29
103.3 71.2 79.3 72.8 70.7 18.0
Rha8OMe E | 5.15 4.22 3.42 3.50 3.82 1.29
102.5 67.5 80.8 72.0 69.1 18.0
Rha30Me F | 5.13 4.20 3.55 3.58 3.86 1.33
102.5 67.6 81.9 79.3 69.0 18.0
Man30OMe L | 5.27 4.28 3.62 3.85 3.78 3.78;
102.5 67.4 81.8 73.9 73.3 62.2
Man M 5.23 4.03 3.94 3.85 3.74 3.78;
102.6 71.9 72.1 75.4 73.5 62.2
Man K 5.21 4.01 3.94 3.85 3.74 3.78;
102.5 71.9 72.1 75.4 73.5 62.2
Man D 5.25 4.02 3.94 3.85 3.74 3.78;
102.5 71.9 72.1 75.4 73.5 62.2
Man20Me G | 5.37 3.66 3.96 3.76
99.4 83.1 71.2 75.6
Rha20OMe H | 5.20 3.68 4.02 3.55 3.83 1.33
102.1 83.1 71.9 80.7
a-Glc N 5.00 3.57 3.71 3.42 3.76 3.87
99.2 72.7 74.5 70.8
a-Glc N' 5.03
100.3
Ooooo0ao
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WVGQTPEKRLELVAAINGDGGTTYYPDTVKGRFIISR
DNAKNTLYLQMSSLRSEDTALYYCVRGRRITGTGAI
DYWGQGTSVTVSS

1B1 VH

gacgtgaagctcgtggagtctgggggaggcettagtgaaggttggagggte
cctaaaaatttcatgtgcagccetctggattceccticagtgactattatatgget
tgggttggccagactccagagaagaggctggagtiggtcgcagecattaa
tggtgatggtggtaccacctactatccagacactgtgaagggcecgattcat
catttccagagacaatgccaagaacaccctgtacctgcaaatgagcagtce
tgaggtctgaggatacagcecttgtattattgtgtaagagggagaaggataa
ctggaactggggctatagactactggggtcaaggaacctcagtcaccgte
tcctca

1B1VHaO—F
Bc Sl

SNISY

1B1 VL CDR1

GTS

1B1 VL CDR2

QIYHSYPYT

1B1 VL CDR3

QIFLTQSPVILSASPGEKVTMTCSATSNISYMYRYQQ
KPGSSPKPWIYGTSNLASRVPARFSGSGSGTSYSLT
ISNMEAEDAATYYCQIYHSYPYTFGGGTKLEIK

1B1 VL

caaatttttctcacccagtctccagttatectgtctgcatctccaggggagaa
ggtcaccatgacctgcagtgccacctcaaatataagttacatgtacaggta
ccagcagaagccaggatcctcacccaaaccetggatttatggcacatec
aacctggcttctcgagtcectgctegettcagtggcagtggatetgggacct
cttattctctcacaatcagcaacatggaggctgaagatgctgecacttattac
tgccagatatatcatagttacccgtacacgttcggaggggggaccaagct
ggaaataaaa

1B1VLa—Fk
ACS

10

GYSFTDYN

3B8 VH CDR1
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IDPYNGGT

3B8 VH CDR2

12

AKGGYRYDAWFAY

3B8 VH CDR3

13

EIQLQQSGPELVKPGASVKVSCKASGYSFTDYNMY
WVKQSHGKSLEWVGYIDPYNGGTTYNQKFKGKATL
TVDKSSSTAFMHLNSLTSEDSAVYYCAKGGYRYDA
WFAYWGQGTLVTVSA
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cctgacatctgaggactctgcagtctattactgtgcaaagggceggctatag
gtacgacgcctggtttgcttactggggccaagggactctggtcactgtctetg
ca

3B8VH O—F
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15 |QSLENNNGNTY 3B8 VL CDR1
- RVS 3B8 VL CDR2
16 |LQVTHVPWT 3B8 VL CDR3
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tgatctacagggtttccaaccgattttctggggtectagacaggttcagtggt
agtggatcagggacagatttcacactgaaaatcagcagagtggaggctg
aggatttgggagtttatttctgcctccaagttacacatgtccegtggacgtteg
gtggaggcaccaagctggaaatcaaa
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3C4 VH

gaggtgaagctggtggagtctggaggaggcttggtacagectgggggttc
tctgagactctcetgtgcaacttctgggttcaccttcactgattactacatgag

ctgggtccgecagectccaggaaaggceacttgagtggttgggtittattaga
aacaaagctaatggttacacaacagagtacagtgcatctgtgaagggtcg

3C4 VH O0—

23 gttcaccatctccagagataattcccaaagcatcctctatcticaaatgaac | KEZ 51
accctgagagctgaggacagtgccacttattactgtacaagggccatctac
tatggttacgacgggtttgcttactggggccaagggactetggtcactgtete
tgca
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gatgctgtgatgacccaaactccactctcectgectgtcagtettggagate
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F1)d%  Theo Obs Rmax | Ka (s™) ka (M s) | Kp (UM)
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Mono- 31 n.b. n.b. n.b. n.b.

n.b n.b. n.b. n.b.
Di- 59 14 - - 85.82

15 - - 82.52
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0000000000000 000000000000e 00000000000 DO0O00
0000000000000 0D0D0DDD0DO0000O0D0DDDDDODD0DO0OO0O0O0OooaDn
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0000000000000 0000000000000000000000000a0
0000000000000 00000000000000000000000O0o0o0an
0000000000000 0000000000000gO0O0O0O0D000000000
000O0pgO0O0O0O0D0D0DDDOO0O0OO0OO0O0O0DDDODOO0OO0OO0OO0O0O0ODDODDODDOOOOO
0000000000000 00000000000000000000000000a0
0000000000000 000000000000000O0Rf =0.75, (EtOAc/
oooog, 2/8) [a ]p2® 23.45 (¢ 0.22, CHCI3) 1HNMR (500 MHz, CDCl3):
7.38-7.26 (m, 10H, 2x Bn), 5.05 (s, 1H, Hlia ), 4.89 (d, 1H, Ja g= 11.6
Hz, CHA, OBn), 4.69 (d, 1H,JA,B=11.8 Hz, CHA, OBn), 4.64(d, 1H, Jg A

11.6 Hz, CHB, OBn), 4.51 (d, 1H, Jg o =11.8 Hz, CHB, OBn), 4.29 (dd,
1H, J3. 4 = 6.2 Hz, Jg 2 =6.2 Hz, H3), 4.19 (d, 1H, J2 3 = 5.8 Hz, H2), 3.
80-3.73 (m, 1H, H5),3.24 (dd, 1H, Jg,3 = 7.2 Hz, Ja 5 = 9.9 Hz, H4),

1,1.36 (2 x s, 3H, CHg), 1.29 (d, 3H, Jg.5 = 6.3 Hz, H6) 13CNMR (125 M
Hz, CDCl3): & 138.4, 137.2, 128.6(x2), 128.4 (x2), 128.3 (x2), 128.1 (

x2), 128.0, 127.7 (Bn), 109.3 (C(CH3)2),96.3 (C1), 81.3 (C4), 78.7 (C3),

76.2 (C2), 73.1, 69.1 (2 x CH2(Bn), 64.8 (C5), 28.1, 26.4 (2 x CH3),
9 (C6) Jc1, H1=174 Hz, HRMS: m/z C23H2gNaOs [M+Nal*O0 O OO, 407.18
34: 000, 407.1828.
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000000000000 0000D0D00000O0O00000000000000000
000O0O0p00p0000D000000O0D0O00O00O0OO0O000000O0O000000
00000000000 00000ORf =0.6 (EtOAc/0000O, 7/3) [a ]1p25 1.4
9 (c 0.09, CHCI3) 'HNMR (500 MHz, CDCl3): & 7.36-7.26 (m, 10H,2x Bn
), 4.86 (s, 1H, H1), 4.78-4.73 (m, 2H, CHA, CHB, OBn), 4.69 (d, 1H, Ja B

11.9 Hz, CHA, OBn), 4.51 (d, 1H, Jg, A = 11.9 Hz, CHB, OBn),3.99-3.94
m, 2H, H2, H3), 3.83-3.76 (m, 1H, H5), 3.37 (dd, 1H, J4 3= J4a,5 =9.1 H
, H4), 2.26 (d, 1H, Jon,2 = 3.6Hz, OH), 2.24 (d, 1H, JoH. 3 = 4.8 Hz, OH
), 1.36 (d, 3H, Jg,5= 6.3 Hz, H6). 13C NMR (125 MHz, CDCl3): & 138.3,
137.3, 128.7 (x2), 128.6 (x2), 128.1, 128.1 (x2), 128.0(x2), 128.0, (Bn
), 98.6 (C1), 81.8 (C4), 75.2 (CH2, Bn), 71.6 (C3),71.3 (C2), 69.2 (CH2,
Bn), 67.5 (C5), 18.1 (C6) Jc1, H1=167 Hz LRMS m/z C2poH24NaOs [M+Na]
*ooood, 367.4; 000, 367.3
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0000000000000 D00D0000OD0D0DDDO0D0DO0O0O0Ox0O0D00O0000000
O0pO0O0x00000000000DO0x00O000000D0D0O0O00000O0D0OO0OO0O0
O0p00pg000O0000D0D0DD0D0O0DO0O0O0OO0DODDDODONDO0OO0O0DODODDOOOO0O
0000000000000 00O00000D0D0D0D0O00000O0D0D0O0O0O00O0O0OaD
0000000000000 00Rf =0.35 (EtOAc/0000, 7/3) [a ]1p2° 58.3

(c 0.43, CHCI3) 'HNMR (500 MHz, CDCIl3): 8 7.37-7.26 (m, 10H, 2x Bn),
4.91 (d, 1H, J; 2 = 1.2 Hz, H1), 4.86 (d, 1H, Ja,g= 11.0 Hz, CHA, OBn),

4.71 (d, 1H, Joa,g = 11.8 Hz, CHA, OBn), 4.64(d, 1H, Jg .o = 11.6 Hz, CHB,
OBn), 4.47 (d, 1H, Jg o =11.0 Hz, CHB, OBn), 4.08 (dd, 1H, Jo 1 = 1.7 H
z, Jp 3 =3.3 Hz, H2), 3.83-3.73 (m, 1H, H5), 3.61 (dd, 1H, J3,2 = 3.4 Hz,
J3,4= 9.1 Hz, H3), 3.49 (s, 3H, OMe), 3.39 (dd, 1H, Jg,3 = 9.4 Hz, Jg 5=

9.4 Hz, H4), 2.43 (d, 1H, Jou,3 = 2.0 Hz, OH), 1.31 (d, 3H, Jg 5= 6.3 Hz,
H6). 13C NMR (125 MHz, CDCl3): 8 138.6, 137.3, 128.5 (x2), 128.5 (x2
), 128.1 (x2), 128.1 (x2),128.0, 127.8 (Bn), 98.3 (C1), 81.8 (C3), 80.0

(C4), 75.4, 69.2 (2 x CH>2(Bn)), 68.0 (C2), 67.4 (C5), 57.5 (OCH3), 18.0
(C6) Jc1, H1=174 Hz HRMS: m/z C21H26Na0Os [M+Nal]*O OO O, 381.1672;

OO0, 381.1668.
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0000000000000 O00O00O0O0O00

0000000000000 00000e000000D00D000DO00DO00DO00DO00O00

OO00p0OO00O00D000000D0DO0DO0DODODOO0DODO0DODODODODOn

0000000000000 00O0O0O0DO0ODO0DO0DO0DO0DO0DO0OoOoOooOoooaon

0000000000000 O0C0O00D0000000O0O0pgO00gO00OO00O00O0O0O0n

DDDDDDDDDDDDDDDDDDDDDpDDDDDDDDDRf:0.30,(Eto
¢c), 1H NMR (600 MHz, CD30D): & 5.18 (d, 0.7H, J1q ,2q = 1.6 Hz, H1

30
o), 4.74 (d, 0.3H, Jip ,28 = 1.0 Hz, H1B ), 4.07 (dd, 0.7H, J2p ,1p = 0.7
Hz, Jop ,3p = 2.9 Hz, H2B ), 4.03 (dd, 0.7H, J2¢q ,1a = 0.9 Hz, J2q 30 =

1.9 Hz, H2a ), 3.89-3.83 (m, 0.7H, H5a ), 3.50-3.48 (2 xs, 3H, OCH3 a /
B),3.46 (dd, 0.7H, Jaq 3¢ = 3.0 Hz, Jagq .54 = 9.4 Hz, H4a ), 3.43-3.39

(m, 1H, H3a OO H4pB ), 3.42-3.35 (m, 0.3H, H5B ), 3.15 (dd, 1H, Jap 28

= 3.0 Hz, J3p ,4ap = 9.2 Hz, H3B ), 1.34-1.25 (m, 3H, H6a / H6B ). 13C N
MR (151 MHz, CD30D):d 95.7 (Cla ), 95.4 (C1B ), 84.5 (C3B ), 81.8 (C3
a), 73.0 (C4a ), 72.4 (C4B ), 71.1 (C5B ), 69.2 (C5a ), 69.0 (C2B ), 68.8
(C2a ), 57.3 (OCH3 a ), 57.2 (OCH3B ), 18.1 (C6a ), 18.1 (C6B ). Jc1, H1
172 Hz, Jc1,H1p = 161 Hz, HRMS: m/z C7H14NaOs[M+Na]*0 000, 20
739; 000, 201.0734.00000000000000000
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0000000000000 000O0O0O0O0O0O0O
00000000 0eO0BOODOOOOOO0OOO
00O O 0o 000D0O000p00D0000000H NMR (6
00 MHz, CD30D): & 5.06 8H, J1q ,2q = 1.7 Hz, Hla ), 4.87 (d, 0.2
H, Jip .2p = 1.7 Hz, H1[3),4.05 (d, 0.2H, J2p .1p = 0.9 Hz, Jop ,3p = 3.1
Hz, H2B ), 4.01 (dd, 0.8H, J2gq .1q = 1.8Hz, J2gq 3¢ = 2.9 Hz, H2a ), 3.83
(m, 0.8H, H5a ), 3.48 (s, 0.6H, OCH3PB ), 3.48 (s, 2.4H, OCHza ), 3.44(
dd, 0.8H, , J4q .3a = Jaq 54 = 9.6 Hz, H4a ), 3.41-3.36 (m, 1H, H3a , H
4B ), 3.29 (m, 0.2H, H3B ), 1.30 (d, 0.6H, Jep 5 = 6.1 Hz ), 1.25 (d, 2.
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4H, Jgq .5q = 6.1 Hz, H6a ). 13C NMR (151 MHz, CD30D): § 95.7 (Cla ),
95.3 (C1B ), 84.5 (C3B ), 81.8 (C3a ), 73.0 (C4a ), 72.4 (C4B ), 73.3 (C5
B) 69.2 (C5a ), 69.0 (C2B ), 68.8 (C2a ), 57.3 (OCH3z a ), 57.2 (OCH3B )
,18.1 (C6a ), 18.1 (C6B ). Jc1, H1a = 172 Hz, Jc1,H1p = 162 Hz. HRMS:
m/z C7H14NaOs[M+Na]*O 000, 201.0733; 000, 201.0735.000000

ODo0o0O0O000O0O0O0O0
Oooo0oo

000000000000 0000D000000000000000
0000000000000 00C0O0O0000O0OO0O0O00O0DOoOO0O0ONONDoooOoooan
000000000000 0000D000000000000000000000000
000000000000 00O0C0O0O0000O0OO0O0O0O0O0O0OO0O0O0ONDoOooOoooan
000000000000 0000O000000000p00p00000aO0pRO00
000000000000 0000D000000000000000000000000
OO0O0OORf =0.25 (EtOAc/0000, 1/1) 'HNMR (500 MHz, CDCl3): & 7.
36-7.27 (m, 5H,Bn), 5.25 (s, 1H, Hla ), 4.85 (d, 1H, Ja,g =11.1 Hz, CHA,

OBn), 4.72 (s, 1H, H1B ), 4.63 (d, 1H, Jg A= 10.9 Hz, CHB, OBn), 4.10-4.
08 (m, 2H, H2a , H2B ), 3.99-3.92 (m, 1H, H5a ), 3.62 (dd, 1H, J30a ,4q
= 9.1 Hz, 3.3 Hz,H3a ), 3.52, 3.50 (2 x s, 3H, OCHz a /B ), 3.38 (dd, 1H,
Jag 3¢ = 9.4 Hz, J4q 54 = 9.4 Hz, Hda ), 3.37-3.31 (m, 3H, H3B , H4p ,
H5B ), 2.56 (br. s, 1H, OH), 2.46 (br. s,1H, OH), 1.33 (d, 3H, Jgp .5p =
5.7 Hz, H6B ), 1.29 (d, 3H, Jegq 54 = 5.7 Hz, H6a ). 13C NMR (125 MHz,
CDCl3): & 128.5, 128.4, 128.3, 128.0, 127.9, 127.8, 127.7 (Bn), 93.9 (
Cla ), 93.8 (C1p ), 83.8 (C3B ), 81.3 (C3a ), 79.8 (C4a ), 79.3 (C4B ), 7
5.2 (CH2, Bn),71.1 (C5B ), 68.3 (C2a ), 68.0(C2B ), 67.3 (C5a ), 57.5 (O
CHsa ), 57.4 (OCH3pB ),18.0 (CH3,C6a ), 17.9 (CH3, C6B ).HRMS m/z CqaH
»oNaOs [M+Na]*OO OO, 291.1203; 000, 292.1205.
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000000000000 0000D0D000000000000000pw0000000
000000000000 0O000O0O0000O0OO0O0O00O0OOoO0OO0O0O0ONDOoooOoOooan
00pO0O0gO0O000000D0D0000O0O0OxO00000000000000p000O
x 0000000000000 O0O0000O0O0O00pg0O0pg00O0O0O0O00DO0O0O0OO
000000000000 0000O0000000O000000000000000a0O
FOD0D0DDODODDDNDNODODOODODNDNDOOODNODONODOOODODNODDOOOODOONOOO
00000000 ORf=0.6 (EtOAc/0000, 3/7) [a ]1p25 23.1 (¢ 2.1, CHCI3
) LTHNMR (500 MHz, CDClg3): & 7.43-7.28 (m, 7H, Bn/ Stol), 7.20-7.10 (

m, 2H, Stol), 5.71 (d, 0.5H, J2p 3p = 2.5 Hz, H2B ), 5.56 (dd, 0.5H, J2q
.30 = 1.6 Hz, 3.2 Hz, H2a ), 5.35 (d, 0.5H, J1gq ,2a0 = 1.3 Hz, Hl1a ), 4.92
(d, 0.5H, JAg ,Ba = 11.0 Hz, CHAa , OBn), 4.87 (d, 0.5H, Jap .6p = 11.0

Hz, CHAB , OBn), 4.75 (s, 0.5H, H1B ), 4.64 (d x 2,1H, Jga ,Aa O OBP ,AB

= 10.7 Hz, CHBa O OCHBB, OBn), 4.27-4.20 (m, 0.5H, H5a ), 3.65 (dd, 1
H, J3a 40 = 9.3 Hz, J3q ,20 = 3.3 Hz, H3a ), 3.47 (s, 1.5H, OCHgza ), 3.
45 (s, 1.5H, OCH3pB ),3.45-3.42 (m, 0.5H, H4a ), 3.40-3.34 (m, 1.5H, H3
B, H4B , H5B ), 2.34(s, 1.5H, CH3, STol B ), 2.33 (s, 1.5H, CH3,STol a ),
2.23 (s, 1.5H, Ac ),2.15 (s, 1.5H, Ac a ), 1.40 (d, 1.5H, Jgp ,5p = 5.5

Hz, H6B ), 1.35 (d, 1.5H, Jgg .54 = 6.2 Hz, H6a ). 13C NMR (125MHz, CD
Clz): 8 170.5 (COpB ), 170.3 (COa ), 138.6, 138.5, 138.1, 138.0,132.3 (

10

20

30

40
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x2), 132.3 (x2), 130.2, 130.2, 129.9 (x2), 129.9, 129.1, 128.5 (x2),128
.5, 128.3, 128.1, 128.0 (x2), 127.8, 127.8, 125.4 (Ar), 86.5 (Cla ), 85.
8 (Cip), 84.0 (C3p ), 80.5 (C3a ), 80.4 (C4a ), 79.3 (C4pB ), 76.1 (C5pB ),
75.4 (CH2, Bn a, Bn ), 70.4 (C2a ), 70.0 (C2pB ), 68.9 (C5a ), 57.8 (OC
Hz B ), 57.7 (OCHz a), 21.2 (CHg3,Stol B ), 21.2 (CH3, Stol a ), 21.1 (Ac
a) 20.9 (Ac B ), 18.3 (C6B ), 17.9 (C6a ). Jc1, Hia = 169 Hz, Jc1,H1p =

154 Hz, ESI-MS: m/z C23H2gNaOsS[M+Nal]*0 000, 439.1550; 00O, 43

9.1545.
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0000000000000 00D000DO0DO0DD0D0O0D0O0DO0DO0DO0DDoDO0OO0ODoDOoOODaO
0000000000000 00000D00000000000000D0000000an0
0000000000000 00D0O00DO0DO0DD0D0O0D0O0O0DO0DO0ODDODOODOO0DO
0000000000000 00000D000O00Rf = 0.25 (EtOAc/0000O, 1/1)
[a ]p2% -21.2 (¢ 3.4, CHCI3) 'HNMR (500 MHz, CDCIl3): & = 5.96 (s, 1H,
H1),5.24 (d, 1H, Jp 1 = 2.0 Hz, H2), 3.76-3.67 (m, 1H, H5), 3.48 (dd,1H,

Jas = 9.4 Hz, J4. 3 = 9.4 Hz, H4), 3.43 (dd, 1H, J3 2= 3.2 Hz, J3, 4 = 9.5

Hz, H3), 3.37 (s, 3H, OCH3),2.96 (br. s, 1H, OH), 2.08, 2.07 (2x s, 6H,

CH3), 1.28 (d, 3H, Jg 5= 6.3, H6) 13C NMR (125 MHz, CDCIl3): 8 169.9,

168.5 (2x C=0), 91.2 (C1), 79.3 (C3), 71.1 (C4), 70.4 (C5),66.4 (C2), 5
7.4 (OCHg), 20.9, 20.7 (2x Ac), 17.7 (C6). Jc1, H1=170 Hz, LRMS m/z Cy
1H1gNaO7 [M+Nal*OOOO, 285.1; 00O, 285.1.

Oooooo
0000000000000 000D0000000000e0000000000000
0000000000000 0C0000000000e00000000000000
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000D000p0O0pO000D0O00000O0D0O0D0O00OO0OO0O000000O0O00000O
0000000000000 000O0O00000O0O0000000O000ooooooan
000000000000 0000D000000000000pO00000p00000
0000000000000 00C0O0O0000O0OO0O0O00O0DOoOO0O0ONONDoooOoooan
000D0O0000p0O0Og 000000000 O0O0000O0gOgOgO0O0x0000
0000000000 pO0000x00000000000000000000O0g00
000000000000 000O0O0O0000O0O0D00O0O0O0OO0O0ONOoOoOoOOooan
000000000000 0000D0D000000D00000000000000p 00
DO0O0O0OO0ODORf = 0.55 (EtOAc/00O00, 1/1) [a ]p25 183 (c 18.7, CHCI3)
IHNMR (500 MHz, CDCI3) & 7.40-7.16 (m, 5H,Bn), 6.02 (d, 1H, J; 2 = 1

.7 Hz, H1), 5.39 (dd, 1H, Jz: 3 =1.9 Hz, 3.0 Hz, H2'), 5.31 (dd, 1H, J2 1
=1.7,1.7 Hz, H2), 5.17(d, 1H, J1', 2+ = 1.7 Hz, H1'), 4.92 (d, 1H, Ja,B =
10.9Hz, CHA, OBn), 4.65 (d, 1H, Jg. A = 10.9 Hz, CHB, OBn), 3.88-3.81 (
m,1H, H5), 3.79-3.72 (m, 1H, H5"'"), 3.64-3.59 (m, 3H, H3, H3', H4), 3.4
8, 3.45 (2x s, 6H, OCH3), 3.40 (dd, 1H, Ja' 5 = Jg* 3 =9.5 Hz, H4"), 2.1
7, 2.16, 2.15 (3 x s, 9H, Ac), 1.35 (d, 3H, Jg',5r =6.2 Hz, H6"'), 1.34 (d,
3H, Jg,5 = 6.1 Hz, H6). 13¢ NMR(125 MHz, CDClg): 8 170.2, 170.0, 168
.6 (3 xC=0), 138.5, 128.5 (x2), 128.1 (x2), 127.8 (Bn), 99.5 (C1"), 91.1
(C1), 80.0(C4, C3"), 79.9 (C4"), 77.9 (C3), 75.5 (CH2, Bn), 69.3 (C5'), 6
8.7(C5), 68.6 (C2'), 66.9 (C2), 57.6, 57.6 (2x OCHg), 21.2, 21.0, 20.9(3
x Ac), 18.3 (C6), 18.0 (C6"). Jc1, H1= 173 Hz, Jc1', H1'=179 Hz LRMS m/
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a0i12 [M+Na]*OOOO, 577.2; 000, 577.9.

z Co7H38N

OoDoOoO0ao

0000000000000 0O0O00eO00O0D0D00O000000D0D -0000000
0000000000000 0D0a 0000000000 D0DDDODOO
0000000000000 00O000000D0D00000p0O00000000000
0000000000000 0Op 0000000000000 00D0000000000
00000000 uw000000000000000000000Rf =0.2 (EtOAc/
0000, 1/1) [a ]p2® 44 (¢ 4.3, CHCI3) LTHNMR (500 MHz, CDCIl3) &8 5.93

d, 1H, J1 2= 1.6 Hz, H1), 5.31 (dd, 1H, Jo 1 = 1.9 Hz, Jo 3 =2.8 Hz, H2
), 5.22 (m, 1H, H2), 5.09 (d, 1H, J1+ 2+ = 1.7 Hz, H1'),3.76-3.66 (m, 2H,
H5, H5'), 3.54-3.51 (m, 2H, H3, H4), 3.44 (dd, 1H, J4 5= 9.4 Hz, J4 3"

= 9.4 Hz, H4'), 3.35, 3.34 (2 x s, 6H,0CH3), 3.34-3.29 (m, 1H, H3"),

8 (br. s, 1H, OH), 2.08, 2.06,2.05 (3 x s, 9H, Ac), 1.29-1.25 (m, 6H, H6
', H6). 13C NMR (125 MHz,CDCl3): 8 170.1, 170.0, 168.5 (3 x C=0),99.7
(C1'), 91.0 (C1), 79.9 (C4), 79.4 (C3'), 77.5 (C3), 71.4 (C4'), 69.2(C5"),
69.0 (C5), 67.4 (C2), 66.8 (C2'), 57.5, 57.2 (OCH3), 21.0,20.9, 20.8 (3

x Ac), 18.2 (C6), 17.5 (C6'). Jc1,H1= 173 Hz, Jc1'. H1'= 168 Hz LRMS m/
CooH32NaO12 [M+Na]*OO OO, 487.2; 00O, 486.9.
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0000000000000 0000e00000O0O000000O0
0000000000000 0000000000 O0O000 -00
00000000000 0e 0000000000000 000O0
000000 0uw00000000000000000000000A0d
000x 0000000000000 0000000000000AO0
0000000000000 000O0O0O0O0000000O00O00
0000000000000 O0O0D0DDDOO0OO0OO0O0O0O0DDoOoOOoOaO
Op 0000000000000 000p00000pO000000
0000000000000 000000000000000000A0
Og 00000000000 O0O00DO0pgOpgOpgO0OxO00000
0000000x 0000000000000 00000000g0
0000000000000 00000000000000000a0
0000000000000 0000000000000000w 0
OO0ORf = 0.55 (EtOAc/0 000, 1/1), [a ]p2® 157 (c 15, CHCI3)
(500 MHz, CDClg): & 7.36-7.25 (m,5H, Bn), 5.98 (d, 1H, J1 2 =
1.7 Hz, H1), 5.36-5.32 (m, 2H, H2',H2''), 5.28 (m, 1H, H2), 5.11 (m, 2H,
H1', H1''), 4.87 (d, 1H, Jao = 10.9 Hz, CHA, OBn), 4.62 (d, 1H, Jg. Ao = 1
0.9 Hz, CHB, 0Bn),3.85-3.78 (m, 1H, H5''), 3.78-3.70 (m, 2H, H5', H5),
3.60-3.54 (m, 3H, H3',H3'', H4), 3.54-3.47 (m, 2H, H3, H4'), 3.43 (s, 3
H, OCHg3), 3.39 (s,6H, OCHg3 x2), 3.36 (dd, 1H, Jg'' 3= 9.6 Hz, H4"), 2.
12(s, 6H, Ac x 2), 2.11 (s, 3H, Ac), 2.08 (s, 3H, Ac), 1.31 (d, 3H, Jg -
= 6.2 Hz, H6''), 1.30 (d, 3H, Jg,5 = 6.3 Hz, H6), 1.29 (d, 3H,Jg', 5" = 6.
Hz, H6'). 13C NMR (125 MHz, CDCl3):3 170.1, 170.0, 169.9, 168.4 (C=
0), 138.5, 128.4 (x2),128.0 (x2), 127.7 (Bn), 99.4 (C1'), 99.3 (C1'"), 9
1.0 (C1), 79.9 (C4''), 79.9(C3), 79.8 (C3'), 79.8 (C3''), 78.2 (C4'), 78.0
(C4), 75.3 (CH»,Bn), 69.1 (C5), 68.6 (C2'), 68.4 (C2''), 67.8 (C5'), 67.8
(C5''), 66.7 (C2),57.5 (OCHg3), 57.2 (OCH3), 21.1, 21.0, 20.9, 20.8 (Ac),
18.2 (C6'"), 18.0 (C6'), 17.8 (C6) Jc1,H1 = 179 Hz, Jc1',H1 =179 Hz , J¢
1", H1'* = 179 Hz HRMS m/z C3zgHs2NaO17[M+Nal*0 000, 779.3102; O
ogd, 779.3079.

oooooo

OoooOooOooTooooaoN
OO0o0 Ooooooooaoy
oOboooooooogogoo
OofNooooooooooao
Oof0ooooooooooao
O oooooO0o0Odooo
oD oooooo OOdOOdgao
oo bDoo ooobooooadg
OobDoootboooogoao

O
O
O

[
I
P
<
Ry

w o

10

20

30

40

50



(50) JP 2025-509292 A 2025.4.11

0000000000000 0000eD0000000000000D0 -0000000
0000000000000 000000DO0D0D0O0O0000-000000000000
000000000000 O00O0O0DDDDOOOOOO0OO0DODOD

0000000000000 00O000000D00O0O000p000000000000
0000000000000 0Op 0000000000000 00DDD0O0000D0ODOD
0000000000000 000000000000000000ORSf =0.25 (EtO
Ac/0000, 1/1) [a ]p2® 118 (c 13.3, CHCI3z) LHNMR (500 MHz, CDCIlg):

d 5.98 (d, 1H, J1 2= 1.4 Hz, H1), 5.36-5.32 (m, 2H, H2', H2'"), 5.2 (m,
1H, H2), 5.14 (d, 1H, J1',2'= 0.9 Hz, H1'), 5.10 (d, 1H, Jg'r 2'* = 1.2 Hz,
H1'"), 3.82-3.72 (m,3H, H5, H5', H5'"), 3.58-3.52 (m, 3H, H3, H3', H4"),
3.52-3.47 (m, 2H, H3''",H4'"), 3.40, 3.39, 3.38 (3x s, 3H, OCHg3), 3.41-3.
36 (m, 1H, H4),2.48 (br. s, 1H, OH), 2.13 (s, 3H, Ac), 2.11 (s, 3H, Ac),
2.09 (s, 3H, Ac), 2.08(s, 3H, Ac), 1.35-1.29 (m, 9H, H6, H6', H6''). 13C
NMR (125 MHz,CDCIlg): & 170.1, 170.1, 170.0, 168.5 (4xC=0), 99.6 (C1
'y, 99.5 (C1'"), 91.1 (C1), 80.0 (C3'"), 79.9 (C3), 79.4 (C3"),78.1 (C4), 7
8.0 (C4'), 71.6 (C4'"), 69.2 (C5), 68.9 (C5'), 67.9 (C5'"), 67.8(C2"'"), 67.
4 (C2'), 66.8 (C2), 57.6, 57.3, 57.2 (3x OCH3), 21.1(x2), 21.0, 20.9 (4x
Ac), 18.3 (C6'"), 18.1 (C6'), 17.6 (C6). Jc1,H1 =172 Hz, Jc1', H1' = 171
Hz, Jc1'', H1'* = 171 Hz LRMS m/zC29H4eNaO17 [M+Na]*ODO OO, 689.3;
688.8.
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Rf = 0.55 (EtOAc/0000, 1/1) [a ]p2® 54.7 (¢ 5.0, CHCIg3
MHz, CDCl3): 8 7.37-7.26 (m, 5H,Bn), 5.99 (d, 1H, J1 2 =
, H1), 5.37-5.32 (m, 3H, H2', H2'"",H2'""), 5.28 (m, 1H, H2), 5.11
3H, H1', H1'", H1'''), 4.86 (d, 1H, Ja g= 10.9 Hz, CHA, OBn), 4.62 (d,
H, Jg A = 10.9 Hz, CHB, OBn),3.85-3.71 (m, 4H, H5, H5', H5'', H5''"), 3
.61-3.53 (m, 4H, H3, H4, H4', H4''),3.53-3.49 (m, 3H, H3', H3'', H3'""),
3.44, 3.40, 3.39, 3.38 (4 x s, 12H, OCH3),3.37-3.31 (m, 1H, H4''"), 2.1
3, 2.12 (2 x s, 6H, Ac), 2.11, 2.08, 2.07 (3 x s,9H, Ac), 1.34 (d, 3H, Jg.
5 = 6.2 Hz, H6), 1.31 (d, 3H, Jg' 5 =6.3 Hz, H6'), 1.30 (d, 3H, Jg ' 5 =
6.3 Hz, H6''), 1.28 (d, 3H, Jg'''.5:"*= 6.3 Hz, H6'''). 13C NMR (125 MHz,
CDClg):3 170.1, 170.0, 170.0, 169.9, 168.5 (C=0), 138.5, 128.4(x2), 1
28.0 (x2), 127.8, (Bn), 99.5 (C1''"), 99.4 (C1''), 99.3 (C1'), 91.0 (C1),
80.0 (C3), 80.0 (C3'), 79.8 (C3'", C3'"'00C4''"),78.3 (C4), 78.1 (C4'00O
C4''), 75.4 (CH2, Bn),69.1 (C5), 68.6 (C2'"'), 68.4 (C5''"), 67.9 (C2'"), 6
7.8 (C2'), 67.7 (C5'),67.7 (C5''), 66.8 (C2), 57.5, 57.5, 57.3, 57.2 (4 x

O 0OooQgooo
O 0OooQgooo
O 0Ooo0oooo
T O0Ooo
O OooOod
O0Oe Od
O O oQgogogao
OO odogogao
O OoOgooo
Y = S
O Ooooo
O Ooooo
O Ooooo
O0OoO0ooge
O 0Ooo0goooo
O 0Ooo0goooo
O 0Ooo0oogooo
O 0Ooo0oogooo
O 0Ooo0oo0ooo
O O odogogao

ooad
odd
ood
odd
ood
0o x
ooad
O

ODooo oooboooooaoo

O
g
O
g
O
g
a

O
u
O
g
O
g
U

oo oo ooooooooooooo
I 0ooooooooooooooao-
o000 oo o0oo0ooo0ogooogooog
OooooooooooOoooooao
o OODOOoOooOooOob OboOooOoooad

O
O
O
0
O
0
u
O
O
O
0
O
0
4
0
0

\JHDDDDDDDDDDDDD¢
al

IZ
N

O
O
O
O
O
O
W
O
O
O
O
O
O
O
O
O
)

1.
(s

1

10

20

30

40



(51) JP 2025-509292 A 2025.4.11

OCHg3), 21.1,21.0, 21.0, 21.0, 20.9 (5x Ac), 18.3 (Cs6), 18.1 (C6'), 18.1
(Ce6'"), 18.0(C6"'""). Jc1,H1 = 185 Hz, Jci',H1* =179 Hz, Jc1*" H1''=179 H

z, Jc1''' H1''r = 179 Hz, HRMS m/z C4gs5HesNaO22[M+Nal*0 000, 981.39
43; 000, 981.3910.
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Rf = 0.40 (EtOAc/00 00, 1/1) [a ]p2° 52.40 (c 4.78, CHCI3) THNMR (6
00 MHz, CD30D): & 5.96 (d, 1H, J; 2 = 1.6 Hz, H1), 5.41 (dd, 1H, Jo: 1°

= 3.0 Hz, Jo' 3= 5.6 Hz, H2'), 5.40 (dd, 1H, Jo'r 7'+ = 3.0 Hz, Jo'' 3''= 5.
1 Hz, H2'"'), 5.37 (s, 1H, H2''"), 5.33 (dd, J2 1 = 3 Hz, Jo 3= 5.8 Hz, H2
), 5.08 (m, 2H, H1', H1''"), 5.07 (m, 1H, H1'"), 3.88-3.80 (m, 3H,H5, H5
', H5'"), 3.80-3.73 (m, 1H, H5'"""), 3.69 (dd, 1H, J3 2 = 3.9Hz, J3, 4 = 11.
2 Hz, H3), 3.61-3.55 (m, 2H, H3', H3'"'), 3.55-3.45 (m,3H, H4, H4',K H4"'")
, 3.42-3.32 (m, 2H, H3''"", H4''"), 3.41 (2 x s, 3H, OCH3),3.40 (2 x s, 3H,
OCH3), 2.15, 2.13, 2.11, 2.11, 2.09 (5 x s, 15H, Ac),1.34-1.26 (m, 12H,
H6, H6', H6'', H6'''). 13C NMR (125 MHz, CbzOD/CDCIlg,1/1): 6 171.0,

170.9, 170.9, 170.7, 169.3 (C=0), 99.9(C1''"), 99.8 (C1'"), 99.8 (C1"),

91.4 (C1), 80.4 (C3'"), 80.3 (€3'),80.2 (C3), 79.4 (C3'"""), 78.9 (C4), 78.
8 (C4'), 78.5 (C4'"), 71.8 (C4''"), 69.8(C5'""), 69.5 (C5), 68.6 (C2'""), 68
.5 (C2'), 68.4 (C2'"), 68.2 (C5', C5""),67.3 (C2), 57.7 (x2), 57.5 (x2) (4
x OCHg3), 21.0, 21.0, 21.0, 20.9,20.9 (5 x Ac), 18.5 (C6"), 18.3 (C6'"), 1
8.2 (C6''"), 17.6 (C6) Jca,H1 =179 Hz, Jc1',H1* = 177 Hz, Jc1 H1' =177

Hz Jci1''* H1'''= 176 Hz HRMS m/z C3gHgoNaO22 [M+Na]*OO OO, 891.34
74, 00O, 891.3429.
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0O00D0OpDO0O0DDODO0OODDOORf=0.70 (EtOAc/0000O, 7/3) [a ]p2°® 22.26 (

c 1.75, CHCl3) 'HNMR (500 MHz, CDCl3): 8 7.36-7.26 (m, 5H,Bn), 5.98
(d, 1H, J1 2 = 1.5 Hz, H1), 5.35-5.31 (m, 4H, H2' ,H2'', H2'"' H2''"'), 5.
27 (s, 1H, H2), 5.10 (s, 4H, H1', H1'', H1'"' H1''''),4.86 (d, 1H, Ja g =

20

30

40

50



(52) JP 2025-509292 A 2025.4.11

10.9 Hz, CHA, OBn), 4.61 (d, 1H, Jg o= 10.9 Hz, CHB, OBn), 3.84-3.70 (
m, 5H, H5, H5', H5'', H5''"', H5'''"),3.60-3.51 (m, 5H, H3, H4, H4', H4"'",
H3''''), 3.51-3.46 (m, 4H, H3', H3'"'  H3''', H4'''), 3.43, 3.39 (2 x s, 3H,

OCH3), 3.38 (s, 6H, OCHs x2),3.37 (s, 3H, OCHg), 3.37-3.31 (m, 1H, H4"
'), 2.12, 2.12, 2.11,2.08 (4 x s, 12H, Ac), 2.07 (s, 6H, Ac x2), 1.36-1.
26 (m, 15H, H6, H6', H6'',H6''"", H6'''"). 13C NMR (125 MHz, CDCl3):

170.2, 170.1, 170.1, 170.0, 169.9, 168.5 (C=0), 138.5, 128.4 (x2),128.
0 (x2), 127.8 (Bn), 99.5 (C1''"), 99.4 (C1''), 99.4 (C1'), 99.3(C1''"'), 9
1.0 (C1), 80.0 (C3''''), 80.0 (C3), 79.9 (C3'), 79.9 (C3'', C3''",C4'"""), 7
8.3 (C4), 78.3 (C4'), 78.2 (C4''), 78.1 (C4'"'), 75.4 (CH2,Bn), 69.1 (C5),
68.7 (C2''''), 68.4 (C5'''"), 67.9 (C2''), 67.9 (C2'"'), 67.8 (C2'), 67.8 (C
5'), 67.7 (C5'', C5'''), 66.8 (C2), 57.5, 57.5, 57.3, 57.3,57.2 (5 x OCH3)
,21.1, 21.1, 21.0, 21.0, 21.0, 20.9 (6x Ac), 18.3(C6), 18.1 (C6'), 18.1
(C6''), 18.1 (C6'"'), 17.9 (C6''"') Jc1,H1 =174 Hz, Jc1' H1 = 177 Hz, Jc1

‘M1 =177 Hz Jc1v H1= 177 Hz, Jc1'* 41 = 177 Hz HRMS m/z Csg
HgoNaO>7[M+Nal]*O0OODO, 1183.4785; 00O, 1180.4753.
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ORf = 0.45 (EtOAc/0000, 7/3) [a ]p2® 19.6 (¢c 1.66, CD30D)IH NMR (
500 MHz, CD30D): 8 5.97 (d, 1H, J1 2 = 1.4 Hz, H1), 5.34-5.29 (m, 4H,
H2', H2'' H2''', H2''''), 5.26 (s, 1H, H2), 5.12 (s, 1H, H1''''), 5.09 (s, 3
H, H1', H1'' H1'''), 3.81-3.72 (m, 5H, H5, H5', H5'', H5''', H5''""), 3.57-
3.35 (m, 4H, H3,H4', H4'', H4'''), 3.51-3.44 (m, 5H, H4, H4'''' H3', H3'

", H3'''), 3.38 (2 xs, 3H, OCHs3), 3.37 (s, 6H, OCH3), 3.36 (s, 3H, OCH3x
2), 3.37-3.31 (m, 1H, H3''''), 2.12, 2.12, 2.10, 2.08, 2.07 (4 x s, 12H,
Ac),2.06 (s, 6H, Ac x2), 1.35-1.25 (m, 15H, H6, H6', H6'', H6''', H6'''").
13CNMR (125 MHz, CD30D): 8 170.1 (x2), 170.1,170.1, 170.0, 168.5 (C
=0), 99.6 (C1''''), 99.6 (C1''), 99.5 (C1'), 99.4(C1'''), 91.1 (C1), 80.1 (
C3''), 80.0 (C3'), 80.0 (C3), 79.9 (C3'''), 79.4(C3''""), 78.3 (C4'), 78.3 (
C4''), 78.2 (C4'''), 78.1 (C4), 71.6 (C4''''), 69.2(C5), 68.9 (C5''""'), 68.0
(C2'''), 68.0 (C2''), 67.9 (C2''"'), 67.8 (C2'), 67.8(C5'), 67.7 (C5''), 67.5
(C5'''), 66.8 (C2), 57.6, 57.3, 57.3, 57.3, 57.2 (5 xOCH3), 21.1 (x2), 21
.1, 21.0 (x2), 20.9 (6x Ac), 18.3 (C6), 18.2(C6', C6'', C6'''), 18.1 (C6"'"""
) LRMS m/z C47H74NaO27[M+Na]*0 000, 1093.4; 00O, 1093.8.
Ooo0OoQ
00O0O0O000eO00000000D000000-0000000000000000
Ooooo0Do0o0oo

000000000000 000O0OpO00000000000D0O00000O0O0Onan
000000000000 0000D0000000000000D0000000000
000000000000 D00O00O0O0000O0OO0D0O00DO0OO0OOoO0O0ONOooooOooan
000000000000 000O0D0000000D0000pO00000000000
Rf = 0.5 (MeOH/CH2Clo, 1/5) 1H NMR(600 MHz, CD30D): 8 5.08 (d, 1
H, Ji+ 2= 1.8 Hz, H1'), 4.99 (d, 0.8H, J1q 2 = 1.7 Hz, Hla ), 4.65 (d, O.
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2H, J1pg ,2 = 0.9 Hz, H1B ), 4.04 (dd, 1H, Jo' 1* = 1.9 Hz, J2' 3* = 3.1Hz,
H2'), 3.99 (dd, 0.2H, Jop ,1p = 1.1 Hz, Jop ,3p 3.9 Hz, H2B ), 3.96 (dd,
0.8H, Jogq .1a = 1.9 Hz, J2q .30 = 2.9 Hz, H2a ), 3.82 (m, 0.8H, H5a ),
3.68 (m, 1H, H5'),3.51 (dd, 0.8H, J4q ,5q = 3.0 Hz, J4q 30 = 9.3 Hz, H4
a), 3.48 (m, 0.2H, H4B ) 3.46 (dd, 0.8H, J3q, 20 = 3.0 Hz, J3gq  4a = 9.
3 Hz, H3a ), 3.42-3.40 (m, 4H, H4'OOOCH3'), 3.38 (s, 3H, OCH3), 3.31(
m, 0.2H, H5B ), 3.24 (dd, 1H, J3' 2' = 3.2Hz, J3g',4* = 9.4 Hz, H3'), 3.23 (
m, 0.2H, H3B ), 1.34 (d, 0.6H, Jegp ,5p = 6.0 Hz, H6B ) 1.24 (d, 2.4H, Jg
@« 504 = 6.3 Hz, H6a ), 1.20 (d, 3H, Jg' 5° = 6.4 Hz, H6'). 13C NMR(150 M
Hz, CD30D): 8 103.2 (C1'), 95.5 (Cla ), 95.4 (C1B ), 85.5 (C3B ), 83.0 (
C3a ), 82.0 (C3'), 79.8 (C4a ), 79.2 (C4B ), 72.6 (C4'), 72.0 (C5B ), 70.5
(C5'), 68.5 (C2a ), 68.4 (C2Bp 0 DOC2'), 67.8 (C5a ), 57.3 (OCH3'),56.7 (O
CHza ), 56.5 (OCH3B ), 18.8 (C6a 0O C6B ),17.9 (C6'). Jc1' H1i'a = 173
Hz, Jc1,H1a = 172 Hz, Jc1, H1p =165 Hz. 0O OO OODODODOOOOOOOOO
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DDDDDDDDDDDDDDDDDDDDDpDDDDDDDDDRf:0.45 (MeO
H/CH2Clp, 1/4) [a ]p2% 16.754 (c 1.4, MeOH) 'HNMR (600 MHz, CD30D
): & 5.16 (m, 2H, H1'O O H1"'), 5.07 (d, 0.8H, J1q .2 = 1.6 Hz, Hla ), 4.
65 (d, 0.2H, J1p ,2 = 0.6 Hz, H1B ), 4.12 (dd, 1H, Jp' 1+ = 2.2 Hz, Jp' 3" =

2.6Hz, H2"), 4.11 (dd, 1H, Jo+ ' 1+ = 1.9 Hz, Jp' 3 3.0Hz, H2'"), 4.07 (
dd, 0.2H, J2p ,2p = 0.9 Hz, J2p ,3p 2.9 Hz, H2B ), 4.04 (dd, 1H, J2¢q ,1qa
= 2.0 Hz, Jog 30 = 2.8 Hz, H2a ), 3.90 (m, 0.8H, H5a ), 3.80 (m, 1H, H5
')3.74 (m, 1H, H5'""), 3.62 (dd, 1H, J4q ,50 = J4a ,3a0= 9.2 Hz, H4'), 3.58
(dd, 0.8H, J4aqg ,50 = J4q ,30 = 9.3 Hz, H4a ), 3.56-3.49 (m, 1H, H3a O OH
43), 3.45 (m, 1H, H3'), 3.49-3.48 (m, 4H, OCH3'', H4"'"),3.46 (s, 3H, OC
H3'), 3.45 (s, 3H, OCH3), 3.39 (m, 0.2H,H5B ), 3.33-3.29 (dd, 1.2H, J3'
2+ = 3.0Hz, J3'" 4+ =9.5 Hz, H3"'OOH3B ), 1.35 (d, 0.6H, Jgp ,5p = 6.0
Hz, H6B3 ), 1.32 (d, 3H, Jg' 5'= 6.4 Hz, H6"'), 1.29 (d, 2.4H, J6aq ,50 = 6.3
Hz, H6a ), 1.28 (d, 3H, Jg'',5:'= 6.2 Hz, H6'"). 13¢ NMR (150 MHz, CD30
D): & 103.2 (C1'"), 103.2 (C1'), 95.5 (C1a ), 95.4(C1B3 ), 85.4 (C3B ),
3.1 (C3"),82.9 (C3a), 82.0 (C3'""), 80.0 (C40a ), 79.4 (C4B3 ), 79.3 (C4"),
72.6 (C4'"), 71.9(C5B), 70.5 (C5'"), 69.0 (C5'), 68.6 (C2p ), 68.5 (C20a),
68.3 (C2''), 68.0 (C2'), 67.7(C5a0 ), 57.3 (OCH3'"), 56.7 (OCH3za ), 57.6 (
OCH3'), 56.5 (OCH3p ), 18.8 (C6'O00C6pB ),18.6 (C6a ), 17.9 (C6'"). Jc1",
Hi'a = Jc1', H1= 173 Hz, Jc1ia, Hia = 172 Hz, Jca B, H1p = 163 Hz Jca-,
H1i'a = 170 Hz LRMS m/z C3H3gNaO13[M+Nal]*0 000, 521.2; 000, 52

l.2.000000000000O000DO0O

oooogad

unboooobdtbe0ooboobooboobbo ~-O000b0O0O0DbO0O0DbO0aoabOOOO
uooooootouooug -oooooooobobobebbbOODODDODDODDODDODDODDODOODO -0OO0
gbobobooobotobaeobboobobooboob0ogoo
ooooooooooooooooooobbpwbObODbODODDODDODOOOODOD OOO0OOOO
gooooobooboobogooboogoooobooboobobbooboobooboooboobooan
ugbooboooboooboooboooboooooobobbooobboobooboobooobooaoaao
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goooooDooooooobfooooOooOo0DO000D0D0D0DO0O0DO0O0DoOOoDoOoOooOoao
0 A A A O A A W A

0.45 (MeOH/CH2Clp, 1/4) [a ]p2® 7.7 (c 0.63, MeOH) 1H NMR (600MHz,
CbzOD): &8 5.08 (m, 3H, H1', H1'*,H1'""), 5.00 (d, 0.8H, J1q ,2 = 1.8 Hz,
Hla ), 4.66 (d, 0.2H, J1p ,2 = 0.8 Hz, H1B ), 4.05 (m, 2H, Jo' 1' = 2.2 Hz,
Jor 3= 2.6Hz, H2'OOH2"'"), 4.04 (dd, 1H, J2'+ 1 = 1.9Hz, Jo+ 3 = 3.0

Hz, H2'''), 4.01 (dd, 0.2H, J2p ,2p = 0.8 Hz, Jopg ,33 3.0 Hz, H2pB ), 3.96
(dd, 1H, J2q ;120 = 1.9 Hz, J2q ,3¢ = 2.8 Hz, H2a ), 3.83 (m, 0.8H,H5a0 ), 3
.76-3.69 (m, 2H, H5'0 0 H5'"),3.67 (m, 1H, H5'"'"), 3.56-3.53(m, 2H, H4'

OO0OH4'"), 3.51(dd, 0.8H, J4a ,50 = J4a ,30 = 9.3 Hz, H4a ), 3.52-3.49 (m,
1H, H3a OO H4B ), 3.46 (dd, J3',2*r = 3.0 Hz,J3',4* = 9.3 Hz, 1H, H3"), 3.

42-3.40 (m, 4H, OCHg''',H4"''"), 3.40-3.35 (s, 11H, OCHg3', OCHg3'", OCH 3,
H3'"'OOH3'"), 3.33 (m, 0.2H, H5p3 ),3.25-3.22 (m, 1.2H, H3'""'OOH3B ),1.

28-1.21 (m, 9H, H6pB , H6', H6a O OHG6"'), 1.20 (d, 3H, Jg''' 5 = 6.2 Hz,
H6'''). 13CNMR (150 MHz, CD30D): & 103.2 (C1'''), 103.0(C1''), 103.0 (
ci1') 95.5 (C1a ), 95.4 (C1p ), 85.4 (C3p ), 83.0 (C3"), 83.0 (C3"") 82.9¢(

C3a ), 82.0 (C3''"), 80.0 (C4qa ),79.7 (C4B ), 79.4 (C4'), 79.2 (C4'"), 72.6
(c4'''), 71.9(C5p), 70.5 (C5''"), 69.0 (C5"), 68.9 (C5'"), 68.6 (C2pB ), 68.
2 (C2a), 68.3 (C2''"), 68.0 (C2'0DOocCc2'), 67.7 (C5a ), 57.3 (OCHg3"'"),56.
7 (OCHza ), 56.7 (OCHg3'), 56.6(0OCH3"'"), 56.5 (OCH3B ), 18.8 (C6a ), 18.
7 (C6pB ), 18.5 (C6e'0DOCB"), 17.9 (C6"""). Jc1', H1'= Jca1', H1=Jc1''" H1"
=173 Hz, Jc1a, Hia = 174 Hz, Jc1 g, H1p = 162 Hz, LRMS m/z C2gHs0N

a0O17[M+Na]*00D0D0, 681.3; 000, 680.9.00000000000000000
oooooao

00000000 000000000000 00 -00000000000a 00000
0000000000 -00000000000e00000000000000 -00
00000000D0eO00000000D000000 -00000000000a 0000
0o0oo0oooo00000Od

0000000000000 00000000p00000000000 000000
0000000000000 00000000000000000000000000a0
0000000000000 00000000000000000000000000a0n
0000000000000 00000D000000000000D000O0O0O0oooan
0000000000000 000000000000p000000000O0A0O0RSFS=
0.45 (MeOH/CH2Clp, 1/4) [a ]p2® 12.6 (¢ 1.0, MeOH) 1H NMR (600MHz,
CD30D): 8 5.12 (m, 4H, H1', H1'",H1''', H1''''), 5.03 (d, 0.8H, J1q ,2 =
1.8 Hz, Hla ), 4.71 (s, 0.2H, H1B ), 4.09 (m, 3H, H2'OOH2'", H2''"), 4.0
4 (dd,1H, Jpr+r g+v = 1.9 Hz, Jorvvr gv = 2.8 Hz,H2''""), 4.05 (dd, 0.2H,

Jop .1p = 0.8 Hz, Jop ,3p 2.8 Hz, H2B ), 4.00 (dd, 1H, J2q .1q = 2.0 Hz, J
24 3¢ = 2.6 Hz, H2a ), 3.87 (m, 0.8H, H5a ), 3.80-3.73 (m, 3H,H5', H5"
00OH5""), 3.71 (dd, 1H, Js'r 40+ =9.1 Hz, Jg'+ gr = 6.3 Hz, H5'''"), 3
.60-3.56 (m, 3H, H4', H4'' 'H4'''), 3.55 (dd, 0.8H, J4q 5q¢ = Jaq 3q = 9.3
Hz, H4a ), 3.52-3.47 (m, 0.8H, H3a OO H4pB ), 3.46-3.39 (m, 19.2H, OCH
3 x5, H4''*', H3', H3"'OOH3'"", H5B ), 3.29 (m, 1.2H, H3B OO H3"""), 1.
23-1.22(m, 12H, H6B , H6', H6a , H6'' ,H6'''), 1.24 (d, 3H, Jg''*' 5+ = 6.
1 Hz, H6'''"). 13CNMR (151 MHz, CD30D): & 103.2 (C1''''),103.1 (C1''"),
103.0 (C1''O0OC1'), 95.5 (Cla ), 95.3 (C1B ), 85.3 (C3B ), 83.0 (C3'), 8
3.0 (C3'"), 83.0 (C3'''), 82.9 (C3a ), 82.0 (C3'"""), 80.0 (C4a ), 79.5 (C4
BOOC4'), 79.4 (C4''), 79.2 (C4'''), 72.6 (C4'""') 71.9 (C5B ), 70.5 (C5""
"), 69.0 (C5'), 69.0 (C5''), 68.9 (C5''"), 68.6 (C2B ), 68.4 (C2a ), 68.3 (
c2''"''), 68.0 (C2',c2''0O0C2'"), 67.7 (C5a ), 57.3(0OCH3""""), 56.7 (OCH3
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a, OCH3',0OCH3"'"", OCH3'''), 56.6 (OCH3B ), 18.8 (C6a ), 18.6 (C6B , C6",
ce''onoce''), 17.9 (C6'"""). Jc1',H1'=Jca'', H1 = Jca1, H1'*= Jca ' H1' "
= 173 Hz, Jcia, H1a = 170 Hz, Jc1 B, H1p = 160 Hz, LRMS m/z C3sHg2N
O>1[M+Nal] 0000, 841.4; 000, 841.3.00000000000000000
0Ooao
0000000000000 000000000000
0o00oO0oo0oooD0DO0oOOoOOoOO0Oao

Op 0000000000000 000000000A0
00O0xO0000000000000000000AO0
p000000O00D0000000O0O0O0O0000O0
0000000000000 000O0O0DDOoODOOO
Op 0000000000000 000p00000
0000000000000 000000000000
000000000000 0000000pgOgpg0dag

00000000000 0x00000000000000a0
0000000000000 00000O000D0D0O0O000000
0000000000000 000000000000000000a0
OO00O0O0ORf =0.30 (EtOAc/0000, 3/7) [a ]1p2® 108.8 (
22.5, CHCl3) THNMR a, (500 MHz, CDCI3): 8 7.37-7.32 (m, 4H, Bn), 7
.31-7.28 (m, 1H, Bn), 5.29 (dd, 1H, J2 1= 1.3 Hz, J2. 3 = 3.1 Hz, H2), 4.

88 (d, 1H, Jao g = 10.9Hz, CHA, OBn), 4.85 (br. s, 1H, NH), 4.71 (d, 1H,

Ji1,2 = 1.3 Hz,H1), 4.60 (d, 1H, Jg,A = 10.9 Hz, CHB, OBn), 3.73-3.66 (m,
2H, H50 O CHA, CH2CH2NHBoc), 3.63 (dd, 1H, J3 2= 3.4 Hz, J3,4 = 9.4 H
z, H3), 3.50-3.44 (m, 1H, CHB, CHCH>2NHBo0c),3.44 (s, 3H, CH30), 3.39-
3.32 (m, 2H, H4O O CHA,CH2CH>NHBoc), 3.30-3.22 (m, 1H, CHB, CH2CH>
NHBoc),2.15 (s, 3H, Ac), 1.45 (s, 9H, C(CHg3)3, Boc), 1.32 (d,3H, Jg 5 =

6.3 Hz, H6). 13C NMR (125 MHz, CDCI3):d = 170.5, 155.9 (C=0), 138.6,
128.5 (x2), 128.0 (x2),127.8 (Bn), 97.8 (C1), 80.1 (C4), 79.9 (C3), 79.5
(CC(CHg3)3),75.4 (CH2, Bn), 68.6 (C2), 67.8 (C5), 67.3 (CH2CH2NHBoc),5
7.6 (OCH3), 40.3 (CH2CH2NHBoc), 28.5 ((CH3)3,BOC), 21.1 (Ac), 18.0 (C
6). HRMS m/z C23H3sNNaOg[M+Na]*O O OO, 476.2255; 000, 476.2249.

OoooOoOo0ODO0OO0OT O0Ooogaoo
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oo bDoooooooogogo
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OoooOoOo0OoOoOoogog
OooooOo0OoOoOgogodg
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OoooOo OooOgogog
Oooobooe O
Ooooboooao
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0
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Doooooao

0000000000000 0D0OO0D0OODODODODODODO0DODODODOODOnn
0000000000000 O0eO00O0C0CO00OO0OOOOCOO0OO
0000000000000 0000OpO000D0000D00D000O000000O00O00
0000000000000 O0O0OO0DOODODODODOO0DOODO0DODODODOOoOnn
0000000000000 00O0O0O0DO0ODO0ODO0DO0DO0DO0DOoOoOooOoooaon
0000000000000 0D0OO0D0OODODODODODODO0DODODODOODOnn
0000000000000 00pw000000000O0Rf =0.35(EtOAc/0 000,
1/1), THNMR (500 MHz, CDCI3): 8 5.30 (dd, 1H, Jp 1= 1.8 Hz, Jo 3 = 3.1

Hz, H2), 4.78 (br. s, 1H, NH), 4.74 (d,1H, J1 » = 1.6 Hz, H1), 3.76-3.65
(m, 2H, H50 O CHA, CH2CH2NHBoc), 3.53-3.43 (m, 3H, H3, H4O O CHB, C
HoCH2NHBoc), 3.41 (s, 3H, CH30),3.39-3.26 (m, 2H, CH2CH2>NHBoc), 2.3
4 (br. s, OH), 2.12(s, 3H, Ac), 1.46 (s, 9H, C(CHs3)3, Boc), 1.34 (d, 3H, J
6.5= 6.2 Hz, H6). 13C NMR (125 MHz, CDCl3): 8 = 170.3, 155.9 (C=0),
98.0 (C1), 79.4 (C4), 71.6 (C3), 68.3 (C2),67.5 (C5), 67.2 (CH2CH2NHB
oc), 57.3 (OCH3),40.2 (CH2CH>NHBoc), 28.4 ((CH3)3,BOC), 20.9 (Ac), 1
7.7 (C6). HRMS m/z C1gH29NNaOg[M+Na]*0 000, 386.1791; 00O, 386
.1784.
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JoodooooooooooooooooDoDoDoDoDoDoDoDoOOao
00do0O0O0O0o0oooooo0oOoDO0OO0 -0D000000002O0
Joooooooooooooao

000000000 ooooooooDDoDDoDDoDDODDODODDODDODODOaO
00dx 0000000 ooooooooDoDooooooo0oo0an
gp0O0D0O0D0D0DO0OO0O0O0OO0U0U0U0DU0DUDUUUOUUOUUOOooooooao
00o0o0ooooooooooooooDoDoDoDoDoDoDoDoDoODao
Jdupy 0000000000000 o0DoDDp 000000 O
0o0o0ooooooooooooooooDoDoDoDoDoDoDoOOoODao
OUp00pO0OO0OO0O00U0DO0OO0ODUODUOUODUODUODUOUOOOQgOpUOUpOao

000000 dgbDODDoDO0OxODO0OO0OO0OOOODO0ODO0DO0ODODODODUODUODUOOoOoo
pO0O0000DO0D00DO0O0OO0O0OO0OO0O0OOO0OO0O0OU0DU0DO0DU0DUODUOUOoOoOooooooao
000000000 ooooooUooUoUooDoDoDoDoDoDoDDoDDoODDODDODOoODOoODOODOaO
O 000000 (Rf=0.65 EtOAc/0000O0 3/7). 1HNMR a, (500 MHz,

cbcClg): &8 7.38-7.32 (m, 4H, Bn), 7.31-7.27 (m, 1H, Bn), 5.35 (m, 1H, H
2'),5.28 (m, 1H, H2), 5.12 (s, 1H, H1"), 4.88 (d, 1H, Jao,g = 10.8 Hz,CHA,
OBn), 4.83 (br. s, 1H, OH), 4.69 (s, 1H, H1), 4.62 (d, 1H, Jg,a= 10.9 Hz,
CHB, OBn), 3.85-3.77 (m, 1H, H5'), 3.75-3.68 (m, 1H, CHA, CH>CH>NHB
0c),3.66-3.61 (m, 1H, H5), 3.61-3.56 (m, 1H, H3'), 3.56-3.51 (m, 4H, H
300H4), 3.51-3.42 (m, 4H, CHB, CH2CHo2NHBocdO OCH30), 3.41-3.34 (m,
4H, H4'OOCH30),3.33-3.24 (m, 2H, CH2CH2NHBoc), 3.30 (bs, 1H, NH) 2
.13,2.10 (2 x s, 6H, Ac x 2), 1.46 (s, 9H, C(CH3)3, Boc),1.33-1.27 (m, 6
H, H6O O H6'). 13C NMR (125MHz, CDCIl3): & = 170.4, 170.2 155.9 (C=0
),138.6, 128.4 (x2), 128.0 (x2), 127.8 (Bn), 99.4 (C1'), 97.8 (C1l), 80.0
(C4'),80.0 (C4), 79.9 (C3'), 79.6 (C(CH3)3), 78.3 (C3), 75.4(CH>, Bn), 6
8.7 (C2'), (C5"), 67.9 (C2), 67.3 (CH2CH2NHBoc),67.1 (C5), 57.60057.4
(OCH3), 40.3 (CH2CH2NHBoO0C),28.5 ((CH3)3, BOC), 21.20021.1(Ac), 18.
20017.9 (cedO0C6'). Jc1',H1'a= 171 Hz, Jc1, H1a = 168 Hz HRMS: m/z

C32H49NNaOi13[M+Nal]*O0O0O0O0, 678.3102; 000, 678.3092.000 00000
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000000000000 O0O0OpO00000000000000O000O000OO0Ooooan
000000 p0000000000O000O000O000O000O000O000O00000
000000000000 O0O0OO0O0O0OO0DOONDO0OO0ODOO0ODOOODOoOoOooOOooooan
000000000000 O0OO0O0O0OO0O0O0OO0O0D0OO0O0O0OOO0OOOOOOOOOoOOoooan
p000000O000O000O000O000O0000000000000000%0000
000000000000 O0OO0O0O0OO0O0D0OO0O0DO0O0ODOO0DO0OOO0OOOO0OOoOoOoooan
000000000000 O0O0O0O0OpO000O000O000O000O000O000O00000
000000000000 O0OO0O0O0OO0O00OO0O0O0OO0O0O0OO0OO0O0OOO0O0OO0OO0O0OOO0OopO
00000000000 (Rf=0.12, DCM/MeOH/O/NH40H,60/35/6/1) 1H NM
R (600 MHz, D20): & 5.16 (d, 1H, J1 » = 1.6 Hz, H1'), 4.87 (d, 1H, J1 >
= 1.7 Hz, H1), 4.23 (m, 2H, H2'OOH2) 3.97 (m, 1H,CHACH2NH2), 3.80 (

m, 2H, H5'0 0 H5),3.70 (m, 1H, CHBCH2NH2), 3.64 (dd, 1H, J3 » =3.3 H
z,J3 4 = 9.2 Hz, H3), 3.58 (dd, 1H, J4,3 =J4.5 = 9.2 Hz, H4), 3.50 (dd,

1H, Jg' 3° = Jg5° = 9.6 Hz, H4"), 3.44 (s, 3H, OCH3), 3.44 (s, 3H, OCH3
),3.41 (dd, 1H, J3+ 2+ = 3.3 Hz, J3' 4+ = 9.7Hz, H3"), 3.27 (m, 2H, CH2N
H), 1.33 (d, 3H, Jg 5 = 5.9 Hz, H6), 1.29 (d, 3H, Jg'.5° = 6.4 Hz, H6"').

13CNMR (150 MHz, D20): 8 101.4 (C1'), 99.7(C1), 80.5 (C3), 79.4 (C3")
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, 78.1 (C4), 70.6 (C4'), 69.5 (C5'), 67.2 (C5), 66.0(C2'), 65.8 (C2), 63.4
(CH2CH2NH2), 56.1 (2 xOCH3), 39.0 (CH2NH»2), 17.3 (C6), 16.5 (C6"). J¢
1" H1'a = 174 Hz, Jc1, H1aq = 173 Hz ESI-MS: m/z C16H32NOg[M+H]*0O O O
382.2072; 00O, 382.2071.
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2 (s, 3H)13C NMR (100 MHz, CD30D): & 138.9, 133.4 (2C), 132.2, 130.7
(2C), 91.0, 74.9, 73.8, 72.7, 72.6, 21.1, 6.0ESI-MS: m/z C13H17041Nas$
[M+Nal]*OODOO, 418.9784; 000, 418.9786.
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1H), 3.31 (s,1H), 2.31 (s, 3H), 1.26 (d, 3H) 13C NMR (100 MHz, CD30D)
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1.1, 17.8 ESI-MS: m/z C13H1804NaS[M+Na]*0 00O, 293.0818; 00O, 2
93.0818.
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Cl): 8 7.40-7.27 (m, 8H),7.11 (d, 2H), 5.47 (d, 1H), 4.86 (d, 1H). 4.64
(d, 1H), 4.30 (dd, 1H), 4.20(dqg, 1H), 3.58 (dd, 1H), 3.52 (s, 3H), 3.44 (
dd, 1H), 2.32 (s, 3H), 2.28 (br.s, 1H), 1.30 (d, 3H) 13C NMR (100 MHz,
CD3Cl): & 138.6. 137.8, 132.2 (2C), 130.4, 130.0 (2C), 128.6 (2C), 128
.1(2C), 127.9, 87.6, 82.1, 80.2, 75.4, 69.5, 68.6, 57.6, 21.2, 17.9 ESI-
MS: m/z Co1H204NaS[M+Nal]*0 000, 397.1444; 000, 397.1444.
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MR (500 MHz, CDCl3): 8 7.45-7.36 (m, 5H),4.89 (d, 1H), 4.84 (br. s, 1
H), 4.70 (s, 1H), 4.61 (d, 1H), 3.72-3.65 (m, 2H),3.63 (dd, 1H), 3.49-3.
44 (m, 1H), 3.42 (s, 3H), 3.36-3.30 (m, 1H), 3.35 (dd,1H), 3.30-3.21 (m
, 1H), 2.14 (s, 3H), 1.44 (s, 9H), 1.31 (d, 3H) 13CNMR (150 MHz, CDCl3
): & 170.5, 155.9, 138.6,128.5 (2C), 128.0 (2C), 127.8, 97.8, 80.1, 79.
9, 75.4, 68.6, 67.8, 67.3, 57.6,40.3, 28.5, 21.1, 18.0 ESI-MS: m/z Co3H
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8 (br. s, 1H), 4.74 (s, 1H), 3.76-3.65 (m, 2H), 3.54-3.47 (m,2H), 3.46 (
dd, 1H), 3.41 (s, 3H), 3.38-3.36 (m, 2H), 2.34 (br. s, 1H), 2.11 (s,3H),
1.46 (s, 9H), 1.33 (d, 3H) 'H NMR (125 MHz, CDClg /CD30D): & 170.4,
155.9, 98.0, 79.5, 71.6,68.3, 67.5, 67.2, 57.3, 40.3, 28.4, 20.9, 17.7 E
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66.8 (c 1.0, CHCl3) 'HNMR (400 MHz, CDCl3): & 7.38-7.27 (m, 5H),5.35
(dd, 1H), 5.28 (s, 1H), 5.12 (d, 1H), 4.89 (d, 1H), 4.82 (br. s, 1H), 4.69
(d, 1H), 4.61 (d, 1H), 3.86-3.77 (m, 1H), 3.75-3.66 (m, 1H), 3.66-3.55 (
m, 1H),3.55-3.45 (m, 3H), 3.44 (s, 3H), 3.39 (s, 3H), 3.39-3.33 (m, 2H),
3.33-3.23 (m,1H), 2.13 (s, 3H), 2.10 (s, 3H), 1.46 (s, 9H), 1.34-1.28 (m
, 6H) 13CNMR (125 MHz, CDCl3): 8 170.4, 170.2, 155.9,138.6, 128.4 (
2C), 128.0 (2C), 127.8, 99.4, 97.8, 80.1, 80.0, 79.9, 78.3, 75.4,68.7, 6
8.5, 67.9, 67.3, 67.1, 57.6, 57.4, 40.3, 28.5, 21.2, 21.0, 18.2, 17.9ESI-
MS: m/z CasH49NNaO13 [M+Na]*O DO OO, 678.3096; 000, 678.3092.
000000

ooooo
OAc
O
HO
P OAc
(o) Q
/Eﬁﬁ

10

20

30

40

50



(64) JP 2025-509292 A 2025.4.11

000000000000 O0OO0O0O0OC0eO0O0O0D0O0O0D0OO0O0O0OCOO0ODO-0000000
000000000000 O0O0O0O0OO0O0O0O0O000O0O00O0O00O0O00O000O000aO
00000000000 O0000

000000000000 O0OO0O0O0OO0O0O0OO0O0O0OO0O0O0OO0O0OOOOOO0OOOOoooan
00000000 Qp000O00D0OD0D0DO0O0DO0O0DOO0ODOO0ODOO0ONDOONONOoOOOnOooaO
0000000000000 pO0O000O00C0O0O0O0O0O0O0O0O0OOO0O0OO0OO0O0OO0OO0GOGO
000000000000 O0O0O0O0O0O0O0O0O0O00O0O0O0O0O0O0O0O0O0O0O0O0O0O0oOan
00000000000 O000O0Rf =0.20 (EtOAc/00O00O, 1/1, V/V) [a ]p25 1.
07 (c 0.33, CHCI3) LHNMR (400 MHz, CDCl3): & 5.36 (dd, 1H),5.31-5.26
(m, 1H), 5.14 (s, 1H), 4.82 (br. s, 1H), 4.70 (s, 1H), 3.84-3.75 (m,1H),

3.75-3.62 (m, 1H), 3.58-3.44 (m, 4H), 3.43-3.34 (m, 8H), 3.34-3.21 (m,
1H), 2.38 (br. s, 1H), 2.12-2.08 (m, 6H), 1.46 (s, 9H), 1.35-1.29 (m, 6H
)13C NMR (100 MHz, CDClg): & 170.5,170.2, 155.9, 99.8, 97.9, 80.1, 7
9.7, 79.5, 78.4, 77.4, 71.7, 69.0, 67.9, 67.5,67.4, 67.2, 57.5, 57.3, 40.
4,28.6, 21.2, 21.1, 18.3, 17.7 ESI-MS: m/z C32H43013NH[M+H]*0 00O,
566.2807; 00O, 566.2788.
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(s, 1H), 5.33 (s, 1H), 5.27 (s, 1H), 5.10 (s, 1H), 5.09 (s, 1H), 4.88 (d,1

T

), 4.83 (br. s, 1H), 4.61 (d, 1H), 3.85-3.71 (m, 1H), 3.77-3.65 (m, 3H),
3.59(dd, 1H), 3.56-3.45 (m, 5H), 3.44 (s, 3H), 3.40 (s, 3H), 3.38 (s, 3H
),3.38-3.33 (m, 2H), 3.32-3.26 (m, 1H), 2.13 (s, 3H), 2.10 (s, 3H), 2.08
(s, 3H),1.46 (s, 9H), 1.33-1.30 (m, 6H), 1.28 (d, 3H) 13C NMR (150 MHz
, CDCl3):8 170.4, 170.2, 170.1, 155.9, 138.6, 128.5 (2C), 128.1(2C), 1
27.8, 99.5, 97.9, 80.1, 80.0, 80.0, 78.7, 78.4, 75.5, 68.7, 68.5, 68.0,6
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.1,17.9 ESI-MS: m/z C41Hg301gNNa [M+Na]*0 OO0, 880.3937; 00O, 8
80.3943.
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0000000000 D0DDD0OOOORf =0.20 (EtOAc/O0D0DOO, 1/1, V/V) [a ]p25
2.3 (¢ 0.51, CHCI3) 'HNMR (600 MHz, CD30D): 8 5.40 (dd, 1H), 5.36(s,

1H), 5.32 (s, 1H), 5.10 (d, 1H), 5.06 (d, 1H), 4.75 (s, 1H), 3.88-3.82 (
m,1H), 3.81-3.75 (m, 2H), 3.75-3.71 (m, 1H), 3.69 (dd, 1H), 3.57 (dd, 1
H),3.53-3.45 (m, 3H), 3.43 (s, 3H), 3.40 (s, 3H), 3.39 (s, 3H), 3.35-3.32
(m, 4H),3.32-3.24 (m, 2H), 2.13-2.11 (m, 6H), 2.10 (s, 3H), 1.50 (s, 9H
), 1.33-1.30 (m,6H), 1.29 (d, 3H) 13C NMR (150 MHz, CD30D): & 171.7
(2C), 171.6, 158.5, 101.0, 100.8, 98.7, 81.5, 81.3, 80.8,80.4, 79.6, 72.
9, 72.9, 70.8, 69.6, 69.3, 69.2, 69.0, 68.0, 67.5, 58.0, 57.7,41.1, 28.9,
20.7, 18.6, 18.5, 17.9 ESI-MS: m/z C34H5701gNNa[M+Na]*0 000, 790.
3468; 000, 790.3462.
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goboooboobogoboobopgbbOpgpbO0o0obO0OO0bO0o0obbDO0obDbO0oOO0DbDO0Op0OqQ
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dddpgpbOpO0oO0oO0oO0oO0oo0oooooooooooooobobobobobobobobDbDbOD
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ocoooooODOoooboobDO0oooboDbDO0O0OO0DORf =0.40 (EtOAc/O00D0O0, 171, V/V) [a]

p2° 1.7 (c 0.31, CHCI3) THNMR (600 MHz, CDCIg3): 8 7.37-7.26 (m, 5H),
5.35 (s, 3H), 5.28 (s, 1H), 5.13-5.06 (m, 3H), 4.89 (d, 1H), 4.83 (br. s,
1H),4.70 (s, 1H), 4.61 (d, 1H), 3.87-3.63 (m, 5H), 3.63-3.57 (m, 1H), 3.
57-3.46 (m,7H), 3.44 (s, 3H), 3.41-3.24 (m, 13H), 2.15-2.04 (m, 12 H),
1.46 (s, 9H),1.35-1.26 (m, 12H) 13C NMR (150 MHz, CDClg): 8 170.1, 1
70.3, 170.2, 170.1, 155.9, 138.6, 128.5 (2C), 128.1 (2C),127.9, 99.6,
99.5, 97.9, 80.1, 80.0, 79.9, 79.7, 78.9, 78.4, 77.4, 75.5, 68.7,68.5, 6
8.1, 68.0, 67.9, 67.8, 67.7, 67.3, 67.1, 40.4, 28.6, 21.3, 21.2, 18.4,18.
2, 18.1, 18.0 ESI-MS: m/z C50H77NO23H [M+H]*OODODO, 1060.4959; OO
0, 1060.4977.
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0000000000000 000000000000000000000000000
0000000000000 0000Rf =0.15 (EtOAc/00 00, 3/2, V/V) [a 1p

25 3.4 (c 0.67, CHCI3) THNMR (600 MHz, CD30D): 8 5.42 (dd, 1H), 5.40
(dd, 1H), 5.38 (dd, 1H), 5.33 (dd, 1H), 5.10 (d, 1H), 5.08 (d, 1H), 5.06
(d,1H), 4.75 (d, 1H), 3.90-3.82 (m, 2H), 3.82-3.76 (m, 2H), 3.76-3.72 (
m, 1H),3.72-3.66 (dd, 1H), 3.62-3.55 (m, 2H), 3.55-3.46 (m, 4H), 3.46-
3.43 (s, 3H),3.43-3.36 (m, 11H), 3.33-3.22 (m, 2H), 2.14-2.11 (m, 9H),
2.11 (s, 3H), 1.51(s, 9H), 1.36-1.31 (m, 9H), 1.30 (d, 3H) 13C NMR (150
MHz, CD30D):3 171.7 (2C), 171.6 (2C), 158.5, 101.0, 100.9, 100.8,98.
7,81.4, 81.3, 81.2, 80.9, 80.3, 80.2, 80.0, 79.6, 72.9, 70.7, 69.6, 69.3
,69.2, 69.1, 69.0, 68.9, 68.0, 67.6, 58.0, 57.6, 41.1, 29.0, 20.7, 18.6,
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18.5,18.4, 17.9 ESI-MS: m/z C43H71023NNa [M+Na]*OO OO, 992.43009;
ood, 992.4313.
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00000000000 000000000Rf =0.50 (EtOAc/0000, 3/2, V/V)

[0 ]p2® 1.5 (¢ 0.27, CHCI3) HNMR (600 MHz, CDCI3): & 7.39-7.27 (m,

5H),5.33 (s, 4H), 5.28 (s, 1H), 5.10 (s, 4H), 4.88 (d, 1H), 4.83 (br. s, 1
H), 4.70(s, 1H), 4.61 (d, 1H), 3.86-3.54 (m, 6H), 3.62-3.46 (m, 10H), 3.
44 (s, 3H), 3.41-3.34(m, 13H), 3.34-3.23 (m, 2H), 2.13 (s, 3H), 2.10 (s,
3H), 2.08 (s, 9H), 1.46 (s,9H), 1.36-1.22 (m, 15H) 13C NMR (150 MHz,

cDhCl3): 8 170.4, 170.3, 170.2, 170.1, 170.0, 155.9, 138.6, 128.5 (2C),
128.1(2C), 127.9, 99.7, 99.6, 99.5, 99.4, 97.9, 80.1, 80.0, 79.9, 79.7,

78.8, 78.5,78.3, 78.3, 77.4, 75.5, 68.7, 68.5, 68.0, 67.9, 67.8, 67.7, 6
7.3, 67.0, 57.6,57.5, 57.4 (2C), 57.3, 40.4, 28.5, 21.2, 21.1, 18.4, 18.

3, 18.2, 18.1, 17.9ESI-MS: m/z Cs59Hg102gNH [M+H]*OOOO, 1262.5800
. 000, 1262.5806.
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ocoooooOoooobDOooobDO0ooobobOO0oO0oo0Db0Ob0O0ORf =0.25 (EtOAc/00D0O),

3/2, V/V) [a ]1p2®% 0.12 (c 0.033, CHCI3)
5.44-5.41 (m, 3H),5.39 (s,

IHNMR (600 MHz, CD30OD): &
1H), 5.34 (dd, 1H), 5.11 (s, 1H), 5.09 (s, 2H

), 5.07 (s, 1H), 4.76 (s,1H), 3.92-3.83 (m, 3H), 3.83-3.77 (m, 2H), 3.77

-3.73 (m, 1H), 3.70 (dd,

(3H), 3.45-3.38 (m,

s, 3H), 1.52 (s, 9H),

O, 1194.5153.
oooooad

1H),3.62-3.56 (m, 3H), 3.56-3.46 (m, 6H), 3.45
15H), 3.34-3.24(m, 2H), 2.14-2.12 (m, 12H), 2.11 (

1.36-1.32 (m, 12H),1.31 (d, 3H) 13C NMR (150 MH
z, CDCl3): & 171.7 (2C), 171.6 (3C), 158.4, 101.0, 100.8, 98.6, 81.4, 8
1.3,81.2, 80.9, 80.3, 80.2, 81.1, 80.0, 79.6, 72.9, 70.7, 69.6, 69.3, 69.
2,69.1,69.0, 68.9, 68.0, 67.5, 58.0, 57.6, 41.1, 29.0, 20.7, 18.6, 18.5
(3C), 17.9ESI-MS: m/z C5oHgs502gNNa [M+Na]*O0 OO0, 1194.5150; OO
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OD0O0O0O0000D00O0O0O0C0D0D000000000O00000O0O00O0DoooOooan
p00pO0O000000O0D000D00O0D0O00O000O0D000000O000000O0O0O
0000000000000 000O0O000D0O0OO0O0O00NO0O0O0OO0O0O0ONDoooOoooan
0000000000 0000000O00[a]p25 1.5 (¢ 0.52, CH3OH)LH NMR (60
0 MHz, CD30D): & 5.13 (s,2H), 4.80 (s, 1H), 4.12 (s, 1H), 4.09 (s, 1H),
4.07 (s, 1H), 3.96-3.90 (m, 1H),3.80-3.74 (m, 2H), 3.67-3.51 (m, 4H), 3
.52-3.45 (m, 1H), 3.46 (s, 3H), 3.44 (s,3H), 3.42 (s, 3H), 3.41-3.35 (m,
1H), 3.29-3.24 (m, 1H), 3.25-3.15 (m, 2H),1.32 (d, 3H), 1.30 (d, 3H), 1.
26 (d, 3H) 13C NMR (150 MHz, CD30D):d 103.2, 103.1, 101.7, 83.1, 82
.8, 82.0, 79.5, 79.3,72.6, 70.5, 69.1, 68.7, 68.3, 68.0, 67.5, 64.6, 57.3
, 56.7, 56.6, 40.5, 18.7,18.6, 17.9 ESI-MS: m/z Ca3H43013NH [M+H]*O

000, 542.2807; 000, 542.2804.
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0000000000000 00000D0D00O000000O0DO0DO0O0DDO0O0oooOoao
0000000000000 000000000000000000000000000A0
00000D0D00D0O0O00([a]p2® 1.1 (¢ 0.13, CH30H)IH NMR (600 MHz, C

D30D): 3 5.14 (m,3H), 4.81 (s, 1H), 4.13 (s, 1H), 4.09 (s, 3H), 3.96-3.

91 (m, 1H), 3.82-3.75 (m,2H), 3.75-3.67 (m, 2H), 3.67-3.57 (m, 4H), 3.
57-3.52 (m, 1H), 3.51-3.42 (m,12H), 3.42-3.36 (m, 3H), 3.31-3.26 (m, 1
H), 3.25-3.15 (m, 2H), 1.34 (d, 3H),1.32-1.28 (m, 6H), 1.27 (d, 3H) 13cC
NMR (150 MHz, CD30D):5 103.2, 103.1, 103.0, 101.7, 83.1, 83.0, 82.8,
79.4,79.3, 79.2, 72.6, 70.5, 69.1, 68.7, 68.4, 68.4, 68.0, 67.5, 64.6, 5
7.3, 56.7,56.6, 40.4, 18.7, 18.5 (2C), 17.9 ESI-MS: m/z C39Hs5017NH]

M+H]*OO OO, 702.3543; 000, 702.3532.
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0000000000000 00000000000000000000000000a0
0000000000000 0000000000000000000000O00o0a0n
00000D0D00D0DO0O0([a]p2® 1.0 (c 0.26, CH30H)IH NMR (600 MHz, CD30
D): & 5.15 (s,4H), 4.80 (s, 1H), 4.14-4.12 (m, 1H), 4.12-4.08 (m, 4H),

3.96-3.91 (m,

1H), 3.81-3.74(m, 3H), 3.75-3.67 (m, 2H), 3.67-3.58 (5H)

, 3.57-3.52 (dd, 1H), 3.50-3.38 (m,19H), 3.31-3.28 (dd, 1H), 3.26-3.15
(m, 2H), 1.34 (d, 3H), 1.32-1.28 (m, 9H),1.27 (d, 3H) 13C NMR (150 MH
z, CD30D): & 103.2, 103.1, 103.0 (2C), 101.7, 83.1 (3C), 82.8, 82.0, 7
9.4, 79.3,79.2 (2C), 72.6, 70.5, 69.1 (2C), 68.7, 68.4, 67.4 (2C), 67.5,

64.6, 57.3,56.7, 56.6 (2C), 40.4, 18.7, 18.6 (3C),

17.9 ESI-MS: m/z C37

He7O021NH[M+H]*O DO OO, 862.4278; 000, 862.4265.
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Ox 0000000000000 000000000000000000000p000
000000000000 0000D0000000000000000000000wO0
00000000 YH NMR (600 MHz, CD30D): & 5.16-5.13 (m, 2H), 4.75 (d,
1H), 4.41 (t, 0.73H), 4.13-4.08 (m,2H), 4.08-4.06 (m, 1H), 3.84-3.71 (

m, 3.5H), 3.71-3.65 (m, 1H), 3.64-3.55 (m,3H), 3.55-3.37 (m, 17H), 3.3
6-3.32 (m, 4H), 3.29 (dd, 1H), 2.26 (t, 1.6H),1.73-1.60 (m, 3.3H), 1.33-
1.25 (m, 9H) 13C NMR (150 MHz, CD30D):d 176.2, 105.8, 103.2, 103.1,
101.3, 83.2, 83.1, 83.0,82.0, 79.7, 79.2, 72.6, 70.5, 69.0, 68.3, 68.0,

67.6,67.0,57.3,56.7, 53.5,53.4,40.2, 36.6, 33.1, 22.0,18.7,18.6, 17.8.
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H |
0000000000000 000000000 -00000000000a0000
0000000000 0000000000000 000000000000 00
0000000000000 000000000000000000000000a 00
00000000000 000
0000000000000 0000000000000000000000000000
0000000000000 0000000000000000000000000000
00000 0000000000000 0000000000000000000000
0000000000000 00000000000000000000000000 x
0000000000000 00000000000g000000000000000
00p00x 0000000000000 000000000000000000000
0000p00000000000000000000000000000000000
00000000000 p000000000YH NMR (600 MHz, CD30D): 8 5.1
6-5.13 (m, 3H), 4.75 (d, 1H), 4.41 (t, 1H), 4.13-4.09 (m, 3H),4.07 (dd,
1H), 3.82-3.71 (m, 4H), 3.71-3.65 (m, 1H), 3.64-3.56 (m, 3H),3.54-3.47

(m, 6H), 3.47-3.36 (m, 14H), 3.35-3.32 (m, 6H), 3.31 (dd, 1H), 2.26(t,
2H), 1.72-1.61 (m, 4H), 1.34-1.25 (m, 12H) 13C NMR (150 MHz, CD30D)
'8 176.0, 105.8, 103.2, 103.1, 103.0, 101.3, 83.1, 83.0,82.9, 82.0, 79
.8, 79.4, 79.2, 72.6, 70.5, 69.1, 69.0, 68.4, 68.3, 68.0, 67.7,67.0, 57.3
, 56.7, 53.5, 53.4, 40.2, 36.6, 33.1, 22.0, 18.7, 18.6 (2C), 17.9.
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O000D0pO0D0O0000000YH NMR (600 MHz, CD30D): & 5.17-5.13 (m,
4H), 4.75 (d, 1H), 4.41 (t, 1H), 4.13-4.10 (m, 4H),4.07 (dd, 1H), 3.82-3

.71 (m, 5H), 3.71-3.65 (m, 1H), 3.65-3.56 (m, 4H),3.52-3.38 (m, 22H),
3.36-3.33 (m, 7H), 3.31 (dd, 1H), 2.26 (t, 1H), 1.73-1.61(m, 4H), 1.34-

1.25 (m, 15H) 13C NMR (150 MHz, CD30D): & 176.0, 105.8, 103.2, 103.
1, 101.3, 83.1, 83.0, 82.0, 79.8, 79.4,79.2, 72.7, 70.5, 69.0 (2C), 68.3,

68.0 (2C), 67.6, 67.1, 57.3, 56.7, 53.5,53.4, 40.2, 36.6, 33.1, 22.0, 18
.7, 18.6 (3C), 17.9.
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