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RgO 0.50{8:1 (v/v) Toluene-EtOAc};
1H NMR (200 MHz, CDCl3): & 7.42-7.30 (m, 5H, aromatic), 5.52 (s, 1H, H-1), 4.78
(s, 1H, H-4), 4.75 (d, 1H, Jgem = 12.1 Hz, one of CH,Ph), 4.68 (d, 1H, Jgem = 1
2.1 Hz, one of CHyPh), 4.62 (m, 1H, H-5), 4.22 (dd, 1H, Jg g, = 1.1 Hz, Jga.ep =
7.4 Hz, H-6b), 3.82 (dd, 1H, J5 g4 = 5-9 Hz, Jgs. 6 = 7-5 Hz, H-6a), 3.62 (quin
1H, H-3), 3.26 (s, 1H, H-2), 2.15 (s, 3H, OAc).
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Rel 0.45{8:1 (v/v) Toluene-EtOAc};

1H NMR (200 MHz, CDCl3): & 7.37-7.33 (m, 5H, aromatic), 5.45 (s, 1H, H-1), 4.63
(s, 2H, CH,Ph), 4.57 (m, 1H, H—5) 4.26 (dd, 1H, Jg5 g, = 1.1 Hz, Jggq.6p = 7-3 H

z, H- 6b) 3.81 (dd, 1H, Jg ga = 5.9 Hz, Jga.ep = 7-1 Hz, H-62), 3.61 (s, 1H, H-3
), 3.62 (m, 4H, H-4), 3.52 (s, 1H, H-2), 2.70 (br, 1H, OH).
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'H NMR (200 MHz, CDCl3): & 8.16 (s, 1H, N=CH), 7.68 (m, 2H, aromatic), 6.94 (m,
1H, aromatic), 5.96 (d, 1H, J;.»> = 8.2 Hz, H-1), 5.48 (dd, 1H, Jo 3 =9.5Hz, J
3.4 = 9.6 Hz, H-3), 5.19 (dd, 1H, J3 4 = 9.9 Hz, J, 5 = 9.7 Hz, H-4), 4.43 (dd,
1H, J5 . ep = 4-6 Hz, Jgs.6p = 12.5 Hz, H-6b), 4.17 (dd, 1H, Jg g5 = 2.0 Hz, Jg,.6
= 12.5 Hz, H-6a), 4.02 (m, 1H, 5H), 3.84 (s, 3H, CH3), 3.50 (dd, J; , = 8.2 Hz
Js>. 3 = 9.5 Hz, H-2), 2.01, 2.04, 2.02 and 1.88 (each s, 12H, OAc).
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'H NMR (200 MHz, D,0): & 5.82 (d, 1H, Ji.> 8.79 Hz, H-1), 5.36 (dd, 1H, J, 3

= 10.5 Hz, J3_ 4 = 9.2 Hz, H-3), 5.01 (dd, 1H, J3 4, = 9.4 Hz, J, 5 = 9.3 Hz, H-4)
, 4.25 (dd, 1H, Jg gp = 4.6 Hz, Jgg.6p = 13-3 Hz, H-6b), 4.08-3.99 (m, 2H, H-5,

H-6a), 3.65 (dd, 1H, J; , = 8.8 Hz, J, 5 = 10.4 Hz, H-2), 2.05, 197, and 1.92 (e
ach s, 12H, OAc).

ODo0O0O0o
000000000000 0000D000000000000000000000000
0000000000000 0RODO0O00OD0DDO0OO0OO0ODOO00
00000

OAc

0

AcQo OAc

NHTroc
0000000000000 O00O0DD0DDO0DDO0OO0O0DODO0OOONDODOOODODOOO
0000000000000 00D0DD0DDO0DDO0DO0O0DDO0DONO0DODO0DOODODOOO
0000000000000 O000DO0DO0O0DDO0OO0O0DODO0OO0OO0DODOOOOODOOn
0000000000000 000DD0O0O0DDO0OO0O0DODO0DO0OO0DODOOODODOOn
0000000000000 O0O0D0DDD0DO0DDO0DO0O0DODODONONDODODOODODOOO
0000000000000 O00D0DDO0O0DDO0OO0O0DODO0DO0OO0DODOOOOOOOaon
00000000000 DOO0OO0ODDaO

Rel 0.60{1:1 (v/v) Toluene-EtOAc};
H NMR (200 MHz, CDCl3): & 5.77(d, 1H, J; . » = 8.8 Hz, H-1), 5.45 (d, 1H, J,
= 9.3 Hz, NH), 5.33 (dd, 1H, J, 53 = 9.5 Hz, J3 4, = 9.9 Hz, H-3), 5.16 (dd, 1H, J
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= 9.5 Hz, J, 5 = 9.7 Hz, H-4), 4.73 (s, 2H, CI5CCH,), 4.35 (dd, 1H, Jg gp =

3.4
4.6 Hz, Jgp.ea = 12.5 Hz,O H-6b), 4.16 (dd, 1H, Jg_ ga = 2-0 Hz, Jga.ep = 12.5 Hz
, H-6a), 4.05-3.83 (m, 2H, H-2, H-5), 2.12(m, 12H, OAc).
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Red 0.60{2:1 (v/v) Toluene-EtOAcC};

TH NMR (400 MHz, CDClg): & 5.25 (dd, 1H, J; , = 9.8 Hz, J, 5 = 9.8 Hz, H-3), 5.
16 (d, 1H, J, g = 9.3 Hz, NH), 5.11 (dd, 1H, J5 , = 9.7 Hz, J, 5 = 9.7 Hz, H-4)
. 4.81 (d, 1H, Jgyen, =12.0 Hz, one of CI5CCH,), 4.70 (d, 1H, Jgyo, =12.0 Hz, one o
f CICCHL), 4.62 (d, 1H, J; , = 10.3 Hz, H-1), 4.28 (dd, 1H, Jg ga = 5-0 Hz, Jg,
_eb = 12.3 Hz, H-6a), 4.15 (dd, 1H, Jg_ gp, = 2.3 Hz, Jga.eb = 12-3 Hz, H-6b), 3.8
1 (9, 1H, J, 5 = 10.0 Hz, J; 5 = 10.1 Hz, H-2), 3.72-3.68 (m, 1H, H-5), 2.72-2.6
6 (m, 2H, SCH2CH2(CH2)9CH3), 2.08 and 2.03 (s, 9H, OAc) 1.61-1.56 (m, 2H, SCH,CH
>(CH5)oCH3), 1.41-1.26 (m, 18H, SCH,CH,(CH,)oCH3), 0.91-0.86 (m, 1H, 6.6 Hz, SCH
2CH2(CH) oCH3) -
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Rel 0.29{2:1 (v/v) Toluene-EtOAc};

1H NMR (200 MHz, CDCl3): & 7.38-7.29 (m, 5H, phenyl), 5.61(t, 1H, J 9.9 Hz, NH)

, 5.47 (s, 1H, H-1), 5.33 (d, 1H, J, = 6.4 Hz, NH' ), 5.20 (d, 1H, J;. o
7.6 Hz, H-1' ), 5.07 (t, 1H, J, s = 9.8 Hz, H-4 ), 4.79-4.57 (m, 5H, Cl5CC
Ho, PhCH,), 4.22 (dd, 1H, Jg_ ga = 4.6 HZ, Jea .ep = 12.3 Hz, H-6a ), 4.14-

4.10 (m, 2H, H-6a, H-6b" ), 3.86 (s, 1H, H-1), 3.79 (s, 1H, H-4), 3.76 (n, 1H, H
-6b), 3.07 (m, 1H, H-5 ), 3.78 (m, 1H, H-2' ), 3.81 (s, 1H, H-2), 2.04 and 2.03
(s, 9H, OAc).

FAB-MS calcd for C,gH5;5Cy3N,0,5 [M+H]T :739.1. Found: 739.2.
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ReO 0.19{10:4:1 (v/v/v) CHCI;-EtOAc-MeOH};

H NMR (400 MHz, CDClz): & 7.34-7.29 (m, 5H, phenyl), 6.77(d, 1H, J,_ , = 8.1 Hz,
NH), 5.61 (d, 1H, J, g 8.8 Hz, NH ), 5.28 (s, 1H, H-1), 5.16 (m, 2H, H-4 ,
H-3" ), 4.84 (m, 2H, H-1" , ), 4.59 (m, 4H, CI3CCH,, PhCH,), 4.31 (m, 3H, H-6a,
H-6b’ , H-6b), 4.05 (d, 1H, H-3), 3.83-3.72(m, 3H, H-4, H-5 ,H-6b" ), 3.65 (s,
2H, H-2), 2.07-2.03(m, 12H, OAc).

FAB-MS calcd for CzoHsz-Cy3N50,, [M+H]™ :755.1. Found: 755.5.

Anal. Calcd for Cg3oH3,Cy5N50,,: C, 47.66; H, 4.93; N, 3.71, Found: C, 47.76; H,

4.89; N, 3.51.
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ReOd 0.24{10:4:1 (v/v/v) CHCIl;-EtOAc-MeOH};
H NMR (400 MHz, CDClz): & 7.36-7.27 (m, 5H, aromatic), 6.77 (d, 1H, J, , = 10.
0 Hz, NH), 5.88 (d, 1H, J, . = 8.8 Hz, NH' ), 5.30 (s, 1H, H-1), 5.13 (m, 2H
H-4' , H-3' ), 4.81 (d, 1H, J; 5 = 12.0 Hz, H-1' B ), 4.51 (m, 3H, H-5, PhCH,),
4.34 (d, 1H, J, 3 = 6.4 Hz H-2), 4.29 (m, 2H, H-6a , H-6b), 4.19-4.11 (m,
H-2' ), 4.09 (dd, 1H, Js_ gp = 2.4 Hz, Jga .eo = 12.4 Hz, H-6b ), 3.79 (s,
1H, H-4), 3.76 (t, 1H, J, 5 = 6.5 Hz, H-3), 3.61 (m, 1H, H-5 ), 3.53 (s, 1H, H-
6a), 2.12, 2.08, 2.05, 2.03 and 2.00 (each s, 15H, OAc).
FAB-MS calcd for C,gHzgN50,5 [M+H]™ :623.2. Found: 623.5.
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R0 0.40{2:4:1 (v/v/v) CHCI;-EtOAc-MeOH};

1H NMR (400 MHz,

NH’

= 9.2 Hz,

CDCIg): & 6.90 (d, 1H, Jo nm

NH’ 1H, H-1), 5.14 (m, 2H, H-3' , H-4 ), 4.55 (m, 1H 50

)., 5.32 (s,

10.0 Hz, NH), 6.18 (d, 1H, J,
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, H-5), 4.55 (m, 1H, J;. _» = 8.4 Hz, H-1' b), 4.31 (m, 2H, H-4, H-6a" ), 4,24

6b’
3.50 (d, 1H, J3 oy = 5.6 Hz, OH), 2.13, 2.10, 2.06, 2.04 and 1.99 (each s, 15H,
0OAc).

13C NMR (100 MHz, CDCl3): & 171.89, 171.75, 170.93, 170.76 and 169.27 (-C=0 of e
ster), 101.59(C-1), 99.76(C-1’" ), 74.98 (C-3), 72.52 (C-5), 72.07 (C-3 ), 72.03

)

(M, 2H, H-2' , H-2), 4.13 (dd, 1H, Jg . = 2.2 HZ, Jga .ep = 11.8 Hz, H-

, 3.80 (m, 3H, H-3, H-6a, H-6b), 3.68 (ddd, 1H, Jg _gn = 2.2 Hz, H-5' ),

(C-5 ), 71.09 (C-4 ), 53.96 (C-2" ), 50.77(C-2), 23.63 and 22.75 (-NHCOCH3),
20.78, 20.72 and 20.60 (-COOCH3).-
FAB-MS calcd for C,,H3oN50,5 [M+H]™ :533.2. Found: 533.3. 10
Anal. Calcd for C,,H55N,0,52 C, 49.62; H, 6.06; N, 5.26, Found: C, 49.36; H, 5.8
4; N, 5.01.
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Rel 0.55{ 1:1 (v/v) toluene-EtOAc};
H NMR (200 MHz, CDClz): & 6.35 (d, 1H, J; , = 1.8 Hz, H-1a ), 5.71 (d, 1H, J5 4
= 8.1 Hz, H-1B ). 30
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Rel 0.40{6:1 (v/v) Hexane-EtOAc};

1H NMR (400 MHz, CDCl3): & 5.28 (d, 1H, J, 5 = 3.2 Hz, H-4), 5.24 (t, 1H, J, ,» =

J2,3

= 10.0 Hz, H-2), 5.06 (dd, 1H, J, 5 = 10.0 Hz, J5 , = 3.2 Hz, H-3), 4.45 (50
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d, 1H, J, , = 10.0 Hz, H-1B ), 3.61 (g, 1H, Js ¢ = 6.4 Hz, H-5), 2.74 (m, 2H, SC
H,CH,(CH,)oCHs), 2.18, 2.07 and 1.99 (each s, 9H, OAc), 1.67 (m, 2H, CH,CH,(CH,)
oCHz), 1.45-1.26 (m, 18H, SCH,CH,(CH,)oCHs), 1.23 (d, 3H, Jg g = 6.4 Hz, H-6), O

90 (t, 3H, J,3c = 6.8 Hz SCH,CH,(CH,)gCHS) -
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Regl 0.40{6:1 (v/v) Hexane-EtOAc};
TH NMR (400 MHz, CDCl3): & 7.41-7.26 (m, 15H, aromatic), 5.01 (d, 1H, Jgo, = 12.
0 Hz, one of CH,Ph), 4.91 (d, 1H, Jgem = 10.4 Hz, one of CH,Ph), 4.81 (d, 1H, Jg

em

Ph), 4.71 (d, 1H, J

= 10

.0 Hz, one of CH,Ph), 4.76 (s, 1H, one of CH,Ph), 4.75 (s, 1H, one of CH,
= 11.6 Hz, one of CH2Ph), 4.37 (d, 1H, J1,2 = 9.6 Hz, H-1

gem

B ), 3.83 (t, 1H, J2,3 = 9.4 Hz, H-2), 3.61 (d, 1H, J5_, = 2.4 Hz, H-4), 3.57 (d
d, 1H, J5 5 = 9.2 Hz, Js 4, = 2.4 Hz, H-3), 3.49 (q, 1H, Jg g = 6.4 Hz, H-5), 2.7
8-2.65 (M, 2H, SCH,CH»(CH,)oCH3), 1.67-1.54 (M, 2H, SCH,CH,(CH,)oCHz), 1.38-1.22

(m, 18H, SCH,CH,(CH,)oCHz), 1.21 (d, 3H, Js_ g = 6.4 Hz, H-6), 0.90 (t, 3H, Jyic

6.6

Hz, SCH,CH,(CH,)oCHz) -
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RgO 0.55{5:4:1 (v/v/v) CHCI;-EtOAc-MeOH};
'H NMR (400 MHz, CDCl3): & 7.41-7.27 (m, 15H, 3x phenyl), 6.66(d, 1H, J 9.87 Hz,
NH), 5.80 (d, 1H, J, ny 8.79 Hz, NH' * ), 5.30 (s, 1H, H-1), 5.14-5.06 (m, 3H,
H-1 , H-4 * , H-3 ' ), 4.98-4.60 (m, 6H, 3x PhCH,), 4.52 (d, 1H, J 8.23 Hz, H
-1’ ), 4.44 (d, 1H, J 5.13 Hz, H-5 ), 4.28-4.042 (m, 6H, H-2, H-6a, H-3 , H-

6b’ , H-22 ,H-2" ' ), 3.83-3.58(m, 6H, H-5 ' , H-5, H-3, H-6a’ , H-6b, H-4, H-4
© ), 2.11-1.97(m, 15H, 5x Ac), 1.11(d, 3H, Me).

13C NMR (100 MHz, CDCl3): & 101(C-1), 100(C-1' ' ), 96(C-1" ).

FAB-MS calcd for C,gH35N50,-, [M+H]™ :949.4. Found: 949.6.
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Re0 0.79{5:1 (v/v) CHCI;-MeOH};
14 NMR (400 MHz, CDCl3): & 6.75(d, 1H, J, ny = 10.4 Hz, NH), 6.03 (d, 1H, J,
N = 9.2 Hz, NH ' ), 5.38 (d, 1H, J, . = 3.6 Hz, H-1' a)), 5.26-5.23 (m
, 3H, H-1, H-4' ' , H-3' ' ), 5.13-5.05 (m, 3H, H-2' , ), 4.54 (d, 1H, J . .
= 8.0 Hz, H-1' ’ b), 4.50 (d, 1H, J = 5.6 Hz, H-5 ) 4.29 (dd, 1H, J = 4.8
Hz, J = 12.4 Hz, H-6a ’ ), 4.23 (d, 1H, J = 5.6 Hz, H-2), 4.19 (d, 1H, J = 10.0
Hz, H-2° ' ), 4.14 (dd, 1H, J = 2.4 Hz, J = 12.4 Hz, H-6b ' ), 4.06-4.02 (m, 2

H, ,), 3.77-3.72 (m, 3H, H-5, H-3, H-6b, H-4' ), 3.68-3.64 (m, 1H, H-5 ' ), 2.1
7, 2.16, 2.13, 2.09, 2.08, 2.06, 2.05, 2.00 (each s, 24H, 5x Ac), 1.13 (d, 3H, J

= 6.4 Hz, H-6).

13C NMR (100 MHz, CDCl3): & 101.07 (C-1), 99.79 (C-1" ’ ), 93.39 (C-1' ).
MALDI-TOF-MS calcd for C,gH,gN>05,o [M+H]" :805.3. Found: 805.2.
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RegO 0.52{2:4:1 (v/v/v) CHCI;-EtOAc-MeOH};

FAB-MS calcd for C5gHg,N5055 [M+H], :-907.3. Found: 907.5.
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Red 0.46{5:4:1 (v/v/v) CHCI5;-EtOAC-MeOH};
FAB-MS calcd for CggHggN»>0,0 [M+H]™ :1051.4. Found: 1051.8.
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FAB-MS calcd for CggHs,N,05,5 [M+H]™ :907.3. Found: 907.5.
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Reg 0.21 [2:4:1 (v/v/Vv) chloroform-ethyl acetate-methanol];

1H NMR (400 MHz, CDCl3): & 6.00 (d, 1 H, Jyu .2 = 9.5 Hz, N\H ), 5.93 (d, 1 H,
Jy. > =6.4 Hz, H-1), 5.41 (d, 1 H, J;. . _» . =4.0Hz, H-1' ' a), 5.31-5.26 (
m, 2 H, H-4 ' , H-3 ' ), 5.23 (t, 1 H, H-3 ),05.11 (dd, 1 H, J,. 5 = 2.0
Hz, H-2'" ), 4.32-4.08 (m, 6 H, H-6b" , H-6b, H-5 ' , H-6a , H-6a, H-2),0 3.92-

3.85 (m, 1 H, H-2" ), 3.69-3.64 (n, 2 H, H-4, H-5 ), 3.71-3.33 (m, 1 H, H-5), 2
17, 2.15,0 2.06, 2.03, 1.98 and 1.92 (each s, 18 H, 6x OAc), 2.08 (d, 3 H, CH3)

, 1.98 and 1.92 (each s, 6H, 2x NHAc), 1.18 (d, 3 H, Js . e = 6.8 Hz, H-6
)50
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Rg 0.37 [2:4:1 (v/v/Vv) chloroform-ethyl acetate-methanol]; IR (neat) 2926 (ne_,)

1748 (Ne—p) 1661 (Nypc=o) 1626 (Nc—c) 1537 (O n_p) 1233 (Ne_p) 1045 (Ne_o_c) cm
-1.

H NMR (400 MHz, CDClz): & 6.72 (dd, 1 H, Jyy.» = 9.5 Hz, NH), 6.33 (dd, 1 H, J
vicctransy = 17.0 Hz, Jgem = 1.4 Hz, one of -CH=CH,), 6.22 (br t, 1 H, J = 5.4 H
z, -NHCOCH=CH,), 6.18 (dd, 1 H, Jyicceransy = 17-0 HZ, I icccisy = 10-2 Hz, -CH=

CHy), 5.66 (dd, 1 H, Jyicccisy = 10-2 Hz, Jgem = 1-4 Hz, one of -CH=CH;), 5.42 (
d, 1 H, 3 . » . =3.8Hz, H-1" * a), 5.31-5.28 (m, 2 H, H-4 ' , H-3 ' ),
5.13 (m, 3 H, H-22 ' , H-3 , H-4 ), 4.53-4.37 (m, 5 H, H-5 ' , H-6a, H-1" ' b

. -OCHp), 4.36 (d, 1 H, J; , = 8.4 Hz, H-1b), 4.17 (dd, 1 H, Jgon = 1.6 Hz, Jg ¢
b = 12.4 Hz, H-6b), 4.11-4.06 (m, 2 H, H-2" , H-2), 3.96 (t, 1H, Jz.4 = 5.7 Hz,
H-4), 3.84 (t, 1 H, J;_ 4, = 5.7 Hz, H-3), 3.80-3.71 (m, 2 H, H-6' b, H-5), 3.67-3
.64 (m, 1 H, H-5 ), 3.44-3.27 (m, 3 H, H-6 a, -CH,NHCO-), 2.18, 2.16, 2.14, 2.
11, 2.09, 2.05, 2.04 and 2.03 (each s, 21 H, 7x OAc), 1.96 (s, 6H, 2x NHAc), 1.5
8-1.49 (m, 4 H, -OCH,CH,CH,CH,CH,CH,NHCO-), 1.42-1.30 (m, 4 H,0 -OCH,CH,CH,CH,CH
oCH,NHCO-), 1.20 (d, 3 H, Js . .o . = 6.8 Hz, H-6' ' );

13C NMR (100 MHz, CDCI3): & d 171.40, 170.77, 170.65, 170.64, 170.61, 170.49, 1
69.87 and 169.19 (-C=0 of ester), 165.71 (-C=0 of amide), 130.99 (-CH=CH,), 126.
28 (-CH=CH,), 100.98 (C-1), 100.09 (C-1' ), 95.15 (C-1' ' ), 73.75 (C-4), 73.57
(C-3), 72.82 (C-5), 72.49 (C-5 ), 72.25 (C-4' ), 71.36 (C-4 ' ), 68.91 (C-6" )
, 67.92 (C-3 ), 67.86 (C-3' ' ), 67.82 (C-2" ' ), 65.02 (C-5" ' ), 63.69 (-OCH,
-), 61.61 (C-6), 53.97 (C-2' ), 51.31 (C-2), 38.99 (-CH,NH-), 29.12 and 28.80 (-
OCH,CH,-, -CH,CH,NH-), 26.08 and 25.34 (-OCH,CH,CH,-, -CH,CH,CH,NH-), 23.27 and
23.13 (-NHCOCHgz), 20.97, 20.82, 20.66, 20.64 and 20.55 (-COOCH3z), 15.84 (C-6
)
MALDI-TOF-MS calcd for C,gHg-N30,5 [M+Na]l™: 1040.406.269. Found: 1040.384.
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Rg 0.47 [3:3:1 (v/v/v) chloroform-methanol-water]; IR (KBr) 3414 (no_y) 2937 (nc
1) 1657 (Nype=o) 1628 (Ne—c) 1557 (& n_p) 1047 (Ne_o o) cm™1;

'H NMR (400 MHz, D,0): & 6.21 6.18 (dd, 1 H, Jvicceransy = 17.1 HZ, J,5cccisy =

10.0 Hz, -CH=CH)), 6.14 (d, 1 H, J = 17.0 Hz, one of -CH=CH,), 5.71 (d

vic(trans)

» 1 H, Jyicceisy = 10.0 Hz, one of -CH=CH,), 5.09 (d, 1 H, J;. . > = 3.6 Hz
, H-1" ' a), 4.73-4.68 (m, 1 H, H-5 ' ), 4.49 (d, 1H, J;, , = 8.0 Hz, H-1b), 4.4
4 (d, 1 H, I, Lo = 7.6 Hz, H-1' b), 3.96-3.35 (several m, 16 H, H-2, H-3, H-4

, H-5, H-6a, H-6b, H-3", H-4", H-5", H-6"a, H-6"b, H-2", H-3", H-4", OCH,-), 3.2
5-3.16 (m, 3 H,0 H-2", -CH,ND-), 2.00 and 1.97 (each s, 6 H, NDAc), 1.55-1.44 (m
, 4 H, OCH,CH,-, -CH,CH,ND-), 1.34-1.25 (m, 4 H, -OCH,CH,CH,CH,CH,CH,NHCO-), 1.2
4 (d, 3 H, Jg-- 6-- = 6.4 Hz);

13C NMR (100 MHz, D,0): & 174.55, 174.06 and 168.36 (-C=0 of amide), 129.99 (-C
H=CH,), 126.87 (-CH=CH,), 100.89 (C-1), 100.35 (C-1" ), 98.45 (C-1" ' ), 75.91,
75.26, 74.79, 73.55, 71.96, 70.62, 70.43, 69.12, 67.62, 66.61, 61.51, 59.87, 55.
72, 55.61, 39.28 (-CH,ND-), 28.40 and 28.190 (-CH,CH,ND-, -OCH,CH,-), 25.60 and
24.66 (-CH,CH,CH,ND-, -OCH,CH,CH,-), 22.19 and 22.01 (-NDCOCHg), 15.41 (C-6' ' )

MALDI-TOF-MS calcd For CgiHssNgO,o [M+Nal*: 746.332. Found: 746.286.
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Mn 13 kbDa, Mw 21 kDa, Mw/Mn 1.57;

1H NMR (400 MHz, D,0): & 5.11 (br s, 1 H, H-1' ' a), 4.90-4.70 (m, 1 H, H-5 ' )
, 4.52-4.48 (br d, 2 H, H-1, H-1" ), 3.95-3.38 (several m, 16 H, H-2, H-3, H-4,
H-5, H-6a, H-6b, H-3 , H-4 , H-5 , H-6 a, H-6" b, H-2" ' , H-3 ' , H-4 ' ,
OCH,-), 3.25-3.06 (m, 3 H, H-2", -CH,ND-), 2.13-2.00 (m, 1 H, -CH-(sugar)-CH,-)
, 2.04 and 2.01 (each s, 6 H, NDAc), 1.58-1.40 (m, 6 H, OCH,CH,-, -CH,CH,ND-, -C
H-(sugar)-CH,-), 1.34-1.23 (m, 7 H, -OCH,CH,CH,CH,CH,CH,NDCO-, H-6" ' );

13C NMR (100 MHz, D,0): & 174.40 and 173.77 (-C=0 of amide), 100.87, 100.35, 98.
48, 75.93, 75.31, 74.84, 73.58, 71.99, 70.64, 70.36, 69.16, 67.68, 66.61, 61.53,
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59.93, 55.74, 55.61, 39.52, 28.63, 26.06, 24.85, 22.43, 22.20, 15.55;
0OoO0o00oo

D000000000000000000000000000000000
0000000000000 0O00000O0000O0000O000D0ODO0OOp 0000
000000000000 00O0O0O00pO00000000O0000O000000000
000000000000 0000000O00000000O0000O000000000
0000000’ OO0’ 0000000000000 0000000O0pw000000y
000000000000 00O0000O0O000O0O0O0O0pO0000O000000000
000000000000 00O0O0000O0000O0000O0000O00O00O0O0OoGoaO
0000000000000 0D-0000000000000000000000000
000000000000 00O0000O0O0O00O0O0O0O0O0O0O0ODODONOoOOoONOoOoGooaO
0000000000 O0O0000

Mn 157 kDa, Mw 214 kDa, Mw/Mn 1.38;

1H NMR (400 MHz, D,0): & 5.09 (d, 1 H, J;. . o . = 3.6 Hz, H-1' ' a), 4.90-4.

68 (m, 1 H, H-5 * ), 4.50 (d, 1 H, J; 5, = 8.4 Hz, H-1b), 4.45 (d, 1 H, J;. o
= 7.6 Hz, H-1' b), 3.96-3.35 (several m, 16 H, H-2, H-3, H-4, H-5, H-6a, H-6b,
H-3 , H-4 , H-5 , H-6 a, H-6" b, H-22 ' , H-3 ' , H-4 ' , OCH,-), 3.25-3.1
6 (m, 3 H,O0H-2 , -CH,ND-), 2.35-2.05 (m, 6 H, -CH-(sugar)-CH,-, -CH-(ND,)-CH,-
), 2.01 and 1.98 (each s, 6 H, NDAc), 1.76-1.40 (m, 16 H, -OCH,CH,-, -CH,CH,ND-,
-CH-(sugar)-CH,-, -CH-(ND,)-CH,-), 1.33-1.25 (m, 4 H, -OCH,CH,CH,CH,CH,CH,NDCO-

), 1.24 (d, 3 H, Jg--_g-- = 6.8 Hz);

13C NMR (100 MHz, D,0): & 180.10 175.23 and 174.73 (-C=0 of amide), 101.63, 101
.07, 99.19, 76.63, 75.99, 75.54, 74.27, 72.70, 71.34, 71.21, 69.85, 68.35, 67.32
, 62.23, 60.61, 56.44, 56.32, 42.78, 42.40, 40.05, 36.65, 35.49, 29.21, 29.00, 2
6.55, 22.99, 22.77, 16.16;
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Mn 136 kDa, Mw 207 kDa, Mw/Mn 1.52;

1H NMR (400 MHz, D,0): 6 5.11 (d, 1 H, J; . » . =3.6Hz, H-1' ' a), 4.72-4

.65 (m, 1 H, H-5 * ), 4.51 (d, 1 H, J; , = 8.0 Hz, H-1b), 4.47 (d, 1 H, J;.
= 8.0 Hz, H-1" b), 3.95-3.37 (several m, 16 H, H-2, H-3, H-4, H-5, H-6a, H-6b
, H-3 , H-4 , H-5 , H-6" a, H-6 b, H-2” * , H-3 ' , H-4 ' , OCH,-), 3.24-3
.16 (m, 3 H, H-2° , -CH,ND-), 2.35-2.08 (m, 11 H, -CH-(sugar)-CH,-, -CH-(ND,)-CH
>-), 2.02 and 2.00 (each s, 6 H, NDAc), 1.78-1.43 (m, 30 H, -OCH,CH,-, -CH,CH,ND
-, -CH-(sugar)-CH,-, -CH-(ND,)-CH,-), 1.33-1.25 (m, 4 H, -OCH,CH,CH,CH,CH,CH,NDC
0-), 1.25 (d, 3 H, Jg-- _g-- = 6.4 Hz);
13C NMR (100 MHz, D,0): & 180.09 175.21 and 174.72 (-C=0 of amide), 101.62, 101
.06, 99.18, 76.62, 75.98, 75.53, 74.27, 72.69, 71.33, 71.19, 69.84, 68.34, 67.31
, 62.22, 60.59, 56.43, 56.31, 42.79, 42.39, 40.05, 36.52, 35.53, 29.20, 28.98, 2
6.53, 25.39, 22.98, 22.76, 16.14.
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ogogoano

Ty pY— FI/T—l RY = —#R Mw  Mw/Mn  IXE%)

(B : AA) (x:y:2z) [kDa]
1 1:10 1:10: 141 207 1.52 84.5
1:5 1:5:198 214 1.38 95.3
3 1: 1:0:29 21 1.57 85.7
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At AL AFY/F, AF; K, isoemissive point  relative
ittey 1
(nm) (%) (kJ/mol) M (nm) potency
Javia (1-3) $FEF—R -6 20.2 25.6 6.3x10* 365 1
E/7— (33)
RERYT— (34a) -6 28.6 31.1 6.9x10° 372 11
1:5aKRY<w— (34b) -7 44.4 31.6 8.9x10° 374 14
1:10aMYw- (34¢) -7 21.6 33.3 1.8x10° 370 29
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