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S1: 1H NMR (600 MHz, CD30D) spectrum of the new compound 1
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Figure S1: '"H NMR (600 MHz, CDs0OD) spectrum of compound 1
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$2: 13C NMR (150 MHz, CD30D) spectrum of the new compound 1
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Figure 52: 3C NMR (150 MHz, CD30OD) spectrum of compound 1
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S3: DEPT spectirum of the new compound 1
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Figure S3: DEPT spectrum of compound 1
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f1 (ppm)



=20

=30

L 40

=50

60

- bl -110
-120
- 130

140
: - N t

- - = 160

S5: HMBC spectrum of the new compound 1
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Figure S5: HMBC spectrum of compound 1
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S6: Aglycon and anomeric region from HSQC spectrum of the new compound 1
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S7: Sugar region from HSQC spectrum of the new compound 1
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Figure S7: HSQC spectrum of compound 1 (sugar region)
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S8: CH3 signal of rhamnose residue from HSQC spectrum of the new compound 1
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510: HPLC of compound 1
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Figure $11: HPLC chromatogram of compound 1
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S$13: DEPT spectrum of the new compound 2
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Figure S14: DEPT spectrum of compound 2
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S14: COSY spectrum of the new compound 2
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Figure S§15: COSY spectrum of compound 2
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S516: Aglycon and anomeric region from HSQC spectrum of the new compound 2
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S$17: Sugar region from HSQC spectrum of the new compound 2
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Figure 518: HSQC spectrum of compound 2 (sugar region)

|
S, »

12

13

14

15

f1 (ppm)

16

17

$18: CH3 signal of rhamnose residue from HSQC spectrum of the new compound 2 22

T T T T T T T T T T 1§ T T T T T T T
1.60 155 150 145 140 135 130 125 120 115 110 105 100 055 090 085 080 075
12 (ppm)

Figure S19: HSQC spectrum of compound 2 (methyl signal of rhamnose moiety)

f1 {(ppm)



E:\a PhD HR-MS BG\...\Hristo_08_ 12/19/16 19:38:56

Hristo_08_151213 22797-2849 RT: 6.4055
T: FTMS - p E3I Furl ms [100.00-1500.00)

917.28697
100
20
30
70
80
20
40
30
20
103 11298420 10 9ggec 24498527 28038300 34437303 35323328
, La, ‘J Ll “ m L J 37700538 469.13530 51332942 547.17314 64126665 72519398 777.24128 813.20519 90122608
nlllllllllllllllllllllllllllllIlllllllllllllllllllllllllllllllIllllllllllllllllllll T
100 150 200 250 300 3s0 <420 40 S00 ss0 00 €50 b 750 800 eso 850
mz
Hniglo_08_161219 82800-2886 RT: 6.40-6.58 AV NL: 1.10ES
T: FTMS - p ESI @ Full me2 917.26@Nca18.33 [63.67-955.00)
31404324 91725629
&
s
4
3. 97.67689
140.59535 243 53881 56734685 729.17283
Al
L e e A o S S S e S A i S
100 150 200 250 300 350 40 40 s00 550 s0C 650 700 750 800 950
-
. .
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Figure S21: HR-ESI-MS (positive mode) of compound 2
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Figure 522: HPLC chromatogram of compound 2
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$22: 13C NMR (150 MHz, CD30D) spectrum of the new compound 3
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S23: DEPT spectrum of the new compound 3
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Figure 525: DEPT spectrum of compound 3
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S24: COSY spectrum of the new compound 3
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Figure 527: HMBC spectrum of compound 3
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S26: Aglycon and anomeric region from HSQC spectrum of the new compound 3
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Figure 528: HSQC spectrum of compound 3 (aglycon and anomeric region)
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Figure §29: HSQC spectrum of compound 3 (sugar region)
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Figure §32: HR-ESI-MS (positive mode) of compound 3
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S31: 1TH NMR (600 MHz, CD30D) spectrum of the new compound 4
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Figure S34: '"H NMR (600 MHz, CDsOD) spectrum of compound 4
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S32: 13C NMR (150 MHz, CD30D) spactrum of the new compound 4 I
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Figure S$35: °C NMR (150 MHz, CD30D) spectrum of compound 4
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Figure $36: DEPT spectrum of compound 4
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S36: Aglycon and anomeric region from HSQC spectrum of the new compound 4
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Figure $39: HSQC spectrum of compound 4 (aglycon and anomeric region)
l 1

‘ ﬂ ll l. | '

-— l‘i B4, 56.38)
[ \¢E
3
{36861 C’7§ (3.43, 6' 08
o
().50.&5.6]! {331,6563)
{362,864
& {3.36,68,71,
<:ﬁ::>
(3.15.70.(}3!
(37,70, “é {3.28,71.08
{3.57,71.57 <&
<&) (06,723 :!
fa.cz.?z.ag! (32473,
{3.60,74 08, c_&;
. S
(3.28,76.88
3,437 &= =
S37: Sugar region from HSQC spectrum of the new comé h&b

i

- 74
75
-76
77

T T T T T T T T T T T T T T
.ss 380 375 370 365 360 355 350 3. 45 3. 40 335 330 325 320 315 310 3.0
12 (ppm)

Figure S40: HSQC spectrum of compound 4 (sugar region)

f1 (ppm)

fi (ppm)



1.03,18.33 '

L6

- 30

i
S$38: CH3 signal of rhamnose residue from HSQC spectrum of the new compound 4
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Figure S41: HSQC spectrum of compound 3 (methyl signals of rhamnose moiety)
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Figure S43: HR-ESI-MS (positive mode) of compound 4
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Figure S44: HPLC chromatogram of compound 4
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Figure $45: '"H NMR (600 MHz, CDsOD) spectrum of compound 5
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Figure S46: °C NMR (150 MHz, CDs:OD) spectrum of compound 5
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Figure S47: DEPT spectrum of compound 5
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Figure S48: COSY spectrum of compound 5
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S45: HMBC spectrum of compound 5
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S46: Aglycon and anomeric region from HSQC spectrum of compound 5
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Figure §50: HSQC spectrum of compound 5 (aglycon and anomeric region)
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Figure S51: HSQC spectrum of compound 5 (sugar region)
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S48: CH3 signal of rhamnose residue from HSQC spectrum of compound 5
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Figure S52: HSQC spectrum of compound 5 (methyl signals of rhamnose moiety)
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Figure S53: HR-ESI-MS (negative mode) of compound 5

Karel_10F_MRM_Pos_03 #658 RT: 11.37 AV:1 NL:4.47E4
T: + ¢ ESIFull ms [60.00-1500.00]
317.0654

1=}

a2 2 3 F IR 9E
LTI

Relative Abundance
o

2.9.8.5.8.8.8.5.8.9.8.8.3.3.8.

147.0652
129.0550 ‘

at

2
INERINEEE

85.0262 199.1262
T T

=)

£97.26800

00

623.15708

650

479.1184

100

150

LI I B
200 250

Figure S54: HR-ESI-MS (positive mode) of compound 5
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Figure S55: HPLC chromatogram of compound 5
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Figure §56: '"H NMR (600 MHz, CDs0OD) spectrum of compound 6
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Figure S57: °C NMR (150 MHz, CD30D) spectrum of compound 6
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Figure S58: DEPT spectrum of compound 6
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S56: Aglycon and anomeric region from HSQC spectrum ofcompound 6
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Figure S61: HSQC spectrum of compound 6 (aglycon and anomeric region)
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S58: CH3 signals of rhamnose residues from HSQC spectrum of compound 6
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Figure S63: HSQC spectrum of compound 6 (methyl signals of rhamnose moieties)
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Figure S64: HR-ESI-MS (negative mode) of compound 6
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Figure S64: HR-ESI-MS (positive mode) of compound 6
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Figure S66: HPLC chromatogram of compound 6
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S63: DEPT spectrum of compound 7
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Figure S69: DEPT spectrum of compound 7
| U L_JJJLLJU&HL |
! o ‘ O
oHo g Ly
[+ o ®
C\/\(K o/\u’ /r L2
o am s
o . =
oH
9
Q. . L4
-5
e’ °
[ -6
.
-7
8
{ S64: COSY spectrum of compound 7
y T T T T T T T T T T T T T T T T T
as 8.0 7.5 7.0 6.5 6.0 55 5.0 4.5 4.0 35 30 25 20 1.5 1.0 0.5 0.0
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S65: HMBC spectrum of compound 7
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Figure S71: HMBC spectrum of compound 7
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S66: Aglycon and anemeric region from HSQC spectrum of compound 7
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Figure §72: HSQC spectrum of compound 6 (aglycon and anomeric region)
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568: CH3 signals of rhamnose residues from HSQC spectrum of compound 7
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Figure S74: HSQC spectrum of compound 7 (methyl signals of rhamnose moieties)
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Figure S75: HR-ESI-MS (negative mode) of compound 7
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Figure $76: HR-ESI-MS (positive mode) of compound 7
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Figure S77: HPLC chromatogram of compound 7



