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Fig. 1. The 3C NMR (176.03 MHz) spectrum of quadrangularisoside A (1) in CsDsN/D20O
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Fig. 2. The 'H NMR (700.00 MHz) spectrum of quadrangularisoside A (1) in CsDsN/D20O (4/1)
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Fig. 3. The COSY (700.00 MHz) spectrum of quadrangularisoside A (1) in CsDsN/D-zO (4/1)

;,.L- : ?2 . - = .‘ A~ E%g‘ -
P 11 :
. o 5
-
- il "
&
i
* Spe L
# < e - iy & B e 4
‘--v *b.‘ -ms:-r» .;\-.n_p_ s g
.pﬂ 4 - K Ty
£ o
- -
sl = e
] ,-. .
...*1 . o
W - -aus-&. Ve L2
E‘ﬂ
- - X da ; i ~
6.5 6.0 8.5 5.0 45 4.0 35 3.0 2.5 2.0 1.5 1.0 0.5

ppm

-0.5

L 6.5

ppm



ppm

® 8 8 $ B 8 R 8 8 8 &8 R B § B
I N N R S R
B
T T T (Y A B B
IR N O S . U S DU A IS N S B N
TV, T, T T T T T T T T T
TR T T ([ O O A
U T T (A I A A B
A S R o s Bl Bl e S (A S Ml B
T T T ([ A O A
I T T T e A A N B
et T e e e e
O 25 T (Y A B B
T T T (O (N A B B
I ot A I (Y
A
T e e A e e e N R
[N E U AU U S A VU AN N N U B N
T T T T T T T T T T T T T T T
T L A (Y A B B
T e e (A e R R
A St i A A s R
T T PPy A Y A N A
S T 5 A A N
T T L e
I T T L T U (Y A O B
T e e e
I T s U Sy I Sy B B
T e e e R
T T T O S S A B B
I 1 U N A B
B R
T T T (O (A N B
T T T (O (N A O B
A At et s Bt el et Bty Hl [t s Ml Bl
T T A (O A (N A N B
[ (A
e e s ol i e e I e
T T T (O (Y A N B
T T T (O (A N B

0.5 ppm

6.0 3.5 5.0 4.5 4.0 3.5 3.0 25 2.0 15 1.0

6.5

Fig. 4. The HSQC (700.00 MHz) spectrum of quadrangularisoside A (1) in CsDsN/D-O (4/1)
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Fig. 5. The HMBC (700.00 MHz) spectrum of quadrangularisoside A (1) in CsDsN/D20 (4/1)
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Fig. 42. The 'H NMR (700.00 MHz) spectrum of quadrangularisoside Ci (7) in CsDsN/D20 (4/1)
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Fig. 44. The HSQC (700.00 MHz) spectrum of the aglycone part of quadrangularisoside Ci (7) in CsDsN/D20 (4/1)



Fig. 45. The ROESY (700.00 MHz) spectrum of the aglycone part of quadrangularisoside Ci1 (7) in CsDsN/D20 (4/1)



Sample: Guadrangularisoside C1 Formula: C56H8802952Na2

htensa. _ quadrangularisosideC1 (2(6)1)(-).d: -MS, 0.7-1.0min #41-55
x10°4
i 644.2447

w

N
NN T SN W [ T W TN T NN NN T SO SO [N N 4

l 1311.4763
600 700 800 900 1000 1100 1200 1300 mz.
quadrangularisosideCl (2(6)1)(-).d: -MS52(1311.4791), 130.0eV, 1.4-1.8min #79-103

Intens.

2000

649.1673

4175716
475.1142

547.1354
302

—

1107.3424

P ST U U SRR U U U T T Y

1311.4791

1000

1181.3797

118.9430
138.9713

500

623.1516

L (o773628
L 7073453

—— 433 0668
503.1089
e~ 563,

b— 7253503
7971122

=
<

%
ud ull_l N U | Y

Y T v U
200 400 600 800 1000 1200 mz
h‘enss- quadrangularisosideC1 (2(6)1)(+).d: +MS, 1.0-1.5min #58-88
x10°- b

530.3572

0.4 690.2211 1357.4520
587.5474

I 1439.4550
0.0l Lk Ly —

LI l [ ne ) T

500 600 700 800 900 1000 1100 1200 1300 1400 mz

Fig. 46. HR-ESI-MS and ESI-MS/MS spectra of quadrangularisoside Ci (7)
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Fig. 48. The 'H NMR (700.00 MHz) spectrum of quadrangularisoside D (8) in CsDsN/D-O (4/1)



Fig. 49. The COSY (700.00 MHz) spectrum of quadrangularisoside D (8) in CsDsN/D:0 (4/1)
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Fig. 56. The 'TH NMR (700.00 MHz) spectrum of quadrangularisoside D1 (9) in CsDsN/D:O (4/1)
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Fig. 58. The *C NMR (176.03 MHz) spectrum of quadrangularisoside D2 (10) in CsDsN/D-O (4/1)
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Fig. 59. The 'TH NMR (700.00 MHz) spectrum of quadrangularisoside D2 (10) in CsDsN/D-O (4/1)
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Fig. 60. HR-ESI-MS and ESI-MS/MS spectra of quadrangularisoside D: (10)
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Fig. 61. The ®C NMR (176.03 MHz) spectrum of quadrangularisoside D3 (11) in CsDsN/D-O (4/1)
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Fig. 62. The 'H NMR (700.00 MHz) spectrum of quadrangularisoside Ds (11) in CsDsN/D20 (4/1)
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Fig. 63. HR-ESI-MS and ESI-MS/MS spectra of quadrangularisoside Ds (11)
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Fig. 64. The *C NMR (176.03 MHz) spectrum of quadrangularisoside D4 (12) in CsDsN/D20 (4/1)



Current Data Parameters
NAME C.quad.3(2)2
EXPNO 1
PROCNO 1

F2 - Acquisition Parameters

Date 20200213

ime 9.06 h
INSTRUM spect.
PROBHD  2810701_0127 (
PULPROG - zg
TD 32768
SOLVENT Pyr
NS 16
DS 0
SWH 6009.615 Hz
FIDRES 0.366798 Hz
RO 2.7263477 sec
RG 32.09
DW 83.200 use
DE 6.50 use:
TE 308.2 K
D1 2.00000000 sec
TDO 1
SFO1 500.1318765 MHz
NUC1 1H
Pl 7.82 use
PLW1 12.58899975 W
F2 - Processing parameters
sI 65536
SF 500.1300777 MHz
WDW GM
SSB 0
LB -2.50 Hz
GB 0.15
PC 2.00

Fig. 65. The 'TH NMR (700.00 MHz) spectrum of quadrangularisoside Da (12) in CsDsN/D2O (4/1)



Sample: Guadrangularisoside D4 Formula: C55H8303353Na3

'"te'::s' 5 quadrangularisosideDa (3(2)2)(-).d: -MS, 1.5-1.9min #84-111
x1 "
4 450.4691
] .
64 383.7562
b 1311.4377
] - 1413.3762
695.1954 101.9385
2 -
04 'y WP I A A
v T T T T T T T T
2 400 600 800 1000 1200 1400
hte"i j g quadrangularisosideD4 (3(2)2)(-).d: -MS2(450.4712), 20.0eV, 2.2-2.4min #128-138
x10%] S
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3 g B
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1] v
1 3 849.3742.
] 8 86‘7.]3854 999.4267
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In'cenc;i ii quadrangularisosideD4 (3(2)2)(+).d: +MS, 1.5-2.3min #86-130
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1 685.4340
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1 2+
. 741.1702 1459,3512
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] 587.5469
E 963.5852 1459.3512
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Fig. 66. HR-ESI-MS and ESI-MS/MS spectra of quadrangularisoside Da (12)
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Fig. 67. The ®C NMR (176.03 MHz) spectrum of quadrangularisoside E (13) in CsDsN/D-2O (4/1)



Current Data Parameters

NAME C.quad.3(6a)1.3
EXPNO 5
PROCNO 1

F2 - Acquisition Parameters
Date 20200210
Time 15.47 h
INSTRUM spect
PROBHD 72112726_0001 (
PULPROG - zg

TD 32768
SOLVENT Pyr

NS 1

DS 0

SWH 3578.244 Hz
FIDRES 0.218399 Hz
RQ 4.5788317 sec
RG 64

DW 139.733 usec
DE 6.50 usec
TE 308.0 K
D1 2.00000000 sec
TDO 1
SFO1 700.0030657 MHz
NUC1 1H

Pl 12.60 usec
PLW1 39.81100082 W
F2 - Processing parameters
ST 32768

SF 700.0010377 MHz
WDW GM
SSB 0

LB -2.50 Hz
GB 0.1

PC 2.00

Fig. 68. The 'H NMR (700.00 MHz) spectrum of quadrangularisoside E (13) in CsDsN/D-zO (4/1)
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Fig. 69. The COSY (700.00 MHz) spectrum of quadrangularisoside E (13) in CsDsN/D:O (4/1)
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Fig. 70. The HSQC (700.00 MHz) spectrum of quadrangularisoside E (13) in CsDsN/D20 (4/1)
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Fig. 71. The HMBC (700.00 MHz) spectrum of quadrangularisoside E (13) in CsDsN/D-O (4/1)
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Fig. 72. The ROESY (700.00 MHz) spectrum of quadrangularisoside E (13) in CsDsN/D20 (4/1)
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Fig. 73. 1D TOCSY (700.00 MHz) spectra of quadrangularisoside E (13) in CsDsN/D-O (4/1)
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Fig. 74. 1D TOCSY (700.00 MHz) spectra of quadrangularisoside E (14) in CsDsN/D-O (4/1)



