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Figure S1. 'H NMR spectrum of 1 (DMSO-ds, 300MHz).
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Figure S2. 3C NMR spectrum of 1 (DMSO-ds,
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Figure S3. COSY spectrum of 1 (DMSO-ds, 300 MHz).
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Figure S4. HSQC spectrum of 1 (DMSO-ds, 300 MHz).
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Figure SS5. HMBC spectrum of 1 (DMSO-ds, 300 MHz).
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Figure S6. (+)-HRESIMS of 1.

Single Mass Analysis

Tolerance =5.0 PPM / DBE: min=-1.5, max = 100.0
Element prediction: Off

Number of isotope peaks used for i-FIT=3

Monoisotopic Mass, Even Electron lons

12 formula(e) evaluated with 1 results within limits (up to 100 best isotopic matches for each mass)
Elements Used:

C:10-10 H:0-150 0:0-50

Minimum: -15

Maximum: 5.0 5.0 100.0

Mass Calc. Mass mDa PPM  DBE i-FIT Norm Conf(%) Formula
195.0657 195.0657 0.0 0.0 5:5 515.3 n/a nfa C10 H11 04

AKNS 283-375/7-6P

ANAKE-G2-169 182 (1 578) 1: TOF MS ES+

1.56e+006
100 1770550 e oy
2330128
%
1780584 1960684 2140408
235.0302 248.9855
0080 338 50.6863252.9310
Tragszs| | T9%%5 1oy 10387 i 2060521 2119840 Il’"“" 2000290 01402 mgus‘ ‘ 2379049' 2450258 F‘L e
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Figure S7. '"H NMR spectrum of 2 (DMSO-ds, 300MHz)
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Figure S8. °C NMR spectrum of 2 (DMSO-ds, 75MHz).
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Figure S9. COSY spectrum of 2 (DMSO-ds, 300 MHz).
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Figure S10. HSQC spectrum of 2 (DMSO-ds, 300 MHz).
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Figure S11. HMBC spectrum of 2 (DMSO-ds, 300 MHz).
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Figure S12. (+)-HRESIMS of 2.
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Elemental Composition Report [MH]"

Single Mass Analysis

Tolerance =5.0 PPM / DBE: min =-1.5, max =50.0
Element prediction: Off

Number of isotope peaks used for i-FIT =3

Monoisotopic Mass, Even Electron lons

21 formula(e) evaluated with 1 results within limits (up to 100 best isotopic matches for each mass)
Elements Used:

C:18-18 H:0-150 0:0-30

Minimum: -1.5

Maximum: 5.0 5.0 50.0

Mass Calc. Mass mDa PPM DBE i-FIT Norm Conf(%) Formula
329.1027  329.1025 0.2 0.6 105 704.5 n/a n/a C18 H17 06

100 328.1027

330.1081
i

272.0588

285.0762 ,_ i 3311073 »
2840688 | 2870724 301,0744 3110815 a1g.iet4 260835 | 1 S 3450971 546 0777 1pungzg 3000848

275 280 285 280 295 300 305 310 318 320 325 330 335 340 345 350 355 36 385 370 375 380 385 390

373.1315 379.0130
7

368.5906 389.2485

Figure S13. 1H NMR spectrum of a mixture of 3 and 4 (DMSO-ds, 500 MHz).
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Figure S14. °C NMR spectrum of a mixture of 3 and 4 (DMSO-ds, 125 MHz).
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Figure S15. COSY spectrum of a mixture of 3 and 4 (DMSO-ds, 500 MHz).
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Figure S16. HSQC of a mixture of 3 and 4 (DMSO-ds, 500 MHz).
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Figure S17. HMBC of a mixture of 3 and 4 (DMSO-ds, 500 MHz).
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Elemental Composition Report [MH]"

Single Mass Analysis

Tolerance =5.0 PPM / DBE: min =-1.5, max = 50.0

Element prediction: Off

Number of isatope peaks used for i-FIT = 3

Monoisotopic Mass, Even Electron lons

22 formula(e) evaluated with 1 results within limits (up to 100 best isotopic matches for each mass)
Elements Used:

C:18-18 H:0-150 0:0-30

Minimum: » =1.5
Maximum: 5.0 50 50.0
Mass Calc. Mass mDa PPM  DBE i-FIT  Norm Conf(%) Formula
343.0809 343.0818 -0.9 -2.6 11.5 908.8 n/a n/a C18 H15 O7
AKNS 156-200 Prep 14-18
ANAKE-G2-155 223 (1.844) 1: TOF MS ES+
s 343.0808 53004005
%
3440846
o 213.1975 51”'25 mmﬁi 329'?“‘8}31‘00'5 3380815, 342072) ? o 34511902 }52'9853 3620558 366.5948 3732194 3790104 3838651
3150 | 3200 3250 3300 3350 3400 3450 3800 3850 3600 3850 5700 arse | 3800 3850

Figure S19. (+)-HRESIMS of 4.
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Elemental Compasition Report [MH]*

Single Mass Analysis

Tolerance = 5.0 PPM / DBE: min =-1.5, max = 50.0

Element prediction: Off

Number of isotope peaks used for i-FIT =3

Monoisotopic Mass, Even Electron lons

24 formula(e) evaluated with 1 results within limits (up to 100 best isotopic matches for each mass)
Elements Used:

C:20-20 H:0-150 0:0-30

Minimum: . -15

Maximum: 50 50 500

Mass Calc. Mass mDa PPM DBE i-FIT  Norm Conf(%) Formula
371.1124 371.1134. 0.7 -1.9 11.5 480.6 n/a n/a C20 H19 07

Elemental Composition Report [MNa]”

Single Mass Analysis

Tolerance = 5.0 PPM / DBE: min = -1.5, max = 50.0

Element prediction: Off

Number of isotope peaks used for i-FIT=3

Monoisotopic Mass, Even Electron lons

49 formula(e) evaluated with 1 results within limits (up to 100 best isotopic matches for each mass)
Elements Used:

C:20-20 H:0-150 0:0-30 Na:0-1

Minimum: -1.5

Maximum: 5.0 5.0 50.0

Mass Calc. Mass mDa PPM DBE i-FIT  Norm Conf(%) Formula
393.0945 393.0950 -0.5 -1.3 11.5 747.8 nj/a n/a C20 H18 07 Na

AKNS 156-200 Prep 14-19.
ANAKE-G2-155 247 (1.982) 1: TOF MSES+

18064006
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Figure S20. "H NMR spectrum of 5 (DMSO-ds, 300 MHz).
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Figure S21. 3C NMR spectrum of 5 (DMSO-ds, 575 MHz).
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Figure S22. COSY spectrum of § (DMSO-ds, 300 MHz).
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Figure S23. HSQC spectrum of § (DMSO-ds, 300 MHz).

13



| | |

JL J’I\ s ,,'JM, o S e /\«, —— i = ';J»\A,)L.p»\/w\ i/ W ppm

e ® LI .‘ - 20

= 3 o '
1 0 - 30
® = 40

® ©
E 50
° - 60
o = 70
-~ 80
= 90
100
o} & =110
. =120
,: . .

i T T T T T T T T T T T T T

7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 25 20 1.5 1.0 ppm

Figure S24.HMBC spectrum of 5 (DMSO-ds, 300 MHz).
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Elemental Composition Report [MH]*

Single Mass Analysis

Tolerance =5.0 PPM / DBE: min =-1.5, max = 50.0

Element prediction: Off

Number of isotope peaks used for i-FIT =3

Monoisotopic Mass, Even Electron lons

26 formula(e) evaluated with 1 results within limits (up to 100 best isctopic matches for each mass)
Elements Used:

C:23-23 H:0-150 0:0-30

Minimum: -15

Maximum: 5.0 5.0 50.0

Mass Calc. Mass mDa PPM DBE i-FIT Norm Conf(%) Formula
431.1700 431.1706 -0.6 -1.4 105 7754 n/a n/a C23 H27 08

Elemental Compasition Report [MNa]*

Single Mass Analysis

Tolerance =5.0 PPM / DBE: min =-1.5, max = 50.0

Element prediction: Off

Number of isotope peaks used for i-FIT =3

Monoisotopic Mass, Even Electron lons

55 formula(e) evaluated with 1 results within limits (up to 100 best isotopic matches for each mass)
Elements Used:

C:23-23 H:0-150 0:0-30 Na:0-1

Minimum: ~1:5
Maximum: 5.0 5.0 50.0
Mass Calc. Mass mDa PPM DBE i-FIT Norm Conf(%) Formula
453.1522 453,1525 -0.3 -0.7 10.5 5433 n/a n/a C23 H26 08 Na
ACNS 339-375 Prep 1
ANAKE-G2-165 273 (2.243) 1; TOFMS ES»
100+ 4531522 3.14e+006
448.1963
] 54.1551
431.1700
437.1868
45,1986
426,1555478 1590 426 1460 [‘?’2“"2"”“”2 SIS IGSAMRITTHSIS ?‘-""'"‘69 “f”"“ﬁ i50128 8502 ygarsty .
4240 | 4280 | 4280 4300 | 4320 | A0 4360 | AIBC 4400 | 4420 | 446D | 4460 | 4450 | 4500 | ASD0 | ASHD | 4580 | ASED | AROG | 462D | 4GeG | ABEO

Figure S26. "H NMR spectrum of 6 (DMSO-ds, 300 MHz).
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Figure S27. >°C NMR spectrum of 6 (DMSO-ds, 300 MHz).
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Figure S28. COSY spectrum of 6 (DMSO-ds, 300 MHz).
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Figure S29. HSQC spectrum of 6 (DMSO-ds, 300 MHz).
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Figure S30. HMBC spectrum of 6 (DMSO-ds, 300 MHz).
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Figure S31. (+)-HRESIMS of 6.

Elemental Composition Report [MH]*

Single Mass Analysis

Tolerance =5.0 PPM / DBE: min =-1.5, max = 50.0
Element prediction: Off

Number of isotope peaks used for i-FIT = 3
Monoisotopic Mass, Even Electron lons

26 formula(e) evaluated with 1 results within limits (up to 100 best isotopic matches for each mass)

Elements Used:
C:23-23 H:0-150 0:0-30

Minimum: -1.5
Maximum: 5.0 5.0 50.0
Mass Calc. Mass mDa PPM  DBE
417.1915 417.1913 0.2 0.5 9.5

Elemental Composition Report [MNa]*

Single Mass Analysis

Tolerance =5.0 PPM / DBE: min =-1.5, max = 50.0
Element prediction: Off

Number of isotope peaks used for i-FIT =3
Monoisotopic Mass, Even Electron lons

i-FIT
33

Norm
n/a

Formula
C23 H29 07

Conf(%)
n/a

54 formula(e) evaluated with 1 results within limits (up to 100 best isotopic matches for each mass)

Elements Used:
C:23-23 H:0-150 0:0-30 Na:0-1

Minimum: <15
Maximum: 5.0 5.0 50.0
Mass Calc. Mass mDa PPM  DBE i-FIT  Norm Conf(%) Formula
439.1735 439.1733 0.2 0.5 9.5 5419 n/a n/a C23 H28 O7 Na
. ToF WS ES-
s0mas 816000
anams
s762
. biigiald = 4411793 4851517
Porioer avecasy 41atig 417osey P il |, HB051E 5087 4553455055 1451 uapae7;

4050 4100 4200 4250 00

4350

1409 4450 4500 4550 4800

Figure S32. "H NMR spectrum of 7 (DMSO-ds, 500 MHz).
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Figure S33. 3C NMR spectrum of 7 (DMSO-ds, 125 MHz).
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Figure S34. COSY spectrum of 7 (DMSO-ds, 500 MHz).
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Figure S35. HSQC spectrum of 7 (DMSO-ds, 500 MHz).
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Figure S36. HMBC spectrum of 7 (DMSO-ds, 500 MHz).
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Figure S37. (+)-HRESIMS of 7.
Elemental Composition Report [MH]*
Single Mass Analysis
Tolerance =5.0 PPM / DBE: min =-1.5, max = 50.0
Element prediction: Off
Number of isotope peaks used for i-FIT = 3
Monoisotopic Mass, Even Electron lons
24 formula(e) evaluated with 1 results within limits (up to 100 best isotopic matches for each mass)
Elements Used:
C:21-21 H:0-150 0:0-30
Minimum: -1.5
Maximum: 5.0 5.0 50.0
Mass Calc. Mass mDa PPM DBE i-FIT Norm Conf{%) Formula
373.1652 373.1651 0.1 03 9.5 685.0 n/a n/a C21 H25 06
AKN'S 156-200 Prep 1
A AKE-G2-166 2656 (2.102) 1: TOF MS ES»
105+ 3721852 1.632+005
2781280
a71.1487 376.6093.
2681346 b
3671244 T i 377.4305
) 371 1 R 379.0528
o uL?aﬁ?ﬂ?Sﬂ i [ A’ m"mg.w ' Mi 3"'0',7;;215&::7!‘10“‘3 A [ L. :7?,;:5 : L ) - ! _3” an‘f o ik, uo‘iwﬁm““;k
3670 3680 3630 | 3700 10 | 3120 3730 | 3740 3750 | 3160 o aree 1790 2800

Figure S38. '"H NMR spectrum of 8 (DMSO-ds, 300 MHz).

21



—3.94220

= — 1

Figure S39. °C NMR spectrum of 8 (DMSO-ds, 75 MHz).
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Figure S40. COSY spectrum of 8 (DMSO-ds, 300 MHz).
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Elemental Composition Report [MH]"

Single Mass Analysis

Tolerance =5.0 PPM / DBE: min =-1.5, max = 50.0

Element prediction: Off

Number of isotope peaks used for i-FIT =3

Monoisotopic Mass, Even Electron lons

24 formula(e) evaluated with 1 results within limits (up to 100 best isotopic matches for each mass)
Elements Used: )

C:21-21 H:0-150 0:0-30

Minimum: -1.5

Maximum: 5.0 5.0 50.0

Mass Calc. Mass mDa PPM DBE i-FIT Norm Conf(%) Formula
373.1654 373.1651 0.3 0.8 9.5 7684 nja n/a C21 H25 06

Elemental Composition Report [MNa]*

Single Mass Analysis

Tolerance =5.0 PPM / DBE: min =-1.5, max = 50.0

Element prediction: Off

Number of isotope peaks used for i-FIT =3

Monoisotopic Mass, Even Electron lons

49 formula(e) evaluated with 1 results within limits (up to 100 best isotopic matches for each mass)
Elements Used:

C:21-21 H:0-150 0:0-30 Na:0-1

Minimum: -15
Maximum: 5.0 5.0 50.0
Mass Calc. Mass mDa PPM DBE i-FIT Norm Conf(%) Formula
395.1473 395.1471 0.2 0.5 8.5 822.8 nf/a n/a C21 H24 06 Na
MGNS 108-155 Sep 812
ANAKE-G2-167 258 (2.118) 1:TOFMSES+
100 3951473 2586+006
——— 3601920 a6 1502
382.1404
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Table S1. 'H and '*C NMR (DMSO-ds, 300 and 75 MHz) and HMBC assignment for 1.

Position | &c, type 6n, Jin Hz COSY HMBC
1 169.9, C -
3 75.8, CH 4.69, m H>-4, Me-9
4 34.2, CH, 2.80,dd (16.5,11.1) H-5 C-3,4a,5,8a,9
2.93 dd (16.5, 3.5)
4a 142.7, C -
5 107.2, CH 6.24, brs Hy-1° C-4,7,8a
6 164.9, C -
7 101.3, CH 6.19,d (1.9) C-5,6,8a
8 163.9, C -
8a 100.5, C
9 20.7, CH; 1.39,d (6.3) H-3 C-3,4
OH-8 - 11.13,s C-7,8

Table S2. 'H and '>*C NMR (DMSO-ds, 300 and 75 MHz) and HMBC assignment for 2.

Position | 8¢, type 6u, Jin Hz COSY HMBC
1 161.9,C
2 125.2 CH 7.13,d (1.6) H-4 C-1,1,4,9a
3 148.8, C
4 1200,CH | 7.46,d(1.6) H-2 C, 17,2, 9, 10
4a 132.2,C
5 107.8, CH 7.18,d (2.3) H-7 C-7, 8a, 10
6 165.7,C
7 105.4, CH 6.08,d (2.3) H-5 C-5, 6, 8a
8 164.0, C
8a 112.6,C
9 186.6, CO
Oa 115.1,C
10 183.0, CO
10a 137.3,C
OMe-8 56.7, CH3 3.89.s C-8
r 45.5, CH, 2.7, m H-2 c-2°,3
2’ 67.1, CH 3.86, m H»-1°, H3-3° C-3
3’ 23.9, CH; 1.09, d (6.1) H2’ c-1,2
OH-1 - 13.30, s C-1,2,9a

Table S3. 'H and *C NMR (DMSO-ds, 500 and 125 MHz) and HMBC assignment for
3.

Position &c, type 6n, Jin Hz COSY HMBC
1 162.1,C
2 122.8 CH 7.25,d (1.8) H-4 Cl’,4,9a
3 144.5, C
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4 117.0, CH 7.55,d (1.8) H-2 C2,1°,9a, 10
4a 133.0, C
5 108.7, CH 7.16,d (2.2) H-7 C-7. 8a, 10
6 166.6, C
7 105.6, CH 6.76,d (2.2) H-5 C-5, 6, 8a
8 164.2, C
8a 112.2,C
9 186.1, CO
9a 116.5,C
10 182.9, CO
10a 137.1,C
OMe-8 | 56.6, CHs 3.89, s C-8
i 64.8, CH, 5.16, s C-2,3, 4, CO (Ac)
CO (Ac) | 170.7,CO
Me (Ac) | 21.1,CH, 2.13,s CO (Ac)
OH-1 - 13.52, s

Table S4. 'H and '*C NMR (300 and 75 MHz, DMSO-ds) and HMBC assignment of 5.

Position dc, type On, J in Hz COSY HMBC
1 124.0, C
2 153.9,C
3 1294, C
4 126.8, CH 7.16, d (8.6) H-5 C-2,6,8
5 112.2, CH 6.38,d (8.6) H-4 C-1,3,6
6 154.7,C
7 168.2, CO
8 68.4, CH 4.02,dd (9.0, 4.5) H-9 C-3,CO (Ac)
9a 45.3, CH, 1.48, m H-8, 10 C-8, 10
b 1.70, m
10 249, CH 1.56, m H-9
11 23.3, CH3 0.90, d (6.2) H-10 C9, 10, 12
12 22.2, CHs 0.90, d (6.2) H-10 C-9,10, 11
I 130.0, C
2’ 144.1, C
3’ 151.7,C
4 125.1,CH 7.02,d(1.3) H-6°, 8 c-2,3,6,8
5 136.3,C
6’ 117.6, CH 7.05,d(1.3) H-4°, 8 C-2,3w),4,7,8
7 190.3, COH 10.27, s C-1’,6
8’ 21.1, CHs 2.27,s C4,5,6
OMe-2 62.1, OCH; 3.88,s C-2
CO (Ac) 170.3, CO
Me (Ac) 21.4, CH3 2.00, s CO (Ac)
w= weak

Table S5. 'H and '3C NMR (300 and 75 MHz, CDCl3) and HMBC assignment of 8.
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Position dc, type O, J in Hz COSY HMBC
1 125.7,C
2 154.2,C
3 136.8, C
4 131.0, CH 7.48,d (8.5) H-5 C-1(w),2,6,8
5 117.7, CH 6.80, d (8.5) H-4 C-1,3,6,7 (w)
6 151.2,C
7 168.0, CO
8 66.6, CH 5.04, m H-9a, 9b C-2,3,9
9a 47.6,CH, | 1.43,ddd (13.7,8.9, 4.2) H-8 C-3,8,11
b 1.64, ddd (13.7, 8.9, 5.1)
10 24.9, CH 1.76, m H-12, 13
11 23.4, CH; 0.93,d (6.7) H-10 C-9, 10, 12
12 21.8, CH; 0.96, d (6.7) H-10 C-9,10, 11
1’ 125.7,C
2’ 1414, C
3 147.6, C
4’ 117.9, CH 6.83,d (1.5) H-6 Cc-2,3,6,8
5 135.0,C
6’ 120.6, CH 6.33,d (1.5) H-4° c2,4,7,8
7 69.2 CH; 5.04, m
8’ 20.8, CHs 2.22,s C4,5,6
OMe-2 | 62.6, OCHs 394, s C-2
OH-3’ 6.91, br
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