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Pentaketides and 5-p-Hydroxyphenyl-2-pyridone Derivative from
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Figure S1. 'H NMR spectrum of 1 (DMSOQgs, 300 MHz).
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Figure S2. 3C NMR spectrum of 1 (DMSOQgs, 75 MHz).
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Figure S3. COSY spectrum of 1 (DMSQOgs, 300 MHz).
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Figure SS. HMBC spectrum of 1 (DMSQOgs, 300 MHz).
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Figure S6. (+)-HRESIMS spectrum of 1
Elemental Composition Report [MH]*
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
13 formula(e) evaluated with 1 results within limits (up to 100 closest results for each massi
Elements Used:
€:12-12 H:0-150 0:0-30 .
Minimum: -1.5
Maximum: 5.0 5.0 100.0
Mass Calc. Mass mDa PPM DBE i-FIT Norm Conf(%) Formuia
221.0814 221.0814 0.0 0.0 6.5 515.2 n/a n/a €12 H13 04
AKHSR 35-46
ANAKE-G2-227 237 (1.849) 1. TOF MS ES+
2210814 1.44e+007
100+
%4
2220849
260 5684
261 0701
1900495 1930866 2030711 206.0578 . 232.0650 = ?549 iy 2720020
T T T N L L i miz
180.0 1900 | 2000 2100 2200 | 2300 = 2400 250.0 260.0 2700



Figure S7. '"H NMR spectrum of 2 (CDCls, 300 MHz).
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Figure S9. COSY spectrum of 2 (CDCI3, 300 MHz).
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Figure S10. HSQC spectrum of 2 (CDCl3, 300 MHz).
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Figure S11. HMBC spectrum of 2 (CDCls, 300 MHz).
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Figure S13. (+)-HRESIMS spectrum of 2.

£iemental Composition Report [MH]"

Single Mass Analysis

Tolerance =5.0 PPM / DBE: min =-1.5, max = 100.C

Element prediction: Off

Number of isotope peaks used for i-FIiT =3

Monoisotopic Mass, Even Electron lons

20 formula(e) evaluated with 1 results within limits (up to 100 closest results for each mass!
Elements Used:

C:15-15 H: 0-150 0:0-30

Minimum: 1.5

Maximum: 5.0 5.0 100.0

Mass Calc. Mass mbDa PPM DBE i-FIT  Norm Conf(%) Formula
311 1133 311.1131 0.2 0.6 6.5 592.6 n/a n/a C15 H1S 07

Elemental Composition Report [MNa]*

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

41 formula(e) evaluated with 1 results within limits (up to 100 closest results for each mass)
Elements Used:

C:15-15 H:0-150 0:0-30 Na:0-1

Minimum: -1.5
Maximum: 5.0 5.0 100.0
Mass Cale. Mass mDa PPM DBE i-FIT Norm Conf(%) Formula
333.0948 333.0950 -0.2 -0.6 6.5 602.1 n/a n/a C15 H18 O7 Na
AKHSR 62-79
ANAKE-G2-228 235 (1.936) 1: TOF MS ES+
E OW 2931025 i 333.0948 12584007
.

2841062 334.0986

v =

311.1133 330.0859
Tz drdidoa) 20905 2951075 ]311.:167 3350993 490638 5554780 T
: i i, W 2 L P s regos 990550 sus o
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Figure S14. '"H NMR spectrum of 3 (CDCl3, 300 MHz).
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Figure S15. 3C NMR spectrum of 3 (CDCls, 75 MHz).
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Figure S16. COSY spectrum of 3 (CDCl3, 300 MHz).
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Figure S17. HSQC spectrum of 3 (CDCl3, 300 MHz).
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Figure S18. HMBC spectrum of 3 (CDCl3, 300 MHz).
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Figure S19. "H NMR spectrum of 4a (CDCls, 300 MHz).
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Figure S20. °C NMR spectrum of 4a (CDCl3,75 MHz).
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Figure S21. COSY spectrum of 4a (CDCl3, 300 MHz).
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Figure S22. HSQC spectrum of 4a (CDCl3, 300 MHz).
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Figure S24. '"H NMR spectrum of 4b (CDCls, 300 MHz).
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Figure S25. °C NMR spectrum of 4b (CDCls, 75 MHz).

Aie

|
.‘
| | |
| |
T T T T T T T T T T T T I} T T T T T ] T T
200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 ppm

14



Figure S26. COSY spectrum of 4b (CDCl3, 300 MHz).
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Figure S27. HSQC spectrum of 4b (CDCl3, 300 MHz).
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Figure S28. HMBC spectrum of 4b (CDCl3, 300 MHz).
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Figure S29. (+)-HRESIMS of 4b

Elemental Composition Report [MH]*
Single Mass Analysis

Tolerance = 5.0 PPM / DBE: min
Flement prediction: Off

Number of isotope peaks used for i-FIT =3

Monoisatopic Mass, Even Electron lons

17 formula(e) evaluated with 1 results within limits (up to 100 closest results for each massi
Elements Used:

C:14-14 H:0-150 0:0-30

-1.5, max = 100.0

Minimum: -1.5

Maximum: 5.0 5.0 100.0 -~

Mass Calc. Mass mbDa PPM DBE i-FIT Norm Conf(%) Formula
267.1233 267.1232 g1 0.4 5.5 8452 n/a nfa C14 H19 05

Elemental Composition Report [MNa]*

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 ions

36 formula(e) evaluated with 1 results within limits {up to 100 closest results for each mass)
Elements Used:

C:14-14 H:0-150 0:0-30 Na: 0-1

Minimum: =15

Maximum: 5.0 5.0 100.0

Mass Calc. Mass mDa PPM DBE i-FIT  Norm Conf{%) Formula
289.1053 289.1052 0.1 0.3 5.5 662.1 nfa n/a C14 H18 O5 Na

AKHSR 150-166/35-59 Prep 1

ANAKE-G2-234 181 (1.577) 1. TOF MS ES+
cih 249.1127 3.620+007
2671233
)
289.1053
223.1334 e 26811208
2241358 2512746 260.1204286.0074 | 2901091
ool I 2, ¢, % hl 3066107 345 5081
fz

F T T R B B | DA THrT T B TErTT]
220 225 230 235 240 245 250 255 260 265 270 275 280 285 290 285 300 305 310 315
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Figure S30. '"H NMR spectrum of 5 (CDCl3, 300 MHz).
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Figure S31. 3C NMR spectrum of 5 (CDCl3,75 MHz).
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Figure S32. COSY spectrum of 5 (CDCl3, 300 MHz).
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Figure S33. HSQC spectrum of 5 (CDCl3, 300 MHz).

2 _l—,ﬁ_J_ i S A J‘k B ,,,,,,,,,_,\_.-~J‘/\,ﬂ-n<_ ppm
] £ 10

20

'E 30
)
F 50
- 60

: - 80

E 90

== . 3
f 100
80 75 70 65 60 55 50 45 40 35 30 25 20 15 ppm
b1

18



Figure S34. HMBC spectrum of 5 (CDCl3, 300 MHz).

—] . g
. .
— o
3
st °
—3 '
— )

8.0 7.5 7.0 6.5 6.0 5.5 5.0

Figure S35. (+)-HRESIMS of S.

£lemental Composition Report [MH]*

Single Mass Anaivsiz

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 ions
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Mera

16 formula(e) evaluated with 1 results within limits (up to 100 closest resuits for each mass}

flements Used:
€:13-13 H:0-150 0:0-30

Minimum: -1.5
Maximum: 5.0 5.0 100.0
Mass Calc. Mass mbDa PPM DBE i-FIT  Norm Conf(%) Formula
253.1077 253.1076 0.1 0.4 5:5 832.1 n/a n/a C13 H17 05
AKHSR 117-149
ANAKE-G2-233 193 (1599) 1: TOF MS ES+
4.14e+007
R 2350071
2531077
-]
236.1004
209.1178
2541112
237.1025
2200736 3080911 ||/ 255134 2720810.2750858 2925948 2070715
Ottt ! T T T T LS B B B B ey e e ey 1114
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Figure $36. '"H NMR spectrum of 6 (DMSOQgs, 300 MHz).
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Figure S38. COSY spectrum of 6 (DMSQOge, 300 MHz).
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Figure S39. HSQC spectrum of 6 (DMSOQOgs, 300 MHz).
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Figure S40. HMBC spectrum of 6 (DMSQOges, 300 MHz).
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Figure S41. (+)-HRESIMS of 6.

Match for Cp1HasNOs (No match for Co1Ha603)

Elemental Composition Report [MH]"

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

372 formula(e) evaluated with 1 results within limits (up to 100 closest results for each mass)
Elements Used:

C:18-25 H:0-150 N:0-30 0:0-30

Minimum: =15

Maximum: 5.0 5.0 100.0

Mass Calc. Mass mDa PPM DBE i-FIT Norm Conf(%) Formula
340.1913 340.1913 0.0 0.0 9.5 991.8 n/a n/a C21 H26 NO3

Elemental Composition Report [MNa]*

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

592 formula(e) evaluated with 1 results within limits (up to 100 closest results for each mass)
Elements Used:

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

Minimum: 1.5
Maximum: 5.0 5.0 100.0
Mass Calc. Mass mDa PPM DBE i-FIT Norm Conf(%) Formula
362.1734 362.1732 0.2 0.6 9i5 9013 n/a n/a C21 H25 N O3 Na
AKHSR 326 5
ANAKE-G: 2.108) 1: TOF MS ES+
3.80e+007
. 340.1913 &
o
341.1948
3421975
oL 2171368 327.0089320.0062 i 3482907 3620734564 1802 )
: - . e = - miz
3200 330.0 3400 3500 360.0 3700
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Figure S42. '"H NMR spectrum of 7 (CDCl3, 300 MHz).
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Figure S43. 3C NMR spectrum of 7 (CDCls, 75 MHz)
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Figure S44. COSY spectrum of 7 (CDCl3, 300 MHz).
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Figure S45. HSQC spectrum of 7 (CDCls, 300 MHz).
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Figure S46. HMBC spectrum of 7 (CDCl3, 300 MHz).
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Table S1. 'H and *C NMR data (CDCls, 300 and 75 MHz), COSY and HMBC for

3.

Position oc, type oy, (Jin Hz) COSY HMBC
1 171.5, CO
3 91.6,C
3a 146.2, C
4 1145 C
5 165.8, C
6 99.0, CH 6.49, s Hs-11, OMe-5 C-1,4,577a
7 156.6, C
7a 102.2, C
8 202.8, CO
9 24.1 CHs 2.06, s C-8
10 20.1, CHs 1.78, s C3,3,8
11 10.0, CHs 2.04,s H-6 C-3a,4,5

OMe-5 56.4, CHs 3.89,s H-6 G5

OH-7 7.81, brs
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Table S2. 'H and *C NMR (300 and 75 MHz, CDCls), COSY and HMBC of 4a.

Position Oc, type oH, (J in Hz) COSsY HMBC
1 171.6, CO
3 92.0,C
3a 150.0, C
4 1122, C
5 165.3, C
6 98.3, CH 6.40, s 1,4,5,7,7a
7 156.4, C
7a 103.0, C
8 70.7, CH 4.20, m Hs-9
9 17.6, CHs 0.89, d (6.5) H-8 C-3,8
10 21.2, CHs 1.76, s C-3,3a,8
11 11.2, CHs 2.07,s C-3a,4,5
OMe-5 | 56.3 OCHs, 3.83, s C-5
OH-7 - 7.93, br
OH-8 2.73, br

Table S3. Comparison of 'H and *C NMR data of 4a (300 and 75 MHz, CDCls)
(R)-7-hydroxy-3-((R)-1-hydroxyethyl)-5-methoxy-3,4-
dimethylisobenzofuran-1(3H)-one (400 and 100 MHz, CDCls) and (R)-7-hydroxy-

with those of

3-((S)-1-hydroxyethyl)-5-methoxy-3,4-dimethylisobenzofuran-1(3H)-one (500
and 125 MHz, CDCls)
4a (R)-7-hydroxy-3-((R)- | (R)-7-hydroxy-3-((S)-1-
1-hydroxyethyl)-5- hydroxyethyl)-5-
methoxy-3,4- methoxy-3,4-
dimethylisobenzofura | dimethylisobenzofuran-
n-1(3H)-one 1(3H)-one
Position oc, type on, (JinHz) | dc, type on, (Jin oc, type on, (J in Hz)
Hz)
1 171.6, CO 171.7, CO 171.5, CO
92.0,C 92.1,C 91.3,C
3a 150.0, C 150.1, C 149.9
4 112.2, C 112.5,C 112.2,C
5 165.3, C 165.6, C 165.4, C
6 98.3, CH 6.40, s 98.5, CH 6.41, s 98.2, CH 6.43, s
7 156.4, C 156.8, C 156.5,C
7a 103.0, C 103.3, C 103.0,C
8 70.7, CH 4.20, m 71.2,C 4.19,q(6.5) | 70.9,CH 422, m
9 17.6,CHs | 0.89,d (6.5) | 18.1, CHs | 0.91d(6.5) | 17.5,CHs | 0.93,d (6.8)
10 21.2, CHs 1.76, s 21.5, CHs 1.78, s 21.3, CHs 1.81,s
11 11.2, CHs 2.07,s 11.4, CHs 2.09, s 11.2, CHs 211, s
OMe-5 56.3, CHs 3.83, s 56.5, CHs 3.85, s 56.3, CHs 3.88, s
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OH-7

7.93, br -

7.84,

- 7.88

OH-8

2.73, br

1.97,d (10.3)

Table S4. 'H and *C NMR data (DMSO-ds, 300 and 75 MHz), COSYand HMBC

for 7.
Position Oc, type on, (J in Hz) COSY HMBC
1 204.4, CO
2 34.6, CH: 2.96,ddd (17.9, 8.1, 4.8) H-3 C-1,3,4,8a
2.61,ddd (17.9, 8.3, 4.8)
3 31.2, CH: 2.16, m H-2,4 C-1,2,4,4a
2.32, m
4 67.6, CH 4.88,dd (7.3,3.7) H-3 C-2,3,4a,5, 8a
4a 1459, C
5 117.5, CH 6.99, d (7.4) H-6 C-1,4,4a,6,7,8, 8a
6 137.0, CH 7.46, dd (8.3, 7.4) H-5,7 C-4a, 5,7,8, 8a
7 117.7, CH 6.88, d (8.3) Heé- C-4,4a,5, 8, 8a
8 162.6, C
8a 115.2, C
OH-8 - 12.39, s C-6,7,8,8a
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