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Table S1. Correlation of Natural and Synthetic NMR Data of Compound 7ab (Isogermicidin B):*

Isolated compound

Present synthetic

13C NMR compound
(125 MHz, 13C NMR (125
QH CDs0D) MHz, CDs0OD)
HaC/fl/\ 168.9 (C) 168.8 (C)
@) (6] CH
° 168.0 (C) 167.6 (C)
3-ethyl-4-hydroxy-6-propyl-2H-pyran-2-one (7ab)
(Isogermicidin B) 165.0 (C) 165.0 (C)
105.3 (C) 105.3 (C)
101.6 (CH) 101.3 (CH)
Isolated compound Present synthetic
'H NMR compound *H NMR 36.3 (CH.) 36.3 (CHy)
(500 MHz, CD30D) (500 MHz, CD30D)

5.98 (1H, s) 6.00 (1H, s) 21.4 (CHy) 21.3 (CH>)
244 (2H,t,J=75Hz) | 246 (2H,t,J=7.5Hz) 17.4 (CHy) 17.3 (CH2)
239 (2H,q,J=7.5Hz) | 241 (2H,q,J=7.5Hz) 13.8 (CHa) 13.7 (CHa)

1.69 (2H, sext, J=7.5
1.67 (2H, m) (2H, sex 12.9 (CHs) 12.9 (CHa)

Hz)

1.03 (3H,t, J = 7.4 Hz)

1.05 (3H, t, J = 7.5 Hz)

0.98 (3H, 1, J = 7.4 H2)

0.99 (3H, t, J = 7.5 H2)




Table S2. Correlation of Natural and Synthetic NMR Data of Compound 7bb (Isogermicidin A):*

Isolated compound | Present synthetic
13C NMR compound
(125 MHz, 13C NMR (125
OH CDs;0D) MHz, CD;0D)
HC Y CHs 168.9 (C) 168.8 (C)
0~ 0 CHs 167.9 (C) 167.5 (C)
3-ethyl-4-hydroxy-6-isobutyl-2H-pyran-2-one (7bb)
(Isogermicidin A) 164.3 (C) 164.3 (C)
105.3 (C) 105.3 (C)
102.5 (CH) 102.2 (CH)
Isolated compound Present synthetic
'H NMR compound *H NMR 43.6 (CHy) 43.5 (CHy)
(500 MHz, CD3s0D) (500 MHz, CDs0D)
5.97 (1H, s) 5.99 (1H, s) 28.3 (CH) 28.1 (CH)
239 (2H,q,J=7.4Hz) | 242(2H,q9,J=75H2) | 22.6 (2 x CHa) 22.5 (2 X CHa)
2.32 (2H,d,J=7.2Hz) | 2.35(2H,d,J=7.0 Hz) 17.4 (CHy) 17.3 (CH2)
2.05 (1H, t,J=7.0
2.03 (1H, m) ( Elozr)'e 12.9 (CHs) 12.9 (CHs)
1.04 (3H,t,J=7.4Hz) | 1.05(3H,t J=75Hz)
0.96 (3H,d, J=6.7 Hz) | 0.98 (6H, d, J=6.5 Hz)




0.96 (3H, d, J = 6.7 Hz)

Table S3. Correlation of Natural and Synthetic NMR Data of Compound 7bc (Photopyrone A):?

Isolated compound | Present synthetic
13C NMR compound
(125 MHz, 13C NMR (125
OH CD30D) MHz, CDs0D)
HsC = | CHs 174.1 (C) 168.3 (C)
°- 0 CH, 170.3 (C) 167.1 (C)
3-Hexyl-4-hydroxy-6-isobutyl-2 H-pyran-2-one (7bc)
(Photopyrone A) 164.0 (C) 163.7 (C)
105.3 (CH) 103.5 (C)
103.2 (C) 101.5 (CH)
Isolated compound Present synthetic
'H NMR compound *H NMR 43.1 (CHy) 42.9 (CHy)
(500 MHz, CD30D) (500 MHz, CD30D)
5.91 (1H, 9) 5.94 (1H, s) 32.7 (CHy) 32.4 (CHy)
2.34 (2H, dl_(iI,Z)J =78,721 234 (2H,1,3=7.5Hz) 30.0 (CHy) 29.7 (CHy)
227 (2H,d,J=7.2Hz) | 229 (2H,d,J=7.5Hz) 28.9 (CHy) 28.4 (CHy)
2.01 (1H, sept, J=7.0 | 2.00 (1H, nonet, J = 6.5
Hz) Hz) 27.6 (CH) 27.6 (CH)




1.42 (2H, quint, J=7.0

1.43 (2H, m) H2) 23.6 (CHy) 23.4 (CHy)
1.29 (2H, m) 23.1 (CHy) 23.2 (CHy)
1.29 (2H, m) 1.32-1.24 (6H, m) 22.1 (CHs) 21.9 (CHs)
1.29 (1H, m) 22.1 (CHs) 21.9 (CHs)
0.94 (3H, d, J=6.8 Hz) | 0.92 (3H, d,J =7.0 Hz) 13.9 (CHa) 13.9 (CHa)

0.94 (3H, d, J = 6.8 Hz)

0.92 (3H, d, J = 7.0 H)

0.88 (3H, d, J = 6.8 Hz)

0.86 (3H, t, J = 6.0 H)

Table S4. Correlation of Natural and Synthetic NMR Data of Compound 7cc (Pseudopyronine A):®

H3C/\/\/fl/\/\
(0] (@] CH

3-Hexyl-4-hydroxy-6-pentyl-2H-pyran-2-one (7cc)

3

(Pseudopyrinone A)

Isolated compound

Present synthetic

13C NMR compound
(100 MHz, 13C NMR (125
CD30D) MHz, CDs0D)
168.8 (C) 169.1 (C)
167.7 (C) 168.0 (C)
165.1 (C) 165.4 (C)
103.9 (C) 104.2 (C)
101.0 (CH) 101.3 (CH)




Isolated compound

Present synthetic

'H NMR compound *H NMR 34.2 (CHy) 34.5 (CHy)

(400 MHz, CDs0D) (500 MHz, CD30D)
5.98 (1H, s) 6.02 (1H, s) 32.9 (CHy) 33.2 (CH)
2.46 (2H,1,J=7.6 Hz) | 2.50 (2H, t, J = 7.5 Hz) 32.2 (CH) 32.5 (CHy)
2.37 (2H,t,J=75Hz) | 2.41 (2H,t,J = 8.0 H) 30.2 (CHy) 30.5 (CHy)
1.70-1.60 (2H, m) | 169 (@H ﬁl‘;i)”t’ I3 290 (CHy) 29.2 (CHy)
150-1.40 2H, m) | 49 CH ﬂl;i)m’ I=15 27.6 (CH2) 27.9 (CH,)
1.40-1.32 (10H, m) 1.44-1.33 (10H, m) 23.9 (CH>) 24.1 (CHy)
0.92 (3H,t,J=7.0Hz) | 0.96 (3H,t,J=7.5Hz) 23.7 (CHy) 23.9 (CHy)
0.89 (3H,t,J=7.0Hz) | 0.93(3H,t,J=6.5Hz) 23.4 (CHy) 23.6 (CHa)
14.4 (CHa) 14.7 (CHa)
14.2 (CHa) 14.5 (CHa)




Table S5. Correlation of Natural and Synthetic NMR Data of Compound 7gc (Pseudopyronine B):*

Isolated compound

Present synthetic

13C NMR compound
(100 MHz, DMSO- 13C NMR (125
OH de) MHz, DMSO-ds)
0”0 CHy 164.8 (C) 164.8 (C)
6-heptyl-3-hexyl-4-hydroxy-2H-pyran-2-one (7gc)
(Pseudopyronine B) 162.6 (C) 162.7 (C)
101.3 (C) 101.4 (C)
99.2 (CH) 99.2 (CH)
Isolated compound Present synthetic
'HNMR compound *H NMR 32.6 (CHy) 32.6 (CH)
(400 MHz, DMSO-ds) | (500 MHz, DMSO-ds)
11.02 (1H, brs) 31.2 (CHy) 31.16 (CH>)
5.94 (1H, s) 5.96 (1H, s) 31.1 (CH2) 31.11 (CHo)
237 (2H,1,J=8.0Hz2) | 2.39 (2H,t,J =75 H2) 28.6 (CH,) 28.5 (CH2)
224 (2H,t, J=8.0Hz) | 2.24 (2H,1,J = 7.5 Hz) 28.6 (CH2) 28.3 (CH2)
151 (2H, 1, =80 Hz) | 22 (H, gg;”t' I=10 1 982 (CHY) 28.2 (CH>)
1.35(2H,t,J=8.0Hz) | 135 (2H, quint, J = 7.0 27.5 (CHy) 27.5 (CHy)




Hz)

1.28 (2H, m) 26.2 (CHo) 26.2 (CHo)
1.26 (2H, m) 22.7 (CHy) 22.6 (CHy)
1.26 (2H, m) 22.0 (CH2) 22.05 (CHy)

1.31-1.17 (14H, m)
1.26 (2H, m) 22.0 (CHp) 22.02 (CHy)
1.26 (2H, m) 14.0 (CHs) 13.9 (CHha)
1.25 (2H, m) 13.8 (CHs) 13.9 (CHa)
1.25 (2H, m)
0.84 (3H, m)

0.97-0.73 (6H, m)
0.84 (3H, m)

Table S6. Correlation of Natural and Synthetic NMR Data of Compound 7jc (Pseudopyronine C):*

H3C/Wfl/\/\/\/\
o~ O CH

3-Hexyl-4-hydroxy-6-nonyl-2H-pyran-2-one (7jc)

(Pseudopyrinone C)

Isolated )
compound 13C Present synthetic
NMR Compound
(100 MHz *C NMR (100
DMSO-ds) MHz, DMSO-de)
166.9 (C) 164.7 (C)
165.1 (C) 164.7 (C)




162.0 (C) 162.7 (C)
101.5 (C) 101.3 (C)
100.4 (CH) 99.2 (CH)
ISOIaEeS lc\:loMm Igound Present synthetic
| compound *H NMR 32.6 (CHy) 32.5 (CHy)
(400 M'jji’)DMSO (500 MHz, DMSO-ds)
11.01 (1H, brs) 31.2 (CHy) 31.2 (CHy)
5.86 (1H, s) 5.98 (1H, s) 31.2 (CHy) 31.1 (CHy)
234 (2H, 1 3 241 (2H,t,J=175
: LJ= Hz
8.0H2) ) 28.8 (CHy) 28.8 (CHy)
299 (2 _ 2.26 (2H,1,J=75
22( ';Zt) J=80 Hz) 28.6 (CH2) 28.62 (CH>)
1.50 (2H,1,J=8.0 | 1.54(2H, quint,J=
H2) 6.5 Hz) 28.6 (CHy) 28.6 (CHa)
1.34 (2H,t,J =8.0 1.38 (2H, quint, J =
H2) 6.5 Hz) 28.6 (CH2) 28.5 (CHa)
1.28 (2H, m) 28.2 (CHy) 28.2 (CHy)
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1.28 (2H, m) 1.28-1.23 (18H, m) 27.7 (CH2) 27.4 (CH,)
1.26 (2H, m) 26.2 (CHy) 26.2 (CH,)
1.26 (2H, m) 22.8 (CHy) 22.6 (CH,)
1.26 (2H, m) 22.1 (CHy) 22.05 (CH2)
1.26 (2H, m) 22.1 (CHy) 22.03 (CH2)
1.25 (2H, m) 13.9 (CH3) 13.9 (CHa)
1.24 (2H, m) 13.9 (CHs) 13.9 (CH3)
1.23 (2H, m)
0.85 (3H, m)
0.96-0.78 (6H, m)
0.85 (3H, m)

Table S7. Correlation of Natural and Synthetic NMR Data of Compound 7bd (Photopyrone B):?

CH, OH
HsC > | CHs
0~ o CH,

4-Hydroxy-6-isobutyl-3-(5-methylhexyl)-2H-pyran-2-one (7bd)

(Photopyrone B)

Isolated compound

Present synthetic

13C NMR . compound
(125 MHz, CDs0D) | . < NMR (100
’ MHz, CDs0D)

167.6 (C) 167.5 (C)

166.9 (C) 166.3 (C)

162.7 (C) 162.8 (C)
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102.4 (C) 102.5 (C)
101.0 (CH) 100.6 (CH)
Isolated compound Present synthetic

'HNMR compound *H NMR 42.0 (CHy) 42.0 (CHy)

(500 MHz, CD30D) (500 MHz, CD;0D)
5.96 (1H, ) 5.97 (1H, s) 38.7 (CH2) 38.6 (CH)
2.37 (2H, dS’Z)J =76, 73 | 537 (2H,1, = 8.0 Hz) 27.9 (CHy) 27.8 (CHz)
231 (2H,d, J=7.0Hz) | 2.33(2H,d,J=7.5Hz) 27.7 (CH) 27.7 (CH)
2,02 (1H, sept, J= 7.0 Hz) | 203 (IH, Eg)‘et' J=1.0 26.9 (CH2) 26.9 (CH2)
152 (1H, sept, J = 6.7 Hz) | 22 (IH, E";r)‘et' J=65 26.7 (CH) 26.7 (CH)
1.43 (2H, m) 1.4 (2H, I‘_*";;”t' I=T5 22.5 (CHo) 22.5 (CHy)
1.31 (2H, m) 1.36-1.28 (2H, m) 21.6 (CH3) 21.6 (CHs)
1.19 (2H, m) 1.20 (2H, g, J = 6.5 Hz) 21.6 (CH3) 21.6 (CHs)
0.94 (3H, d, J =6.7 Hz) 0.95 (6H, d, J =7.0 Hz) 21.0 (CHa) 21.1 (CHa)
0.94 (3H, d, J = 6.7 H2) 21.0 (CHs) 21.1 (CHs)
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0.86 (3H, d, J = 6.7 Hz)

0.86 (3H, d, J = 6.7 Hz)

0.87 (6H, d, J = 6.5 Hz)

Table S8. Correlation of Natural and Synthetic NMR Data of Compound 7bh (Germicidin 1):°

Isolated compound

Present synthetic

13C NMR compound
OH (125 MHz, DMSO- 13C NMR (100
ds) MHz, DMSO-ds)
H:C 2 CH
3 168.0 (C) 165.1 (C)
o~ o CHs

165.4 (C) 164.7 (C)

4-Hydroxy-6-isobutyl-3-methyl-2H-pyran-2-one (7bh)
(Germicidin 1) 160.3 (C) 161.6 (C)
101.9 (CH) 100.2 (CH)

94.7 (C) 96.6 (C)
Isolated compound Present synthetic

'H NMR compound *H NMR 41.6 (CHy) 41.6 (CHy)

(500 MHz, DMSO-ds) | (500 MHz, DMSO-ds)
11.12 (1H, br's, OH) 26.0 (CH) 26.4 (CH)
5.86 (1H, s) 5.97 (1H, ) 21.7 (CHs) 21.9 (CHa)
2.21 (2H, d, J=6.5Hz) | 2.28 (2H, d, J = 7.0 H2) 21.7 (CHa) 21.9 (CHs)
1.89 (1H, m) 1.91 (1H, nonet, J = 7.0 8.4 (CHs) 8.4 (CHs)
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Hz)

1.69 (3H, 5)

1.74 (3H, s)

0.88 (3H, d, J = 6.5 Hz)

0.88 (3H, d, J = 6.5 Hz)

0.88 (6H, d, J = 6.5 Hz)

Table S9. Correlation of Natural and Synthetic NMR Data of Compound 7ch (Violapyrone L):®

Isolated compound

Present synthetic

13C NMR compound
(125 MHz, DMSO- 13C NMR (125
OH de) MHz, DMSO-ds)
H3Cm 165.2 (C) 167.7 (C)
o~ 0 CHs 165.0 (C) 167.1 (C)
4-Hydroxy-3-methyl-6-pentyl-2H-pyran-2-one (7ch)
Violapyrone L) 163.2 (C) 164.2 (C)
99.6 (CH) 100.6 (CH)
96.3 (C) 97.7 (C)
Isolated compound Present synthetic
'H NMR compound *H NMR 32.9 (CHp) 33.1 (CHo)
(500 MHz, DMSO-ds) | (500 MHz, DMSO-ds)
5.98 (1H, s) 5.98 (1H, s) 30.8 (CHy) 30.9 (CHy)
2.40 (2H,1,J=75Hz2) | 2.36 (2H, t, J = 7.5 Hz) 26.3 (CH2) 26.5 (CHo)
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1.74 (3H, s) 1.70 (3H, s) 22.1 (CH) 22.3 (CH>)
1.53 (2H, quintet, J = 1.48 (2H, quintet, J =
75 Hz) 7.5 Ha) 14.1 (CHs) 14.3 (CHs)
1.29 (2H, m) 8.7 (CHy) 8.7 (CHs)
1.25-1.14 (4H, m)
1.27 (2H, m)

0.88 (3H, t, J = 7.1 H2)

0.78 (3H, t, J = 7.0 H2)

Table S10. Correlation of Natural and Synthetic NMR Data of Compound 7dh (Violapyrone J1):’

Isolated compound

Present synthetic

13C NMR compound
OH (150 MHz, 13C NMR (100
HiC A HaC_CHy CD30D) MHz, CDs0D)
| 169.3 (C) 169.4 (C)
o~ 0
168.4 (C) 168.2 (C)
4-Hydroxy-6-isopentyl-3-methyl-2H-pyran-2-one (7dh)
(Violapyrone J1) 165.1 (C) 165.4 (C)
101.1 (CH) 101.1 (CH)
98.8 (C) 99.2 (C)
Isolated compound Present synthetic 37.1 (CH») 37.3 (CHy)

'H NMR

compound *H NMR
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(600 MHz, CD30OD)

(500 MHz, CD30OD)

5.98 (1H, s)

5.90 (1H, s)

32.2 (CH2)

32.6 (CH2)

2.47 (2H, t,J = 7.8 H2)

2.39 (2H, t, J = 8.0 Hz)

28.3 (CH)

28.9 (CH)

1.83 (3H, ) 1.75 (3H, 5) 22.3 (2 x CHs) 22.9 (2 X CHs)
1,58 (1H, m) 1.50 (1H, &"Zr)‘et J=65 8.3 (CH3) 8.5 (CHs)
1,53 (2H, m) 1.46-1.40 (2H, m)

0.95 (6H, d, J = 6.6 Hz)

0.84 (6H, d, J = 6.5 Hz)

Table S11. Correlation of Natural and Synthetic NMR Data of Compound 7eh (Violapyrone J):8

6-Hexyl-4-hydroxy-3-methyl-2H-pyran-2-one (7eh)

(Violapyrone J)

Isolated compound

Present synthetic

13C NMR compound
(125 MHz, DMSO- | 13C NMR (125
ds)’ MHz, DMSO-d)
166.7 (C) 165.1 (C)
165.2 (C) 164.8 (C)
161.9 (C) 162.5 (C)
100.2 (CH) 99.2 (CH)
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95.5 (C) 96.5 (C)
Isolated compound Present synthetic
'H NMR compound *H NMR 32.6 (CHy) 32.6 (CHy)
(500 MHz, DMSO-ds) | (500 MHz, DMSO-ds)
11.09 (1H, brs) 30.9 (CH>) 30.9 (CH>)
5.91 (1H, brs) 5.97 (1H, s) 27.6 (CH>) 27.9 (CH>)
2.37 (2H,t,J=75Hz) | 2.39 (2H,t,J=7.5Hz) 26.1 (CH2) 26.2 (CH>)
1.71 (3H, s) 1.73 (3H, ) 21.7 (CH>) 21.9 (CH»)
1.51(2H, m) 151@Hgng:75 13.7 (CHs) 13.8 (CHa)
1.27 (2H, m) 8.3 (CH3) 8.3 (CHy)
1.26 (2H, m) 1.32-1.19 (6H, m)
1.26 (2H, m)

0.85 (3H, t, J = 6.5 Hz)

0.84 (3H, 1, J= 7.0 H2)
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Table S12. Correlation of Natural and Synthetic NMR Data of Compound 7fh (Violapyrone A):°

Isolated compound

Present synthetic

13C NMR compound
(150 MHz, DMSO- | 13C NMR (125
OH de) MHz, DMSO-de)
HsC
N | CH, 165.6 (C) 165.1 (C)
°- 0 CH, 165.5 (C) 164.8 (C)
4-Hydroxy-3-methyl-6-(4-methylpentyl)-
2H-pyran-2-one (7fh) 162.9 (C) 162.5 (C)
(Violapyrone A)
99.8 (CH) 99.2 (CH)
96.9 (C) 96.5 (C)
Isolated compound Present synthetic
'HNMR compound *H NMR 38.0 (CHy) 37.5 (CHo)
(600 MHz, DMSO-ds) | (500 MHz, DMSO-ds)
5.96 (1H, s) 5.95 (1H, s) 33.2 (CHy) 32.8 (CH>)
2.37 (2H,t,J=7.3 Hz) | 2.36 (2H,t, J = 7.5 Hz) 27.7 (CH) 27.2 (CH)
1.72 (3H, s) 1.71 (3H, s) 24.6 (CH>) 24.2 (CHy)
1.50 (1H, m) 8.8 (CHs) 8.3 (CHs)

1.15 (2H, g, J = 6.9 Hz)

1.14 (2H, q, J = 7.0 Hz)
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0.84 (6H, d, J = 6.6 Hz) | 0.83 (6H, d, J = 6.5 Hz)

Table S13. Correlation of Natural and Synthetic NMR Data of Compound 7gh (Violapyrone 1):1!

Isolated compound | Present synthetic
13C NMR compound
oH (125 MHz, 13C NMR (100
HAC CD30D) MHz, CDs0D)
3
fl/w 169.2 (C) 169.2 (C)
0~ O CH,

168.0 (C) 167.9 (C)

6-Heptyl-4-hydroxy-3-methyl-2H-pyran-2-one (7gh)
(Violapyrone 1) 165.0 (C) 165.0 (C)
101.1 (CH) 101.1 (CH)

99.0 (C) 99.1 (C)
Isolated compound Present synthetic

'H NMR compound *H NMR 34.4 (CH) 34.4 (CHy)

(500 MHz, CD30D) (500 MHz, CD30D)
5.99 (1H, s) 5.99 (1H, s) 33.0 (CH>) 32.9 (CHy)
2.48-2.45(2H, 1,0 = 2.47 (2H,t,J=7.5Hz) 30.2 (CH) 30.2 (CH>)

8.1 Hz)

1.85(3H,s) 1.85 (3H, 3) 30.1 (CH>) 30.1 (CH>)
1.65-1.62 (2H, m) 1.69-1.59 (2H, m) 28.1 (CH>) 28.1 (CH>)
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1.35-1.30 (8H, m) 1.38-1.27 (8H, m) 23.8 (CHy) 23.8 (CH2)

0.91-0.89 (BH, L J= | , 90 (3H, 1, 3= 7.0 Hz) 14.6 (CHs) 14.5 (CHa)
6.9 Hz)

8.4 (CHs) 8.4 (CHa)

Table S14. Correlation of Natural and Synthetic NMR Data of Compound 7hh (Violapyrone B):°

Isolated compound

Present synthetic

13C NMR compound
OH (125 MHz, DMSO- 13C NMR (125
H3C. de)’ MHz, DMSO-ds)
| 165.2 (C 165.1 (C
o CHs 2(C) 1(C)
CHs 164.9 (C) 164.9 (C)
4-hydroxy-3-methyl-6-(5-methylhexyl)-
2H-pyran-2-one (7hh) 162.6 (C) 162.5 (C)
(Violapyrone B)
99.2 (CH) 99.2 (CH)
96.6 (C) 96.5 (C)
Isolated compound Present synthetic
'H NMR compound *H NMR 38.1 (CHy) 38.0 (CHy)
(500 MHz, DMSO-ds) | (500 MHz, DMSO-ds)
11.1 (1H, brs) 11.1 (1H, brs) 32.6 (CHy) 32.6 (CHy)
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5.98 (1H, br s) 5.98 (1H, s) 27.4 (CH) 27.3 (CH)
241 (2H,t,J=7.3Hz) | 2.41 (2H,t,J =75 Hz) 26.6 (CH2) 26.5 (CHa)
1.74 (3H, s) 1.74 (3H, s) 26.1 (CH2) 26.0 (CHa)
1.50 (2H, m) 150 (3H, quint =75 | 225 @xCHy) 22.5 (2 x CHa)
1.49 (1H, m) Hz) 8.4 (CHs) 8.4 (CHs)
1.28 (2H, quint, J=7.0
1.27 (2H, m) o)
1.16 (2H, m) 1.16 (2H, g, J = 8.0 Hz)

0.85 (6H, d, J = 6.6 Hz)

0.84 (6H, d, J = 6.5 Hz)

Table S15. Correlation of Natural and Synthetic NMR Data of Compound 7ih (Violapyrone H):%

OH
HyC
|
0”0

4-hydroxy-3-methyl-6-(6-methylheptyl)-2 H-pyran-2-one (7ih)

CH,

CH;

(Violapyrone H)

Isolated compound

Present synthetic

13C NMR compound
(100 MHz, 13C NMR (125
CD30D) MHz, CDs0D)
169.9 (C) 169.1 (C)
169.5 (C) 167.9 (C)
164.8 (C) 164.9 (C)
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102.0 (CH) 101.0 (CH)
98.7 (C) 98.9 (C)
Isolated compound Present synthetic
'HNMR compound *H NMR 40.1 (CHy) 40.0 (CHy)
(400 MHz, CDs0D) (500 MHz, CD30D)
5.96 (1H, s) 6.01 (1H, s) 34.4 (CH,) 34.2 (CH,)
246 (2H,t,J=75Hz) | 2.49(2H,t, J=7.5Hz) 30.4 (CH>) 30.2 (CH2)
1.84 (3H, s) 1.87 (3H, s) 29.7 (CH) 29.1 (CH)
1.64 (2H, m) 166 (2H, ﬁl‘;')”t’ J=15 28.3 (CHo) 28.2 (CH,)
1.55 (1H = 6.
1,53 (1H, m) 55 (1H, ;ef)tet’ I=65 28.1 (CH2) 28.0 (CH,)
1.34 (2H, m) H2) 8.4 (CHa) 8.2 (CHs)
1.19 (2H, m) 1.21 (2H, m)

0.88 (6H, d, J = 6.5 Hz)

0.90 (6H, d, J = 7.0 Hz)
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Table S16. Correlation of Natural and Synthetic NMR Data of Compound (-)-7Ih [(-)-Violapyrone C]:**

Isolated compound

Present synthetic

oH 13C NMR compound
HaC (125 MHz, 13C NMR (125
SR | CD30D) MHz, CD3:0D)
0~ O CHj 169.3 (C) 169.2 (C)
CHjy
168.2 (C) 168.0 (C)
(R)-4-hydroxy-3-methyl-6-(5-methylheptyl)-
2H-pyran-2-one ((-)-71h)

(Violapyrone C) 165.0 (C) 165.0 (C)
101.3 (CH) 101.1 (CH)

99.0 (C) 99.0 (C)

Isolated compound Present synthetic
'HNMR compound *H NMR 37.5 (CHp) 37.4 (CHy)
(500 MHz, CD30D) (500 MHz, CD30D)
5.99 (1H, s) 6.01 (1H, s) 35.7 (CH) 35.6 (CH)
247 (2H,t,J=75Hz) | 249 (2H,t,J=7.5Hz) 34.4 (CHy) 34.3 (CH>)
1.85 (3H, s) 1.87 (3H, ) 30.7 (CH2) 30.6 (CH2)
1.62 (2H, m) 1.70-1.58 (2H, m) 28.4 (CH>) 28.3 (CH>)
1.36 (2H, m) 27.6 (CH>) 27.5 (CH»)
1.45-1.30 (5H, m)

1.33 (2H, m) 19.7 (CHy) 19.6 (CHs)
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1.32 (1H, m)

11.9 (CHs)

11.8 (CHs)

1.15 (2H, m)

1.22-1.11 (2H, m)

8.4 (CHs)

8.3 (CH3)

0.87 (3H, t, J = 7.0 H2)

0.86 (3H, d, J = 6.5 Hz)

0.93-0.85 (6H, m)

Table S17. Correlation of Natural and Synthetic NMR Data of Compound 11ch (Childinin G):*%3

Isolated compound

Present synthetic

BONMR sl Nk

OMe (150 MHz, CDCl) | i “ep e
Hscm 166.2 (C) 165.9 (C)
0~ o CH, 166.0 (C) 165.8 (C)
4-Methoxy-3-methyl-6-pentyl-2 H-pyran-2-one (11ch) 164.6 (C) 164.4 (C)

(Childinin G)
94.3 (C) 100.8 (C)
94.3 (CH) 94.1 (CH)
Isolated compound Present synthetic

'H NMR compound *H NMR 56.3 (CHs) 56.1 (CHs)

(600 MHz, CDCls)

(500 MHz, CDCls)
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5.99 (1H, s) 5.99 (1H, s) 34.3 (CHy) 34.1 (CHy)
3.87 (3H, s) 3.87 (3H, s) 31.3 (CHo) 31.1 (CHo)
2.47 (2H,1,J=7.9 Hz) | 2.48 (2H,t,J = 8.0 Hz) 26.9 (CH>) 26.7 (CHy)
1.90 (3H, s) 1.90 (3H, s) 22.5 (CHy) 22.2 (CHy)
1.66 (2H, m) 167@Hgng:75 14.1 (CHa) 13.8 (CHa)
1.32 (4H, m) 1.37-1.29 (4H, m) 8.6 (CHs) 8.3 (CHa)

0.89 (3H, t, J = 7.1 H2)

0.90 (3H, t, J = 7.0 H2)
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Table S18. Correlation of Natural and Synthetic NMR Data of Compound 11fh (Violapyrone Q):*®

Isolated compound

Present synthetic

13C NMR compound
OMe (125 MHz, DMSO- | 3C NMR (125
HC - CHy ds) MHz, DMSO-ds)
| 166.6 (C) 166.6 (C)
o~ o CHg
165.4 (C) 164.9 (C)
4-Methoxy-3-methyl-6-(4-methylpentyl)
-2H-pyran-2-one (11fh) 164.4 (C) 164.5 (C)
(Violapyrone Q)
95.5 (C) 99.1 (C)
95.1 (CH) 95.3 (CH)
Isolated compound Present synthetic
'HNMR compound *H NMR 56.0 (CHa) 57.2 (CHa)
(500 MHz, DMSO-ds) | (500 MHz, DMSO-ds)
6.48 (1H, 5) 6.48 (1H, 5) 38.0 (CH2) 38.1 (CH2)
3.95 (3H, s) 3.88 (3H, s) 33.6 (CH2) 33.8 (CH)
2.44 (2H,t,J=75Hz) | 2.48 (2H,t,J = 7.5 Hz) 27.6 (CH) 27.6 (CH)
1.73 (3H, 5) 1.76 (3H, s) 24.6 (CH2) 24.8 (CH)
1.59 (2H, m) 22.8 (CHa) 22.8 (CH3)
1.62-1.53 (3H, m)

1.53 (1H, m) 22.8 (CH3) 22.8 (CHa)
1.16 (2H, m) 1.19 (2H, g, J = 7.0 Hz) 9.0 (CHs) 8.8 (CHa)
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0.86 (3H, d, J = 6.5 Hz)

0.87 (3H, d, J= 7.0 H2)

0.86 (3H, d, J = 6.5 Hz)

0.87 (3H, d, J= 7.0 H2)

Table S19. Correlation of Natural and Synthetic NMR Data of Compound 11gh (Violapyrone S):*®

Isolated compound

Present synthetic

13C NMR compound
OMe (125 MHz, DMSO- | **C NMR (125
de) MHz, DMSO-ds)
HaC_~
| 166.3 (C) 166.2 (C)
0”0 CH;s 164.7 (C) 164.5 (C)
6-Heptyl-4-methoxy-3-methyl-2H-pyran-2-one (11gh)
(Violapyrone S) 164.2 (C) 164.1 (C)
98.8 (C) 98.6 (C)
94.9 (CH) 94.9 (CH)
Isolated compound Present synthetic
'HNMR compound *H NMR 56.8 (CHa) 56.7 (CHa)
(500 MHz, DMSO-de) (500 MHz, DMSO-ds)
6.47 (1H, s) 6.43 (1H, s) 33.2 (CH) 33.1 (CH)
3.85 (3H, s) 3.85 (3H, s) 31.3 (CH>) 31.1 (CHy)
2.46 (2H,t, J=7.5 Hz) 2.48-2.43 (2H, m) 28.5 (CH>) 28.3 (CH>)
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1.75 (3H, s) 1.73 (3H, s) 28.4 (CHy) 28.3 (CHy)
1.55 (2H, quint, J = 7.0
1.58 (2H, m) ( ﬂll;;n 26.5 (CHz) 26.5 (CH;)
1.29 (2H, m) 22.4 (CHy) 22.0 (CHy)
1.28-1.21 (8H, m)
1.28 (2H, m) 14.2 (CHs) 13.9 (CHs)
1.26 (2H, m) 8.6 (CHa) 8.3 (CH3)
1.22 (2H, m)

0.83 (3H, d, J = 6.7 Hz)

0.83 (3H, 1, J = 7.0 Hz)
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Table S20. Correlation of Natural and Synthetic NMR Data of Compound 11hh (Violapyrone R):13

Isolated compound

Present synthetic

OMe 13C NMR compound
HaC (125 MHz, DMSO- 13C NMR (125
A | de) MHz, DMSO-de)
00 CHj 166.2 (C) 166.3 (C)
CHgj 164.5 (C) 164.6 (C)
4-Methoxy-3-methyl-6-(5-methylhexyl) 164.2 (C) 164.2 (C)
-2H-pyran-2-one (11hh)
(Violapyrone R) 98.6 (C) 98.7 (C)
95.0 (CH) 95.0 (CH)
Isolated compound Present synthetic
'HNMR compound *H NMR 56.9 (CHa) 56.8 (CHa)
(500 MHz, DMSO-de) (500 MHz, DMSO-de)
6.48 (1H, s) 6.48 (1H, s) 38.1 (CH>) 38.1 (CH>)
3.87 (3H, s) 3.87 (3H, s) 33.3(CH) 33.2 (CH>)
250 (2H,t,J=75Hz) | 2.49 (2H,t,J=7.5H2) 27.4 (CH) 27.4 (CH)
1.75 (3H, s) 1.75 (3H, s) 26.8 (CH>) 26.8 (CH2)
1.53 (2H, m) 26.1 (CH>) 26.2 (CH>)
1.60 - 1.47 (3H, m)
1.47 (1H, m) 22.6 (CHs) 22.5 (CHy)
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1.29 (2H, m)

1.30 (2H, m)

22.6 (CH3)

22.5 (CHs)

1.18 (2H, m)

1.18 (2H, m)

8.7 (CH3)

8.5 (CH3)

0.86 (3H, dd, J = 15.6,
7.0 Hz)

0.85 (3H, d, J = 6.5 Hz)

0.86 (3H, dd, J = 15.6,
7.0 Hz)

0.85 (3H, d, J = 6.5 Hz)

Table S21. Correlation of Natural and Synthetic NMR Data of Compound 3d (Fistupyrone):14

Isolated compound

Present synthetic

“CNMR 13503&%1?300
OH (100 MHz, CDCls) |\t "cpcly)
= | 172.7 (C) 172.6 (C)
CH,4
0~ "0
CH, 168.4 (C) 168.3 (C)
4-Hydroxy-6-isopentyl-2H-pyran-2-one (3d) 167.6 (C) 167.5 (C)
(Fistupyrone)
101.2 (CH) 101.1 (CH)
89.7 (CH) 89.6 (CH)
Isolated compound Present synthetic
'HNMR compound *H NMR 35.5 (CHy) 35.5 (CHy)

(400 MHz, CDCly)

(500 MHz, CDCly)
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6.01 (1H, s) 5.99 (1H, s) 31.6 (CHy) 31.5 (CHy)
5.58 (1H, s) 5.58 (1H, d, J= 1.5 Hz) 27.5 (CH) 27.4 (CH)
249 (2H,t,J=7.8Hz) | 248 (2H,t,J=7.5Hz) 22.2 (2 x CHa) 22.1 (2 x CHs)

1.57 (1H, m)

1.59 (1H, nonet, J =6.5
Hz)

1.53 (2H, m)

1.52 (2H, g, J = 8.0 Hz)

0.91 (6H, d, J = 6.4 Hz)

0.91 (6H, d, J = 6.5 Hz)

Table S22: Correlation of Natural and Synthetic HRMS values for Photopyrone C, E, G.2

Present
Isolated synthetic
Product | Molecular | Calcd. [M+H] compound HR compound HR
Photopyrone | Number | formula (m/z) ESI MS (m/z2) ESI MS (m/z)
C 7be C17H2803 281.211121 281.2115 281.2117
E 7bf C19H3203 309.242421 309.2428 309.2430
G 7bg C21H3603 | 337.273721 337.2741 337.2743
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