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1 and

2D NMR data for Aethiopinolone A (1)

F1gure 1:'H NMR spectrum of Aethiopinolone A (1) in acetone-ds (700 MHz)
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Figure 2:3C NMR spectrum of Aethiopinolone A (1) in acetone-ds (175 MHz)
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Figure 3:DEPT spectrum of Aethiopinolone A (1) in acetone-ds (175 MHz)

‘% cch1l5_11787Sm.003.001.1r.esp ACETONE-d6
S |13c
£ |ACETONE-d6
@ F16C's
=
3
2 3 M20(s) MO2(s)
- I
0.6 - mig(s)  MT(s) MOL(s)
E M22(s
05 3 2(s) M21(s) M16(s) S
’ 2 ! o M13[s) v
= ) 3 & R | © 7
0.4 - & esSQ S o N <
q [ < o N
E ~reQ S -
0.3 3 F 0
0.2 4
0.1 =
E | |
0 = ' " -~ h o m
017 ACETONE-d6
-0.2 =
-0.3 -
0.4 -
b N
&
w O8N ;
H» O ON
0 ®ao
[ ‘ IOJ
I
M10(s)
220 200 180 160 140 120 100 80 60 40 Chemical Shift (ppm)

Figure 4:'H, 3C HSQC spectrum of Aethiopinolone A (1) in acetone-ds (700 MHz, 175MHz)
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Figure 5:'H, 3C HMBC spectrum of Aethiopinolone A (1) in acetone-ds (700 MHz, 175 MHz).
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Figure 6:'H, '"H COSY spectrum of Aethiopinolone A (1) in acetone-ds (500 MHz):
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Figure 7:'H, '"H ROESY spectrum of Aethiopinolone A (1) in acetone-ds (500 MHz)
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Figure 8: HRMS spectrum of Aethiopinolone A (1)
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Figure 9: '"H NMR spectrum of Aethiopinolone A (1) (S)- MTPA ester in chloroform —d (700 MHz)
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Figure 10:'H,"H COSY NMR spectrum of Aethiopinolone A (1) (S)- MTPA ester in chloroform —d (700

MHz)
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Figure 11: '"H NMR spectrum of Aethiopinolone A (1) (R)- MTPA ester in chloroform —d (700 MHz)
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Figure 12:'H,"H COSY NMR spectrum of Aethiopinolone A (1) (R)- MTPA ester in chloroform —d (700

MHz)
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1 and 2D NMR data for Aethiopinolone B (2)
Figure 13: 'H NMR spectrum of Aethiopinolone B (2) in DMSO-ds (500 MHz)
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Figure 14:3C NMR spectrum of Aethiopinolone B (2) in in DMSO-ds (125 MHz)
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Figure 15: DEPT NMR spectrum of Aethiopinolone B (2) in in DMSO-ds (125 MHz)
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Figure 16: 'H, 3C HSQC spectrum of Aethiopinolone B (2) in in DMSO-ds (500 MHz, 125 MHz)
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Figure 17:'H, 3C HMBC spectrum of Aethiopinolone B (2) in in DMSO-ds (500 MHz, 125 MHz)
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Figure 18:1H, 'H COSY spectrum of Aethiopinolone B (2) in in DMSO-ds (500 MHz)
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Figure 19:'H, '"H ROESY spectrum of Aethiopinolone B (2) in in DMSO-ds (500 MHz)
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Figure 20: HRMS spectrum of Aethiopinolone B (2)

3.0 2.5 2.0 1.5 1.0

Intens. ]
[mAU4

1500

MUCL 56047 rice f6f3f1_P1-B-9_01_9799.d: UV Chromatogram, 210 nm

25 5.0 75 100

2?0 3[IJO 3?0

T T T
150 175 200 25 Tie [min]

4?0 590 55?0 Wavelength [nm]

UV, 6.66-6.72min #1987-2005

1+
1+ 345.2059 1+
327.1951 363.2162

1+
309.1845

1 | ) |

MUCL 56047 rice f6f3f1_P1-B-9_01_9799.d: +MS, 6.71-6.76min #802-808

T
250

T T
300 350

10

T T
450 500 mz




1 and 2D NMR data for Aethiopinolone C (3)

Figure 21: 'H NMR spectrum of Aethiopinolone C (3) in acetone-ds (500 MHz)
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Figure 22:13C NMR spectrum of Aethiopinolone C (3) in acetone-ds (125 MHz)
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Figure 23: DEPT NMR spectrum of Aethiopinolone C (3) in acetone-ds (125 MHz)
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Figure 25:

H, C HMBC spectrum of Aethiopinolone C (3) in acetone-ds (500MHz, 125 MHz)
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Figure 26: '"H,"H COSY spectrum of Aethiopinolone C (3) in acetone-ds (500MHz)
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Figure 27: 'H, 'H ROESY spectrum of Aethiopinolone C (3) in acetone-ds (500MHz)
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Figure 29:'H NMR spectrum of Aethiopinolone C (3) (5)- MTPA ester in pyridine —ds (700 MHz)
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Figure 30:'H, "THCOSY spectrum of Aethiopinolone C (3) (S5)- MTPA ester in pyridine —ds (700 MHz)
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Figure 31:'H NMR spectrum of Aethiopinolone C (3) (R)- MTPA ester in pyridine —ds (700 MHz)
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Figure 32:'H, "THCOSY spectrum of Aethiopinolone C (3) (R)- MTPA ester in pyridine —ds (700 MHz)
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1 and 2D NMR data for Aethiopinolone D (4)

Figure 33:'H NMR spectrum for Aethiopinolone D (4) in acetone-ds (175 MHz)
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Figure 34: 3C NMR spectrum of Aethiopinolone D (4) in acetone-ds (175 MHz)
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Figure 35: DEPT NMR spectrum of Aethiopinolone D (4) in acetone-dé (175 MHz)
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Figure 36:1H, 13C HSQC spectrum of Aethiopinolone D (4) in acetone-ds (700 MHz, 175 MHz)
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Figure 37:1H,3C HMBC spectrum of Aethiopinolone D (4) in acetone-ds (700 MHz, 175 MHz)

-

| il

U5.58, 41.96, 0.14

a
a

5.58,51.87,0.28

2.47,15.88, 0.22

2.60,29.00,0.25 | 0.99,24.45,1.88
[S ] =] =3

4.05, 24.47, 0.05 i
{m} \] og VL
o o oo :EID ‘EI o il -
3.31,28.33,0.26 1.19,54.67, 0.73
a [ oo o5E
331,4256,028 G g

0.88, 48.18, 2.10

o

2.32,52.16, 0.46

o 145, 6443, 0.22
2.60, 69.07, 0.15

5.58, 73.69, 0.35

6.91, 154.40, 0.03

6.91, 195.51, 0.05

5.46, 73.69, 0.01 0.99, 73.74, 1.68

3.13,122.98,0.14
2.40, 143.47,0.22
2.47,143.77,0.38
2.40, 154.40, 0.25
2.47,154.69,0.34 T
(=]

2.26, 1%4.40, 0.22 0.88,.154.40, 1.95

1.15, 200.25, 0.08

2.05, 205.56, 10.76
T &

3.31, 200.25, 0.27 a 1.54, 200.25, 0.09

F2 Chemical Shift (ppm) 6

5 4 3 2 1

Figure 38:1H, "H COSY spectrum of Aethiopinolone D (4) in acetone-ds (700 MHz)

il

6.91, 2.41, 0.19

2.47,1.16, 1.89

 2.47,1.59,0.89  zZ
3.31,1.54,1.97 =

£ g
; 1:80, 2.32, 1.83

en
j

4.06, 1.64,0.08 = 2.47,2.38,1.54

e o
2.05, 2.05, 19.29
3.13,2.47,2.61

,3.13, 2.59
1.54, 3.31, 1.99

1.64, 4.06, 0.04 1.59, 4.06, 0.09

2.41,6.91,0.17

19

F2 Chemical Shift (ppm) 55

o

20

40

60

80

100

120

140

160

180

200



Figure 39: 'H, 'H ROESY spectrum of Aethiopinolone D (4) in acetone-ds (700 MHz)
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Figure 40: HRMS spectrum for Aethiopinolone D (4)
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Figure 41:'H NMR spectrum of Aethiopinolone D (4) (S)- MTPA ester in pyridine —ds (700 MHz)
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Figure 42:'H, '"H COSY spectrum of Aethiopinolone D (4) (S)- MTPA ester in pyridine —ds (700 MHz)
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Figure 43:'H NMR spectrum of Aethiopinolone D (4) (R)- MTPA ester in pyridine —ds (700 MHz)
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1 and 2D NMR data for Aethiopinolone E (5)
Figure 45:'H NMR spectrum of Aethiopinolone E (5) in acetone-ds (700 MHz)
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Figure 46:1*C NMR spectrum of Aethiopinolone E (5) in acetone-ds (175 MHz)
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Figure 47: DEPT NMR spectrum of Aethiopinolone E (5) in acetone-ds (175 MHz)
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Figure 48:1H, 3C HSQC NMR spectrum of Aethiopinolone E (5) in acetone-ds (700 MHz, 175 MHz)
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Figure 49:1H, 3C HMBC NMR spectrum of Aethiopinolone E (5) in acetone-ds (700 MHz, 175 MHz)

6.93,31.28,0.08

569, 49.02, 0.08

=3

N 569, 52.71,0.15

560, 74 61,076

6.93, 196.25, 0.04

—

2.31,16.51, 0.15

2.60,30.13, 012 \ 0.92_32.24, 1.

4.03, 2714, 0.07
1.253224, 1.25

331, 1651,018 © © g O, = e °
@ 0.92; 49.20, 1.30
| Ol e —

251, 32147,0.38 pew pilf o

4.03, 43.09, 0.05

1t - &
124, 4309, 092 120 6992 034
1.20,5574,0.36

@

751, 4002, 0.40

©

2357461, 024 1.25, 74.80, 1.44

226, 144.31, 0.04
atal

257, 144.31, 0.19 oo
776, 15523, 010 092 15523 117

1.92, 160.75, 0.11

226, 196.51, 1.92

I 1.87,210.05, 0.12
3.31,198.42,0.19

foeE= B = Y

2.14,210.05,0.19 305, 30641, 16.19

F2 Chemical Shift (ppm) 5.5

5.0

Figure 50:'H, '"H COSY NMR spectrum of Aethiopinolone E (5) in acetone-ds (700 MHz)
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Figure 51:'H, '"H ROESY NMR spectrum of Aethiopinolone E (5) in acetone-ds (700 MHz)
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Figure 52: HRMS spectrum for Aethiopinolone E (5)
Intens. Mucl 56047 f6f4f2_P1-B-2_01_10108.d: UV Chromatogram, 210 nm
mAU |
600 -
400 +
200 +
o
0.0 2'5 5'0 7'5 ld (o] 12' 5 15‘ 0 17‘ 5 Zd 0 22' 5 Time [m;\]
200 3(IJO 4(IJO 4."30 590 55.0 Wavelength [nm]
Intens. | UV, 7.53-7.59min #2248-2265
[mAU ] 238
1500
1000
500
] 330
|me"%: Mucl 56047 f6f4f2_P1-B-2_01_10108.d: +MS, 7.57-7.62min #905-911
x10° ]
1 1+
] 343.1901
2]
1]
1 1+ 1+ 1+
1269.1531 307.1689 365.1720
4 283.1687 297.1481 | 360.2166 402.‘2272
0 —— — - T T : t - T T T
280 300 320 340 360 380 400 420 mz

26




Table 1.

Table 1: S-MTPA ester and R-MTPA ester chemical shifts analysis for Aethiopinolone A (1)

S R S-R
da 2.388 2.309 +0.079
4B 1.631 1.590 +0.041
5 2.985 2.970 +0.015
7 5.766 5.757 +0.009
14 3.040 3.038 +0.002
17 2.470 2.468 +0.002
3 5.016 5.012 +0.004
20 1.945 2.023 -0.078
2B 1.515 1.625 -0.110
la 2.011 2.334 -0.016
1B 1.303 1.364 -0.061
19 1.034 1.045 -0.011
18 0.896 0.0897 -0.001

Table 2: S-MTPA ester and R-MTPA ester chemical shifts analysis for Aethiopinolone C (3)

S R S-R
4B 1.926 1.846 +0.080
4o 2.711 2.669 +0.042
5 3.528 3.506 +0.022
3 5.290 5.287 +0.003
2B 1.556 1.685 -0.129
2a 1.983 2.049 -0.066
la 2.397 2.418 -0.021
19 1.019 1.027 -0.008
18 0.948 0.950 -0.002

Table 3: S-MTPA ester and R-MTPA ester chemical shifts analysis for Aethiopinolone D (4)

S R S-R

4B 1.999 2.011 -0.012
4a 2.530 2.640 -0.11

5 3.619 3.715 -0.096
3 5.639 5.640 -0.001
2B 2.078 1.976 +0.102
2a 1.741 1.713 +0.028
la 2.657 2.507 +0.15

1B 1.361 1.298 +0.063
19 1.067 1.062 +0.005
18 0.971 0.959 +0.012

27




ITS sequences of the producing organism
TTGAGGCAAGGGTCAAAAATGGTTTAAGGTAACAGAGTACCTGTCTGACACATAGGCAGACT
ATTGGAAGCAGACAGTCTAAGTAAGCACTGGTGAATATAGATAGAAAACTATTACACCAAAC
AATGCGAACTACAGTCCAGCTAATGCATTTGAGAGGAGCCGATACAGACAGTACCAGCATAC
ATATTGCCTCCAAGTCCAAGCCCCTTCTTCAATTAAGAAAAAGAGGATTGAGAATTACATGAC
ACTCAAACAGGCATGCCCCTCGGAATACCAAGGGGCGCAAGGTGCGTTCAAAGATTCGATGA
TTCACTGAATTCTGCAATTCACATTACTTATCGCATTTCGCTGCGTTCTTCATCGATGCGAGAG
CCAAGAGATCCGTTGTTGAAAGTTGTATATTTGTATTTCGCTCACAGGAGCATTACACATTCAC
AGGAACAAGAAAATGTTTGTATAGGTAAAAGTCAAAGTGTTCATAGTAAGTAAAGCCAAGAT
CATTACTACTGCCAGAAGGGGTACCC

Pictures of the herbarium and the culture of Fomitiporia aethiopica

28



