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Figure S1. NMR monitoring of oxonium ions generated from 1, 19, and 20 in acidic media.
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Structure elucidation of 11, 13, 15 and 16 using the nuclear Overhauser enhancement difference
spectra (NOEDF).
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Experiment of NMR monitoring of oxonium ions generated from 1, 19 and 20.

DMAPP (1, 28.3 mg, 0.095 mmol) was added 2M D,SO, in D,O (2 mL). '"H NMR of the

resulting mixture was recorded until 60 min. 1 was immediately converted into a 1:9 mixture of

oxonium ion 21 and 22 at 7 min.
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3-Methyl-2-buten-1-ol (prenyl alcohol 19, 27.4 uL, 0.269 mmol) in D,0 (X mL) was added
2M D,SO,in D,0 (2 mL).'H NMR of the resulting mixture was recorded until 60 min. 19 was

slowly converted into a 1:9 mixture of oxonium ion 21 and 22 at 60 min.
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2-Methyl-3-buten-2-ol (tertiary arcohol 20, 28.1 puL, 0.269 mmol) was added 2M D,SO, in
D,O (2 mL). '"H NMR of the resulting mixture was recorded until 60 min. 20 was slowly

converted into a 1:9 mixture of oxonium ion 21 and 22 at 60 min.
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BF <0.10 Hz
RGAIN 54
PPM
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D:\NMR/f]f*\NMR data\fh,

DFILE
COMNT
DATIM
OBNUC
EXMOD

fXfXaf [, 0,8, é\meth

-7-preny\MTE-4 Hasa.als

MTE-4 Hasa.als
single_pulse
2017-02-08 12:14:08
1H
single_pulse.ex2
500.16 M
241 KHz
601 Hz
13107
750739 Hz
16
17459 sec
5.0000 sec
5.95 usec
1H
22¢
DCL3

7.26 ppm
<0.10 Hz

92
0.93
0.94

27

1.00

313
327
4.01

2.65

2.05

_— 210

=3
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D:\NMR{f]f"\NMR data\H28 M2ftfHff \“c’+*"i\" ASf\MTE-4 C.als
DFILE MTE-4 C.als
COMNT single pulse decoupled gated NOE
DATIM 2017-02-08 14:07:17
OBNUC 13C
EXMOD single_pulse_dec
OBFRQ 125.77 MHz
OBSET 7.87 KHz
OBFIN 421 Hz
POINT 26214
FREQU 31446.06 Hz
SCANS 600
ACQTM 08336 sec
PD 2.0000 sec
PWI1 3.07 usec
IRNUC 1H
CTEMP 27¢
SLVNT
EXREF 71.16 ppm
BF <0.10 Hz
RGAIN 54
PPM
T T l ‘ T T T T I T T T ‘ T T
175 150 125 100 7 50 25
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D:\NMR{f]f\NMR data\fhfNf*[fXf%f*“v\, 0, E,ENP-1p -1 Haaa.als
DFILE NP-1 Haaa.als |
COMNT  single_pulse
DATIM 2016-10-28 14:55:53
‘OBNUC 1H
EXMOD single_pulse.ex2
OBFRQ 500.16 MHz
OBSET 2.41 KHz
OBFIN 6.01 Hz
POINT 13107
FREQU 7507.39 Hz
SCANS 16
ACQTM 1.7459 sec
PD 5.0000 sec
PWI 5.95 usec
IRNUC 1H |
CTEMP 219¢
SLVNT L3
EXREF 7.26 ppm
BF 0.12 Hz - | = -
BF N . N-prenyl-cyclo ) %
L-tryptophyl-L-proline (2) =
8
4
g
8 &4 g g 3

79

R T
[ R £

—_— 206

—_ 106
_— 4

\NMR{f]f\NMR data\H28 M2ftfHff \“c't*"&\"_4ff]f"\NP-1 C.als

DFILE NP-1 Cals
COMNT  single pulse decoupled gated NOE
DATIM 2016-10-24 09:16:27
OBNUC
EXMOD  single_pulse_dec
OBFRQ 125.77 MHz
OBSET 7.87 KHz
OBFIN 421 Hz
POINT 26214
FREQU 31446.06 Hz
SCANS 219
ACQT™M 0.8336 sec
PD 2.0000 sec
PWI1 3.07 usec
IRNUC 1H
CTEMP 2.7¢
SLVNT CDCL3
EXREF 77.16 ppm
BF 0.10 Hz
RGAIN 58
" " L i " \ ‘L " ” » ’ W 4
PPM
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200 175 150 100 50 25 0
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D:ANMR{fIfN\NMR data\fhfNfA[fXf%ef*fV\,0,,E.é\tryprostatineA\319 ptle-2-1-endaaa.als

DFILE 319 ptic-2-1-endasa.als
COMNT  single_pulse

DATIM  2017-02-16 19:58:57
OBNUC 1H

EXMOD single_pulse.ex2
OBFRQ 500.16 MHz
OBSET 241 KHz

OBFIN 601 Hz

POINT 13107

FREQU 7507.39 Hz

SCANS 16

ACQT™ 17459 sec MeO
PD 5.0000 sec

PWI 5.95 usec

IRNUC  IH

CTEMP 210¢

SLVNT L3

EXREF 7.26 ppm

BF 012

RGAIN 56

1.05
114

a5%

tryprostatin A (3)

-
—_— 100

—_— 1
N A T

318

e -
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—_— L4
— 13
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— 126

23%0

PPM

MR data\H28 M2ft;

Iff \“c

"4 fM]f\NP-2 Cals

N T i
§ 33§ §5% § 8§ 358333E33RS

0.030

DFILE  NP-2Cals
COMNT  single pulse decoupled gated NOE
DATIM  2017-01-13 08:06:04

OBNUC

EXMOD  single_pulse_dec
OBFRQ 125.77 MHz
OBSET 787 KHz
OBFIN 421 Hz
POINT 32768
FREQU  39308.18 Hz
SCANS 300
ACQT™M 0.8336 sec
PD 2.0000 sec
PWI 3.07 usee
IRNUC  TH

CTEMP 24¢
SLVNT ~ CDCL3
EXREF 77.16 ppm
BF 0.12Hz
RGAIN 56
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“\NMR data\fh;

D:\NMR;
DFILE
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MNMR data\H28 M2ftfHff \“c'+*"i\"

NP-4 Hals
single_pulse
2017-02-07 15:43:19
1H

single_pulse.ex2
500.16 MHz
241 KHz

IRNUC 1H
CTEMP 21.2¢
SLVNT CDCL3 . .

EXREF 726 ppm rhinocladin B (7)
BF 1.20 Hz
RGAIN 56

622
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0.93

— 09
— 1
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D:\NMRf]f"\NMR data\H28 M2ftfHff \“c't*"i\" A fIf“\NP-4 C.als

DFILE NP4 Cals
COMNT single pulse decoupled gated NOE
DATIM  2017-01-18 07:45:01

OBNUC  13C
EXMOD  single_pulse_dec
OBFRQ 125.77 MHz
OBSET 787 KHz
OBFIN 421Hz
POINT 26214
FREQU  31446.06 Hz
SCANS 10930
ACQTM 08336 sec
PD 2.0000 see
PWI 3.07 usec
IRNUC  1H

CTEMP 22¢
SLVNT  CDCL3
EXREF 77.16 ppm
BF 0.10Hz
RGAIN
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COMNT  single_pulse
DATIM 2017-01-17 00:30:06
OBNUC 1H
EXMOD  single_pulse.ex2
‘OBFRQ 500.16 MHz
OBSET 2.41 KHz
OBFIN 6.01 Hz
POINT 13107
FREQU 7507.39 Hz -
SCANS 100 :
ACQTM 1.7459 sec E
PD 5.0000 sec
PWI1 5.95 usec
IRNUC 1H
CTEMP 218¢
SLVNT L3 : .
EXREF 726 ppm rhinocladin A (8) 2
BF 0.12 Hz e
RGAIN 54
5
3
2
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D:ANMR{MfA\NMR data\H28 M2ftfHff \“c't"a\"_4ffIf"\NP-5 C.als

DFILE
COMNT

NP-5 Caals
single pulse decoupled gated NOE
2017-01-17 07:35:22
13C
single_pulse_dec
12571

77.16 ppm
0.12Hz
56

s
b3
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D:\NMR; MR data\H28 M2t of \“e' 4 i\ M\NP-6 H.als
DFILE NP-6 H.als
COMNT single_pulse
DATIM 2016-11-15 14:50:10
OBNUC IH
EXMOD single_pulse.ex2
OBFRQ 500.16 MHz
OBSET 2.41 KHz
OBFIN 6.01 Hz [
POINT 13107 -
FREQU 7507.39 Hz
SCANS 16
ACQTM 1.7459 sec
PD 5.0000 sec
PWI 5.95 usec
IRNUC 1H
CTEMP 27¢
SLVNT CD30D
EXREF 331 ppm e
BF <0.10 Hz n
RGAIN E) terezine D (9) B
g
]
g 23 s 2 3 3
g 23 . g g j g
A J i [
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D:\NMR{f]f"\NMR data\H28 M2[l[![([ \“¢'+7i\"_4ff]f\NP-6 C.als
DFILE NP-6 C.als
COMNT single pulse decoupled gated NOE
DATIM 2016-11-15 23:38:49
OBNUC
EXMOD  single_pulse_dec
OBFRQ 125.77 MHz
OBSET 7.87 KHz
OBFIN 421 Hz
POINT 26214
FREQU 31446.06 Hz
SCANS 1400
ACQTM 0.8336 sec .
PD 2.0000 sec
PWI1 3.07 usec
IRNUC 1H
CTEMP 230¢
SLVNT CD30D
EXREF 49.00 ppm
BF 0.10 Hz
RGAIN 54
| ! li 1 il
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