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Supplementary material
Spectra of the final products
AG395a (4-OH-Bz3(OH)334):

'H NMR (400 MHz) and "*C NMR (100 MHz) p. 3
cosy p. 4
HSQC p.5
HMBC p. 6
AG432g (IndAc3(OH)334):
'H NMR (600 MHz) and *C NMR (150 MHz) p. 7
cosy p. 8
HSQC p. 9
HMBC p. 10
4-OH-Bz3(OH)433:
'H NMR (400 MHz) and "*C NMR (100 MHz) p. 11
cosy p. 12
HSQC p. 13
HMBC p. 14
LF448A (PhAcAsn3(Me)43):
'H NMR (500 MHz) and "*C NMR (125 MHz) p. 15
cosy p. 16
HSQC p. 17
HMBC p. 18
LF487A (IndAcAsn3(Me)43):
'H NMR (500 MHz) and "*C NMR (125 MHz) p. 19
cosy p. 20
HSQC p. 21
HMBC p. 22
Spectra of the precursors of the final products
Compound 29
'H NMR (400 MHz) p. 23
3C NMR (100 MHz) p. 24
cosy p. 55
HSQC p. 26



Compound 30

'H NMR (400 MHz) p. 27
3C NMR (100 MHz) p. 28
CoSsY p. 29
HSQC p. 30
Compound 31
'H NMR (400 MHz) p. 31
3C NMR (100 MHz) p. 32
COoSsY p. 33
HSQC p. 34
Compound 40
'H NMR (500 MHz) p. 35
3C NMR (125 MHz) p. 36
CoSsY p. 37
HSQC p. 38
HMBC p. 39
Compound 41
'H NMR (500 MHz) p. 40
3C NMR (125 MHz) p. 41
CoSsY p. 42
HSQC p. 43
HMBC p. 44

Chromatographic and comparisons of the natural and synthetic toxins LF448A and
LF487A of L. folium

Chromatograms p. 45
ESI-MS/MS p. 46
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4-OH-Bz3(0OH)433
1H — 400 MHz

o~
<+
N®
NN
Sy

—

©!
3
] )|
it
R

[RE——
99..'¢
0

—
99866

[ppm]

X 2.6 HCOH
2

H

H

N AN A A ™ N

908¥°8 —

00002 |

96€0°3

41575

898973

13C - 100 MHz

g¢lc8g—
089169 —

L980°9L} —

L180°92) —
85.8°621

[ppm]

50

100

¥096°691 N—

160




[wddlza 2 M !
" " 1 L _ _ | |
-
.
' '
~ - . )
.
o
S
=
ad
o
ol = ¥
sg @
...._u..u - =
3| W 8

‘ASOD

H H i

f@ eer(HO)ezg-HO-v¥

12



09 08 00} ocl orl 091

oy

[wdd] 14

4\

HEOOH 92 X

H
NIz/\/\ N~

H
Z/\/\/Z\/\/z
HO H

:O0OSH

(o}

O eepoezgHO

13



[wdd] 24

0|9 08 Otl) } 07 I OT I 0? I

oy

[wdd] 14

->s

HEOOH 92 X

1

. H H
HN. A~ N N ey
) H

HO

l
Q..

-O9INH

eer(HO)ezg-HO-+

14



L9LL'L W

092Z"

986s" a

oyl

yasz' L W 3
129L°L

699L°L W

¥e8L L N ¥ Iioy

gere L I SZ86L

0501 I Zoset
oL 8 LN
526" L I
866°L I i

N

0LL0°'C N

88805 I 9220¢|

01802 W

00 ¢ o

gt . ﬂ 2960701

8l "!_ﬁ 1268°1]
3 1

019L'2 N } -
85075 | ¥€202
g0

988’z W1

81v8'¢ 1

1690°6 W1

1690°6 N1
2580°€
1001€-

SSLL'E i
ooy 2L
6191 €1

9085 S |
1086°€
y186°¢-

9269

869y W1

g608'y I |

eve9y W1 -
668L

T,
8 L
9L¥E'L -

B : 1
0g6e’L . ———= 000§ I
i) : =

4
2evyL
2sov'L
IZ§
928%'8 — >z§ —ﬁjsoez' L
N 23
I o ):o L
=
Iz
o o

L O

g Lo 7 -

< | =

w I

-4 =

[ppm]

8020°821
88.9°6¢21

LIV LT~
8Y0V'82
LLOE¥E T
928¥'¥2

129996 W

9289:9€ W+

8v61°LE W
2862709 —

L¥69°TY —
o¥8L sy —
VLLO LY —
L66y 6y —
€09.L° 19—
08¥0'¥S —
L0v8°SS —

096262}
€9y el —

13C — 125 MHz

[ppm]

50

100

150

15



[wdd] l-:ll g 14 ] 9

N -~ NHz

H
)
Me

o]

NQJ\N/\/\N/\/\/
= o ‘\HUHZ
o]

H

!

S

x1.3 HCOJ \

B}

LF448A
COSY:

*

R K

B!

i

[l

F2 [ppm]

2

f

16



09

[wdd] 24
. I

00} ozl ori 09}

08

(14

[wdd] 14

11

m

T

| J ﬁ

U .
*O0OSH

o
mo s o

N:z\/\/z\/\/\z/\/\_fﬂ./z X
H S H

v8rvdi

17



H
N_~_NHz  x13HCOMH
Me

o]

©/\((N\:)J\N/\/\N/\/\/
O

\H/NHZ

H

LF448A

(0]

HMBC:

J

I[uuddl ] olv 0.9 °.° otlu ozll OTI- O?I-
¥
! {
i
o i
" b
[ ! ]
.
] '
L]
1 "
et B A TR R e L PR R R TR e B N

F2 [ppm]

T

e

Yo >
e

o

S

18



N.__~_NHz  x1.1HCOH

H
|
Me

o]

N\:)J\N/\/\N/\/\/

I

LF487A

1H — 500 MHz

1"r 1]

"1

10 Mm

Q
>R -
il |

)

-

-

-
o~ [}
POZZZ O MDD

P U

-

ﬁt-

62

[ppm]

(d
~
<<

-1

NO

OANT™

C-1-3

<
P

=

.,.
-
-
DN HNQANNNNNNN
Ll L ol L o L o L o L o L

I8

———=%190"

13C — 125 MHz

gLle’ e~

Sortve

66LL°CE—
S6LY 98~

6091 07-’

8821 9¥
eSYS Ly —
666¥°6¥ —
8LL9°19—
9lc8'e9—
660.L°99 —

ce92°80} —
0899°CLL —

9588°9€1 —

0LE9"LLL—
960,61~
9666°v.1

y018°9.1 -

[ppm]

50

100

150

19



[wdd] 24

e

;

H[‘ﬂ

| As00

[wdd] 14

*
* |y

: i

' L]

. i

: L)

i

k
HPOOH +'1x

(o}

A

o NIZ H
N_._z\/\/Z\/\/\Z/\/\Z/:\‘/Z
H o "

"
L,

V.8vd1

20



[wdd] 24

O?I- O?I- OTI- O?I-

08
L

(14

[wdd] 14

i

(e}

o N_ﬁ\_ﬁ

HEOOH L'EX gy ™" n\/\/\ N~ zJT/n
o

(o}

73
=/

:O0SH

V.8vd1

21



0sl

00l

0s

[wdd] 14

[wdd] 24 [ 14 9 8

.
-

- - E .
H
:
.

H — -

. - -

- -

-
—— T

- -

- - -
.
H
¥
- -
— - - .
— :
— vaa m
1
-— — ™~ .l - -
.
—~— - M

=

ﬁ; E L I

4 E/ NH
O R
HEOOH 1L X Nxz\/Sz\/\/\z/\/\ziz 7
H I

-/ V.8vd1

-O9NH

22



Compound 29
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Compound 30
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Compound 31
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Compound 31

COSY:
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Compound 40
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Compound 41

1H — 500 MHz
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Compound 41
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Comparison of the chromatographic behavior of the toxins of L. folium and the

synthetic toxins LF448A and LF487A.
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Comparison of the MS/MS of the natural toxins of L. folium and the synthetic samples.
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