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Scheme S1. Synthesis of chlorolactone (20)
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Scheme S2. Violacein quantification assay.
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Figure S2. Violacein quantification assay for 10Z.



oD (630 nm)

OD (630 nm)

Ooo
1,20 120 W viclaceina
=
T =3
1,00 T 1,00 &
b m &+ b o 5
1 i 5
=]
| =
0,804 0,80 5
=
=
0o
=
0,601 060 S
1]
w
uwn
2
0,40 040G
o
=
2
0,20 0,20
0,00 0,00
0 2,5 mM 1,25 m B25 u 312 uM
QS| concentration
Errar bar: +- 1 5E
Figure S3. Violacein quantification assay for 11E.
oo
1,20 .20 W vViclacein
=
o
1,00 T 1,002
L+ & A g
1 J_ 5
s
| =
0,50 0,80 5
=
]
(1]
8
0,60 060 9
1)
wn
wn
2
0,40+ 04093
[ =]
=
2
0,204 0,20
0,00 =(,00

0 2,5 mi 1,25 mi 25 UM 12 uM
QSl| concentration

Errar bar: +- 1 SE

Figure S4. Violacein quantification assay for 11Z.



OD (630 nm)

1,20

1,00

0,80

0,50

OD (630 nm)

0,40

0,204

0,00

2.5 mh 1,25 mi 625 um
QS| concentration

312 um

Errar bar: +- 1 SE

oo
.20 W violacein

E 2 1
{wu geg) Aesse LTo!w::uw.?enh u!e:;;m,-\

2

)

0,00

Figure S5. Violacein quantification assay for 12E.

1,20

1,00

0,504

0,50+

0,40+

0,20

0,00

2.5 mh 1,25 m 625 uM
QS| concentration

Error bar: +/-1 SE

2 uM

Coo
.20 M viclacein

!
]

2!
3
{wu ggo) Aesse uoneaynuenb uiaaejolp

|
.G -
2]

=1

)

2

0,00

Figure S6. Violacein quantification assay for 12Z.



oD (630 nm)

Ooo
1,20 % 1,20 W viclacein
=
=3
1,00+ '|' T 1 0p &
' (1]
I I 1 S
3
=]
'|' |
0,304 0,80 5
l =
]
(1]
2
0,60 060 S
1]
u
1]
2
0,40 o
. 040G
o
=
3
L
0,20 0,20
0,00 —0,00
0 2,5 mM 1,25 mi B25 Ul 312 uM
QS| concentration
Error bar: +- 1 SE
Figure S7. Violacein quantification assay for 13E.
Ooo
1,20+ * r1.20 M viclacein
— |
=
— =
1,00 .00
L
3
L
I g
— 0,50
=0 T I 0,30 5
= J- =
=] (1]
2 2
— =]
o D60 0,60 3
o ]
w
2
0,40 040
(=]
=
32
0,201 0,20
0,00 0,00
0 25 mM 1,25 mh 525 uM 312 uM

QS| concentration

Error bar; +~1 SE

Figure S8. Violacein quantification assay for 13Z.



oD (630 nm)

oo
1,20+ 1,20 W viclaceina
*
— =
=3
1,00 T 1003
o
1 3
£
| =
0,50 1 0,30 &
J_ =
=
(1]
=
0,60 060 3
1]
W
w
2
—
0,40 F0.40°9)
o
=3
3
"
0,20 0,20
0,00 —0,00
0 25 m 1,25 mi 25 uM 312uM
QSI concentration
Errar bar, +- 1 SE
Figure S9. Violacein quantification assay for 14E.
* Qoo
1,204 [ | .20 W viclaceina
*
— =2
=
1,004 ~1.00 8
o
3
=]
+ g
— 0,50 0,80
E =
= >
(=]
s =
— o
o 060 0,60 5
o 0
w
2
0,40 r0403
o
=3
2
0,201 0,20
0,00 —0,00
0 2,5 mi 1,25 mi 625 LM 312 UM

QS| concentration

Errar bar: +- 1 SE

Figure S10. Violacein quantification assay for 15E.

10



OD (630 nm)

OD (630 nm)

Ooo
1,20 .20 W violacein
*
I | =
=]
1,007 1 00 =
T I I "8
I 1 i 5
-]
| =
0,30+ 0,80 5
=
-|- 5
(1]
I 2
0,60 0,50 3
1]
wm
wm
2
0,40+ 040 @
(=]
=3
2
0,20 0,20
0,00 0,00
0 2,5 mi 1,25 mh B25 uM 312 uM
QS| concentration
Errar bar: +- 1 SE
Figure S11. Violacein quantification assay for 16E.
* oo
1,204 | | 120 W violacein
* <
1 5
1 00 T 1 .00 8
1]
I | 5
=
I g
0,50
, T J_ 0,80 3
l o
(2]
8
0,60 060 S
1]
n
wn
2
0,40 0409
(=]
=
2
0,201 0,20
0,00 =0,00
0 2.5mM 1,25 m 625 UM 312 uM

QS| concentration

Error bar: +- 1 SE

Figure S12. Violacein quantification assay for 17E.

11



OD (630 nm)

OD (630 nm)

mfels]
1,20+ .20 W violaceina
*
I | =
=3
1,004 T .00 8
I o,
I 1 5
£
=
0,80 T ~0,60 5
J_ =
=
(1]
=
0,60 0,60 g
o
w
w
2
—
0,40 040
o
=3
2
0,204 0,20
0,00 =0,00
i 2,5 mh 1,25 mid B25 Ul 312 uhd
QS| concentration
Error bar, +- 1 SE
Figure S13. Violacein quantification assay for 18E.
oo
1,204 .20 M Viclacein
*
 — =
=
1,001 1,00 8
*} L}
=3
£
=
0,304 ~0.80 5
+ o
5
(1]
=
0,60 0,60 g
1]
wn
wn
2
0,40 0403
o
=
E)
0,201 020
0,00 Lg,00
0 2,5mM 1,25 mM 25 Ul 12 uM

QS| concentration

Errar bar: +- 1 SE

Figure S14. Violacein quantification assay for 19E.

12



OD (630 nm)

oo

1,204 20 Wviolaceina
1,00 1,00

=

=]
0,60 080 o

o

o

p=]

1)

——
0,60 o060 )

[=]

=3

3

L
0,40 0,40
0,20 0,20
0,00 Lo,00

15,75 uM

31,25uM

125 um 62,5 uM

Concentragdo de 46

Barras de erro; +~ 1 SE

Figure S15. Violacein quantification assay for 20.

Trpad Asp97
% Tyr8s
283% 176 |
‘O PN
H
N
£ g%ffs@
“"Ser155
2.96 O

2 %296

g7

Tyr80 Ser155

Figure S16. Ligand binding domain for 2/CviR.

13



Asp97 Tpg4 | Tyr88

1.80 - % Aspa7 a3 . Met8o
8 A
Cl
= (o} H = ’ Yo
N
(0] \n/\/\o N 1 Leuss
Q_ 3 Tyr88
_____ Q‘\_ ho) (n-m staking )
Ser155 = A1 e, g0

Figure S18. Overlap of 2 with 10E, and ligand binding domain for 10E/CviR,

respectively.

Trp84
3.15
Asp97
4,57
Figure S19. Overlap of 2 with 10Z, and ligand binding domain for 10Z/CviR,
respectively.

14



Figure S20. Overlap of 2 with 11E, and ligand binding domain for 11E/CViR,
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2. NMR spectrums:

Methyl in CDCla,

S2.1. *H NMR (600 MHz) spectrum of 8 (E/Z) R
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Methyl in CDCls

S2.2. 3C NMR (75 MHz) spectrum of 8 (E/Z) R
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Ethyl in CDCls.

S2.3. 'H NMR (600 MHz) spectrum of 8 (E/Z) R
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S2.4. 3C NMR (75 MHz) spectrum of 8 (E/Z) R = Ethyl in CDCls,
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S2.5. 'H NMR (600 MHz) spectrum of 8 (E/Z) R = n-Hexyl in CDCls.
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S2.6. 3C NMR (151 MHz) spectrum of 8 (E/Z) R = n-Hexyl in CDCls,
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S2.7.'H NMR (600 MHz) spectrum of 8 (E/Z) R = n-Heptyl in CDCls.
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S2.8. 3C NMR (151 MHz) spectrum of 8 (E/Z) R = n-Heptyl in CDCls.
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iso-Propyl in CDCls.

S2.9. 'H NMR (600 MHz) spectrum of 8 (E/Z) R
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iso-Propyl in CDCls

$2.10. *C NMR (151 MHz) spectrum of 8 (E/Z) R
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Phenyl in CDCls.

S2.11. *H NMR (600 MHz) spectrum of 8 (E) R
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$2.12. 3C NMR (151 MHz) spectrum of 8 (E) R = Phenyl in CDCls,
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4-Cl-Phenyl in CDCls.

S2.13. 'H NMR (300 MHz) spectrum of 8 (E) R
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S2.14. 3C NMR (151 MHz) spectrum of 8 (E) R = 4-Cl-Phenyl in CDCls,
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4-Br-Phenyl in CDCla.

S2.15. 'H NMR (600 MHz) spectrum of 8 (E) R
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S2.16. *C NMR (151 MHz)spectrum of 8 (E) R = 4-Br-Phenyl in CDCls,
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3,4-Methylenedioxyphenyl in CDCls.

S2.17. *H NMR (600 MHz) spectrum of 8 (E) R
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S2.18. 13C NMR (151 MHz) spectrum of 8 (E) R = 3,4-Methylenedioxyphenyl in CDCls,
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4-NO2-Phenyl in CDCls.

$2.19. 'H NMR (600 MHz) spectrum of 8 (E) R
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4-NO2-Phenyl in CDCls,

$2.20. *C NMR (151 MHz) spectrum of 8 (E) R
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S2.21. 'H NMR (600 MHz) spectrum of 10E in CDCls.
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S2.22. 3C NMR (151 MHz) spectrum of 10E in CDCls
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S2.23. 'H NMR (300 MHz) spectrum of 10Z in CDCls.

88T
68T
06'T
6T
€6'T
v6'T
60C
60°C
01'C
e
e
[A%4
L4
SS°C
SSC
95'C
LS'T
LS'C
85T
6S°C
09°¢

9T’y
8¢y V

6CY v

4
b9
ST'9
91’9
L1°9
L9
619
619
0’9
19
ws
ws

L9L—

L8 —

Fesz |
Froe

Fere |

6.15 6.10

6.20

6.25

f1 (ppm)

4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 0.0 -0.!

4.5
f1 (ppm)

5.0

5.5

9.5 9.0 8.5 8.0 7.5 7.0 6.5 6.0

10.0

42



S2.24. 3C NMR (75 MHz) spectrum of 10Z in CDCls,
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S2.25. 'H NMR (600 MHz) spectrum of 11E in CDCls.
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$2.26. 13C NMR (75 MHz) spectrum of 11E in CDCls,

o o~ o

2 2 & b RaB 8

(0] g 5 g 8 b o

N
\ O
L i I, (Il 117
T T T T T T T T T T T T T T T T T T T T T T T T T T T

200 190 180 170 160 150 140 130 120 110 90 80 70 60 50 40 30 20 10

100
f1 (ppm)

45



$2.27. *H NMR (300 MHz) spectrum of 11Z in CDCls.
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$2.28. 13C NMR (75 MHz) spectrum of 11Z in CDCls,

l‘f % O O o™ O N ~
o o iRy] 8 a0 5
=] < 0 o (=2} o ™M [a2]
~— — O O o~ oo~ ~—
' AV
0]
N
(0]
I
I
|
T T T T T T T T T T T T T T T T T T T T 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

f1 (ppm)

47



$2.29. 'H NMR (600 MHz) spectrum of 12E in CDCls.
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$2.30. 13C NMR (75 MHz) spectrum of 12E in CDCls,
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S2.31. 'H NMR (600 MHz) spectrum of 12Z in CDCls.
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$2.32. 3C NMR (75 MHz) spectrum of 12Z in CDCls,
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$2.33. 'H NMR (600 MHz) spectrum of 13E in CDCls.
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S2.34. 3C NMR (151 MHz) spectrum of 13E in CDCls
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$2.35. 'H NMR (600 MHz) spectrum of 13Z in CDCls.
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S2.36. 13C NMR (151 MHz) spectrum of 13Z in CDCls
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$2.37. 'H NMR (600 MHz) spectrum of 14E in CDCls.
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$2.38. 13C NMR (75 MHz) spectrum of 14E in CDCls,
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$2.39. 'H NMR (600 MHz) spectrum of 15E in CDCls.

St -%

Fere

0.0

40 35 30 25 20 15 1.0 0.5

50 4.5
f1 (ppm)

95 90 85 80 75 70 65 6.0 55

10.0

58



S2.40. 3C NMR (151 MHz) spectrum of 15E in CDCls.
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S2.41. 'H NMR (600 MHz) spectrum of 16E in CDCls in CDCls.
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S2.42. 3C NMR (151 MH) spectrum of 16E in CDCls.
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S2.43.'H NMR (600 MHz) spectrum of 17E in CDCls in CDCls.
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S2.44. 3C NMR (151 MHz) spectrum of 17E in CDCls
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S2.45. 'H NMR (600 MHz) spectrum of 18E in CDCls.
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S2.46. 3C NMR (151 MHz) spectrum of 18E in CDCls
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S2.47. *H NMR (300 MHz) spectrum of 19E in CDCls.
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S2.48. 13C NMR (75 MHz) spectrum of 19E in CDCls,
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S2.49. 'H NMR spectrum of 20 in CDCls.
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S2.50. *C NMR spectrum of 20 in CDCls,
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S3.1. IR (ATR) spectrum of 10E.
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S3.2. IR (ATR) spectrum of 10Z.
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S3.3. IR (ATR) spectrum of 11E.
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S3.5. IR (ATR) spectrum of 12E.
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S3.7.IR (ATR) spectrum of 13E.

Yo

o

o

| 1716 7
T I | T I T I T 1
3500 3000 2500 2000 1500 1000 500
(cnflj
S3.8. IR (ATR) spectrum of 13Z.
i 2861 1530{}
1 1394
. 1233
2923
| )¢ O
N
i o f
- 1716 1f'1 D5
! I 1 ! | 1 | ' 1
3500 3000 2500 2000 1500 1000 500
(cm'lj

73



S3.9. IR (ATR) spectrum of 14E.
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S3.10. IR (ATR) spectrum of 15E.
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S3.11. IR (ATR) spectrum of 16E.
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S3.12. IR (ATR) spectrum of 17E.
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S3.13. IR (ATR) spectrum of 18E.
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S4.1. HRMS data of 10E.

Spectrum from Terezinha@2018-01-31.wiff (sample 2) - ELS, Experiment 1, +TOF MS (100 - 500) from 0.388 to 0.480 min, subtracted by (Spectrum from Terezinha@2018-01-31.wiff (sample 1) - MeCN, Experiment 1, +TOF MS (100 - 500) from 0.399 to 0.452 min)
do] 149.0568
3e4 4
2
2
= 2644 127.0750
193.0826 2371093 2491091
= 1450154 | 150.0597 195.0492 225.1089 | 2700265 2931357 305 1543 2511414 3562775 4072391 4282640
100.1135 2 275.1253
% 167.0668 211.0268 | | 2611273 | 2 | 291 1260 603226 05248 | 4195039 | a37.1037 4632303
! A Ll e 4 IO L IO P A | i | L L& : TR 1
110 120 130 140 150 160 170 180 190 200 210 220 230 240 250 260 270 280 250 300 310 320 330 340 350 360 370 380 390 400 410 420 430 440 450 460 470 480 490
Mass/Charge, Da
— @ Spectrum from Terezinha@2018-01-31._wiff ( ple 2) - EL6. Expeni 2. +TOF MS"2 (50 - 500) from 0.417 min
Precursor: 127.1Da
O Theoretical Fragments
100%
80%
60%
0% 210722 109.0657
20% 79.0564 l
55 60 65 70 75 80 85 90 95 100 105 110 115 120 125 T 130
Mass/Charge, Da
Found elemental compositions Find Any Find MS Details \ MSMS Details | C d Details
1 - MS resuit for C7H1102, [M+H]
Ht  Fomul s RDB ppm MS MSMS MSMS F " Isotope cluster details Charge summary for [M+H}~
oAl BEEG L [ Peak Use msz %intensty  Width ~ s =
EEI02 1270754 [30 [28 | 1 | [ | NANA | o [ @ [1270750 [1000 logos ~ = 2
<« | " § ° 80%
Elements from 7 60%
Bementsto  |C30 HS50015N1554 ‘ 40%
Mass tolerance (ppm) [10 — 128.0787
Iintensity tolerance (%) 20 | _-P./-O_S_M_x
HC/#heteroatoms greater than 0 lon type: [M+H}= - JS ions...
& N ELS1, selected composition: C;H, ;0 (126.0681 Da) I W] Peaks l
o P o ‘ Mass/Charge Intensity (%) Assigned Error (Da)
0564 1446 E 0.002
S E 81.0722 2824 0.002
a B 109.0657 3148 0.037
CH3 o 127.0758 100.00 0.000
1 Na
K Ca
Matches: 4 of 4 peaks, 100.0% of total intensity

78




S4.2. HRMS data of 10Z.

3.0e4
2.5e4
20e4
1.5e4
1.0e4
5.0e3 { 109.0646

127.0752

Intensity

149.0566

150.0598

‘93""325 211.?271
|

i 321.1672

Spectrum from Terezinha@2018-01-31.wiff (sample 6) - ZL6. Experiment 1. +TOF MS (100 - 500) from 0.384 to 0.464 min, subtracted by (.. subtracted by (Spectrum from Terezinha@2018-01-31.wiff (sample 1) - MeCN. Experiment 1. +TOF MS (100 - 500) from 0.393 to 0.452 min)

o | L
110 120 130

n
140 150 160 170 180

190 200 210 220 230 240 250 260 270 280 290 300 310 320 330 340 350 360 370 380 390 400 410

Mass/Charge, Da

L
420 430 440 450 460 470 420 490

— @ Spectrum from Terezinha@2018-01-31. wiff (: le6) -Z16. B 3. +TOF MS"2 (50 - 500) from 0.426 min
Precursor: 127.1Da
© Theoretical F
g 80%
z
: % 109.0658
§ i 81.0722
£ 0% 79.0566
e |
0% - - "
55 60 65 70 75 80 85 20 95 100 105 110 115 120 125 130 135
Mass/Charge, Da
Found elemental compositions _.zm _-:z- MS—ID""““SﬂsiDﬂ- tais | Compound Details |
Ht  Formula m/2 RDB ppm MS.  MSMS MSMS . Isotope cluster details Charge +1 ~ MS resul summary for C7H1102, [MsHl+
Y : Peak Use m/z % Intensty  Width s
C7H1002 [1270754 [30 [12 | 1 | NANA | h = T A e 100% 52
Blements from ] 12
Bementsto  |C30H50015N15 50%
Mass tolerance (ppm) [10
Intensty tolerance (%) [20 ]
HC/#heteroatoms greater than 10 | lon type: [M+H]+ -'Jmu
c | n e [ Fragments | Peaks -
o P CH, o Mass/Charge Intensity (%) Assigned Error (Da)
79.0566 19.05 ] 0.002
S F 81.0722 2893 0.002
= & 109.0658 3644 0.037
o 127.0760 100.00 0.001
1 Na
K | Ca
Matches: 4 of 4 peaks, 100.0% of total intensity

79



S4.3. HRMS data of 11E.

S from T 2018-07-13.wiff le 10) - EL201. E 1. +TOF MS (100 - 500) from 0.386 to 0.463 min, subtracted b...ubtracted by (Spectrum from T 2018-07-13.wiff le 1) - MeCN, Experi 1, +TOF MS (100 - 500) from 0.397 to 0.494 min)
163.0741
1.5e5
2 141.0920
a 1.0e5
5
5.0es
164.0772
- d2L L2 (142‘0352 225.0447 303.1594 437.1965
' 110 120 130 140 150 160 170 180 190 200 210 220 230 240 250 260 270 280 290 300 310 320 330 340 350 360 370 380 390 400 410 420 430 440 450 460 470 480 490
Mass/Charge. Da
Found elemental compositions [[_Find__]| MS Details | MSMS Details | C d Details |
1 MS result for CBH1302, [M+H
Ht  Formula m/z RDB ppm g:,k pM S,"MS gﬁms Found SPS U ek o~ ool R il
! ! ! B ] Peak Use m/z %intensty Width * 9
C8H1202 [1410010 [30 [ 70 [ 1 | | [ NANA | e -  P— . 100% 0520
Elemerts from | | 0
Bementsto  |C50 H100 N20020CI 50%
Mass tolerance (ppm) [10 | 142.0952
Hestyigeen () [0 .
#HC/#heteroatoms greaterthan |0 ‘ lontype: [M<H}+ - JQM_
— @ Spectrum from Terezinha@2018-07-13.wiff (sample 10) - EL201. Experiment 4, +TOF MS"2 (50 - 500) from 0.419 min
Precursor: 141.1Da
QO Theoretical Fragments
100%
_ 1414920
% 80%
& 60%
2 95.0870 123.0815
Z 40%
5
= 20% 67.0570
R 55.0577 s 99.0451
oo + - '
55 60 65 70 75 80 85 90 95 100 105 110 115 120 125 130 135 140
Mass/Charge. Da
TT_EL201
C N
- - o Mass/Charge Intensity (%) Assigne Error (Da) Radical
55,0577 466 @ |o003 [l
s | F 67.0570 17.24 @ |o0003 ]
w— CHg 93.0711 678 < | 0001 @]
(o] 95.0870 44.01 ] 0.001 ]
| Na 99.0451 a8 @ |[o0.001 @]
123.0815 46.66 v 0.037 ]
K | Ca 141.0920 100.00 ™ | 0001 B
Matches: 7 of 7 peaks, 100.0% of total intensity
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S4.4. HRMS data of 11Z.

Spectrum from Terezinha@2018-07-13.wiff (sample 11) - ZL201, Experiment 1. +TOF MS (100 - 500) from 0.386 to 0.453 min, subtracted b...ubtracted by (Spectrum from Terezinha@2018-07-13.wiff (sample 1) - MeCN, Experiment 1, +TOF MS (100 - 500) from 0.387 to 0.494 min)
141.0919

[Ne3.0739
1.2e5
1.0e5
é 8.0ed
£ 60et
4.0e4
20e4 123.0813 1420950 | 1€4.0770 207.0999 225.0445 251.1268 321.1695
” i 1810839 L =y | s T apn P e
- 110 120 130 140 150 160 170 180 190 200 210 220 230 240 250 260 270 280 290 300 310 320 330 340 350 360 370 380 390 400 410 420 430 440 450 460 470 480 4%0
Mass/Charge, Da
Found elemental compositions MS Detais | MSMS Details | C d Details |
1 MS result for CBH1302, [M+H
- it RDB  ppm rél:‘k MSMS K;srris Found Isotope cluster details Charge *1 ~ summary for [M+H}+
" i L Ppm ! Peak Use m/z % Intensity Width * ° N
C8H1202 [1410010 30 [63 [ 1 | [ [nama e P —— e 100% 10919
i Elemerts from | b
Bementsto | C50 H100 N20020CI | 50%
Mass tolerance (ppm) [0 ] 142.0950
Intensity tolerance (%) i30 ____——‘-'1—2&__
HC/#heteroatoms greaterthan |0 lontype: [M+H}+ v« 3addtionalions...
— @ Spectrum from Terezinha@2018-07-13.wiff (sample 11) - ZL201. Experiment 3, +TOF MS"2 (50 - 500) from 0.416 min
Precursor: 141.1 Da
O Theoretical Fragments
100%
g 80%
g 0% 123.0814
= 95.0870
7 40%
-] ) 67.0571
= = 55.0576 93_017" 950498 $9.0452
0% X i L " L b
55 60 €5 70 75 80 85 90 95 100 105 110 115 120 125 130 135 140
Mass/Charge. Da
TT_ZL201
c|N
CHa Mass/Char, Intensity (%) Assi Error (Da; Radical =
3 = ass. ge ntensity (%) signe ror (Da) adi | S
a 55.0576 513 0.003 ]
S F 67.0571 2327 0.003 =]
o | i 93.0711 7.99 0.001 F_|=
95.0498 558 0.001
1 | N o 95.0870 4543 0.038 ]
99,0452 506 0.001
K | ca 123.0814 53.83 0.037 ]
141 060 100 N0 annt [l N
Matches: 8 of 8 peaks, 100.0% of total intensity
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S4.5. HRMS data of 12E.

=
18000

15000

12000

S000

6000

3000

k] TTEL1O full scan @
10000 197.1529
150000
120000
S0000
60000
219.1351
30000 198.1562
4 13.0577 151.1467 1386
.7687 BL.0B77 114.0611 A 184.1341218.1255  263.2368296.2587 332.2197 366.2622 415.2845 500.40
SIO 1[')0 15'0 2[')0 25'0 3(')0 SELG 4['70 45'0 5(')0
mjz
TTEL1O M52 197.1529 @
] 95.0834
| 109.0993
197.152
T 81.0676
] 1|B 0579123.0785
— 95.0471 | 137.0546 151.1466
79.0521 93.0678 109-?523 123.1150 | 179.1423
1 | o1 ﬂslyj 105.0681 1210992 133.0994 151-|-13‘39 19815
R 77.0360 Rt 110.1025 127.0736 133 B
P.2362 | 97.1000 1[':3 153.[ | | [ 137.1313 151.1098 | . 13sa 179.1754 197.192)
: I L ik TR M B R [T L i L i
] EL 120 150 180
mfz
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S4.6. HRMS data of 12Z7.

B
000

7000

6000

5000

4000

3000

2000

1000

- B TTZL1O full scan ®
197.1530
120000 —
90000 —
60000 +
30000 219.1353
19B8.1566
4 170.1164 282.2799
95.0835 . 210.1095 280.2640
f.o7o6 0&8.5128 1511470 17" oggo21ae || 336.2533 415.2843 500.4107  563.5576 613.5068
o RE.F123 o . e .
5'0 llI)O 15I0 2(')0 25'0 360 3!‘\0 4(')0 45'0 5(')0 55'0 560 5?‘0
miz
] TTZL10 MS2 197.1528 @
] 95.0835 )
] 5 O
] 109.0994
1 81.0675
] 197.1528
1 113.0577
] 123.0791
] 95-0474 109.0627  123.1151
] 79.0517 | 107.0832 137.0940 151.1471 179.1426
] 119.0837
Il 51.0522 7 161.1310
] 83.0831 St oezz  hioiois TEnDes? | 198.1559
1 734088 | ] | - i 123.1305  137.1100 1571087 162.1345 197.2042
il Y I T LI b PTIET T i : . il
90 120 150 180
miz
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S4.7. HRMS data of 13E.

Spectrum from Terezinha@2017-10-09.wiff (sample 10) - EL1, Experiment 1, +TOF MS (50 - 500) from 0.517 to 0.534 min, subtracted by (Spectrum from Terezinha@2017-10-03.wiff (sample 1) - MeCN, Experiment 1, +TOF MS (50 - 600) from 0.501 to 0.625 min)
2251 2222794
2,05 4
1.825
1.625
145 1 2111690
2
@ 125
i}
E 1.0e5 4
8.0e4 4
8=t 1 283.2825
4024 1 280.2634
124.0864 2121722 2562632 - 453.1673
- 233.1508 I 301.1413
] 74,0613 150.1271 284.2925 337.2351 437.1935
20e4 1 600485 | 1029552 (125,1054 i | | 2?9’193°~,|| 202561 3 4132686 | 67021
DDeﬁ‘ ! ot ™ " e T T T 'y T l. e L s oL ——— —rtler = T T Tt ——— —l—e bl T .
60 70 80 90 100 110 120 130 140 150 160 170 180 190 200 210 220 230 240 250 260 270 280 290 300 310 320 330 340 350 360 370 380 390 400 410 420 430 440 450 460 470 480 490
Mass/Charge. Da
— @ Spectrum from Terezinha@2017-10-09_wiff ( le10) - EL1. Bxpen 2,+TOF MS"2 (100 - 500) from 0.522 min
Precursor- 2112 Da
O Theoretical Fragments
100% - ¥
90%
80% 4
S 0%
o
& 6%+
E 50% 4
=
z 40% |
o 30% 4
=
e 109.1010
10% 109.0645 113.0582 1231162 127.0959 165.1630
oo o 4 I e, , 1 s i : i)
100 105 110 115 120 125 130 135 140 145 150 155 1E0 1€5 170 175 120 125 1350 195 200 205 210
Mass/Charge, Da
N EL1 Fragments | Peaks )
- Mass/Charge Intensity (%) Assigned Error (Da)
108.0845 291 ]
S F o 109.1010 1425 ]
113.05%2 628 [
all L 122.0800 461 ]
I o 1231162 5.03 O]
CH, o 137.0859 627 ]
K | Ca 165.1630 517 =
1831582 373 ]
211.1695 100.00 ]
No fragments
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S4.8. HRMS data of 13Z.

= apo00

g TTZL11 full scan ®
35000 4 211.1690
30000
ZSODOL
ZUGDU:
lSCIDCl:
10000{ 233.1512
SOOD; 212.|1722
] |
q 113.0577 149.0219 217.1049
] 52.5322 84.9582105.9905130.1570 158.1525 205.0684| 231.0848 355.2663 252.2815 320.2556 350.2307
o 'I i Laruc a1 ol Lo bty Ll 1 Lol i ;
50 100 150 200 250 300 350
m/z
J TTZL11 M52 211.1690 @
3000 |
] 113.0580
2500 )6 ()
i 95.0834 O
2000 |
1500 —|
] 109.0893
1000 | 81.0677
] 211.169
137.0942
1 950475 100.0629 123.0786
500
1 79'ﬂ|5|18 123.1157 137.1311 165.1635
b 83,0470 93_115'71} 107.0837| 121.0988 133.0004 193.1589 213.10
1 iy ] y et 151.1119 -
h.3673 83.pg25 930781 | | 1150738 137.1204 193.1748 211.2244
i Ly [T T T Ll | ifl
T T T T T T
60 %0 120 150 180 210
myz
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S4.9. HRMS data of 14E.

Spectrum from Terezinha@2018-07-13 wiff (sample 8) - EL81. Experiment 1, +TOF MS (100 - 500) from 0.409 to 0.458 min. subtracted by ...subtracted by (Spectrum from Terezinha@2018-07-13.wiff (sample 1) - MeCN, Experiment 1, +TOF MS (100 - 500) from 0.397 to 0.494 min)
2.5e5
177.0897
2.0e5
1
T 1851075
8
= 1.0e5
5.0e4 178.0927
137.0967 (155‘"05 |’ 1950858 3311900
0. N h
110 120 130 140 150 160 170 180 190 200 210 220 230 240 250 260 270 280 290 300 310 320 330 340 350 360 370 380 390 400 410 420 430 440 450 460 470 480 490
Mass/Charge. Da
Found elemental compositions [[_Fnd ]| MS Detais | MSMS Details | Compound Details |
] ow MS result for C9H1502, [M+H]|
M | Fomnda . RDB ppm MS  MSMS gasn'fcs 13 Isotope cluster details Charge *+ summary for [M+H}+
i Ui | mosen Rl e )| Fe s Peak Use m/z %Intensity  Width * *
C9H1202 [155.1067 [30 [ 54 [ 1 | | [ nama | — Freem—" e 1554075
i : B : . B : : i Elements from | 4
Blementsto  [C50 H100 N20020CI i 50%
Mass tolerance (ppm) 10 156.1106
35
Intensity tolerance (%) 30 _/_ML-—____
HC/#heteroatoms greater than |0 | lon type: [M+HJ+ v 7 2addtionalions...
— @ Spectrum from Terezinha@2018-07-13_wiff (; le8) - EL81. E g 3.+TOF MS™2 (50 - 500) from 0.416 min
Precursor: 155.1 Da
QO Theoretical Fragments
100%
— 155.1073
= 80%
&
% 60%
‘g 0% 109.1019 137.0968
= 20% 67.0567 109.0653
22 . 79.0557 | 81.0714 95!:!499 [ 113_?604
55 60 65 70 75 80 85 90 5 100 105 110 115 120 125 130 135 140 145 150 155
Mass/Charge. Da
TT_EL81
N =
=
° - o Mass/Charge Intensity (%) Assigne Error (Da) Radical =
67.0567 13.81 F
3 | B 79.0557 255 ‘ = |=
T = CH; 81.0714 9.94 [¥] |[o0.002 [
0 95.0499 3.90 =] 0.001 =
1| Na 95.0864 2.86 ¥ |0.037 @]
107.0862 288 0.001 ]
K | ca cHy 105.0653 624 @ |o0037 Gl
NG In1a a1 98 5] nn7a [l =
Matches: 11 of 11 peaks, 100.0% of total intensity
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S4.10. HRMS data of 15E.

Spectrum from Terezinha@2018-02-05.wiff (sample 2) - L91, Experiment 1, +TOF MS (100 - 500) from 0.404 to 0.451 min, subtracted by (Spectrum from Terezinha@2018-02-05.wiff (sample 1) - MeCN, Experiment 1, +TOF MS (100 - 500) from 0.396 to 0.476 min)
3.0e5 211.0729
2.5e5
2 2.0e5
o
£ 155
1.0e5
- 1808 2120759 3991570
& 190.0936 400.1603
i / 257.1147 ’ -
3 110 120 130 140 150 160 170 180 190 200 210 220 230 240 250 260 270 280 230 300 310 320 330 340 350 360 370 380 390 400 410 420 430 440 450 460 470 480 450
Mass/Charge, Da
Found elemental compositions Find Any Find MS Details | MSMS Details | C d Detais
K] MS result summary for C12H1302, [M+H]
| F ki RDB ppm MS  MSMS  MsMS Isotope cluster details Charge *1 ~ ary M+H}+
okl pom Peak Use m/z % intensty  Width * .
cizH1202  [1890910 [70 [21 | 1 | | [nama T e 100% 1
Elemerts from | 5
Hemaristo ([CIOHSOOINI0. | 50%
Mass tolerance (ppm) [0 ] 190.0936
e—— -42
Intensity tolerance (%) |20 | _/'EEH\
HC/#Hheteroatoms greaterthan | ] lon type: [Ma+Hj« + «f 4addtionalions...
— @ Spectrum from Terezinha@2018-02-05_wiff (; le2) - L91. t 2. +TOF MS"2 (50 - 500) from 0.433 min
Precursor- 189.1 Da
© Theoretical Fragments
g 20
E o
fi=s 1
-g 40 128.0625 e b
= 20 nrows | | 2200
® 91.0555 = [ 1330648 171.0802
o I i ;
55 60 65 70 75 80 85 %0 95 100 105 110 115 120 125 130 135 140 145 150 155 160 165 170 175 180 185 '90 195
Mass/Charge. Da
& N L91 Fragments | Peaks I —
o P o Mass/Charge Intensity (%) Assigned Error (Da) =
91,0555 475 2] 0.001
S F 115.0547 1867 0.001 =
a Br 117.0703 19.21 [72] 0.000
o 127.0542 545 2 0.000
1 Na 128.0625 36.90 [
129.0400 219 7] 0.030
K | ca 129.0699 367 2] 0.000
/ 133 nean con 3] nnnn 2
Matches: 10 of 11 peaks, 85.2% of total intensity
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S4.11.

HRMS data of 16E.

Spectrum from Terezinha@2018-07-13.wiff (sample 7) - EL71. Experiment 1, +TOF MS (100 - 500) from 0.383 to 0.483 min, subtracted by ...subtracted by (Spectrum from Terezinha@2018-07-13.wiff (sample 1) - MeCN, Experiment 1, +TOF MS (100 - 500) from 0.397 to 0.494 min)

3.0e4 \245.0355
2.5e4
2230533
% 2.0e4
8 E
£ 1.5e4 247.0328
1.0e4 I225.050!5
246.0389
50e3 2240565 \
2260535 || 248.0359 4371
0.0e0M, P . i " imsirnll N - . . ——r m— v .
110 120 130 140 150 160 170 180 190 200 210 220 230 240 250 260 270 280 290 300 310 320 330 340 350 360 370 380 390 400 410 420 430 440 450 460 470 480 490
Mass/Charge, Da
Found elemental compositions MS Detais | MSMS Details | Compound Details |
1 MS result for C12H120201,
HE F e RDB MS  MSMS MSMS _ Isotope cluster details Charge *1 ~ summary for [M+H}+
: i gihackppm s b Peak Use m/z %Intensty Width + @ @
cizHoa  |2230520[70 |57 [ 1 | [ [nama] o i e e 100%
Bementsfom | | 5.
Bementsto  [CS0H100N2002001 50% 225050
48
Mass tolerance (ppm) 110 | i284(565 226.0535
Itensty toerance (%) 0| o I _3%oem
HC/#heteroatoms greaterthan |0 | lontype: [M+H}+ v JZMM_
— @ Spectrum from Terezinha@2018-07-13 wiff (- le7)- EL71. 2.+TOF MS™2 (50 - 500) from 0.415 min
Precursor: 2231 Da
© Theoretical Fragments
100%
- 223,052
= 80%
5w
= ) 1420781
2 40% 1410704 177.0470
. LU ¢ e I e 167.0263 1950213 2050418
oA : ‘ i I [£
€0 70 80 %0 100 110 120 130 140 150 160 170 180 130 200 210 230
Mass/Charge, Da
c [ |TeE .
o P o] Mass/Charge Intensity (%) Assigne Error (Da) Radical ~
115.0545 14.92 0.000 ]
s |F 116.0627 882 0.001 E
P 1410704 277 @ |0024 B
o 142.0781 2491 @ | 0000 = |-
i |'na 1490156 1193 @ | 0000 Bl
1510313 1363 @ | 0000 B
K |ca 167.0263 7.08 @ |0.000 B
a 177 0AT0 23 oR 2] nnon =) i
Matches: 11 of 11 peaks, 100.0% of total intensity
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S4.12. HRMS data of 17E.

Spectrum from Terezinha@2017-10-03.wiff (: le2)- L41. E 1, +TOF MS (50 - 600) from 0.469 to 0.563 min, subtracted by (Spectrum from Terezinha@2017-10-09.wiff (sample 1) - MeCN, Experiment 1, +TOF MS (50 - 600) from 0.501 to 0.625 min)
1.1
300 | 281.0509
2.5e4
2.0e4
2
2
2 15e4]
1.0e4 1 147.0656 355.0704
1420773. o~ 2820517
Gis ] 116.0621 143.0845 ' seeooan || 2830492 2832 3410182 | 355700
> | | : L l ( 415.0364 541.1199
0.0e0 . I } : S — L . . ., . TP N N . y y y h y
80 100 120 140 160 180 200 220 240 260 280 300 320 340 360 380 400 420 440 460 480 500 520 540 560 580
Mass/Charge. Da
— @ Spectrum from Terezinha@2017-10-09.wiff (: le2)-L41.E 3.+TOF MS™2 of 267.0 (50 - 300) from 0.508 to 0.601 min
O Theoretical Fragments
100% -
0% 116'?621 1420776
. 1410697
80%. 1 128.0698
T 70%
& . 1150843 1430854
= il 1280620 :
3 o :
g 40% |
* 30% | 1600517 4730596 267.0016
20% 1 132.0572 188.0830
1270529 170.0725
10% 4 i s H l 1 210.9749 2209961 238.9701
0% L " Gl Nin I L Jope 18 . s | | L
60 70 80 100 110 120 130 140 150 160 170 180 190 200 210 220 230 240 250 260 270 280 2%0
Mass/Charge, Da
c | n | i | Peaks |
o P Mass/Charge Intensity (%) Assigned Error (Da)
155.0491 511 @ |o0.100
s | F o 60.0 = -
. 168.9643 6.15 ¥ | 0.000
170.0725 826 [
i |Na 173.059 2699 @ | 0.000
o 188.0830 16.85 B
K |ca 192.9641 7.7 = |0.001
2109749 5298 @ | 0000
2209961 751 @ | 0.000
Br / 238.9701 569 0.000
267.0016 27.98 @ | 0.000
Matches: 13 of 20 peaks, 54.6% of total intensity
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S4.13. HRMS data of 18E

Spectrum from L51E_liquido@23ago21.wiff (sample 1) - L51E_liquido@23ago21, Experiment 1, +TOF MS (100 - 2000) from 0.462 to 0.518 min

233

8e5 2550632

7e5

6e5

2 b 487371

3eb

fes 34.0840 256.0669 4881405

0:2' l g | ! I3 sl |

210 220 230 240 250 260 270 280 290 300 310 320 330 340 350 30 370 380 330 400 410 420 430 440 450 460 470 480 490 500
Mass/Charge, Da
Found elemental compositions WS Details | MSMS Details | Compound Details |
1 - MS it for C13H1304, [M+H
B | Faaita w0 RDB ppm :asnk M?ﬂMS Mﬂfms i Isotope cluster details Charge + result summary for [M+H]+
= | Peak Use m/z Litensty Widh ~ @ ]
C13H1204 zaoes[eo [ 11 [ 1 [raen] 1 [nema]| FooroT T T~ 100% 234811
Elements from 7
Elementsto  |C200 H300 020 50%
Mass tolerance (ppm) 10 234.0840
s -1.0 ppm
Intensity tolerance (%) 20 /&E\uﬁh_
HC/#heteroatoms greaterthan |0 lon type: [M+H]+ v J 5 additional ions...
c N Angelo, selected compesition: Cy3H,,0,% (233.0808 Da) Fragments | Peaks

= |

Mass/Charge Intensity (%) Assign Error (Da) Radical =

8
= ) ) ] 5

o]
187.0737 2664 0.002
S F 189.0547 1850 0.000
a | B 4] 203.0703 2040
L] 205.04328 36.60 0.000
| Na > 215.0701 2024 0.000
233.0810 50.18 0.000
=R ] m@
| -

Matches: 32 of 33 peaks, 99.0% of total intensity

— @ Spectrum from L51E_liquido@23ago21.wiff (sample 1) - L51E_liquido@23aga21. Experiment 2. +TOF MS"2 (50 - 2000) from 0.469 min
Precursor: 233.1 Da. CE10.0
O Theoretical Fragments
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S4.14. HRMS data of 19E.

Spectrum from Terezinha@2018-07-13.wiff (sample 5) - L2, Experiment 1, +TOF MS (100 - 500) from 039] to 0.485 min, subtracted by (S...subtracted by (Spectrum from Terezinha@2018-07-13.wiff (sample 1) - MeCN, Experiment 1, +TOF MS (100 - 500) from 0.357 to 0.494 min)

9
0779
Sed 234
Ted
> Bed
= ded
3ed
264 235.0810 2By
Tet 7060 80007 g
110 120 130 140 150 160 170 180 190 200 210 220 230 240 250 260 270 280 290 300 310 320 330 340 350 360 370 380 390 400 410 420 430 440 450 460 470 480 490
Mass/Charge, Da
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+ MS resul for C13HENS,
Ht  F g RDB ppm g;;-k MSMS ms Found Isotope cluster details Charge *! ¥ summary for [M+H]+
pen | Peak Use m/z %intensty Widh + @
C13H7NS 2340774 130 | 20 |1Q) NANA || —— T rE—— 100% 334 779
2 [C12H1INO4 2340761 (80 | 78 [1Q2) NA/NA Elemerts from | ]
Elementsto  |C50 H100N20020C1 | 50%
1 | 235.0810
Mass tolerance (ppm) {10 \ : _
Intensity tolerance (%) [3 ] )ﬁ@\ 2dpoac ;
#C/theterostoms greaterthan |0 | lontype: [M+H}+ v« 2addtionalions..
—-—® from T 2018-07-13 wiff -2, 2.+TOF MS™2 (50 - 500) from 0.423 min
Precursor: 234.1 Da
© Theoretical Fragments
100%
. 2349775
g 80%
= 60%
> s 129.0703 143.0858
§' 40% 128.0625 1420781 | 141.0704 ——
= 20% 116.0626 | : 188.0833
32 1 I . I 160.?523 21 71])‘737
e €0 70 80 %0 100 110 120 130 140 150 160 170 180 150 200 210 220 230
Mass/Charge, Da
& [l [ 5 | Fragments | Peaks | =
o P Mass/Charge Intensity (%) Assigne Error (Da) Radical =
115.0548 12.22 @ |o0.001 G
s F \ 116.0626 14.87 0.013 B =
a & o 128.0625 2159 @ |o0013 (]
129.0703 40.04 [@ | 0.000 ]
e o 141.0704 2257 ¥ |0001 [l
= \N* / 1420781 2561 0013 [l
K | Ca 143.0858 44.16 ] 0.000 ]
| _1ENNE22 711 [} nnia [} 25
o Matches: 12 of 12 peaks, 100.0% of total intensity
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S5.1. GC-MS data of 10E.

Purity: 98.1 %
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S5.2. GC-MS data of 10Z.
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S5.3. GC-MS data of 11E.

1,000,000
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35

Purity: 99.6 %
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S5.4. GC-MS data of 11Z.

x1,000,000)
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Purity: 98.9 %

Line#:1 R.Time:9.975(Scan#:598)
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S5.5. GC-MS data of 12E.
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S5.6. GC-MS data of 12Z.
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Purity: 82.3 %
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S5.7. GC-MS data of 13E.
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S5.8. GC-MS data of 13Z.

Purity: 98.8 %
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S5.9. GC-MS data of 14E.
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S5.10. GC-MS data of 15E.
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S5.11. GC-MS data of 16E.

Purity: 99.9 %
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S5.12. GC-MS data of 17E.
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S5.13. GC-MS data of 18E.
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S5.14. GC-MS data of 19E.

Purity: 99.9 %
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S5.14. GC-MS data of 20.
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