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Fig. S1. 4-Acryloyloxy-2,2,6,6-tetramethylpiperidine-1-oxyl (3) + CgHsHNH,, *H
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Fig. S2. 4-Acryloyloxy-2,2,6,6-tetramethylpiperidine-1-oxyl (3) + CgHsHNH,, *C

NMR
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! File Name
Creation Date/Time
File Type

File Source

File Title

Operator

Notes

: 1915/C1

Instrument : AMD 604
: B. Wantusiak
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Fig. S4. 4-Acryloyloxy-2,2,6,6-tetramethylpiperidine-1-oxyl (3), IR
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Fig. S5. 2,2,6,6-Tetramethyl-1-oxyl-4-piperidyl 3-E-phenylacrylate (5a) +
CeHsHNH,, *H NMR
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Fig. S6. 2,2,6,6-Tetramethyl-1-oxyl-4-piperidyl 3-E-phenylacrylate (5a) +
CsHsHNH,, *C NMR
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File :C:\msdchem\1\data\lipiec2012\BS\JZ_2021_C4.D
Operator : A. Kielczewska

Acquired :13Jul2012 9:44 using AcqMethod DI250.m
Instrument :  SIS_DIP-59758

Sample Name: 2021/C4

Misc Info :

Vial Number: 1

Abundance Scan 65 (0.432 min): JZ_2021_C4.D\data.ms
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Fig. S7. 2,2,6,6-Tetramethyl-1-oxyl-4-piperidyl 3-E-phenylacrylate (5a), EI MS
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Fig. S8. 2,2,6,6-Tetramethyl-1-oxyl-4-piperidyl 3-E-phenylacrylate (5a), IR
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Fig. S9. 2,2,6,6-Tetramethyl-1-oxyl-4-piperidyl 3-E-(4-methylphenyl)acrylate (5b)
+ CsHsNHNH,, 'H NMR
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Fig. S10. 2,2,6,6-Tetramethyl-1-oxyl-4-piperidyl 3-E-(4-methylphenyl)acrylate
(5b) + CsHsNHNH,, *C NMR
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Fig. S11. 2,2,6,6-Tetramethyl-1-oxyl-4-piperidyl 3-E-(4-methylphenyl)acrylate (5b), El

MS
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Fig. S12. 2,2,6,6-Tetramethyl-1-oxyl-4-piperidyl 3-E-(4-methylphenyl)acrylate

(5b), IR
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Fig. S13. 2,2,6,6-Tetramethyl-1-oxyl-4-piperidyl 3-E-(3,4-dichlorophenyl)acrylate
(5¢) + CgHsNHNH,, *H NMR
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Fig. S14. 2,2,6,6-Tetramethyl-1-oxyl-4-piperidyl 3-E-(3,4-dichlorophenyl)acrylate
(5¢) + CeHsNHNH,, 13C NMR
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File  :C:\msdchem\1\data\czerwiec 2012\BS\JZ_2013_C4_.D
Operator : A. Kielczewska
Acquired : 25 Jun 2012 12:28
Instrument :  SIS_DIP-5975B
Sample Name: 2013/C4

Misc Info :

Vial Number: 1

using AcqMethod DI250.m

Abundance Scan 249 (1.406 min): JZ_2013_C4_D\data ms
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Fig. S15. 2,2,6,6-Tetramethyl-1-oxyl-4-piperidyl 3-E-(3,4-dichlorophenyl)acrylate (5c¢),
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Fig. S16. 2,2,6,6-Tetramethyl-1-oxyl-4-piperidyl 3-E-(3,4-dichlorophenyl)acrylate

(5c), ESI MS
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Fig. S17. 2,2,6,6-Tetramethyl-1-oxyl-4-piperidyl 3-E-(3,4-dichlorophenyl)acrylate (5c¢),
IR
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Fig. S18. 2,2,6,6-Tetramethyl-1-oxyl-4-piperidyl 3-E-(4-methoxyphenyl)acrylate
(5d) + CeHsNHNH,, *H NMR

41868-13C

2022/C4

129,939
gty
—112-9%8

Boiee et s Yesi e s
Acq: tine 1,498 se =
Width 12998.7 M. -
repetitions
OBSERVE C13, 50.2812824 MHZ
DECOUPLE M1, 199.9662188 MHZ
Power 28 db
inuously
AT sedutatad
DATA PROCESSING
1i broadening 2.0 H:
FT size 65536
28
€S
ds =
o= 3
0 = s
2
OCH; . " kI
z o ain g 3
+ PhNHNH, s 3 ‘ 33z 2 3
= = e »
| 3 &} ENE |
. ‘ 4
5d O NI
© Y
8 s
~ -
o ]
e = 254
ERRARY
w8 |
m ‘
’ | ]

Ll !

[l I |
" ' A il e &m.n.u b D flbia sl o

L L0 L L AL B M A sl LSy ki
240 220 200 180 160 140 120 100 80 60 a0 20 o 'ppn

Fig. S19. 2,2,6,6-Tetramethyl-1-oxyl-4-piperidyl 3-E-(4-methoxyphenyl)acrylate
(5d) + CeHsNHNH,, *C NMR
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File
Operator : A Kielczewska

:C:\msdchem\1\data\lipiec2012\BS\Z_2022_C4.D

Acquired : 27 Jul 2012 12:22  using AcgMethod DI250.m

Instrument :  SIS_DIP-59758
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Fig. S20. 2,2,6,6-Tetramethyl-1-oxyl-4-piperidyl 3-E-(4-methoxyphenyl)acrylate (5d), El

MS
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Fig. S21. 2,2,6,6-Tetramethyl-1-oxyl-4-piperidyl 3-E-(4-methoxyphenyl)acrylate

(5d), ESI MS
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Fig. S22. 2,2,6,6-Tetramethyl-1-oxyl-4-piperidyl 3-E-(4-methoxyphenyl)acrylate (5d),
IR
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Fig. S23. 2,2,6,6-Tetramethyl-1-oxyl-4-piperidyl 3-E-(2-nitrophenyl)acrylate (5€)
+ CsHsNHNH,, 'H NMR
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Fig. S24. 2,2,6,6-Tetramethyl-1-oxyl-4-piperidyl 3-E-(2-nitrophenyl)acrylate (5e)
+ CsgHsNHNH,, *C NMR
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File :C:\msdchem\1\data\lipiec2012\BS\JZ_218_C5.D
Operator : A Kielczewska

Acquired : 27 Jul 2012 10:42  using AcgMethod DI250.m
Instrument :  SI§,_DIP-5975B

Sample Name: 2/8_C5

Misc Info :

Vial Number: 1

Abundance Scan 627 (3.408 min): JZ_218_C5.D\data.ms
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Fig. S25. 2,2,6,6-Tetramethyl-1-oxyl-4-piperidyl 3-E-(2-nitrophenyl)acrylate (5e), El

MS

Fig. S26. 2,2,6,6-Tetramethyl-1-oxyl-4-piperidyl 3-E-(2-nitrophenyl)acrylate (5e), ESI
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Fig. S27. 2,2,6,6-Tetramethyl-1-oxyl-4-piperidyl 3-E-(2-nitrophenyl)acrylate (5e),
IR
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Fig. S28. 2,2,6,6-Tetramethyl-1-oxyl-4-piperidyl 3-E-(3-nitrophenyl)acrylate (5f) +

CeHsNHNH,, *H NMR
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Fig. S29. 2,2,6,6-Tetramethyl-1-oxyl-4-piperidyl 3-E-(3-nitrophenyl)acrylate (5f) +

CeHsNHNH,, *C NMR
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File :C:\MSDCHEM\1\DATA\LIPIEC2012\BS\Snapshot\JZ_2019_C3.D
Operator : A Kelczewska

Acquired : 6Jul 2012 15:09 using AcqMethod DI250.m

Instrument :  SIS_DIP-59758

Sample Name: 2019/C3

Misc Info :
Vial Number: 1
Abundance Scan 616 (3.348 min): JZ_2019_C3 Didata.ms
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Fig. S30. 2,2,6,6-Tetramethyl-1-oxyl-4-piperidyl 3-E-(3-nitrophenyl)acrylate (5f), El
MS
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Fig. S31. 2,2,6,6-Tetramethyl-1-oxyl-4-piperidyl 3-E-(3-nitrophenyl)acrylate (5f), ESI
MS
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Fig. S32. 2,2,6,6-Tetramethyl-1-oxyl-4-piperidyl 3-E-(3-nitrophenyl)acrylate (5f),

IR
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A8667-14
2023/C3
P\Hu s-uue nce: s2pul

—1.250

vent: COC13
Rebrent tammarats
UNTTYRIuS 208 var1anz00"

Pulse 50.5 degrees

32 repetitio
OBSERVE _ H1, xn 9652125 WMz
DATA PROCESSING
FT size 32768

0.000

T / T

= R . - . .
8 7 6 5 a 3 ppm
= N e J e ]
20.00 13.27 81.77 50.71 25.1.\ I7A5’ ll.l‘
37.95  §7.3% 12.22 109.63 30.43 145.58

Fig. S33. 2,2,6,6-Tetramethyl-1-oxyl-4-piperidyl 3-E-(4-nitrophenyl)acrylate (5g)
+ CsHsNHNH,, 'H NMR

A1667-15C

2023/C3

Pulse Sequence: s2pul
Solvents coc13

fabient temperatur
UNTTYpTus 306 “var janz00n

12918
128 845

u

Relax. delay 1.500 sec

OBSERVE. Ci3  50.2812828 WHz
DECOUPLE H1, 199.9662185 MHZ

Pover 28 o
cont ins l
GALTZ 36 modutated
DATA PROCESSING
Uina broadening 2.0 Hz (o} =z
£i'Fize 05556
I >L)j< i

+ PhNHNH,

5g O

——124.369

44.015

122.886

— \_76.608
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ey T
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Fig. S34. 2,2,6,6-Tetramethyl-1-oxyl-4-piperidyl 3-E-(4-nitrophenyl)acrylate (59g)
+ CsgHsNHNH,, *C NMR
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File  :C:\msdchem\1\datallipiec2012\BS\JZ_2023_C5.D
Operator : A Kielczewska

Acquired :27 Jul 2012 12:39 using AcgMethod DI250.m
Instrument :  SIS_DIP-5975B

Sample Name: 2023_C5

Misc Info :
Vial Number: 1
Abundance Scan 623 (3.386 min): JZ_2023_C5.D\data.ms
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Fig. S35. 2,2,6,6-Tetramethyl-1-oxyl-4-piperidyl 3-E-(4-nitrophenyl)acrylate (5g), El
MS
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Resolution 1 cm-1
Accumulation 30
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Fig. S36. 2,2,6,6-Tetramethyl-1-oxyl-4-piperidyl 3-E-(4-nitrophenyl)acrylate (5g),
IR
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41305-14
2015/C24C3

—1.281
10284

Pulse 0.6 degrass

Acg. time 3.744 sec

vidth 4000.0 Nz

32 repetitions

OBSERVE - H1: 199.9652137 Wiz
SSiNG

DATA PROCE!
FT size 32768

,—6.856

2.508

CH

+ PhNHNH,

-9.000

|
sho"

\G

fy._‘_JﬂJUU lulj AM_JLA_J WJM}J'JJ (W_L

T T T T T T T T
8 6 5 4 3 2 1 ppm
L S - — S e
10.8.51 11.87  118.30 14.76 X .
s.26 11.00 67.10 10.72 105.43 21.45 107.33

Fig. S37. 2,2,6,6-Tetramethyl-1-oxyl-4-piperidyl
3-E-(2-methyl-4-nitrophenyl)acrylate (5h) + CgHsNHNH,, *H NMR
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Fig. S38. 2,2,6,6-Tetramethyl-1-oxyl-4-piperidyl
3-E-(2-methyl-4-nitrophenyl)acrylate (5h) + CsHsNHNH,, *C NMR
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2025/C2-C3; J. Zakrzewski 20-Aug-2012 14:28:13
operator: Marian Olejnik
ia_jz2111 54 (6.977) Cn (Cen,1, 100.00, Ht); Sm (Mn, 2x3.00); Cm (54:59) Magnet El+
- 124.1 6.34e4)
109.1
190.1
140.1 f CH,
* i
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144.1 5h
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i 192.1 3312 , 23

il ‘ L L AL L et amazen  TE2 282 g, | |03 e
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Fig. S39. 2,2,6,6-Tetramethyl-1-oxyl-4-piperidyl

3-E-(2-methyl-4-nitrophenyl)acrylate (5h), EI MS
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Resolution 1 cm-1

Accumulation 30
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Date/Time 112-07-02 13:02

Fig. S40. 2,2,6,6-Tetramethyl-1-oxyl-4-piperidyl
3-E-(2-methyl-4-nitrophenyl)acrylate (5h), IR
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44504-14
2018/C2

Pulse Sequence:
Solvent: COC13
Ambient temper:
UNITYplus-200

s2pul

Pulse 60.6 deg:
cq. time 3.
width 4000.0 Hz

32 repetitions
OBSERVE _ H1, 199.9652125 NHZ
DATA PROCESSING
FT size 32768
g8
e
gz 82
2% ee

1.287

/_1.265

\‘ o Ci §
. ! )
§ [} —d
’ ¢ NO, g
’ + PhNHNH, I
5i é
_____UML/«' d LHMU_JL,_ #/\w'ﬂdv’uh'
R S S ; : i e
Fig. S41. 2,2,6,6-Tetramethyl-1-oxyl-4-piperidyl
3-E-(2-chloro-4-nitrophenyl)acrylate (5i) + C¢HsNHNH,, *H NMR
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Fig. S42. 2,2,6,6-Tetramethyl-1-oxyl-4-piperidyl

3-E-(2-chloro-4-nitrophenyl)acrylate (5i) + CsHsNHNH,, *C NMR
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File :C:\msdchem\1\data\lipiec2012\BAWZ_2016_C2.D
Operator : A Kelczewska

Acquired : 6Jul 2012 11:07  using AcqMethod DI250.m
Instrument :  SIS_DIP-5975B

Sample Name: 2016/C2

Misc Info :

Vial Number: 1

Abundance Scan 434 (2.385 min): JZ_2016_C2 Didata.ms
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Fig. S43. 2,2,6,6-Tetramethyl-i-oxyl-4-piperidyl
3-E-(2-chloro-4-nitrophenyl)acrylate (5i), EI MS
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Fig. S44. 2,2,6,6-Tetramethyl-1-oxyl-4-piperidyl
3-E-(2-chloro-4-nitrophenyl)acrylate (5i), ESI MS
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Sample Name 2016/C2 (0,7mg/270mg KBr)
Resolution 1 cm-1

Accumulation 30

Apodization Cosine

Date/Time 112-07-06 13:36

Fig. S45. 2,2,6,6-Tetramethyl-1-oxyl-4-piperidyl
3-E-(2-chloro-4-nitrophenyl)acrylate (5i), IR
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