Supporting Information

for

Reactions of nitroxides XIII: Synthesis of the Morita—Baylis—Hillman

adducts bearing a nitroxyl moiety using 4-acryloyloxy-2,2,6,6-
tetramethylpiperidine-1-oxyl as a starting compound, and DABCO and

quinuclidine as catalysts

Jerzy Zakrzewski

Address: Institute of Industrial Organic Chemistry, Annopol 6, 03-236 Warsaw, Poland

Email: Jerzy Zakrzewski - zakrzewski@ipo.waw.pl

Detailed spectrographic data



3, 4-Acryloyloxy-2,2,6,6-tetramethylpiperidine-1-oxyl, EIMS

| File Name E: \Inna\lA Wamumeso ms2 o
Creation Date/Time ~ : 11-03-08 at 12:34:18
| Fg&e Type ¢ Lo-Res Data - Ctd (Magnet)
File Source : Acquired on MASPEC II:ynem(II:!ZmDB]
File Title 1915/C1 (El 70eV 33-800)
Operator 3 Mdgorznlasrela
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: B. Wemusiak
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3, 4-Acryloyloxy-2,2,6,6-tetramethylpiperidine-1-oxyl, IR
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5a, 4-(2-(n-Butylhydroxymethyl)acryloyloxy)-2,2,6,6-tetramethylpiperidine-1-oxyl, R=n-C4Hg, EIMS

File Name E\Inne\IA_Warszawa\bw0672 ms2
Creation Date/Time 11-03-08 at 12:39.28

File Type Lo-Res Data - Ctd (Magnet)

File Source Acquired on MASPEC Il system [1132/89D9]
File Title 1895/C (El 70 eV 33-800)
Operator Maigorzata Grela

Instrument AMD 604

Notes B. Wantusiak

| SCAN GRAPH. Flagging Miz ase Peak
Scan 15#1:48. Entries=662. Base M/z=124.1. 100% Int.=40.1664. Temp =141
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5a, 4-(2-(n-Butylhydroxymethyl)acryloyloxy)-2,2,6,6-tetramethylpiperidine-1-oxyl, R=n-C,H,, IR
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5b, 4-(2-(t-Butylhydroxymethyl)acryloyloxy)-2,2,6,6-tetramethylpiperidine-1-oxyl, R=t-C,Hq, EIMS

!
File Name ENnnelIA_Warszawa\bw0673.ms2 ‘
Creation Date/Time 11-03-07 at 12:09:56
File Type Lo-Res Data - Ctd (Magnet) |
File Source Acquired on MASPEC Il system [1132/990D9)
File Title 1902/C1 (El 70 eV 33-800)
Operator Malgorzata Grela [
Instrument AMD 604
Notes B. Wantusiak 1

SCAN GRAPH Flagging: Mz. Highlighting Peak
100 Scan 2#4:15. Entries=736. Base M/2=124.1. 100% Int.=40.6016. Temp =127
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5b, 4-(2-(t-Butylhydroxymethyl)acryloyloxy)-2,2,6,6-tetramethylpiperidine-1-oxyl, R=t-C4;H,, IR
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5c¢, 4-(2-(Trichloromethylhydroxymethyl)acryloyloxy)-2,2,6,6-tetramethylpiperidine-1-oxyl, R=CCl;, EIMS

File Name E\lnnellA_Warszawa\bw0671.ms2
Creation Date/Time 11-03-07 at 13:46:03
File Type Lo-Res Data - Ctd (Magnet)
File Source Acquired on MASPEC Il system [1132/99D8)]
File Title 1898/C1 (El 70eV 33-800)
Operator Malgorzata Grela
Instrument AMD 604
Notes B. Bislecka- | {Coturedl
SCAN GRAPH. Flagging Miz ing=Base Peak
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5S¢, 4-(2-(Trichloromethylhydroxymethyl)acryloyloxy)-2,2,6,6-tetramethylpiperidine-1-oxyl, R=CCls, IR
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5d, 4-(2-(Phenylhydroxymethyl)acryloyloxy)-2,2,6,6-tetramethylpiperidine-1-oxyl, R=C¢Hs, EIMS

File Name E\Inne\lA\z0560 ms2

Creation Date/Time 09-05-20 at 12:04:56

File Type Lo-Res Data - Ctd (Magnet)

File Source Acquired on MASPEC Il system [1132/89D9]
File Title 1804/C2 (El 70 eV 33-1000)

Operator Marian Olejnik

Instrument AMD 604

Notes J. Zakrzewski

SCAN GRAPH, Flagging=Nominal M/z. Highlighting=Base Peak
100 S¢an 41#9:26. Enlries=858. Base Miz=124.2. 100% Int.=67.1488. Temp =181
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5d, 4-(2-(Phenylhydroxymethyl)acryloyloxy)-2,2,6,6-tetramethylpiperidine-1-oxyl, R=CgsHs, IR
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5d, 4-(2-(Phenylhydroxymethyl)acryloyloxy)-2,2,6,6-tetramethylpiperidine-1-oxyl, R=CsHs;
'H NMR: 5d reduced in situ with CsHsNHNH, in an NMR tube
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5d, 4-(2-(Phenylhydroxymethyl)acryloyloxy)-2,2,6,6-tetramethylpiperidine-1-oxyl, R=CsHs;
3¢ NMR: 5d reduced in situ with CsHsNHNH, in an NMR tube
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5d, 4-(2-(Phenylhydroxymethyl)acryloyloxy)-2,2,6,6-tetramethylpiperidine-1-oxyl, R=C¢Hs;
3¢ NMR, DEPT 135°: 5d reduced in situ with CsHsNHNH, in an NMR tube
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Se, 4-(2-((4-Methylphenyl)hydroxymethyl)acryloyloxy)-2,2,6,6-tetramethylpiperidine-1-oxyl, R=4-CH3;CsHj,,
EIMS

File Name E:\lnne\lA_Warszawa\bw0866 ms2
Creation Date/Time 11-03-07 at 14:06:36
File Type Lo-Res Data - Ctd (Magnet)
File Source Acquired on MASPEC Il system [1132/99D]
File Title 1890/C1 (El 70eV 33-800)
Operator Malgorzata Grela
Instrument AMD 604
Notes B. Bietetka- | 4. fun, o
SCAN GRAPH, Flagging Miz ing=Base Peak
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Se, 4-(2-((4-Methylphenyl)hydroxymethyl)acryloyloxy)-2,2,6,6-tetramethylpiperidine-1-oxyl, R=4-CH3C¢H,, IR
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5f, 4-(2-((4-Methoxyphenyl)hydroxymethyl)acryloyloxy)-2,2,6,6-tetramethylpiperidine-1-oxyl, R=4-CH;0CgHy,,
EIMS

File Name Einne\lA_Warszawa\bw0669.ms2
Creation Date/Time 11-03-08 at 13:27:05
File Type Lo-Res Data - Ctd (Magnet)
File Source Acquired on MASPEC | system [1132/99D8)
File Title 1904/C3 (El 70 eV 33-800)
Operator Malgorzata Grela
Instrument AMD 604
Notes B. Wantusiak
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51, 4-(2-((4-Methoxyphenyl)hydroxymethyl)acryloyloxy)-2,2,6,6-tetramethylpiperidine-1-oxyl, R=4-CH3;OC¢H,,
IR
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5g, 4-(2-((4-Fluorophenyl)hydroxymethyl)acryloyloxy)-2,2,6,6-tetramethylpiperidine-1-oxyl, R=4-FC¢H,4, EIMS

File Name E:\Inne\lA_Warszawa\bw0668 ms2
Creation Date/Time 11-03-08 at 13:17:34

File Type Lo-Res Data - Ctd (Magnet)

File Source Acquired on MASPEC Il system [1132/99D9]
File Title 1885/C2 (El 70 eV 33-800)
Operator Malgorzata Grela

Instrument AMD 604

Notes B. Wantusiak
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5g, 4-(2-((4-Fluorophenyl)hydroxymethyl)acryloyloxy)-2,2,6,6-tetramethylpiperidine-1-oxyl, R=4-FCgH,, IR
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5h, 4-(2-((4-Bromophenyl)hydroxymethyl)acryloyloxy)-2,2,6,6-tetramethylpiperidine-1-oxyl, R=4-BrCg¢H,,
EIMS

File Name ENInneVA_Warszawa\bw0667 ms2
Creation Date/Time 11-03-07 at 14:16:47

File Type Lo-Res Data - Ctd (Magnet)

File Source Acquired on MASPEC |l system [1132/9D8]
File Title 1920/C2-C5 (EI 70 eV 33-800)
Operator Malgorzata Grela

Instrument AMD 604

Notes B. Wantusiak

SCAN GRAPH. Flagging=Nominal M/z. Highlighting=Base Peak
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5h, 4-(2-((4-Bromophenyl)hydroxymethyl)acryloyloxy)-2,2,6,6-tetramethylpiperidine-1-oxyl, R=4-BrC¢H,, IR
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5i, 4-(2-((4-Trifluoromethylphenyl)hydroxymethyl)acryloyloxy)-2,2,6,6-tetramethylpiperidine-1-oxyl, R=4-
CF3C¢Hy4, EIMS

File Name E:\lnne\lA_Warszawa\bw0866 ms2
Creation Date/Time 11-03-07 at 14:06:36
File Type Lo-Res Data - Ctd (Magnet)
File Source Acquired on MASPEC Il system [1132/99D]
File Title 1890/C1 (El 70eV 33-800)
Operator Malgorzata Grela
Instrument AMD 604
Notes B. Bietetka- | 4. fun, o
SCAN GRAPH, Flagging Miz ing=Base Peak
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Low Resolution W/z

5i, 4-(2-((4-Trifluoromethylphenyl)hydroxymethyl)acryloyloxy)-2,2,6,6-tetramethylpiperidine-1-oxyl, R=4-
CF3C¢H,, IR
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5j, 4-(2-((3,5-Bis(trifluoromethyl)phenyl)hydroxymethyl)acryloyloxy)-2,2,6,6-tetramethylpiperidine-1-oxyl,
R:3,5'd|'CF3C6H3, EIMS

File Name E\Inne\lA_Warszawa\bw0665.ms2

Creation Date/Time 11-03-08 at 14:46:28
File Type Lo-Res Data - Ctd (Magnet)
File Source Acquired on MASPEC Il system [1132/0909)
File Title 1888/C2 (E! 70 eV 33-800)
Operator Malgorzata Grela
Instrument AMD 604
Notes B. Wantusiak
SCAN GRAPH. Flagging M/z. Highligl Peak
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5j, 4-(2-((3,5-Bis(trifluoromethyl)phenyl)hydroxymethyl)acryloyloxy)-2,2,6,6-tetramethylpiperidine-1-oxyl,
R=3,5-di-CF;C¢H3, IR
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5Kk, 4-(2-((4-Nitrophenyl)hydroxymethyl)acryloyloxy)-2,2,6,6-tetramethylpiperidine-1-oxyl, R=4-NO,C¢H,,
EIMS

File Name EA\lnne\lA_Warszawa\bw0664 ms2
Creation Date/Time 11-03-08 at 13:53:52

File Type Lo-Res Data - Ctd (Magnet)

File Source Acquired on MASPEC Il system [1132/99D8]
File Title 1894/C2 (El 70 eV 33-800)
Operator Malgorzata Grela

Instrument AMD 8604

Notes B. Wantusiak

SCAN GRAPH. Flagging Miz. t Peak
100 Scan 31#3:44. Entries=691. Base M/z=108.2. 100% Int.=43.9206. Temp =249
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5k, 4-(2-((4-Nitrophenyl)hydroxymethyl)acryloyloxy)-2,2,6,6-tetramethylpiperidine-1-oxyl, R=4-NO,C¢H,, IR
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51, 4-(2-((2,4-Dinitrophenyl)hydroxymethyl)acryloyloxy)-2,2,6,6-tetramethylpiperidine-1-oxyl, R=2,4-di-
NO,C¢Hs, EIMS

File Name E\lnnellA_Warszawa\bw0663 ms2
Creation Date/Time 11-03-08 at 14:27:04

File Type Lo-Res Data - Ctd (Magnet)

File Source Acquired on MASPEC Il system [1132/99D8)
File Title 1899/C5-9 (El 70 eV 33-800)
Operator Malgorzata Grela

Instrument AMD 604

Notes B. Wantusiak

SCAN GRAPH. Flagging=Nominal M/z. Highlighting=Base Peak
100 S¢an 31#3:44. Entries=068, Base Mz=124.1. 100% Int.=62.1824. Temp =225
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Low Resolution M/z

51, 4-(2-((2,4-Dinitrophenyl)hydroxymethyl)acryloyloxy)-2,2,6,6-tetramethylpiperidine-1-oxyl, R=2,4-di-
NO,CeHs, IR
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5m, 4-(2-((3-Pyridyl)hydroxymethyl)acryloyloxy)-2,2,6,6-tetramethylpiperidine-1-oxyl,

File Name
Creation Date/Time
File Type

File Source

File Title
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Notes

SCAN GRAPH. Flagg
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1893/C3 (El 70 eV 33-800)
Malgorzata Grela

AMD 604

B. Wantusiak
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180

109 on 9
L | (0]
N
124 N
5m
!
oe
CigHasN,0,, M=333
333
154
80
247 =
| W L
100 150 250 300 350

200
Low Resolution M/z

R=3-pyridyl, EIMS

400

5m, 4-(2-((3-Pyridyl)hydroxymethyl)acryloyloxy)-2,2,6,6-tetramethylpiperidine-1-oxyl, R=3-pyridyl, IR
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Accumulation 30
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Date/Time 109-05-12 11:20
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5n, 4-(2-((2-Furyl)hydroxymethyl)acryloyloxy)-2,2,6,6-tetramethylpiperidine-1-oxyl, R=2-furyl, EIMS

File Name ENInne\lA_Warszawa\bw0661 ms2
Creation Date/Time 11-03-08 at 12:49:14

File Type Lo-Res Data - Ctd (Magnet)

File Source Acquired on MASPEC Il system [1132/9909]
File Title 1896/CC5 (El 70eV 33-800)
Operator Malgorzata Grela

Instrument AMD 604

Notes B, Wantusiak

SCAN GRAPH. Flagging: | M/z. Highlighting Peak
100 Scan 29#3:29. Entries=714, Base M/z=124.1. 100% Int.=85.28. Temp =126.
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5n, 4-(2-((2-Furyl)hydroxymethyl)acryloyloxy)-2,2,6,6-tetramethylpiperidine-1-oxyl, R=2-furyl, IR
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Apodization Cosine

Date/Time 110-05-18 15:08
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50, 4-(2-((Ferrocenyl)hydroxymethyl)acryloyloxy)-2,2,6,6-tetramethylpiperidine-1-oxyl, R=ferrocenyl, EIMS

File Name EInnellA_Annopol\jz3063 ms2

Creation Date/Time 10-09-20 at 12:46:25

File Type Lo-Res Data - Ctd (Magnet)

File Source Acquired on MASPEC | system [1132/99D9)
File Title 1801/C6 (El 70 eV 33-800)
Operator Malgorzata Grela

Instrument AMD 604

Notes J. Zakrzewski

['SCAN GRAPH. Flagging=Nominal Miz. Highlighting=Base Peak
100 Scan 24#2:53, Entries=845. Base M/z=40.1. 100% Int.=3.304. Temp =212
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50, 4-(2-((Ferrocenyl)hydroxymethyl)acryloyloxy)-2,2,6,6-tetramethylpiperidine-1-oxyl, R=ferrocenyl, IR
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Blue fractions suggesting the presence of nitroso-compounds during the isolation of 51
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