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Compound 2a

Supporting Information

Copies of NMR spectra.
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File name: pkm34.fid Operator: SF. 400.0002 MHz NSC: 0 PW. 7.50 usec, RG: 26 Sl 32768
Date: 08-Jul-2013 Solvent: CDCI3 SW: 7261 Hz TE: 283 K AQ: 1.24 sec, RD: 0.00 sec
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File name: pkm34_C13 Operator: root SF: 125.7422 MHz NSC: 1125 PW. 0.00 usec, RG: 51200 Sl: 65536

Date: 10-Jul-2013 Solvent: dmso SW: 32680 Hz TE: OK AQ: 1.57 sec, RD: 0.00 sec Parameter file, XWIN-NMRVersion 3.5
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File name: pkm34_F19.fid Operator: SF: 376.3189 MHz NSC. 0 PW: 3.00 usec, RG. 16 Sl 131072

Date: 11-Jul-2013 Solvent: cdel3 SW: 94118 Hz TE 293 K AQx 0.68 sec, RD: 0.00 sec




Compound 3a
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File name: pkm318 Operator: rootl] SF: 499 9500 MHz NSC: 1 PW: 0.00 usec, RG: 24 Sl 32788
Date: 29-Sep-2014 Solvent: DMSO SW. 8993 Hz TE OK AQ: 182 sec, RD: 0.00 sec Parameter file, XWIN-MMR171Version 3.501
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File name: pkm318_C13 Qperator: root! SF: 1257126 MHz NSC: 7168 PW. 0.00 usec, RG: 51200 Sl: 65536
Date; 24-Oct-2014 Solvent; DMSO SW: 32680 Hz TEOK AQ: 1.57 sec, RD: 0.00 sec Parameter file, XWIN-NMRMMVersion 3.5MN




pkm318_F19.fid

CF.CF.CF_CF,
~o_ I\ 7\ o-
N/N N\
N
o H H 0
= @ | =
& S5l
gﬁgﬁg‘ g 8lwlg
f 77
Iﬁ i | (|
|
A
IJI 1 flll
/ I }l \
/"f \ llI|I lI'.
- H___ )N
£ 1080 £ 1215
A
! l.__ I N\
£ o =20 -4 e 80 00  -120  -140  -160 180  -200
File name: pkm318_F19.fid Operator: SF: 376.3274 MHz NSC: 0 PW: 3.00 usec, RG: 32 Sl 65536
SW. 82816 Hz TE: 293 K AQ: 0.39 sec, RD: 0.00 sec n

Date: 07-Oct-2014 Solvent: dmso_d6




Compound 4a
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File name: pkm238 QOperator: rootl SF: 4999500 MHz NSC: 1 PW: 0.00 usec, RG: 32 Sl: 32768
Date: 17-Jul-2014 Solvent: CDCIZ SW. 8993 Hz TEOK AQ: 1.82 sec, RD: 0.00 sec Parameter file, XWIN-NMRMMVersion 3.50
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File name: pkm239_C13 Operator: rootr SF: 125.7126 MHz NSC: 475 PW: 0.00 usec, RG: 51200 Sl: 65536

Date: 31-Jul-2014 Solvent: dmseo SW. 326880 Hz TE: 0K AQ: 157 sec, RD: 0.00 sec Parameter file, XWIN-NMRMNMVersion 3.5M




pkm239_F19.fid

HCF,CF,
3N
~ CO,Me = -
Il If]
| \
| ]\‘
| i
| i
I i
A I\
I ' / o\
,/I \ _ __/,r \‘“-x_
£ 1136 = 1365
ok i
T :__| |__..
EI I |;2|0| 'HH-40 o -8|0| I I-‘IOO o -I12b o -140| |-160H h -'18;3 o -200 |-2|20| 240
File name: pkm239_F19.fid Operator: SF: 376.3189 MHz NSC: 0 PW: 3.00 usec, RG: 26 Sl: 65536
Date: 05-Aug-2014 Solvent: cdel3 SW. 94118 Hz TE: 293 K AQ: 0.34 sec, RD: 0.00 sec n




Compound 5b
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File name: pdm125 Operator: rootl SF: 4809500 MHz ‘ NSC: 1 ‘ PW. 0.00 usec, RG: 64 Sl 32768
Date: 13-Dec-2013 Solvent: CDCI3 SW: 8993 Hz ‘ TE:OK ‘ AQ: 1.82 sec, RD: 0.00 sec Parameter file, XWIN-NMRMMVersion 3.5
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File name: pkm125_C13 Operator: psmil SF: 125.7126 MHz NSC: 687 PW: 0.00 usec, RG: 51200 Sl 65536
Date: 14-Dec-2013 Solvent: dmso SW: 32680 Hz TE: 0K AQ: 1.57 sec, RD: 0.00 sec Parameter file, XWIN-NMRMNNVersion 3.5
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Compound 6b (ca. 90% purity)
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File name: pkm379

SF: 489.9500 MHz

NSC: 1

PW. 0.00 usec, RG: 32

3.0

5l 32768

Date: 03-Mov-2014

Solvent CDCI3

SW. 8883 Hz

TEOK

A 1.82 sec, RD: 000 sec

Farameter file, XMWIN-NMRIVersion 3.51
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Copy of NMR of pure 6b from Literature data.'

"H NMR 2-Diazoacetophenone (300 MHz, CDCl5)
o

Na
H

00 95 9.0 85 80 75 70 65 6.0 55

"'S. P. Bew, P.-A. Ashford, D. U. Bachera Synthesis 2013, 45, 903.
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Compound 6¢
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File name: pkm393 Operator: rootl| SF: 4999500 MHz MNSC: 1 PW: 0.00 usec, RG: 8 Sl 32768
Date: 17-Mov-2014 Solvent. CDCI2 SW. B993 Hz TEOK AQ: 1.82 sec, RD: 0.00 sec Parameter file, XWIN-NMRT1MVersion 3.5
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File name: pkm393 C13 Operator: rootl SF. 1257126 MHz NSC: 578 PW: 0.00 usec, RG: 51200 Sl 65536
Date: 20-Nov-2014 Solvent: CDCI3 SW. 32680 Hz TE:OK AQ: 1.57 sec, RD: 0.00 sec Parameter file, XWIN-NMRMVersion 3.5MN
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crude O

*HC' one—pot
. + NaNO; + Ny _feacton, H
Cco,Me CH,Cly/H,0 |
NH; RT N2
Reaction mixture containing 7b (signals are marked in yellow):? trans (30%) - 7b
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File name: pkm392 Operator; root SF: 4999500 MHz NSC: 1 | PW: 0.00 usec, RG: 8 I SI: 32768

? Pure diazoacetaldehyde 7b is described in: Y. Chiang, A. J. Kresge, V. V. Popik J. Chem. Soc. Perkin Trans. 2, 1999, 1107. Citation from the manuscript:

“Proton NMR spectra of diazoacetaldehyde: 6H (200 MHz; CDCls; Me,4Si) 9.61 (0.30 H, d, J = 6.8 Hz), 9.19 (0.67 H, s), 5.33 (0.74 H, s), 5.14 (0.29 H, d, J = 7.0 Hz); indicated restricted rotation about the C—C bond, giving

rise to S-Cis and s-trans isomers, present in the ratio 70 : 30 in CDCl;.”

O

HJ\¢N2

cis (70%)
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Compound 8c
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File name: pkm334 Operator: root/ SF: 499.9500 MHz NSC:1 PW: 0.00 usec, RG: 101 Sl 32768
Date: 17-MNov-2014 Solvent: dmso_d6 SW 8593 Hz TE OK AQ: 1.82 sec, RD: 0.00 sec

Parameter file, XWIN-NMR1MVersion 3.5
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File name: pkm394_C13 Operator: rootl SF: 125.7126 MHz MNSC: 853 PW. 0.00 usec, RG: 51200 Sl: 65536
Date: 20-Nov-2014 Solvent: dmseo SW. 326880 Hz TE: 0K AQ: 157 sec, RD: 0.00 sec Parameter file, XWIN-NMRMNMVersion 3.5M
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Compound 9c
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File name: pkm370 Operator: rootl SF: 469.9500 MHz NSC: 1 PW. 0.00 usec, RG: 24 Sl: 32768
Date: 27-0ct-2014 Solvent: cdcl3 SW. 8893 Hz TEOK AQ: 1.82 sec, RD: 0.00 sec Parameter file, XWIN-NMRMNMNVersion 3.501
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Date: 28-Oct-2014

200 180

Operator: rootl

Solvent: dmso
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SW: 32680 Hz

140
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NSC: 1851

TEOK

100 80
PW: 0.00 usec, RG: 51200

AQ: 1.57 sec, RD: 0.00 sec

0 20 0

Sl: 65536

Parameter file, XWIN-NMRMMVersion 3.50
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Compound 9d
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File name: pkm322 Operator: rootl SF: 499.9500 MHz NSC: 1 PW: 0.00 usec, RG: 24 SlI: 32768

Date: 20-Sep-2014 Solvent; CDCI3 SW: 8993 Hz TEOK AQ: 1.82 sec, RD: 0.00 sec Parameter file, XWIN-NMRMMVersion 3.5M
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File name: pkm322 C13 Operator: rootl SF: 1257126 MHz MNSC: 8018 PW: 0.00 usec, RG: 51200 Sl: 65536
Date: 29-Sep-2014 Solvent: COCIZ SW: 32680 Hz TE: 0K AQ: 1.57 sec, RD: 0.00 sec Parameter file, XWIN-NMRMMVersion 3.5
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File name: pkm288 Operator: rootl SF: 4999500 MHz NSC: 1 PW: 0.00 usec, RG: 16 Sl 32768
Date: 22-Sep-2014 Solvent: DMSO SW: 8993 Hz TEOK AQ: 1.82 sec, RD: 0.00 sec Parameter file, XWIN-NMR11Version 3.501
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File name: pkm288_C13 Operator: rootl SF: 1257126 MHz MNSC: 1305 PW: 0.00 usec, RG: 51200 Sl 65536
Date: 22-Sep-2014 Solvent: dmso SW. 32680 Hz TEOK AQ: 1.57 sec, RD: 0.00 sec Parameter file, XWIN-NMRMMVersion 3.5M1
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File name: pkm288_F19.fid Operator: SF: 376.3189 MHz NSC: 0 PW: 3.00 usec, RG: 26 Sl 65536
Date: 25-Sep-2014 Solvent: cdel3 SW. 94118 Hz TE: 293 K AQ: 0.34 sec, RD: 0.00 sec n
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Compound 12a
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File name: pkm-248.fid Operator: SF: 400.0002 MHz NSC: 0 PW: 7.50 usec, RG: 24 Sl 32768
Date: 29-Jul-2014 Solvent: cdel3 SW: 7261 Hz TE 283K Ak 1.24 sec, RD: 0.00 sec n
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File name: PKM-246_C13 Operator; rootl SF: 1257126 MHz l NSC: 600 PW. 0.00 usec, RG: 51200 Sl: 85536

Date: 30-Jul-2014

Solvent: dmso

SW. 32680 Hz

‘ TE:OK

AQ: 1.57 sec, RD: 0.00 sec

Parameter file, XWIN-NMRMMVersion 3.5M
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pkm246_F19.fid
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File name: pkm246_F19.fid Operator: SF: 376.3189 MHz NSC: 0 PW: 3.00 usec, RG: 26 Sl 65536
Date: 31-Jul-2014 Solvent: cdel3 SW. 94118 Hz TE: 293 K AQ: 0.34 sec, RD: 0.00 sec n
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Compound 13a
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File name: pkm-244.fid Operator: SF: 400.0002 MHz NSC: 0 PW. 7.50 usec, RG: 24 Sl 32766
Date: 28-Jul-2014 Solvent: cdcl3 SW. 7261 Hz TE 293 K ACr 1.24 sec, RD: 0.00 sec n
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File name: PKM-244_C13

Date: 30-Jul-2014

Operator; rootl

Solvent: dmso

SF: 125.7126 MHz l NSC: 802

SW. 32680 Hz

‘ TE:OK

PW: 0.00 usec, RG: 51200

AQ: 1.57 sec, RD: 0.00 sec

Sl: 65536

Parameter file, XWIN-NMRMMVersion 3.5M
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pkm244 F19.fid
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File name: pkm244 F19.fid Operator: SF: 376.3189 MHz NSC: 0 PW: 3.00 usec, RG: 26 Sl 65536
Date: 31-Jul-2014 Solvent: cdel3 SW. 94118 Hz TE: 293 K AQ: 0.34 sec, RD: 0.00 sec n
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Compound 14a
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File name: pkm259_ Operator; psmi SF: 4999500 MHz NSC: 1 PW: 0.00 usec, RG: 32 SI: 32768
Date: 03-Aug-2014 Solvent CDCI3 SW- 8993 Hz TE: 0K AQ: 1.82 sec, RD: 0.00 sec Parameter file, XWIN-NMRMMVersion 3.5
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File name: pkm259_C13 Operator: rootl SF: 1257126 MHz MNSC: 4335 PW: 0.00 usec, RG: 51200 Sl 65536
Date: 03-Aug-2014 Solvent: dmso SW. 32680 Hz TEOK AQ: 1.57 sec, RD: 0.00 sec Parameter file, XWIN-NMRMMVersion 3.5
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File name: pkm259_F19.fid Operator: SF: 376.3189 MHz NSC: 0 PW: 3.00 usec, RG: 26 Sl: 5536
Date: 07-Aug-2014 Solvent: cdel3 SW. 94118 Hz TE: 293 K AQ: 0.34 sec, RD: 0.00 sec n
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Compound 15a
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File name: pkm-240 fid l Operator: SF: 400.0002 MHz NSC: 0 PW: 7.50 usec, RG: 24 Sl: 32768

Date: 29-Jul-2014 ‘ Solvent: cdel3 SW. 7261 Hz TE 293 K AQ: 1.24 sec, RD: 0.00 sec n
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File name: PKM-240_C13

Date: 30-Jul-2014

18603
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Solvent: dmso
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SF: 125.7126 MHz l NSC: 388 PW: 0.00 usec, RG: 51200
SW: 32680 Hz ‘ TE:OK AQ: 157 sec, RD: 0.00 sec

Sl: 65536

Parameter file, XWIN-NMRMMVersion 3.5M
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File name: pkm240_F19.fid Operator: SF: 376.3189 MHz NSC: 0 PW: 3.00 usec, RG: 26 Sl 65536
Date: 31-Jul-2014 Solvent: cdel3 SW. 94118 Hz TE: 293 K AQ: 0.34 sec, RD: 0.00 sec n
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Compound 16a
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File name: pkm-247 .fid Operator: SF: 400.0002 MHz NSC: 0 PW: 7.50 usec, RG: 24 SI: 32768
Date: 28-Jul-2014 Solvent: cdcl3 SW. 7261 Hz TE 283 K AQ: 1.24 sec, RD: 0.00 sec mn
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File name: PKM-247_C13 Operator; rootl SF: 1257126 MHz l NSC: 859 PW. 0.00 usec, RG: 51200 Sl: 85536

Date: 30-Jul-2014 Solvent: dmso

SW. 32680 Hz

‘ TE:OK

AQ: 1.57 sec, RD: 0.00 sec

Parameter file, XWIN-NMRMMVersion 3.5M
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File name: pkm247_F19.fid Operator: SF: 376.3189 MHz NSC: 0 PW: 3.00 usec, RG: 26 Sl 65536
Date: 31-Jul-2014 Solvent: cdel3 SW. 94118 Hz TE: 293 K AQ: 0.34 sec, RD: 0.00 sec n
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File name: pkm-242.fid Operator: SF: 400.0002 MHz NSC: 0 PW:. 7.50 usec, RG: 24 Sl 32768
Date: 29-Jul-2014 Solvent: cdel3 SW: 7261 Hz TE 293K Ak 1.24 sec, RD: 0.00 sec n
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File name: pkm242_C13 Operator: rootn SF: 125.7126 MHz NSC: 739 PW. 0.00 usec, RG: 51200

Date: 31-Jul-2014

Solvent: COCI3

SW: 32680 Hz

TE:OK

AQ: 1.57 sec, RD: 0.00 sec

Sl: 65536

Parameter file, XWAN-NMRMNMVersion 3.5M1
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pkm242_F19.fid

Date: 05-Aug-2014

Solvent: cdel3
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File name: pkm242_F19.fid Operator: SF: 376.3189 MHz NSC: 0 PW: 3.00 usec, RG: 26 Sl 65536
SW. 94118 Hz TE: 293 K AQ: 0.34 sec, RD: 0.00 sec n
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Compound 18a

PEM

pkm-245 fid
O
Ve
HCF,CF, o
'f \ O\/ A
N\ A
N [V
H e} A lIV"-.
. /U( W
/
e
§ 440 H 135
I .'
il |
|
I|\||,k ; !\[L
PR K._
E Y —
v
It
A
.. JJLF e’ kl\\ — ——
E..... .9.0 T HS.IOHHII .?_.0 HG.IOHIIIHSI.O .4..0. ......3..0.. T 2._0. T
File name: pkm-245.fid Operator: SF: 400.0002 MHz MNSC: 0 PW. 7.50 usec, RG: 24
Date: 29-Jul-2014 Salvent edel3 SW: 7281 Hz TE 293 K A 1.24 sec, RD: 0.00 sec
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File name: pkm245_C13 Operator: rootr SF: 125.7126 MHz NSC: 798 PW: 0.00 usec, RG: 51200 Sl: 65536

Date: 31-Jul-2014 Solvent: dmseo SW. 326880 Hz TE: 0K AQ: 157 sec, RD: 0.00 sec Parameter file, XWIN-NMRMNMVersion 3.5M
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File name: pkm245_F19.fid Operator: SF: 376.3189 MHz NSC: 0 PW: 3.00 usec, RG: 26 Sl: 65536
Date: 05-Aug-2014 Solvent: cdel3 SW. 94118 Hz TE: 293 K AQ: 0.34 sec, RD: 0.00 sec n
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File name: pkm-257.fid Operator: SF: 400.0019 MHz NSC: 0 PW: 7.50 usec, RG: 24 Sl 32768
Date: 30-Jul-2014 Solvent dmso_d&+ccld SW 7175 Hz TE: 293 K AQ: 1.67 sec, RD: 0.00 sec n

48



PPM

pkm257_C13
£ =1 e
HCF ,CF, BREE
O |
A
0

!
.l S

File name: pkm257_C13 Operator: rootl SF: 125.7126 MHz NSC: 660

Date: 31-Jul-2014 Solvent: dmseo SW. 326880 Hz TE: 0K
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AQ: 1.57 sec, RD: 0.00 sec

60

40 30 20 10

Sl: 65536

Parameter file, XWIN-NMRMNMVersion 3.5M
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pkm257_F19.fid
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File name: pkm257_F19.fid Operator: SF: 376.3274 MHz MNSC: 0 PW: 3.00 usec, RG: 32 Sl: 85536
Date: 05-Aug-2014 Solvent: dmso_d6 SW. 82816 Hz TE: 203K AQ: 0.39 sec, RD: 0.00 sec n
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File name: pkm257_P31 Operator: rootl SF: 2023834 MHz NSC: 22 PW. 0.00 usec, RG: 2048 Sl 65536
Date: 04-Aug-2014 Solvent: d2o SW. 80645 Hz TE: OK A 0.81 sec, RD: 0.00 sec Parameter file, XWIN-NMRMMVersion 3.50
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Compound 20a

pkm260

l . J\._Ju ,

093

§ 150 140 130 120 110 100 90 60 50 40 30 20 10
File name: pkm260 Operator: rootl SF: 499.9500 MHz NSC: 1 PW: 0.00 usec, RG: 24 Sl: 32768

Date: 31-Jul-2014 Solvent DMSO SW. 8993 Hz TE 0K AQ: 1.82 sec, RD: 0.00 sec Parameter file, XWIN-MMRMMVersion 3.5
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File name: pkm260_C13 Operator: rootl SF: 1257126 MHz MNSC: 8415 PW: 0.00 usec, RG: 51200 Sl 65536
Date: 03-Aug-2014 Solvent: dmso SW. 32680 Hz TEOK AQ: 1.57 sec, RD: 0.00 sec Parameter file, XWIN-NMRMMVersion 3.5M1
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pkm260_F19.fid
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File name: pkm260_F19.fid Operator: SF: 3763274 MHz NSC: 0 PW: 3.00 usec, RG: 32 Sl: 65536
Date: 07-Aug-2014 Solvent: dmso_d6 SW. 82816 Hz TE: 203K AQ: 0.39 sec, RD: 0.00 sec n
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