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Table 1 Synthesis of 3-ketoesters 4-6

Note: [keto esters 4-6 can also exist in enol form and it can be seen from the 'H NMR and 13C
NMR spectra that there is up to 10% enol form present. Characteristic signals for the enol form

are present at 5ppm in the 'H NMR spectrum and at 22, 63, 90, 173 and 176 ppm in the 13C
NMR spectrum for these samples.
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Table 2 Synthesis of diazo compounds 9-16
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Table 3 Entry 1 — Et;N — Before KOH workup
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Table 3 Entry 1 — Et;N — After KOH workup
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Table 3 Entry 1 — Et;N — After column chromatography
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Table 3 Entry 1 — DMAP — Before KOH workup
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Table 3 Entry 1 — DMAP — After KOH workup
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Table 3 Entry 1 — DMAP — After column chromatography
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Table 3 Entry 2 — Et;N — Before KOH workup
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Table 3 Entry 2 — Et;N — After KOH workup
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Table 3 Entry 2 — Et;N — After column chromatography
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Table 3 Entry 2 — DMAP — Before KOH workup
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Table 3 Entry 2 — DMAP — After KOH workup
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Table 3 Entry 2 — DMAP — After column chromatography
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Table 3 Entry 3 — Et;N — Before KOH workup

- 1.6e+07

- 1.5e+07
Mo 2
F1.3e+07
12 F1.2e+07
F1.1e+07
- 1.0e+07
E9.0e+06
- 8.0e+06
E7.0e+06
- 6.0e+06
E5.0e+06
F4.0e+06
F-3.0e+06

F2.0e+06

w “ | \_JJ J | F1.0e+06
I J LJ & A ),JUL LJ Lo AN I‘-\—A—/’ S E 0.0e400

85 8.0 75 7.0 6.5 6.0 5.5 5.0 4.5 4.0 35 3.0 25 20 1.5 1.0 0.5 ppm

36



Table 3 Entry 3 — Et;N — After KOH workup
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Table 3 Entry 3 — Et;N — After column chromatography
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Table 3 Entry 3 — DMAP — Before KOH workup

F 1.10e.07
[ 1.05e407
0 0 [ 1.00e407
F 9.50e406

(@) [ 9.00e+06
N2 | 8.502406
[ 8.00e406
12 [ 7.50e406

F 7.00e+06

F 6.50e+06

F 6.00e+06

[ 5.50e+06

[ 5.00e+06

F 4.50e+06

F 4.00e+06

F 3.50e+06

[ 3.00e+06

[ 2.50e+06

F 2.00e+06

F 1.50e+06

F 1.00e+06

|I [ 5.00e+05

|
7,,,,,7JJ;J[ e e A ! A -J”u'-uL J J . W 0002400

~ -5.00e+05
1
8.5 80 75 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 30 25 2.0 15 1.0 0.5 ppm

39



Table 3 Entry 3 — DMAP — After KOH workup
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Table 3 Entry 3 — DMAP — After column chromatography
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Table 3 Entry 4 — Et;N — Before KOH workup
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Table 3 Entry 4 — Et;N — After KOH workup
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Table 3 Entry 4 — Et;N — After column chromatography
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Table 3 Entry 4 — DMAP — Before KOH workup
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Table 3 Entry 4 — DMAP- After KOH workup
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Table 3 Entry 4 — DMAP — After column chromatography
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Table 3 Entry 5 — Et;N — Before KOH workup
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Table 3 Entry 5 — Et;N — After KOH workup
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Table 3 Entry 5 — Et;N — After column chromatography
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Table 3 Entry 5 — DMAP — Before KOH workup
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Table 3 Entry 5 — DMAP — After KOH workup
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Table 3 Entry 5 — DMAP — After column chromatography
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Table 3 Entry 6 — Et;N — Before KOH workup
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Table 3 Entry 6 — Et;N — After KOH workup
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Table 3 Entry 6 — Et;N — After column chromatography
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Table 3 Entry 6 — DMAP — Before KOH workup
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Table 3 Entry 6 — DMAP — After KOH workup

E1.0e407
E1.80407
E1.7e+07

E1.60407
/\)J\H)J\ O/\ P e

N, E1.4e407

E1.3e+07

E1.2e+07

E1.1e+07

E1.0e+07

E9.0e+06

E-8.0e+06

F7.0e+06

[ 6.0e+06

E 5.0e+06

E 4.0e+06

E-3.0e+06

E2.0e+06

E1.0e+06

Il JUL : LJJ LJLQ_M

85 8.0 75 7.0 6.5 6.0 55 5.0 4.5 4.0 35 3.0 25 20 15 1.0 05 ppm
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Table 3 Entry 6 — DMAP — After column chromatography

F1.7e+07

F 1.6e407

O O E 1.5e+07

/\)J\H)J\O/\ RN

N2 F1.3e+07

F1.2e407

F1.1e+07

E 1.0e+07

I 9.0e+06

[ 8.0e+06

F7.0e+06

F 6.0e+06

- 5.0e+06

F4.0e+08

E 3.0e+06

E 2.0e+06

‘ F1.0e406
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Table 4 Entry 1 — 3 eq Et;N with polymer-bound azide

J

J

YU

L

7.5

7.0

6.5

6.0

5.5 5.0 4.5 4.0 35 3.0 25

60

2.0

1.5

1.0

0.5

- 5.5e+07

- 5.0e+07

- 4.5e+07

- 4.0e+07

- 3.5e+07

- 3.0e+07

[ 2.5e+07

- 2.0e+07

- 1.5e+07

[ 1.0e+07

- 5.0e+06

- 0.0e+00

ppm



Table 4 Entry 2 — 3 eq Et;N with polymer-bound azide

O O [ 2.6e+07

)J\[(U\O/\/\/ | sasir

[ 2.2e+07

1 1 [ 2.0e+07

- 1.8e+07
[ 1.6e+07
- 1.4e+07
[ 1.2e+07
- 1.0e+07
[ 8.0e+06
[ 6.0e+06
[ 4.0e+06

 2.0e+06

SR S | B, e R S U R S AJ-—‘lL_a.L _—J lk_uU L_)l L | 0.08400

75 7.0 6.5 6.0 55 5.0 4.5 4.0 3.5 3.0 25 20 1.5 1.0 0.5 ppm
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Table 4 Entry 3 — 3 eq Et;N with polymer-bound azide

E1.9e.07
E1.8e.07

)J\[HJ\ (@) E 170407
N, E1.6e.07

E 15007
12 E 140407
E1.3e.07
E 12007
E1.1e+07
E1.08407
£ 9.0e.406
£ 8.0e406
£ 7.0e406
£ 6.0e406

£ 5.0e+06

£ 4.0e+06

[-3.0e+06

| E2.0e+06
I“ | »U \ £ 1.00406
. | A

| J VA PEEAC ) THED ) U |

75 70 6.5 6.0 55 5.0 4.5 4.0 35 3.0 25 2.0 1.5 1.0 0.5 ppm
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Table 4 Entry 4 — 3 eq Et;N with polymer-bound azide

[ 4.0e+07

[ 3.5e+07

[~ 3.0e+07

[~ 2.5e+07

[ 2.0e+07

[ 1.5e+07

[ 1.0e+07

[~ 5.0e+06

LA LA

T T T T T T T T T T T T T T T 1
7.0 6.5 6.0 5.5 5.0 45 4.0 3.5 3.0 25 2.0 1.5 1.0 0.5 ppm

LY

[~ 0.0e+00
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Table 4 Entry 5 — 3 eq Et;N with polymer-bound azide

O O - 1.2e+07
)J\H)J\O/\/\/\/\/\/ F 1 tes07

- 1.0e+07

- 9.0e+06

[ 8.0e+06
[ 7.0e+06
[ 6.0e+06
F5.0e+06
- 4.0e+06
‘ F3.0e+06

!J F2.0e406

‘ £ 1.0e406

P m NW. il J.. .JJLMN\JNL"JJ L e

T T T T T T T T T T T T T T T 1
75 70 6.5 6.0 55 5.0 4.5 4.0 35 3.0 25 20 1.5 1.0 05 ppm
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Table 4 Entry 6 — 3 eq Et;N with polymer-bound azide

/\)J\H)J\O/\ L

- 7e+06

- 6e+06

- 5e+06

[ 4e+06

[ 3e+06

F2e+06

| - 1e+06

\
| | | ‘
JI_A PR ) SR | GRS VU A U 10 | GO | S

7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 35 3.0 25 2.0 1.5 1.0 0.5 ppm
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Table 5 Entry 1 — 0.25 eq Et;N with polymer bound azide

- 3.50+07
O (0] J< I
)J\H)J\O [
N, - 3.00+07
9 fe
- 2.50+07
- 2.00+07
- 1.5e+07
- 1.00+07
‘ - 5.0e+06
| I
|H
|
f | J
| A H P PO s L 0.0e+00
T T T T T T T T T T T T T T T 1
75 70 65 6.0 55 50 45 40 35 3.0 25 20 1.5 1.0 05 ppm
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Table 5 Entry 2 — 0.25 eq Et;N with polymer bound azide

~ 1.8e+07

)J\[HJ\O/\/\/ - 1.6e+07

~ 1.4e+07

~1.2e+07

~ 1.0e+07

~ 8.0e+06

 6.0e+06

~4.0e+06

} ~2.0e+06

A
. L JL__U_ __LL.'L__JJ _J'L N p—

T T T T T T T T T T T T T T T T 1
75 7.0 6.5 6.0 55 5.0 45 4.0 3.5 3.0 25 2.0 1.5 1.0 0.5 ppm
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Table 5 Entry 3 — 0.25 eq Et;N with polymer bound azide

1.0e+07
@)

9.0e+06
8.0e+06

12 *
7.0e+06
6.0e+06
5.0e+06
4.0e+06

3.0e+06

2.0e+06

| * }‘ | } Herle

0.0e+00

T T T T T T T T T T T T T T T 1
7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 ppm
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Table 5 Entry 4 — 0.25 eq Et;N with polymer bound azide

- 5.5e+06
)J\[‘HJ\O = - 5.0e+06
- 4.5e+06
- 4.0e+06
- 3.5e+06
- 3.0e+06
- 2.5e+06

I 2.0e+06

[ 1.5e+06

|
l Jl l‘ | - 1.0e+06
i Vo | | - 5.0e+
L N 1 ’J\ﬁ "' o
e Sl N s AW v (WA L 0.0e+00

T T T T T T T T T T T T T T T 1
7.5 7.0 6.5 6.0 55 5.0 4.5 4.0 3.5 3.0 25 2.0 15 1.0 0.5 ppm
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Table 5 Entry 5 — 0.25 eq Et;N with polymer bound azide

[ 6.50+06
/\/\/\/\/\/ :

N2 :—B.De+06

14 - 5.50+06

- 5.00+06
- 4.504+06
- 4.0e+06

- 3.50406

- 3.004+06
/ - 2.50+06

- 2.0e+06

' | 156406

f\ | ‘ ;1.De+06
| | |' ]l ‘ :—5.09+05

J}“ | I | | [
J. n J’m‘.___._,_ﬁ'll ‘_._JJU _kxlu____JJld‘d WA N N —— [0.0e+00

7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 25 2.0 15 1.0 0.5 ppm
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Table 5 Entry 6 — 0.25 eq Et;N with polymer bound azide

E1.30407
E1.20+07

= 1.1e+07

= 1.00+07
- 9.004+06

E 8.00+06

é—?.ﬂe+06
E—G.De+06
;—5.09+06
;4.09#)6
;3.09#]6

E 2.00+06

B I | T e

T T T T T T T T T T T T T T T 1
7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 25 2.0 15 1.0 0.5 ppm
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