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1. Optimization of reaction conditions

Table S1. Optimization of reaction conditions of 5-FU and bromopropyne

______________________
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Ratio of bromopropyne and 5-FU Reaction time (d) Yield of 6 (%)>P

0.5:1 2 13
11 2 23
1.5:1 2 50
2:1 2 74
2.5:1 2 81
2:1 0.5 65
2:1 1 71
2:1 3 81
2:1 4 82

2 characterization of compound 6: colorless needle crystal, mp 97-98°C [lit! 96.3-97.8°C]; IR (KBr) cm™: 3200,
3098, 2832, 1758, 1700, 1289, 1153, 903, 842; *H NMR (600 MHz, DMSO-dg) 6 8.29 (d, J = 6.6 Hz, 1H, ArH), 4.563
(d, J=2.4 Hz, 2H, N-CH,-C), 4.556 (d, J = 2.4 Hz, 2H, N-CH,-C), 3.50 (t, / = 2.4 Hz, 1H, C=CH), 3.20 (t, /= 2.4 Hz, 1H,
C=CH).; 3C NMR (150 MHz, DMSO-ds) & 156.3 (d, J = 27.2 Hz), 148.9, 139.6 (d, J = 227.4 Hz), 128.8 (d, J = 33.8 Hz),
78.8,78.3,77.0,74.0,38.7,31.2.

b no compound 2 was detected by *H NMR characterization.
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2. Copies of *H and *C NMR spectra

'H NMR spectra of 1-propargyl-3H-5-FU (2)
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'H NMR spectra of 1-allyl-5-Fu (4)
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'H NMR spectra of 3-allyl-5-Fu (5)
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'H NMR spectra of 1-propargyl-3-propargyl-5-FU (6)
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'H NMR spectra of 3-propargyl-5-Fu (7
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'H NMR spectra of 1-N-Boc-3-N-Boc-5-FU (8)
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'H NMR spectra of 3-N-Boc-1H-5-FU (9)
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'H NMR spectra of 3-N-Boc-1-propargyl-5-FU (10)
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'H NMR spectra of 1-N-Boc-3H-5-FU (11)

2 o ts 2
5 2 3
'"H NMR (600 MHz, DMSO)
o]
F
HN I
O N
(o) o
1
1
' L
L e
L H -
3 3 3
& = o
| T q T = | - T T = T - p | v T 5 T T ¥ i T o T T T T T T T T T T | T T T
13.0 1252 12.0 1.3 11.6 10,5 100 95 9.0 8.3 80 7.3 TO 635 60 Dy 20 1.5 10 35 30 25 20 Ls 1.0 0.3 0.0
1 (ppm)
£ 5
5C NMR (151 MHz, DMSO)
(e}
1
F
HN ‘
(6] N
O (0]
"
1
I !
L
T T T T T T T T d T T T T T T T T T T
180 170 160 150 110 130 120 110 100 90 80 70 60 50 10 30 20 10 0
1 (ppm)

Page S11 ©AUTHOR(S)



General Papers

'H NMR spectra of 1-N-Boc-3-propargyl-5-FU (12)
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8, 312
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13C NMR spectra of 1-N-Boc-3-allyl-5-FU (13)
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'H NMR spectra of 3-N-Boc-1-allyl-5-FU (14)
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3. HRMS spectral data

HRMS spectra of 1-propargyl-5-Fu(2)

Elemental Composition Report

Tolerance = 1.0 mDa / DBE: min = -1.5, max = 50.0

Element prediction: Off

Monoisotopic Mass, Odd and Even Electron lons
79 formula(e) evaluated with 1 results within limits
Elements Used:
C:0-100 H:0-300 N:1-2 0:0-2 F:041
27-Feb-2012GCTPremier Zhejiang University
- E-3-H-5-RURRERE 151 (1.232)
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(up to 50 best isotopic matches for each mass)

TOF MS Ei+
6.28e+002

T Fal S tal
167.850 167.900 167.950
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Maximum: 1.0 0.8

Mass Calc. Mass mDa
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HRMS spectra of 3-allyl-5-Fu(5)

Elemental Composition Report
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H5 N2 O2F
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44 formula(e) evaluated with 1 results within limits (up to 50 best isotopic matches for each mass)

Elements Used:

C:0-100 H:0-300 N:1-2 0:0-2
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C7 H7T N2 O2F
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HRMS spectra of 3-propargyl-5-Fu(7)
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Tolerance = 1.0 mDa / DBE: min = -1.5, max = 50.0
Element prediction: Off
Monoisotopic Mass, Odd and Even Electron fons
79 formula(e) evaluated with 1 results within limits {up to 50 best isotopic matches for each mass)
Elements Used: :
C:0-100 H:0-300 N:1-2 0:0-2 F: 01
27-Feb-2012GCTPremier Zhejiang University
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HRMS spectra of 1,3-diBoc-5-Fu(8)
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Element prediction: Off
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44 formula(e) evaluated with 1 results within limits (up to 50 best isotopic matches for each mass)
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C:0-100 H:0-300 N:1-2 0:0-6 F:11
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330.1235 330.1227 0.1 0.5 105 48971240 C14 H19 N2 06 F
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HRMS spectra of 3-Boc-5-Fu(9)

Elemental Composition Report

Tolerance = 0.5 mDa / DBE: min = -1.5, max = 50.0

Element prediction: Off

Monoisotopic Mass, Odd and Even Electron lons
82 formula(e) evaluated with 1 results within limits (up to 50 best isotopic matches for each mass)

Elements Used:

C:0-100 H:0-300 N:1-2 0O:04 F:0-1
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HRMS spectra of 1-propargyl-3-Boc-5-Fu(10)

Elemental Composition Report

Tolerance = 1.0 mDa / DBE: min =-1.5, max = 50.0
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41 formula{e) evaluated with 1 results within limits (up to 50 best isotopic matches for each mass)

Elements Used:

C:0-100 H:0-300 N:1-2 O:0-4 F:1-1
27-Feb-2012GCTPremier Zhejiang University
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268.300 268.400

Formula

C12 H13 N2 O4F
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HRMS spectra of 1-Boc-3-propargyl-5-Fu(12)
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HRMS spectra of 1-Boc-3-allyl-5-Fu(13)

Elemental Composition Report ‘ _ Page1

 Tolerance = 1.0mDa / DBE: min = -1.5, max = 50.0
wm

' ~:mmomuusmmxms
(e evakinie with 1 esuls wthn s (up o 50 bost sopi matches fo each mass)

C: 0100 H: 0300 N:1-2 0O:04 F:1-1

27-Feb-2012GCTPremier Zhejlang University §
waooa-lmu!! 167 (1.256) . ' TOF MS El
i 18504002
oy sy |
O)\N
éoc
13
%
c'"["'l""l"'l""l"'I‘'T‘I"'Wfl'"'"I““I""Y"''"‘vz
269.900 269.950 270.000 270.050 270.100 270.150
Minimum: ' -15
Maximum: 1.0 09 50.0
‘ Mass Calc. Mass mDa PPM DBE HFIT Formula
270.1018 270.1016 0.5 -1.3 8.0 52384675 C12 HI5 N2 O4F
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HRMS spectra of 1-allyl-3-Boc-5-Fu(14)

Elemental Composition Report Page 1

Tolerance = 1.0 mDa / DBE: min = -1.5, max = 50.0
Element prediction: Off

Monocisotopic Mass, Odd and Even Electron lons

44 formula(e) evaluated with 1 results within limits (up to 50 best isotopic matches for each mass)
Elements Used:

C:0-100 H:0-300 N:1-2 0O:0-4 F:1-1

27-Feb-2012GCTPremier Zhejiang University
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