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"H NMR spectrum of 5-fluoro-6-methyluracil (3) in DMSO-d; at 25 °C
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9F NMR spectrum of 5-fluoro-6-methyluracil (3) in DMSO-d; at 25 °C
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13C NMR spectrum of 5-fluoro-6-methyluracil (3) in DMSO-dj at 25 °C
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"H NMR spectrum of 5-fluoro-1,3,6-trimethyluracil (4) in CDCl; at 25 °C
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9F NMR spectrum of 5-fluoro-1,3,6-trimethyluracil (4) in CDCl; at 25 °C
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13C NMR spectrum of 5-fluoro-1,3,6-trimethyluracil (4) in CDCl; at 25 °C
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"H NMR spectrum of 5,5-difluoro-6-methoxy-6-methyl-5,6-dihydrouracil (5) in DMSO-d; at 25 °C
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9F NMR spectrum of 5,5-difluoro-6-methoxy-6-methyl-5,6-dihydrouracil (5) in DMSO-d; at 25 °C S9
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13C NMR spectrum of 5,5-difluoro-6-methoxy-6-methyl-5,6-dihydrouracil (5) in DMSO-ds at 25 °C S10
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"H NMR spectrum of 5,5-difluoro-6-methoxy-1,3,6-trimethyl-5,6-dihydrouracil (6) in CDCl; at 25°C
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9F NMR spectrum of 5,5-difluoro-6-methoxy-1,3,6-trimethyl-5,6-dihydrouracil (6) in CDCl; at 25°C
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13C NMR spectrum of 5,5-difluoro-6-methoxy-1,3,6-trimethyl-5,6-dihydrouracil (6) in CDCl; at 25°C
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"H NMR spectrum of 5,5-difluoro-6-ethoxy-6-methyl-5,6-dihydrouracil (7) in DMSO-d; at 25 °C S14
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9F NMR spectrum of 5,5-difluoro-6-ethoxy-6-methyl-5,6-dihydrouracil (7) in DMSO-d; at 25 °C S15
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13C NMR spectrum of 5,5-difluoro-6-ethoxy-6-methyl-5,6-dihydrouracil (7) in DMSO-d; at 25 °C
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'H NMR spectrum of 5,5-difluoro-6-ethoxy-1,3,6-trimethyl-5,6-dihydrouracil (8) in CDCl; at 25 °C S17
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9F NMR spectrum of 5,5-difluoro-6-ethoxy-1,3,6-trimethyl-5,6-dihydrouracil (8) in CDCl; at 25 °C
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13C NMR spectrum of 5,5-difluoro-6-ethoxy-1,3,6-trimethyl-5,6-dihydrouracil (8) in CDCl; at 25 °C S19
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Study of F-TEDA-BF, transfer into CH;0D-IL from F-TEDA-BFIL/CH;0D. A mixture of finely powdered F-TEDA-BF,4 (10 mg, 0.028 mmol) and the
ionic liquid (65 eq.) was kept in an ultrasound bath (frequency 42 kHz; Branson 1510R-MTH) for 2 h. After adding CH;0D (1 mL), the mixture was stirred for 1
h. The liquid phase was separated from a precipitate on a centrifuge and analysed by !°F NMR spectroscopy with C¢HsCFj3 as an internal standard.

Table 1. F-TEDA-BF, transfer into CH;0D-IL from F-TEDA-BF//IL/CH;0D

Run IL I9F NMR data for F- F-TEDA-Y in
TEDA-Y in CH;OD- | CH;OD-IL

IL at 25°C® (mg)®

1 [Emim][NTf] 48.5 10.0

2 [Bmim][HSO] 483 10.0

3 [Pyr][OT] 48.0 9.3

4 [Bmim][OTf] 482 8.1

5 [Emim][OTf] 481 6.6

6 [Bmim][BF.] 48.0 42

7 [Bmim][PFy] 483 1.0

aChemical shifts of NF are given in parts per million (ppm) from CFCl;.
bAmounts of dissolved F-TEDA-Y were determined by '°"F NMR.



Preparation of crystals of cis-5-fluoro-6-methoxy-1,3,6-trimethyl-5,6-dihydrouracil (10a) for X-ray analysis. A solution of 1,3,6-trimethyluracil (2) (0.05 g,
0.32 mmol) and F-TEDA-BF,4 (0.115 g, 0.032 mmol) in MeOH (2.5 mL) and MeCN (7.5 mL) was stirred for 5 h at room temperature under an argon atmosphere,
the solvents were evaporated with air flow, the resulting solid was dried in vacuo. The purification by colum chromatography on SiO, (EtOAc as eluent) afforded
a fraction containing mainly the two isomers of 5-fluoro-6-methoxy-1,3,6-trimethyl-5,6-dihydrouracil (10a,b) in ~96:4 ratio. The colourless crystals of cis-isomer
(10a) suitable for X-ray analysis were obtained after recrystallization from n-hexane-CHCl;. M.p. 107-109 °C. 65(300 MHz; CDCls): 4.83 (1 H, d, J 47.2, 5-H),
3.25 3 H, s, Me), 3.21 3 H, s, Me), 3.13 (3 H, d, J 0.7, Me), 1.69 (3 H, d, J 1, 6-Me); 6g(300 MHz; CDCl;): -206.2 (d, J 47.2, 5-F)]. HRMS-EI calcd for
CsH 3FN,03: 204.0905, found: 204.0907.

Table 1S. Crystal data and structure refinement for compound 10a.

Empirical formula CsH3sFN,O;
Formula weight 204.20
Temperature 200(2) K
Wavelength 0.71073 A

Crystal system, space group

Monoclinic, P2,/n

Unit cell dimensions

a=7.8529(2) A, o= 90 deg.

h=28.0661(3) A, B =102.589(1) deg.

¢ =15.1957(6) A, y = 90 deg.

Volume 939.39(6) A3

Z, Calculated density 4, 1.444 Mg/m?
Absorption coefficient 0.123 mm’!

F(000) 432

Crystal size 0.20 x 0.20 x 0.29 mm

Theta range for data collection

2.71 to 27.50 deg.

Limiting indices

-10<=h<=10, -10<=k<=10, -19<=I<=19

Reflections collected / unique

16435 / 2157 [R(int) = 0.0341]

Completeness to theta = 27.50

99.8 %

Absorption correction

Semi-empirical from equivalents

Max. and min. transmission

0.9288 and 0.9703

Refinement method

Full-matrix least-squares on F?

Data / restraints / parameters

2257/0/131

Goodness-of-fit on F2

0.979

Final R indices [I>26(])]

R; =0.0366, wR, = 0.1004

R indices (all data)

R; =0.0450, wR, = 0.1067

Largest diff. peak and hole

0.334 and -0.191 e.A?

CCDC number

1475851
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Table 2S. Bond lengths [A] and angles [deg] for compound 10a.

F1-C5 1.3855(14) 01-C2-N3 | 119.18(12)
01-C2 1.2137(15) NI1-C2-N3 | 116.98(11)
N1-C2 1.3628(16) C10-03-C6 | 116.87(10)
N1-C6 1.4652(15) C4-N3-C2 123.52(11)
N1-C7 1.4673(16) C4-N3-C8 119.42(11)
02-C4 1.2146(16) C2-N3-C8 116.94(11)
C2-N3 1.4173(16) 02-C4-N3 | 123.53(13)
03-C10 1.4259(16) 02-C4-C5 122.51(12)
03-C6 1.4255(14) N3-C4-C5 113.93(10)
N3-C4 1.3682(17) F1-C5-C4 108.69(10)
N3-C8 1.4704(17) F1-C5-C6 110.89(10)
C4-C5 1.5152(18) C4-C5-C6 110.37(10)
C5-C6 1.5200(17) 03-C6-N1 111.11(10)
C6-C9 1.5199(17) 03-C6-C9 | 112.70(10)
C2-N1-C6 | 121.48(10) NI-C6-C9 | 112.42(10)
C2-N1-C7 | 116.67(11) 03-C6-C5 104.08(9)

C6-N1-C7 | 121.80(10) N1-C6-C5 105.53(9)

01-C2-N1 | 123.84(12) C9-C6-C5 110.43(10)

CCDC 1475851 contains the supplementary crystallographic data for this paper. These data can be obtained free of charge from the Cambridge

Crystallographic Data Center via www.ccdc.cam.ac.uk/data_request/cif.




