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Figure S1. *H NMR spectrum (400 MHz, CDCI3) of the 1,1,1-trifluoro-4-methoxyundec-3-en-2-one (3a).
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Figure S2. 3C NMR spectrum (400 MHz, CDCls) of the 1,1,1-trifluoro-4-methoxyundec-3-en-2-one (3a).
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Figure S3. *H NMR spectrum (400 MHz, CDCls3) of the 1,1,1-trifluoro-4-methoxydodec-3-en-2-one (3b).
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Figure S4. 3C NMR spectrum (400 MHz, CDCls) of the 1,1,1-trifluoro-4-methoxydodec-3-en-2-one (3b).
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Figure S5. *H NMR spectrum (400 MHz, CDClIs) of the 1,1,1-trifluoro-4-methoxytridec-3-en-2-one (3c).
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Figure S6. 3C NMR spectrum (100 MHz, CDCls) of the 1,1,1-trifluoro-4-methoxytridec-3-en-2-one (3c).
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Figure S7. *H NMR spectrum (400 MHz, CDCI3) of the 1,1,1-trifluoro-4-methoxypentadec-3-en-2-one (3e).
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Figure S8. *H NMR spectrum (100 MHz, CDCI3) of the 1,1,1-trifluoro-4-methoxypentadec-3-en-2-one (3e).
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Figure S9. *H NMR spectrum (400 MHz, CDCIs3) of the 1,1,1-trifluoro-4-methoxyheptadec-3-en-2-one (3f).
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Figure S10. 'H NMR spectrum (400 MHz, CDCls) of the 1,1,1-trifluoro-4-methoxyheptadec-3-en-2-one (3f).
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Figure S11. *H NMR spectrum (400 MHz, CDClIs) of the 1,1,1-trifluoro-4-methoxy-8-methylnon-3,7-dien-2-one (3g).
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Figure S12. 'H NMR spectrum (400 MHz, CDCIs) of the 1,1,1-trifluoro-4-methoxy-8-methylnon-3,7-dien-2-one,
expanded between 1.0-6.0 ppm (39).
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Figure S13. 33C NMR spectrum (400 MHz, CDCls) of the 1,1,1-trifluoro-4-methoxy-8-methylnon-3,7-dien-2-one (3g).
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Figure S14. 3C NMR spectrum (400 MHz, CDCl3) of the 1,1,1-trifluoro-4-methoxy-8-methylnon-3,7-dien-2-one,
expanded between 15-58 ppm (3g).
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Figure S15. 'H NMR spectrum (200 MHz, CDClIs) of the 1,1,1-trifluoro-4-methoxy-6-phenylhex-3-en-2-one (3h).
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Figure S16. *H NMR spectrum (400 MHz, CDCIs) of the 1,1,1-trifluoro-4-methoxy-6-phenylhex-3-en-2-one (3h).
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Figure S17. 3C NMR spectrum (50 MHz, CDCls) of the 1,1,1-trifluoro-4-methoxy-6-phenylhex-3-en-2-one (3h).
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Figure S18. El mass spectrum (70 eV) of the 1,1,1-trifluoro-4-methoxy-6-phenylhex-3-en-2-one (3h).
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Figure S19. ESI-MS spectrum of the 1,1,1-trifluoro-4-methoxy-6-(4-hydroxyphenyl)hex-3-en-2-one (3i).
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Figure S20. 'H NMR spectrum (400 MHz, CDCls) of the 1,1,1-trifluoro-4-methoxy-6-(4-methoxy phenyl)hex-3-en-2-
one (3j).
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Figure S21. 'H NMR spectrum (400 MHz, CDCls) of the 1,1,1-trifluoro-4-methoxy-6-(4-methoxy phenyl)hex-3-en-2-
one (3j).
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Figure S22. 3C NMR spectrum (100 MHz, CDCly) of the 1,1,1-trifluoro-4-methoxy-6-(4-methoxy phenyl)hex-3-en-2-
one (3j).

% B o g g 88
= " ~ -~ i3] g o
) ] o = % v ol
= is] = fa = 0 = =
| -
H NI e A B 1 i [ L ’ N l
T T T T T 1
155 150 145 140 135 130 125 120 115 ppm
2%
2
-
k]

179.032
—178.700
178.367
—178.034

. . — — — : ' v R R — e e e S
186 185 184 183 182 181 180 179 178 177 ppm

Figure S23. *3C NMR spectrum (100 MHz, CDCls) of the 1,1,1-trifluoro-4-methoxy-6-(4-methoxy phenyl)hex-3-en-2-
one, expanded between 110-160 ppm (top), and 176-187 ppm (bottom) (3j).
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Figure S24. ESI-MS spectrum of the 1,1,1-trifluoro-4-methoxy-6-(4-methoxy phenyl)hex-3-en-2-one (3j).
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Figure S25. 'H NMR spectrum (400 MHz, CDCIs) of the 1,1,1-trifluoro-4-methoxy-5-thiomethylhex-3-en-2-one (3K).
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Figure S26. 3C NMR spectrum (100 MHz, CDCls) of the 1,1,1-trifluoro-4-methoxy-5-thiomethylhex-3-en-2-one (3K).
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Figure S27. EI mass spectrum (70 eV) of the 1,1,1-trifluoro-4-methoxy-5-thiomethylhex-3-en-2-one (3k).
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Figure S28. *H NMR spectrum (400 MHz, CDCls) of the 1,1,1-trifluoro-4-methoxy-5-(2-methoxy phenyl)pent-3-en-2-
one (3I).
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Figure S29. 13C NMR spectrum (100 MHz, CDCls) of the 1,1,1-trifluoro-4-methoxy-5-(2-methoxy phenyl)pent-3-en-2-
one (3I).
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Figure S30. *C NMR spectrum (100 MHz, CDCls) of the 1,1,1-trifluoro-4-methoxy-5-(2-methoxy phenyl)pent-3-en-2-
one, expanded between 110-185 ppm (3l).
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Figure S31. °F NMR spectrum (100 MHz, CDCls) of the 1,1,1-trifluoro-4-methoxy-5-(2-methoxy phenyl)pent-3-en-2-
one (3I).
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Figure S32. 'H NMR spectrum (400 MHz, CDCIs) of the methyl 7,7,7-trifluoro-4-methoxy-6-oxohep-4-enoate (3m).
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Figure S33. 33C NMR spectrum (100 MHz, CDCls) of the methyl 7,7,7-trifluoro-4-methoxy-6-oxohept-4-enoate (3m).
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Figure S34. EI Mass spectrum (70 eV) of the methyl 7,7,7-trifluoro-4-methoxy-6-oxohept-4-enoate (3m).
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Figure S35. *H NMR spectrum (400 MHz, CDCI3) of the methyl 8,8,8-trifluoro-5-methoxy-7-oxooct-4-enoate (3m).



= B=3E $88 08228932 m
n oA B ERE AME TASAOSAR%®
1 NOZ Sy, BRUKER
Current Data Parameters
NAME x0ie03h1
EXPNO 1
o PROCNO 2014
F2 - Acquisition Parameters
3 Date_ 20140531
F.C 2 Time 18.52
3 INSTRUM spect
1 PROBHD 5 mm DUL 13C-1
PULPROG 2g30
TD 65536
14 OCH,CHj ;l.;)l.VhNT cDCI3
R . DS 0
3-(ethoxymethylene)-1,1,1-trifluorotridecan-2-one SWH 8012.820 Hz
FIDRES 0.122266 Hz
AQ 4.0894465 sec
RG 17.21
DW 62.400 usec
DE 10.00 usec
TE 308.1 K
DI 100000000 sec
TDO 1
SFO1 '!99 8624693 M
NUCI1 1H
Pl 11.80 usec
PLWI 11.00000000
F2 - Processing parameters
S1 5536
SF 399.8600000 MHz
WDW EM
SSB 0
LB 0.30 Hz
| GB 0
PC 1.00
8 a 5 < 2
= e ci =S
r T T T T T T T T T T T T T T T T T
85 8.0 7.5 7.0 6.5 6.0 55 50 4.5 4.0 35 30 25 2.0 1.5 0.5 ppm

Figure S36. 'H NMR spectrum (400 MHz, CDCIs) of the 3-(ethoxymethylene)-1,1,1-trifluorotridecan-2-one (3v).
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Figure S37. 3C NMR spectrum (100 MHz, CDCls) of the 3-(ethoxymethylene)-1,1,1-trifluorotridecan-2-one (3v).
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Figure S38. 3C NMR spectrum (100 MHz, CDCls) of the 3-(ethoxymethylene)-1,1,1-trifluorotridecan-2-one, expanded
between 110-125 ppm (3v).
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Figure S39. 33C NMR spectrum (100 MHz, CDCls) of the 3-(ethoxymethylene)-1,1,1-trifluorotridecan-2-one, expanded
between 163-182 ppm (3v).
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Figure S41. *H NMR spectrum (400 MHz, CDCI3) of the 1-chloro-3-(ethoxymethylene)-1,1-difluorotridecan-2-one

(7v).
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Figure S42. 3C NMR spectrum (100 MHz, CDCIs) of the 1-chloro-3-(ethoxymethylene)-1,1-difluorotridecan-2-one
(7v).
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Figure S43. **C NMR spectrum (100 MHz, CDCls) of the 1-chloro-3-(ethoxymethylene)-1,1-difluorotridecan-2-one,
expanded between 27-33 ppm (7v).
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Figure S44. 3C NMR spectrum (100 MHz, CDCls) of the 1-chloro-3-(ethoxymethylene)-1,1-difluorotridecan-2-one,
expanded between 114-126 ppm (7v).
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Figure S45. 13C NMR spectrum (100 MHz, CDCls) of the 1-chloro-3-(ethoxymethylene)-1,1-difluorotridecan-2-one,
expanded between 162-183 ppm (7v).
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Figure S46. 'H NMR spectrum (400 MHz, CDCls) of the 1,1,1-trichloro-3-(ethoxymethylene)tridecan-2-one (4v) and

ethyl trichloroacetate.
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Figure S47. 'H NMR spectrum (400 MHz, CDCls) of the 1,1,1-trichloro-3-(ethoxymethylene)tridecan-2-one (4v) and

ethyl trichloroacetate.
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Figure S48. 13C NMR spectrum (100 MHz, CDCls) of the 1,1,1-trichloro-3-(ethoxymethylene)-tridecan-2-one (4v) and
ethyl trichloroacetate.
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Figure $49. 1*C NMR spectrum (100 MHz, CDCls) of the 1,1,1-trichloro-3-(ethoxymethylene)-tridecan-2-one (4v) and
ethyl trichloroacetate, expanded between 12-33 ppm.
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Figure S50. 'H NMR spectrum (400 MHz, CDCIs) of the 1,1,1-trichloro-4-methoxy-8-methylnon-3,7-dien-2-one (4g).
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Figure S51. *H NMR spectrum (400 MHz, CDCls) of the 1,1,1-trichloro-4-methoxy-8-methylnon-3,7-dien-2-one (4g),
expanded between 5.0-5.3 ppm.
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Figure S52. 13C NMR spectrum (400 MHz, CDCls) of the 1,1,1-trichloro-4-methoxy-8-methylnon-3,7-dien-2-one (4g),
expanded between 1.0-6.0 ppm.
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Figure S53. *C NMR spectrum (100 MHz, CDCls) of the 1,1,1-trichloro-4-methoxy-8-methylnon-3,7-dien-2-one (4g),
expanded between 1.0-6.0 ppm.
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Figure S54. 'H NMR spectrum (400 MHz, CDCIs) of the 1,1,1-trichloro-4-methoxy-5-thiomethylhex-3-en-2-one (4k).
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Figure S55. *H NMR spectrum (400 MHz, CDCIs) of the 1,1,1-trichloro-4-methoxy-5-thiomethylhex-3-en-2-one (4k).
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Figure S56. El mass spectrum (70 eV) of the 1,1,1-trichloro-4-methoxy-5-thiomethylhex-3-en-2-one (4Kk).
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Figure S57. 'H NMR spectrum (400 MHz, CDClIs) of the 1,1,1-trichloro-4-methoxy-6-phenylhex-3-en-2-one (4h).
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Figure S58. 3C NMR spectrum (100 MHz, CDCls) of the 1,1,1-trichloro-4-methoxy-6-phenylhex-3-en-2-one (4h).
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Figure S59. *H NMR spectrum (400 MHz, CDCI3) of the methyl 7,7,7-trichloro-4-methoxy-6-oxohept-4-enoate (4m).
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Figure S60. 3C NMR spectrum (100 MHz, CDCls) of the methyl 7,7,7-trichloro-4-methoxy-6-oxohept-4-enoate (4m).
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Figure S61. EI mass spectrum (70 eV) of the methyl 7,7,7-trichloro-4-methoxy-6-oxohept-4-enoate (4n).



3 8 882 gag 2

= @3 =22 2@k 3

T TT “\T/ﬂ N\T/N TBRUKER
Current Data Parameters
NAME x0lh18h1
EXPNO 1
PROCNO 2014
F2 - Acquisilion Paramelers
Date_ 20140712
Time 16.29
INSTRUM spect
PROBHD 5 mm DUL 13C-1
PULPROG 2g30
™ 65536
SOLVENT CDCl13
NS 8
DS 0
SWH 8012.820 Hz
FIDRES 0. 6 Hz
AQ 4.0894465 sec
RG 17.21
DW 62,400 usec
DE 10.00 usec
TE 3082 K
D1 100000000 sec
TDO 1
= = CHANNEL {] ====:
SFO1 399.8624693 MHz.
NUC1 1H
Pl 11.80 uscc
PLWI 11.00000000 W
F2 - Processing parameters
SI 65536
SF 399.8599770 MH~
WDW no
§sB 0

N 1 N LB OHz

GB 0
PC 1.00

BRI

— ol e — o

T T T T T T T T T T T T T T T
6.5 6.0 55 5.0 4.5 4.0 3.5 30 25 20 1.5 LO 0.5 ppm

Figure S62. *H NMR spectrum (400 MHz, CDCls) of the methyl 7-chloro-7,7-difluoro-4-methoxy-6-oxohept-4-enoate
(7m).
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Current Data Parameters
NAME x0lh18cd
EXPNO 1
PROCNO 2014
F2 - Acquisition Parameters
Date 20140712
Time 8353
INSTRUM spect
PROBHD 5 mm DUL 13C-1
PULPROG 2gpg30
™ 65536
SOLVENT pai3
NS 122
DS 0
SWH 24038461 Hz
FIDRES 0.366798 Hz
AQ 1.3631488 sec
RG 20043
bW 20.800 usec
DE 6.50 usec
TE 308.1K
D1 1.00000000 sce
D11 0.03000000 sec
TDO 1
CHANNEL (1 =
SFO1 100.5549305 MHz
NUCl1 13C
r1 10.40 usec
PIL.WI 35.00000000 W
== CHANNEL 2 =
SFO2 399.8615994 MH7.
Nuc2 1H
CPDPRG2 waltz16
PCPD2 90.00 usec
PLW2 11.00000000 W
PIWI12 0.19231001 W
PLWI3 0.15577000 W
F2 - Processing parameters
S1 32768
SF 100.5448770 MHz
wWbhw EM
ooy SSB 0
. - 1B 1.00 H7
T T T T T T T T T T T T T T T T T T 1 GB o
190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 ppm pC 1.40

Figure S63. 1*C NMR spectrum (100 MHz, CDCIs) of the methyl 7-chloro-7,7-difluoro-4-methoxy-6-oxohept-4-enoate
(7m).
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Figure S64. 1*C NMR spectrum (100 MHz, CDCI3) of the methyl 7-chloro-7,7-difluoro-4-methoxy-6-oxohept-4-enoate
(7m), expanded between 114-187 ppm.
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Figure S65. 'H NMR spectrum (400 MHz, CDClIs) of the 1,1,1-trifluoro-6-phenylhexan-2,4-dione (5h).
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Figure S66. 3C NMR spectrum (100 MHz, CDCls) of the 1,1,1-trifluoro-4-methoxy-6-phenylhexan-2,4-dione (5h).
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Figure S67. 3C NMR spectrum (100 MHz, CDCl3) of the 1,1,1-trifluoro-4-methoxy-6-phenylhexan-2,4-dione (5h),
expanded between 110-150 ppm.
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Figure S68. 3C NMR spectrum (100 MHz, CDCl3) of the 1,1,1-trifluoro-4-methoxy-6-phenylhexan-2,4-dione (5h),
expanded between 172-200 ppm.
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Figure S69. **F NMR spectrum (376 MHz, CDCls) of the 1,1,1-trifluoro-6-phenylhexan-2,4-dione (5h).
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Figure S70. ESI MS-MS spectrum of the 1,1,1-trifluoro-4-methoxy-6-phenylhexan-2,4-dione (5h).
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Figure S71. *H NMR spectrum (400 MHz, CDCI;) of the 1,1,1-trifluoro-6-(4-hydroxyphenyl)-hexan-2,4-dione (5i).
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Figure S72. 3C NMR spectrum (100 MHz, CDCls) of the 1,1,1-trifluoro-6-(4-hydroxyphenyl)-hexan-2,4-dione (5i).
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Figure S73. 3C NMR spectrum (100 MHz, CDCls) of the 1,1,1-trifluoro-4-methoxy-6-(4-hydroxyphenyl)-hex-3-en-2-
one (5i), expanded between 111-131 ppm.
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SRTESY " 7Ty NAME  Alex_Valeria_2400_
| EXPNO 1
PROCNO 1
F2 - Acquisition Parameters
Date_ 20170816
Time 16.08
INSTRUM spect
PROBHD 5 mm PABBO BB/
PULPROG 2830
TD 65536
SOLVENT CDCI3
NS 8
DS 2
SWH 8012.820 Hz
FIDRES 0.122266 Hz
AQ 4.0894465 sec
RG 110.62
DW 62.400 usec
DE 10.00 usec
TE 290.6 K
DI 1.00000000 sec
TDO 1
======== CHANNEL {1 ===
SFO1 400.1318806 MHz
NUC]1 1H
P1 14.35 usec
PLW1 11.00000000 W
F2 - Processing parameters
SI 65536
SF 400.1300000 MHz
N} 1 WDW EM
| | | SSB 0
o) [ [« fen LB 0.30 Hz
&9 g § g7 GB 0
o e - L] S e PC 1.00
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Figure S74. 'H NMR spectrum (400 MHz, CDClIs) of the 1,1,1-trifluoro-6-(4-methoxyphenyl)hexan-2,4-dione (5j).
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Figure S75. 3C NMR spectrum (100 MHz, CDCls) of the 1,1,1-trifluoro-6-(4-methoxyphenyl)hexan-2,4-dione (5j).
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Figure S76. 3C NMR spectrum (100 MHz, CDCls) of the 1,1,1-trifluoro-6-(4-methoxyphenyl)hexan-2,4-dione (5j),
expanded between 90-200 ppm.
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& NAME  1135_VO021_F
EXPNO 1
PROCNO 1
F2 - Acquisition Parameters
Date_ 20161109
Time 12.03
INSTRUM spect

PROBHD 5 mm PABBO BE
PULPROG zgflgn

D 131072
SOLVENT CDCI3
NS 16

DS 4

SWH 89285.711 Hz
FIDRES 0.681196 Hz
AQ 0.7340032 sec
RG 194.6

DW 5.600 usec
DE 10.00 usec

TE 299.1 K

DI 1.00000000 sec
TDO 1
======== CHANNEL {1 =
SFO1 376.4983660 MHz
NUC1 19F

P1 15.00 usec
PLWI 19.00000000 W
F2 - Processing parameters
SI 65536

SF 376.4983662 MHz
WDW EM

SSB 0

LB 0.30 Hz

GB 0

PC 1.00

|
[
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Figure S77. F NMR spectrum (376 MHz, CDCls) of the 1,1,1-trifluoro-6-(4-methoxyphenyl)hexan-2,4-dione (5j).
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Figure S78. 'H NMR spectrum (400 MHz,
dihydroisoxazol (8h).
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Figure S79. 'H NMR spectrum (400 MHz, CDCIl;) of the 5-hydroxy-3-phenethyl-5-(trifluoromethyl)-4,5-
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Current Data Parameters

NAME -
EXPNO 1

PROCNO 1

F2 - Acquisition Parameters
Date_ 20170829

Time 11.26
INSTRUM spect

PROBHD 5 mm PABBO BB,

PULPROG zg30
D 63536
SOLVENT CDCI3
Ns 8

DS 2

SWH 8012.820 Hz
FIDRES 0.122266 Hz.
AQ 4.0854465 scc
RG 194.6

DW 62.400 usec
DE 10.00 usec
TE 299.1 K

Di

PLWI

== CHANNEL £

100000000 sec
1

400.1318306 MHz
1H
14.35 uscc
1100000000 W

F2 - Processing parameters

SI

SF 400.1300000 MHz
WDW EM

SSB
LB

GB
PC

2.6 2.5 24 2.2 2.1

dihydroisoxazol (8h), expanded between 1.6-3.8 ppm.

1.8

0.30 Hz

1.00

1.706

1297

1.8 1.7 ppm



£ o v g $32gq % "
o % olg o e oo = 2 2 e
o6 > %% B G e o ool ol el = T
" @ AN S~ [=R=R=R=) o ]
ks = S8983099S = EA @ ]
L ) ] L
W f i
F:C™ O

WLWWWW A A i

T T T i
170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20

ppm

Figure S80. *C NMR spectrum (100 MHz, CDCls) of the 5-hydroxy-3-phenethyl-5-(trifluoromethyl)-4,5-
dihydroisoxazol (8h).
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Figure S81. ¥C NMR spectrum (100 MHz, CDCIls) of the 5-hydroxy-3-phenethyl-5-(trifluoromethyl)-4,5-
dihydroisoxazol (8h), expanded between 95-145 ppm.
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Figure S82. 3C DEPT NMR spectrum (100 MHz, CDCI3) of the 5-hydroxy-3-phenethyl-5-(trifluoromethyl)-4,5-
dihydroisoxazole (8h), expanded between 1.6-3.8 ppm.
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Figure S83. 'H NMR spectrum (400 MHz, CDCls) of the 5-hydroxy-3-(2-methoxyphenyl)methyl-5-(trifluoromethyl)-
4,5-dihydroisoxazole (8I).



2

o ) N @
o o P> (=] [ e
< o Lrs oy ) e X
- « - « - oA
e S P 5 R v
* o o o -
X S ) S S|
5] « I3 ] —
p— S o IN——— iy - R N—_ = =S e — S ——
42 4.1 4.0 39 38 3.7 3.6 3.5 34 33 32 3.1 3.0 29 28 ppm

Figure S84. 'H NMR spectrum (400 MHz, CDCls) of the 5-hydroxy-3-(2-methoxyphenyl)methyl-5-(trifluoromethyl)-
4,5-dihydroisoxazole (81), expanded between 2.7-4.3 ppm.
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Figure S85. 'H NMR spectrum (400 MHz, CDCls) of the 5-hydroxy-3-(2-methoxyphenyl)methyl-5-(trifluoromethyl)-
4,5-dihydroisoxazole (8l), expanded between 6.8-7.4 ppm.
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Figure S86. 3C NMR spectrum (100 MHz, CDCIs) of the 5-hydroxy-3-(2-methoxyphenyl)methyl-5-(trifluoromethyl)-
4,5-dihydroisoxazole (8l).
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Figure S87. 3C NMR spectrum (100 MHz, CDClI3) of the 5-hydroxy-3-(2-methoxyphenyl)methyl-5-(trifluoromethyl)-
4,5-dihydroisoxazole (8l), expanded between 100-162 ppm.
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Figure S88. C DEPT NMR spectrum (100 MHz, CDCl;3) of the 5-hydroxy-3-(2-methoxyphenyl)methyl-5-
(trifluoromethyl)-4,5-dihydroisoxazole (8l).
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Figure S89. 'H NMR spectrum (400 MHz, CDCls) of 3-(2-phenylethyl)-5-trifluoromethyl-1H-pyrazole (12h).
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Figure S90. 3C NMR spectrum (400 MHz, CDCls) of 3-(2-phenylethyl)-5-trifluoromethyl-1H-pyrazole (12h).
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Figure S91. F NMR spectrum (376 MHz, CDCls) of 3-(2-phenylethyl)-5-trifluoromethyl-1H-pyrazole (12h).



Current Data Paramcters
NAME  Alex_Dajanc_1035_
EXPNO 1

PROCNO 1

285
101
080
365
344
6340

F2 - Acquisition Paramelers

Date_ 20161014
Time 9.46
INSTRUM spect
PROBHD 5 mm PABBO BB/
PULPROG 730
TD 65536
SOLVENT CDCI3
NS 8
DS 2
SWH 8012.820 Hz
FIDRES 0.122266 Hz
AQ 4.0894465 scc
RG 76.48
DW 62.400 uscc
DE 10.00 uscc
TE 2992K
D1 1.00000000 sec
TDO 1
======== CHANNEL (1 ===
SFO1 400.1318806 MHz
NUC1 IH
P1 14.35 usec
PLW1 11.00000000 W
F2 - Processing parameters
SI 65536
SF 400.1300000 MHz
WDW EM
SSB 0
LB 0.30 Hz
J GB 0

PC 1.00

| | JIL

2228
2.201
339

0
2.127
2.176
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Figure S92. 'H NMR spectrum (400 MHz, CDCls) of 3-[2-(4-methoxyphenyl)ethyl]-5-trifluoromethyl-1H-pyrazole
(12j).
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Figure S93. 3C NMR spectrum (400 MHz, CDCls) of 3-[2-(4-methoxyphenyl)ethyl]-5-trifluoromethyl-1H-pyrazole
(12j).
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Figure S94. 3C NMR spectrum (400 MHz, CDCls) of 3-[2-(4-methoxyphenyl)ethyl]-5-trifluoromethyl-1H-pyrazole
(12j), expanded between 100-163 ppm.
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Current Data Parameters

é
A
L
N

NAME x0d126h1
EXPNO 2
PROCNO 2015

F2 - Acquisition Parameters
Date_ 20151231
Time 0.44

INSTRUM spect
\/0 / \ PROBHD 5 mm DUL 13C-1
N

PULPROG 7230

N T 63536

H SOLVENT CDC13

o NS

DS 0
SWH 8012.820 Hx.
FIDRES 0.122266 Hx.
AQ 4.0894465 sec
RG 38.56
DW 62.400 usec
DE 10.00 usec
TE 3101 K
D1 1.00000000 sec
TDO 1
======== CHANNEL f] ===
SFO1 398.9524637 MHz
NUC1 1H
Py 11.80 usec
PLWI1 11.00000000 W
F2 - Processing parameters
Sl 65536
SF 398.9500000 MHz
SSB 0

WDW no
LB O Hz

\‘ GB 0
PC 1.00

T T T T T T
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Figure S95. 'H NMR spectrum (400 MHz, CDClI3) of ethyl 3-(2-phenylethyl)-1H-pyrazole-5-carboxylate(13h).
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Current Data Paramcters
VAME x0d126cd
EXPNO 2
PROCNO 2015
F2 - Acquisition Paramelers
Date_ 20151231
Time 0.18
INSTRUM spect
PROBHD 5 mm DUL 13C-1
PULPROG 2gpg30
T 65530
SOLVENT cDpCl3
NS 321
Ds 1]
\/O / \ SWH 24038.461 Hz
N FIDRES 0.366798 Hz
e AQ 13631488 sec
H RGo 200.43
o DW 20.800 usec
DE 6.50 uscc
TE 3102 K
D1 1.00000000 see
D11 0.03000000 sec
TDO 1
======== CHANNEL [l ==
SFO1 100.3260893 MHz
NUC1 13C
Pl 10.40 usec
PLW1 35.00000000 W
======== CHANNEL f2 ===
SFO2 398.9515958 MHz
NUC2 1H
CPDPRG2 waltz16
PCPD2 90.00 usec
PLW2 11.00000000 W
PLWI12 0.19231001 W
PLWI3 0.15577000 W
F2 - Processing parameters
ST 32768
SF 100.3160784 MHz
WDWw EM
s 0 - SSB 0
L3 1.00 Hz
T T T T T T T T T T T T T T T T T GB 0
170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 ppm  pC 1.40

Figure S96. 3C NMR spectrum (400 MHz, CDCl5) of ethyl 3-(2-phenylethyl)-1H-pyrazole-5-carboxylate (13h).
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Figure S97. DEPT135 3C NMR spectrum (400 MHz, CDCIs) of ethyl 3-(2-phenylethyl)-1H-pyrazole-5-carboxylate
(13h).
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Current Data Parameters
NAM

x0mh43h1
EXPNQO 1
PROCNO 2015
F2 - Acquisition Parameters
Date_ 20150314
Time 23.50
INSTRUM spect

PROBHD 5 mm DU 13C-1

N PULPROG 2830
O/\/O / \N ™ 65536

SOLVENT CDCI3
N/ NS 8

Ds 0

o SWH 8012.820 Hz
FIDRES 0.122266 Hz
AQ 4,0894465 scc
RG 97.72
nw 62,400 usec
DE 10.00 usec
TE 3132 K
[Bl} 100000000 sec
DO 1
======== CHANNEL f] ===
SFOI1 399.4724669 MHz
NUC1 1H
Pl 11.80 usce
PLWI 1100000000 W

E2 - Processing parameters
55

S1 65536
SF 399.4700137 MHz
WDW no
SSB 0
LB 0Hz
G O
| e 1.00

T T T T T T
2.0 L. 1.0 05  ppm

N I
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Figure S98. 'H NMR spectrum (400 MHz, CDCI3) of 2-methoxyethyl 3-(2-phenylethyl)-1H-pyrazole-5-carboxylate
(14h).
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Current Data Parameters
NAME x0mh43ed
EXPNO 1
PROCNO 2015
F2 - Acquisition Parameters
Date_ 20150314
Time 23.11
INSTRUM spect
PROBHD 5 mm DUL 13C-1
PULPROG 7gpg30
o \ ™D 6553
SOLVENT CDCL3
o / N Ns 483
e DS 0
N SWH 24038.461 Hz
H FIDRES 0.366798 Hz
0o AQ 1.3631488 sec
RG 200.43
DW 20.800 usce
DE 6.50 usec
TE 313K
D1 1.00000000 sec
D11 0.03000000 sec
DO 1
CHANNEL [1 ====
SFO1 100.4568559 MHz
NuC1 13C
Pl 10.40 usec
PLW1 35.00000000 W
= == CHANNEL {2 ====
SFO2 399.471597% MHz
NuC2 IH
CPDPRG[2 waltz16
PCPD2 90.00 usce
PLW2 11.00000000 W
PLWI12 0.19231001 W
PLWI3 0.15577000 W
F2 - Processing parameters
S1 32768
SF 100.4468135 MHz
WDW
P et -
Wy ¢ qth g sk 5B
pt X N LB 1.00 Hz
T T T T T T T T T T T T T T T T 1 GB 0
170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 ppm pPC 1.40

Figure S99. **C NMR spectrum (400 MHz, CDCls) of 2-methoxyethyl 3-(2-phenylethyl)-1H-pyrazole-5-carboxylate
(14h).
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Figure S100. DEPT135 3C NMR spectrum (400 MHz, CDCl3) of 2-methoxyethyl 3-(2-phenylethyl)-1H-pyrazole-5-
carboxylate (14h).
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Current Data Parameters
NAME x3as80h1
EXPNO 1
PROCNO 2012
F2 = Acquisition Parameters
Date 20120427
Time 15.03
INSTRUM spect
PROBHD 5 mm Dual 13C/
4 3 PULPROG 230
™ 65536
HO SOLVENT [Sye]
NS 8
N DS 2
ClsC 5 v SWH 8012.820 Hz
(0] FIDRES 0.122266 Hz
1 AQ 4.0894966 sec
RG 453
DW 62.400 usec
DE 6.00 usec
TE 303.0 K
D1 1.00000000 sec
TDO 1
======== CHANNEL f] ========
NU 1H
2.30 ppm Pl 13.00 usee
PL1 -3.00 dB
SPOL 400.1336012 MHz
F2 — Processing parameters
SI 3276
SF 400.1300251 MHz
WDW no
SSB 0
LB 0.00 Hz
GB 0
PC 1.00
= = | e — B
il
T T T T T T T T T T T T
6.0 55 50 45 40 35 3.0 25 20 15 Lo 05 ppm

Figure S101. *H NMR spectrum (400 MHz, CDCl3) of 5-trichloromethyl-3-heptyl-5-hydroxy-4,5-dihydroisoxazole
(9a).
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Figure S102. *C NMR spectrum (400 MHz, CDCl3) of 5-trichloromethyl-3-heptyl-5-hydroxy-4,5-dihydroisoxazole

(9a).
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Current Data Parameters
NAME x3as80cd
EXPNO 1
PROCNO 2012

F2 — Acquisition Parameters
Date 20120427

Time 15.05
INSTRUM spect
PROBHD 5 mm Dual 13C/
PULPROG 7gpg30

™D
SOLVEN’
NS

DS
SWH
FIDRES
AQ

RG

DW

DE

TE

D1

dil
DELTA
TD!

PL1
SFO1

SFO2

F2 — Proc

——= CHANNEL {2

55

536
T CDCI3
217

4
23980.814 Hz
0.365918 Hz
1.3664756 sec
40.3

20.850 usec
6.00 usec
303.0K
2.00000000 sec
sec

0.03
1.89999998 sec
1

= CHANNEL f] ====—=
13C
12.50 usec
-3.00 dB
100.6228298 MHz

waltz16
1H

80.00 usec

-3.00 dB

14.00 dB

14.00 dB
400.1316005 MHz
essing parameters

>

006127725 MHz
EM

[ 23T ©ve
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Current Data Parameters
NAME XOmc08hl
EXPNO 1
PROCNO 2014
F2 - Acquisition Parameters
Date_ 20140530
Time 20.35
INSTRUM spect
43 PROBHD 5 mm DUL 13C-1
HO PULPROG zg30
\ ™ 5536
N SOLVENT CDCI3
Cl,C™ 5 o/ NS 8
DS (1]
1 SWH 8012.820 Hz
FIDRES 0.122266 Hz
AQ 4.0804465 sec
RG 97.72
DwW 62.400 usec
DE 10.00 usec
TE 3282K
DI 1.00000000 sec
TDO 1
CHANNEL {1 ===
SFO1 399.8624693 MHz
NUCI 1H
Pl 11.80 usec
PLW1 11.00000000 W
F2 - Processing parameters
SI 65536
SF 399.8600145 MHz
wWDhw no
SSB 0
LB 0 Hz
GB 0
PC 1.00
— L
ol f=] [ g (=] \(‘.r oo
% S < == @
- - (o] (3] = o
r T T T T T T T T T T T T T T T
7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 13 1.0 0.5 ppm

Figure S103. 'H NMR spectrum (400 MHz, CDCls3) of 5-trichloromethyl-3-octyl-5-hydroxy-4,5-dihydroisoxazole (9b).
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Current Data Parameters

NAME x0Omc08cd
EXPNO 4
PROCNO 2014

F2 - Acquisition Parameters
Date_ 0140530
Time 20.58

INSTRUM spect
PROBHD 5 mm DUL 13C-1
PULPROG 2gpg30

™D 65536
SOLVENT CDC13
N§ 554

Ds 0

SWH 24038.461 Hz
FIDRES 0.366798 Hz
AQ 1.3631488 sec
RG 200.43

bw 20.800 usec
DE 6.50 usec
TE 328.2K

D1 1.50000000 sec
DI1 0.03000000 sec
TDO 1

= CHANNEL f] ==
SFO1 100.5549305 MHz
NUC1 13C

1) 10.40 usec

PLW1 35.00000000 W

= CHANNEL f2 ==
SFO2 399.8615994 MHz
NUC2 H
CPDPRGI2 waliz16
PCPD2 90,00 usec

PLW2 11.00000000 W
PLW12 0.19231001 W
PLWI13 0.15577000 W

F2 - Processing parameters
32768

SF 100.5448677 MHz

W
SSB 0

LB 1.00 Hz
T T T T T T T T T T T T T T T T T GB 0
170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 ppm  pC 1.40

Figure S104. 3C NMR spectrum (400 MHz, CDCIs) of 5-trichloromethyl-3-octyl-5-hydroxy-4,5-dihydroisoxazole
(9b).
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Current Data Parameters
NAME x0Ons95h1
EXPNO 1
PROCNO 2012
F2 — Acquisition Parameters
Date 20121120
Time 737
INSTRUM spect
PROBHD 5 mm Dual 13C/
PULPROG 7230
T 65536
S T CDCI3
4 3 NS ]
DS 2
HO \ SWH 8012.820 Hz
N FIDRES 0.122266 Hz
Al 4.0894966 sec
Clic™ 5\~ Rg 50.8
O DW 62,400 usee
1 DE 6.00 usec
TE 300.0 K
Dl 1.00000000 sec
™o 1
Nuclt 1"
g 13.00 usec
PL1 —3.00 dB
SFO1 400.1336012 MHz
2 ng parameters
SI 3276
SF 400.1300000 MHz
WDW no
SSB 0
LB 0.00 Hz
GB 0
PC 1.00
S H K K
=1 — — il e i
T T T T T T T T T T T T T T T T
15 7.0 6.5 6.0 55 50 45 4.0 35 30 25 20 1.5 1.0 0.5 ppm

Figure S105. 'H NMR spectrum (400 MHz, CDCls) of 5-trichloromethyl-3-nonyl-5-hydroxy-4,5-dihydroisoxazole
(9¢).
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NAME x0ns95ed
EXPNO 1
PROCNO 2012
F2 - Acquisition Parameters
Date 20121120
Time 8.00
INSTRUM spect
PROBHD 5 mm Dual 13C/
PULPROG 2gpg30
™ 5
SOLVENT D3
NS 39

C-4 DS
SWH 23980.814 Hz
FIDRES 0.365918 Hz
AQ 1.3664756 sec
RG 362
DW 20.850 usec
DE 6.00 usec
TE 300.0 K
D1 3.00000000 sec
dil 0.03000000 sec
DELTA 2.90000010 sec
TDO 1
c5

c-3
= = CH.
CPDPRG2 waltz16
NuC2 1H
PCPD2 80.00 usec
PL2 —3.00 dB
PL12 14.00dB
PLI13 14.00 dB

CCly SFO2  400.1316005 MHz.
F2 — Processing paramelers
SI 32768
SF 100.6127725 MHz
wWDwW EM
SSB [
LB 1.00 Hz
3l 0

12‘20 1;0 1%0 léO ltlt() lé() lé() l;() 1(‘)o 90 80 70 60 50 40 30 20 1I0 ppm
Figure S106. **C NMR spectrum (400 MHz, CDCIls3) of 5-trichloromethyl-3-nonyl-5-hydroxy-4,5-dihydroisoxazole
(9c).
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Current Data Parameters
NAME xOny27h1
EXPNO 1
PROCNO 2012
F2 - Acquisition Parameters
Date_ 20121129
Time 8.38
INSTRUM spect
PROBHD 5 mm Dual 13C/
PULPROG zg30
TD 65536
SOLVENT CDCI3
NS 8
DS 2
SWH 8012.820 Hz
FIDRES 0.122266 Hz
AQ 4.0894966 sec
RG 50.8
DW 62.400 usec
DE 6.00 usec
TE 313.0K
DI 1.00000000 sec
C H 3 TDO 1
CHANNEL 1 ==
1H
13.00 usec
PL1 -3.00dB
SFO1 400.1336012 MHz
H-6 F2 — Processing paramelers
H-4 SI 32768
SF 400.1300000 MHz
WDW no
SSB 0
LB 0.00 Hz
L X GB 0
PC 1.00
1 H W N
= T = = Lol =
—_ = i o o <
&
T T T T T T T T T T T T T T T T T
7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 25 2.0 L5 1.0 0.5 ppm

Figure S107. *H NMR spectrum (400 MHz, CDClIs) of 5-trichloromethyl-3-undecyl-5-hydroxy-4,5-dihydroisoxazole
(9e).
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Current Data Parameters
NAME xOny27cd
EXPNO 1
PROCNO 2012
F2 - Acquisition Parameters
Date 20121129
Time 7.55
INSTRUM spect
PROBHD 5 mm Dual 13C/
PULPROG zgpg30
65536
SOLVENT CDCI3
NS 84
DS 4
SWH 23980.814 Hz
FIDRES 0.365918 Hz
AQ 1.3664756 sec
RG 362
DW 20.850 usec
C-4 DE 6.00 usec
TE 313.0K
D1 3.00000000 sec
di1 0.03000000 sec
DELTA  2.90000010 sec
TDO 1
CHANNEL f1
NUC1 13C
- P1 12.50 usec
c-3 c5 PL1 —3.00 dB
SFO1 100.6228298 MHz
CHANNEL 2
CPDPRG2 waltzl6
NUC2 1H
pcpPD2 80.00 usec
PL2 —3.00dB
PL12 14.00 dB
ccl PL13 14.00 dB
3 SFO2 400.1316005 MHz
E2 — Processing parameters
SI 32768
SF 100.6127725 MHz
WDW EM
| “ SSB 0
LB 1.00 Hz
GB 0
T T T T T T T T T T T T T T T T T T PC 1.40
180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 ppm

Figure S108. 3C NMR spectrum (400 MHz, CDCls) of 5-trichloromethyl-3-undecyl-5-hydroxy-4,5-dihydroisoxazole
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Current Data Parameters

NAME xOmel3hl
EXPNO
PROCNO 2014
F2 - Acquisition Parameters
Date_ 20140531
Time 10.47
INSTRUM spect
PROBHD 5 mm DUL 13C-1
PULPROG 7230
TD 65536
SOLVENT CDCI3
NS 8
DS 0
SWH 8012.820 Hz
FIDRES 0.122266 Hz
AQ 4.0894465 sec
RG 97.72
DW 62.400 usec
DE 10.00 usec
TE 308.1 K
DI 1.00000000 sec
TDO 1
= CHANNEL fl ===

SFO1 399.8624693 MHz
NUCI 1H
P1 11.80 usec
PLW1 11.00000000 W
F2 - Processing parameters
SI 65536
SF 3998600000 MHz
WDW no
SSB 0

JJJ ﬂ j LB 0 Hz
GB 0
rc 1.00

gz | 3 R

== = ci I L

T T T T T T T T T T T T T T T
7.0 6.5 6.0 55 5.0 4.5 4.0 35 3.0 25 20 15 1.0 0.5 ppm

Figure S109. *H NMR spectrum (400 MHz, CDCls) of 5-trichloromethyl-3-tridecyl-5-hydroxy-4,5-dihydroisoxazole

(9f).
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Figure S110. 'H NMR spectrum (400 MHz, CDCls) of 5-trichloromethyl-3-tridecyl-5-hydroxy-4,5-dihydroisoxazole
(9f), expanded between 0.6-4.2 ppm.
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Current Data Parameters

NAME x0me13cd
EXPNO 1
PROCNO 2014

F2 - Acquisition Parameters
Date_ 20140531

Time 10.59
INSTRUM spect

PROBHD 5 mm DUL 13C-1
PULPROG  zgpg30

™D 65536
SOLVENT CDC13

NS 559

DS

SWH 24038.461 Hz
FIDRES 0.366798 Hz
AQ 1.3631488 sec
RG 200.43

DwW 20.800 usec

DE 6.50 usec

TE 3082 K

D1 1.50000000 sec
D11 0.03000000 sec
TDO 1

======== CHANNEL fl ====:
SFO1 100.5549305 MHz
NUC1

P1 10.40 usec
PLWI1 35.00000000 W
======== CHANNEL {2 ====
SFO2 399.8615994 MHz
NUC2 1H
CPDPRG[2 wallzl6
PCPD2 90.00 usee
PLW2 11.00000000 W
PLWI12 0.19231001 W
PLWI13 0.15577000 W
F2 - Processing parameters
SL

32768
SF 100.5448770 MHz
WDW EM
SSB 0

LB 1.00 Hz
o]

T T T T T T T T T T T T T T T T T GB
170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 ppm PpC 1.40

Figure S111. 3C NMR spectrum (400 MHz, CDClIs) of 5-trichloromethyl-3-tridecyl-5-hydroxy-4,5-dihydroisoxazole
(of).
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Current Data Parameters

NAME x0mb63hl
EXPNO 1
PROCNO 2015

F2 - Acquisition Parameters
Date_ 20150314

Time 1743
INSTRUM spect
PROBHD 5 mm DUL 13C-1
PULPROG zg30

™ 65536
SOLVENT CDCI3

NS

DS 0

SWH 8012.820 Hz
FIDRES 0.122266 Hz
AQ 4.0894465 sec
RG 97.72

DW 62.400 usec

DE 10.00 usec

TE 313.1K

D1 1.00000000 sec
DO 1

======== CHANNEL [] =====:
SFO1 399.4724669 MHz
NUC1 IH

Pl 11.80 usec
PLW1 11.00000000 W

F2 - Processing parameters

Sl 65536

SF 399.4700083 MHz
WDW no

SSB 0

LB 0 Hz

GB 0

PC 100

4

T T T T T T T T T T T T T
7.5 7.0 6.5 6.0 2.0

el
o
Lal

Figure S112. 'H NMR spectrum (400 MHz, CDCls) of 5-trichloromethyl-3-(4-methyl-3-penten-1-yl)-5-hydroxy-4,5-
dihydroisoxazole (9g).

3

T
15

T T T
1.0 05 ppm

Vil oy oo+ — Q0> % o D LN IS o s = oo
AN —— = S @ o & G ool g S ™
il o e B S R KW \g v o ST O L]
o e A A A o en e e cieiciei el ciel el =

ERE|

T T T T T T T T T T 1
2.5

Figure S113. 'H NMR spectrum (400 MHz, CDCl3) of 5-trichloromethyl-3-(4-methyl-3-penten-1-yl)-5-hydroxy-4,5-
dihydroisoxazole (99g), expanded between 1.0-6.0 ppm.
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Current Data Parameters
NAME x0mb63cd
EXPNO 1
PROCNCO 2015
F2 - Acquisition Parameters
Date_ 20150314
Time 17.00
INSTRUM spect
PROBHD 5 mm DUL 13C-1
PULPROG 78pg30
™ 65536
SOLVENT CDCI13
NS 1176
Ds
SWH 24038.461 Hz
FIDRES 0.3667598 Hz
AQ 13631488 sec
RG 200.43
DwW 20.800 usec
DE 6.50 usec
TE 313.1K
D1 1.00000000 sec
D11 0.03000000 sec
TIL 1
=== CHANNEL [] =====
100.4568559 MHz
13C
10.40 usee
PLW1 35.00000000 W
======== CHANNEL f2 ===
SFO2  399.4715979 MHz
NUC2 H
CPDPRG[2 waltz16
PCPD2 90.00 usee
PLW2 11.00000000 W
PLWI12 0.19231001 W
PLWI13 0.15577000 W
F2 - Processing parameters
SI 32768
SF 100.4468110 MHz
WDW EM
LB 1.00 Hz
T T T T T T T T T T T T T T T T T T GB ©¢
180 170 160 150 140 130 120 110 100 90 8 70 60 50 40 30 20 10 ppm FC 140

Figure S114. 3C NMR spectrum (400MHz, CDCl3) of 5-trichloromethyl-3-(4-methyl-3-penten-1-yl)-5-hydroxy-4,5-
dihydroisoxazole (99).
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Figure S115. C DEPT NMR spectrum (400MHz, CDCIls) of of 5-trichloromethyl-3-(4-methyl-3-penten-1-yl)-5-
hydroxy-4,5-dihydroisoxazole (9g).
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Current Data Parameters
NAME x0ac07hl
EXPNO 1
H-4 PROCNO 2014
F2 - Acquisition Parameters
Date_ 20140411
Time 6.54
INSTRUM spect
4 PROBHD 5 mm DUL 13C-1
3 PULPROG 2230
™ 536
\ SOLVENT CDCI3
N NS 8
DS 0
Cl,CT 5 e SWH 8012.820 Hz
[6) FIDRES 0.122266 Hz
1 AQ 4.0894465 sec
RG 97.72
DW 62.400 usec
DE 10.00 usec
TE 303.1 K
DI 1.00000000 sec
TDO 1
SFO1 400.0024702 MHz
NUC1 1H
Pl 11.80 usec
PLW1 11.00000000 W
F2 - Processing parameters
ST 65536
SF 400.0000090 MHz
WDW no
SSB 0
LB 0 Hz
GB 0
PC 1.00
e 40
i i H 4
< | b} bt] =
— o (] =2 o
T T T T T T T T T T T T
73 7.0 6.5 6.0 5.5 5.0 45 4.0 3.5 3.0 25 20 1.5 1.0 0.5

ppm

Figure S116. 'H NMR spectrum (400MHz, CDCls) of 5-trichloromethyl-3-heptylisoxazole (11a).
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Current Data Parameters
NAME x0ac07ed
EXPNO 1
c-4 PROCNO 2014
F2 - Acquisition Parameters
Date_ 20140411
Time 7.13
INSTRUM spect
PROBHD 5 mm DUL 13C-1
PULPROG  2gpg30
D 6553
SOLVENT CDCI3
NS 451
DS 0
SWH 24038.461 Hz
FIDRES  0.366798 Hz
AQ 1.3631488 sec
RG 200,43
DW 20.800 usec
DE 6.50 usee
TE 303.1K
DI 10000000 see
DIT 0.03000000 sec
TDO 1
SFOL  100.5901371 MHz
NucC1 13C
Pl 10.40 usec
C-3 PLWI  35.00000000 W
SFO2  400.0016000 MHz
NUC2 H
CPDPRG[2  waltzl6
PCPD2 90.00 usec
PLW2 11.00000000 W
C-5 PLWI2 019231001 W
PLWI3 015577000 W
F2 - Processing parameters
CCly s1 32768
SF 100.5800800 MHz
WDW EM
o L A g
LB 1.00 Hz
: . . ‘ : ; : . . . | | | | . . . = GB 0
180 170 160 150 140 130 ppm 7€ s

120
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Figure S117. 3C NMR spectrum (400MHz, CDClI3) of 5-trichloromethyl-3-heptylisoxazole (11a).
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Current Data Parameters

NAME x0ac0%h1
EXPNO 1
/ PROCNO 2014
H-4 F2 - Acquisition Parameters

\/\ Date_ 20140411
Time 0.23
INSTRUM

spect
\/\‘ PROBHD 5 mm DUL 13C-1
PULPROG zg30
™ 65536
4 3 SOLVENT [@)eE
NS
/ \ DS 0
N SWH 8012.820 Hz
ClLC™ 5 v FIDRES 0.122266 Hz
O AQ 4.0894465 sec
1 RG 4819
DW 62.400 usec
DE 10.00 usec
TE 303.2 K
D1 100000000 sec
TDO 1
== = CHANNEL f1 ====—
SEOL  400.0024702 MHz
NUC1 IH
Pl 11.80 usec
PLW1  11.00000000 W

F2 - Processing parameters
SI

65536
SF 400.0000081 MHz

PC 1.00
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NMR spectrum (400MHz, CDCIs) of 5-trichloromethyl-3-nonylisoxazole (11d).
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Current Data rarameters

<

N

NAME x0ac09cd

EXPNO 1

PROCNO 2014

F2 - Acquisition Parameters

Date_ 20140411

Time L1l

INSTRUM spect
C-4 PROBHD 5 mm DUL 13C-1

PULPROG 7gpg30

TD 65536

SOLVENT CDCI3

NS 1097

DS 0

SWH 24038.461 Hz
FIDRES 0.366798 Hz

AQ 1.3631488 sec
RG 200.43
bW 20.800 usec
DE 6.50 usec
TE 303.1K
D1 1.00000000 sec
D11 0.03000000 sec
TDO 1

== CHANNEL f1 =
SFO1 100.5901371 MHz
NUC1 13C
P1 10.40 usec

C-3 PLWI 35.00000000 W

======== CHANNEL 2 ===
SFO2 400.0016000 MHz

uc2 1H
CPDPRG[2 waltz16
PCPD2 90.00 usec
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Figure S119. 3C NMR spectrum (400MHz, CDClI3) of 5-trichloromethyl-3-nonylisoxazole (11d).
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Figure S120. *3C DEPT135 NMR (400 MHz, CDClIs3) spectrum of 5-trichloromethyl-3-nonylisoxazole (11d).
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Figure S121. *H NMR (400 MHz, CDCls3) spectrum of 5-trichloromethyl-3-undecylisoxazole (11e).
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Figure S122. 3C NMR (400 MHz, CDCIs) spectrum of 5-trichloromethyl-3-undecylisoxazole
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Figure S123. 'H NMR (400 MHz, CDCls3) spectrum of 5-trichloromethyl-3-tridecylisoxazole (11f).
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Figure S124. 3C NMR (400 MHz, CDClIs) spectrum of 5-trichloromethyl-3-tridecylisoxazole (11f).
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Figure S125. Mass spectra of 5-trichloromethyl-3-heptyl-5-hydroxy-4,5-dihydro isoxazole (9a).
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Figure S126. Mass spectra of 5-trichloromethyl-3-nonyl-5-hydroxy-4,5-dihydroisoxazole (9d).
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Figure S127. Mass spectra of 5-trichloromethyl-3-undecyl-5-hydroxy-4,5-dihydroisoxazole (9¢)
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Figure S128. Mass spectra of 5-trichloromethyl-3-tridecyl-5-hydroxy-4,5-dihydroisoxazole (9f).

MS

250

300

350

mz

ntens.
X105+

284.0376

2.0

0.5

2822789 285.0406 287.0370

2802625 28,2803
00 | i .

288.0318

289.0348 290, ‘uzsg
1

+MS, 0.1min #3

2082727

2775 280.0 2825 285.0 287.

MS2

5 290.0

2925 295.0

2975

3000 mz

Intens.
x104

130.0053
166.1236

149.9563
138.1268

96.0771 177.9831

\\MM

121.9557
102.0085

Ll

109.9676
L h Il

‘ {uii)

°

191.9971

1P4.1896

206.0114

Ly L.

249,

251.0644

227.9731

253.0628

214.0981
2200606

L

24 ‘9876
L1l

+MS2(284.0369), 30V, 0.7min #39

2840369

46,0344

_ 280.2625
288.0315

100

180

lu‘\l‘.lﬂhn‘ Ll HHH \H‘\. LH‘L\ .“ 1,

14¢

220 240

Figure S129. Mass spectra of of 5-trichloromethyl-3-heptylisoxazole (11a).
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Figure S130. Mass spectra of of 5-trichloromethyl-3-octylisoxazole (11c).
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Figure S131. Mass spectra of of 5-trichloromethyl-3-nonylisoxazole (11d).

i

275 300 mz



MS2

ntens. |

4000

2000

10004

338.0832

342.0966

41,3049

343.0994

e 3411013
342.3082

3440944

345.0070

‘346 ‘3282

+MS, 0.2min #12

336 338

340

346 348 350

mz

95.0813
110.0644

149.9595

122.0654

165.9749

177.9817

191.9967

206.0111

1841

HS:
340,098
L 4

305.1204

270.1607

2(340.0986), 356V 0.8min #45

82,9410 238.1334

. L

“MMHH\[HHM\\ML hlhmwMM.‘. ULy mmh.hm.u lly ot H LA ST dldlody ol \’lu ‘

100 150 200 250 300 350

Figure S132. Mass spectra of of 5-trichloromethyl-3-undecylisoxazole (11e).

Table S1. 'H NMR data for 5-hydroxy-5-trichloromethyl-4,5-dihydroisoxazoles (9a-g)

Compound o I ppm (multiplicity, J / Hz)

(yield / %) H-4a H-4b a-CH; B-CH, Other Me

9a (85) 3.55(d, 18.4) 3.12(d,18.4) 2.32(t, 7.6) 1.51 (m) 1.25 (6H, m, 3CHy) 0.81 (t, 6.8)

9b (92) 3.55(d, 18.4) 3.12(d,18.4) 2.32(t, 7.6) 1.51 (m) 1.49 (2H, m, CHy); 1.23 (8H, 0.81 (t, 6.8)
m, -CHy-)

9c (95) 3.60(d,185) 3.16(d,18.5)  2.38(t, 7.6) 1.58 (m) 1.58 (2H, m, CHy); 1.33 (10H,  0.88 (t, 6.8)
m, -CHa-)

9d (92) 3.63(d, 18.4)  3.20(t,18.4)  2.41(t, 7.6) 1.58 (m) 1.59 (2H, m, CH,); 1.33 (12H,  0.89 (t, 6.8)
m, -CH»-)

9e (90) 3.63(d, 18.4) 3.19(d,18.4)  2.41(t, 7.8) 1.60 (m) 1.26-1.34 (16H, m, ~CH,-) 0.90 (t, 6.8)

of (69) 3.64(d, 18.4) 3.20(d,18.4)  2.40(t, 7.6) 1.58 (m) 1.27 (18H, m, —CHy-) 0.90 (t, 6.8)

9g (89) 3.61(d, 18.4)  3.17(d, 18.4) 2.44 (m) 2.30 (m) 5.11 (tt, 7.0 and 1.2); 1.70 (s, -

3H, Me); 1,63 (s, 3H, Me)

J: chemical shift; J: coupling constant; d: doublet; t: triplet; m: multiplet; tt: triplet of triplet.



Table S2.3C NMR data for 5-hydroxy-5-trichloromethyl-4,5-dihydroisoxazoles (9a-g)

o/ ppm

Compound

C-3 C-4 C-5 CCls Other
9a 160.6 46.1 1105 1011 31.3; 28.6; 27.5; 26.1; 22.4; 13.9
9b 160.7 46.1 1105 1011 31.5; 28.9; 28.8; 27.5; 26.2; 22.5; 14.0
9c 160.5 46.0 1104 101.0 31.8; 29.3; 29.16; 29.12; 28.9; 27.5; 26.2; 22.6; 14.0
ad 160.3 46.0 1104 1011 31.8; 29.5; 29.3; 29,2; 29.1; 28.9; 27.5; 26.2; 22.5; 13.9
% 160.5 46.0 1104 1011  31.8;29.6;29.57; 29.5; 29.4; 29.3; 29.1; 27.5; 26.2; 22.6; 14.0
of 160.7 46.1 1104 1015 31.8;29.6;29.57; 29.5; 29.4; 29.3; 29.1; 29.0; 27.5; 26.2; 22.6;

14.0

9g 160.1 46.1 1105 1011 133.6; 122.0; 27.7; 25.5; 24.9; 17.7

Table S3. 'H NMR data for 5-trichloromethylisoxazoles (11a-f)

Compound o I ppm (multiplicity, J / Hz)

(yield / %) H-4 a-CH; B-CH; Other Me
11a (95) 6.45 (s) 2.67 (t, 7.6) 1.70 (m) 1.25-1.40 (6H, m, —-CH>-) 0.88(t,7.2)
11b (92) 6.46 (s) 2.68 (t, 7.6) 1.69 (m) 1.25-1.40 (8H, m, —CH>-) 0.88 (t, 7.0)
11c (95) 6.45 (s) 2.67 (t, 7.6) 1.70 (m) 1.28-1.38 (10H, m, —CH-) 0.88 (t,7.2)
11d (92) 6.43 (s) 2.68 (t, 7.6) 1.58 (m) 1.26-1.40 (12H, m, —CH»-) 0.89 (t, 7.0)
11e (95) 6.45 (s) 2.67 (t,7.8) 1.60 (m) 1.26-1.34 (16H, m, —CH»-) 0.88 (t, 7.2)
11f (96) 6.64 (s) 2.68 (t, 7.6) 1.58 (m) 1.27-1.35 (18H, m, —-CH>-) 0.89(t,7.2)

o: chemical shift; J: coupling constant; s: singlet; t: triplet; m: multiplet.

Table S4. 13C NMR data for 5-trichloromethylisoxazoles (11a-f)

J/ppm

Compound

C-3 C-4 C-5 CCls Other
1la 1684 103.3 1643 84.8 31.6; 29.0; 28.0; 26.1; 22.6; 14.0
11b 1684 103.3 1643 84.8 31.6; 29.1; 28.8; 28.1; 26.1; 22.5; 14.0
11c 168.5 103.3 1643 84.38 31.8;29.4; 29.2; 29.18; 29.1; 28.0; 26.1; 22.6; 14.0
11d 168.5 103.3 1643 84.38 31.8; 29.5; 29.4; 29.3; 29.16; 29.1; 27.9; 26.1; 22.6; 14.0
1le 168.4 103.2 1643 849 31.8; 29.6; 29.57; 29.5; 29.4; 29.3; 29.1; 27.5; 26.2; 22.6; 14.0
11f 168.4 103.2 1643 84.8  31.9;29.64;29.6; 29.5; 29.4; 29.3; 29.2; 29.0; 28.0; 26.1; 22.6; 14.0
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Scheme S1. Proposed reaction mechanism for cyclocondensation and dehydration process.
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