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Chemicals.

Iodomethane, chlorobutane, methimazole and trifluoromethane sulfonate were used as
received from the manufacturer.

Instrumentation.

'H NMR and ">C NMR spectra were recorded on 200, 300 and 400 MHz spectrometers
and chemical shifts (ppm) were calibrated relative to an external TMS standard. '°F
NMR and "N NMR spectra were recorded on 300 MHz spectrometer and calibrated
(ppm) relative to external CCI3F and NH4OH standard, respectively.

Electrochemical Instrumentation. Voltammetric studies were undertaken under
3-electrode potentiostated conditions using an electrochemical workstation. The
working electrode was a Imm diameter glassy carbon electrode disk carefully polished,
ultrasonically rinsed in absolute ethanol and dried with lint free tissue paper before use.
The counter electrode was a platinum wire and the quasi-reference electrode a silver
wire. The oxidation of 5 mM of Ferrocene or reduction of 5 mM cobalticinium
hexafluorophosphate was used to provide as an internal potential reference standard
against which data are reported. The ionic liquid solution was purged with highly
purified nitrogen for at least 30 min. prior to commencing electrochemical experiments

and then maintained under a nitrogen atmosphere.
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Analysis.

Water content.

The water content of 3a, 3b and 3¢ was determined coulometrically using the Karl

Fisher method. Duplicate measurements agreed to within 5%.

Melting point and glass transition temperatures.

Temperature dependent phase behavior over the range of -150 °C to 120 °C was

obtained by differential scanning calorimetry using 10-20 mg masses of sample.

Thermal scans below room temperature were calibrated using the cyclohexane

solid-solid transition and melting points of -87.0 °C and 6.5 °C, respectively. Higher

than room temperature data were calibrated against the melting point of indium

(156.6 °C). Transition temperatures are reported as the peak maximum of the thermal

transition.

Decomposition temperatures.

Thermogravimetric analysis was conducted in a flowing dry nitrogen atmosphere (50

1

mL/min.) at temperatures between 25 and 500 °C with a heating rate of 10 °C min".

Calibration was achieved using the Curie points of four reference materials, alumel,

perkin-alloy, iron and nickel. Platinum pans were used with sample masses between 5

and 10 mg.
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Viscosity.

Viscosity was determined from the time for a fixed volume to flow through a narrow

orifice in a calibrated glass viscometer. Duplicate measurements were undertaken in a

dry box.

S4



HMBC of 2a
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'H NMR of 2a [NH proton is at 11.09 ppm]

Current Data Parameters
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'H NMR (neat) of 2a

IL sample 2 - AS -
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Solvent:
- 20.U0 U s £93.1 K
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'H NMR (CDCl5) of 2a [No NH proton detected due to low concentration]

Current Data Parameters
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BC NMR of 2a

Current Data Parameters
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SN NMR of 3a

Pulse Segquence: sZpul

Solvent: PMSO
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BC NMR of 3a
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'H NMR (neat) of 3a

IL sample 1 - AS

Pulse Sequence: s2Zpul
solvent: naat
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'H NMR (CDCl;) of 3a
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C NMR (CDCls) of 2b

Current Data Parameters
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Current Data Parameters
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BC NMR (CDClLs) of 3b
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SN NMR of 3b

Sample Irc-LP06_093
expS s2pul

SAMPLE
date Nov 17 2006
solvent cdc13
file sexport/home/~
vrmr1/NMRdata,/ILIG~
files /ICS1N1SL . fid
ACQUISITION
sfrg 30.401
tn N15
at 0.100
np 4000
5w 20000.0
b 11000
bs 4
tpwr S6
tpwrm 4085
pw 13.0
d1 10.000
tof -5000.0
nt 20000
ct 1280
srate 0
gain 32
rofl 10.0
rof2 10.0
FLAGS
il n
in n
dp v
xpol n
toss n
pdap n

neat
DEC. & VT
dn H1
dof 0
dm n
dmm w
dpwr 42
dipolr 3500
PROCESSING
1b 3.00
Isfid ]
wtfile
proc ft
fn 65536
math ¥
werr
wexp wft
wbs wft
wnt wft
DISPLAY
sp 3038.9
wp 3039.0
vs 3765339
sc 0
wC 250
hzmm 12 .16
is 488281.25
rfl 2797.5
rfp 0
th 39
ins 100.000
ai ph

. Bu
\F@ H zﬁam

wu

; E;E—:r::_ _= LEEE.E :Er: ;; _E;rr:_ ..—kz_s:.;__bE {ggéﬁzf\%ﬁg};

Hwa

180
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"H NMR of 3b
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Current Data Parameters

NAME irc-LPOB_093
EXPNG 2
PRACND 1

F2 - Acquisition Parameters

Date . 20061101

Time 15.96
INSTRUM spect
PROBHD 5 mm DUL 13C-1
PULPROG 2930

T0 16384
SOLVENT cdcl3

NS a

a5 2

SWH 2796421 Hz
-1DRES 0.1706880 Hz
AQ 2.9295062 sec
AG 128

oW 178.8B00 usec
DE 20.60 usec
TE 300.0 K
Dt 3.00000000 sec
MCREST 900000000 sec
MCWRK 0.01500000 sec
======== CHANMEL f] =====z=:==
NUCH tH

21 9.50 usec
Ll 0.00 oB
SFO1L 200.$310028 MHz

F2 - Processing parameters

ST 32768
SF 200. 1300001 MHz
WoW EM
S5B 0
L8 0.30 Hz
GB 0
PC 1.00

10 NMR plot parameters

c 20.00 cm
Z 12.90 cm
F1P 12 000 ppm
F1 2401 .56 Hz
Fap ~0.500 ppm
e -100.06 Hz
PPMCM 0.62500 ppm/cm
HZCM 129.08125 Hz/cm
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"H NMR of 3¢

Current Dats Parameters
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~ F2 - Acguisition Parameters
Oate_ 20070731
Time 9.31
INSTRUM spect
PROBHD 9 mm DUL 13C-1
PULPROS 7036
78 16384
SOLVENT Coc13
NS a
DS 2
SWH 53995 2G4 Hz
FIDRES 0.365916 Hz
AQ 1.36B4756 sec
RG 287 .4
Dk 83.4G0 usec
DE 20.G0 usec
.Bu TE 300.0 K
S o D1 3 00000000 sec
gm/ >~® I quﬂ MCREST 0.00000000 sec
N" N~ MCHAK 0.01500000 cec
/”.\ z=z==z== CHANNEL f{ ========
3i NUC1 1
P1 G.50 usec
/| 0.00 dB
SFO01 200, 1305934 MHz2
-2 - Protessing parameters
S 32768
SE 2001300021 MHz
WOW no
=SB Q
_B 0.00 Hz
Ge 0
R L 2C 1.00
_ e rl.\rls _——— 1D NMA plot parameters
Cx 2¢.00 cm
\ oy 13.92 cm
, / Fie 15.000 ppm
= = =4 Am =l clul |2 1 3001.99 Hz
& 2_ ol M| | ~{~| |m Fap -0.500 ppn
o ~ =y =] f=1 ool | .
= =l el al el il e Fe -100.06 Hz
= = ! ! ! PPMCM 0.77500 ppm/cm
HZEM 185.10075 Hz/cm
ST T TR T TE TGS [ L e T TR TIPSO T T [ 06T T T RN RN SRR RE RN RERRE
pom 14 0 & 3] & G
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BC NMR of 3¢

ppm

npm

142.977

130102

124 542
el g 00

TT—121.218

117 411

77.919
77.283
76.647

35.474
— 34.588

31 .368

21 600
13.505

Current Data Parameters

NAME ALS_31_07_2007
EXPND ¢
PRACHD 1

r2 - Acaquisition Farameters

Jate_ 20070731

Time 9.55
INSTRUM spect
SROBHD 5 mm DUL 13C-1
SULPAGG 2gng30

0 32768
SOLVENT cocla

N5 531

as 4

SkH 11037527 K2
FIDRES 0.336839 Hz
AQ 1.4844404 sec
aG 18390 .4

W 45 300 usec
0E 20.00 usec
TE 300.0 K

01 2.00000000 sec
g1t 0.03000000 ser
DELTA 1.B9999998 sec
MCREST 0.00000000 sec
MCKRK 0.01500000 sec
======== CHANNEL f1

NUCE

21 8,30 usec
Ly 0.00 08
SFO1 50.3277613 MHz
======== CRANNEL {2 == ==
CPOPRG2 waltzi6
nuC2 iH
ACPD2 100.00 usec
pLZ Q.00 oB
RL12 20.00 d8
PL13 26.00 g8
SFo2 20C. 1369006 MHz

Fd - Processing parameters

SI 65536
SF 50 3227175 MHz
WOW EM
SS8 0
-B 1.00 Hz
G8 [
el 1.00

10 NMA plot parameters

Cx 20 00 £m
oy 1308 cn
e 200.000 ppm
F1 1G0B4.54 HZ
Far C.000 pam
. 0.00 Hz
PRMEOM 10 00000 ppa/cm
HEZCM 503 22714 Hrfcm

S20



