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General.

EPR spectra were recorded by using a Bruker ELEX$80 spectrometer equipped with an
NMR gaussmeter for field calibration and a microwa¥requency counter for g factor
determination. Digitised EPR spectra were transteto a PC and analysed by comparison with
simulated spectra. ESR spectra has been recordagsibg the following instrument settings:
microwave power 0.79 mW, modulation amplitude On@%, modulation frequency 100 kHz, scan
time 180 s, 2K data points.

1D and 2D NMR spectra were recorded at 298 K oraaavi Inova spectrometer operating at
600 MHz in O solutions using the solvent peak as an intertaaddsrd (4.76 ppm) Chemical
shifts are reported in parts per milliod ¢cale). ROESY data were collected using a 90°epuls
width of 7.2us and a spectral width of 6000 Hz in each dimensiespectively. The data were
recorded in the phase sensitive mode using a CWlsgk field of 2 KHz, without spinning the
sample. Acquisitions were recorded at mixing tif36® ms. Other instrumental settings were: 64
increments of 2K data points, 8 scanstfied..5 s delay time for each scan.

ESI-MS spectra were recorded with Micromass ZMDcspeneter by using the following
instrumental settings: positive ions; desolvati@s ¢N) 230 L/h; cone gas (skimmer): 50 L/h;
desolvation temp. 120° C; capillary voltage: 3.2; k%6ne voltage: 40 and 100 V; hexapole
extractor: 3 V.
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FIGURE Sl. Portions of the ROESY (600 MHz,,0, 298 K) spectra of a 0.5 mM solution I (right, X range from
1.00 to 1.66 ppm, Y range from 3.76 to 4.15 pprit; e range from 3.56 to 4.25 ppm, Y range from&/t8 7.51 ppm)
containing an equimolar amount@®{CD. The dotted lines in the spectranevidence the cross peak connecting phenyl
ring protons ofla with H5/H6 CD protons only, not observed with H3.
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FIGURE S2. Portions of the ROESY (600 MHz,,0, 298 K) spectra of a 0.5 mM solution I (right, X range from
0.90 to 1.32 ppm, Y range from 3.50 to 3.94 pprft; & range from 7.00 to 7.60 ppm, Y range from&3t6é 3.93 ppm)
containing 0.13 mM~CD. Thea spectrum evidences the cross peak connecting phiagyprotons ofla with H3 CD
protons only, not observed with H5 or H6.
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FIGURE S3. Portions of the ROESY (600 MHz,,D, 298 K) spectra of a 0.5 mM solution 2# (right, X range from
0.0 to 2.7 ppm, Y range from 3.60 to 4.00 ppm;, I¥frange from 0.2 to 2.9 ppm, Y range from 3.7@t85 ppm)
containinga) 0.22 mMy-CD; b) 0.64 mMy-CD. The square in pla evidences the cross peak connectergrbutyl
protons of2a with CD H3 signal, and the square in plloshows the intermolecular interaction of tegt-butyl of 2a
with CD H5 or H6 protons. The largest cross peakbath plots represent intramolecular interactibatveentert-
butyl andortho-methyl with benzyl signals dfa. No intermolecular correlations were detectedpioenyl ring and the
inner protons of the host.
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FIGURE $4. Portions of the ROESY (600 MHz,,0, 298 K) spectra of a 0.5 mM solution 3# (right, X range from
0.9 to 2.0 ppm, Y range from 3.65 to 4.12 ppm;, I¥frange from 1.3 to 2.5 ppm, Y range from 3.78188 ppm)
containinga) 0.5 mM B-CD; b) 0.4 mM y-CD. The presence of cross peaks in @otonnecting methyl ring-
substituents o8a with H3 3-CD protons only, not observed with H5 and H6 dmelpattern of interactions for thert-
butyl portion indicate the inclusion of the aminéoi the CD from theert-butyl side. Same considerations are valid also
for the complex withy-CD. In both complexes no intermolecular correlasiavere detected for phenyl ring and the
inner protons of the hosts.

S4



Electronic Supplementary Material (ESI) for Organic and Biomolecular Chemistry
This journal is © The Royal Society of Chemistry 2011

t-Bu
(guest tl
CH, CH, | Ph(guest)
X .
a) (ggest) (guest) b) J
(i = )
- 3 J'li
H5 ) "
H6 . 3.84 P : H5 | a.“_‘ i
- - 14 H6"'-_' - 3.8% |
H3 S s ', H?,--;.D 200
f 3.92- {Ili__l-ll: CHZ]. 3.5
CH, JI 398 !. .ijl (gue.c;t)_“ l
(guest)** 1 |
| s.90 [+

i (oom)

FIGURE Sb. Portions of the ROESY (600 MHz,,0, 298 K) spectra of a 0.5 mM solution & (right, X range from
6.5 to 7.9 ppm, Y range from 3.62 to 4.08 ppm:;, I&ftrange from 0.0 to 3.0 ppm, Y range from 3.763t89 ppm)
containinga) 0.1 mM 3-CD; b) 0.4 mM B-CD. The presence of cross peaks in @latonnecting methylene ring-
substituent (of ethyl group) d#a with H3 3-CD protons only (black square), not observed Wehand H6, together
with interactions of theert-butyl portion with H3 (strong) and H5 (medium) aiktb (weak) (red square), and
connection of phenyl ring protons with H3 (blackiatg) in ploth, indicate that the inclusion of the amine into G2
occurs from thetert-butyl side. The out-of-square cross-peaks presertoth plots are relative to intramolecular
interactions of the amine.
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