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A) NMR spectra

1) M-SS5-3

'H NMR (CDCls, 298 K, 500.10 MHz):
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13C NMR (CDCls, 298 K, 125.76 MHz):
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2) P-SSS-3

'H NMR (CDCls, 298 K, 500.10 MHz):
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3) P-RRR-3

'H NMR (CDCls, 298 K, 500.10 MHz):
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4) M-RRR-3
'H NMR (CDCls, 298 K, 500.10 MHz):
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13C NMR (CDCls, 298 K, 125.76 MHz):
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B) Masse spectra

1) M-SSS-3
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C)
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'H NMR titration
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Figure S-1 *H NMR titration curves for the complexation of the carbohydrates by 3

-0,0185

(Complexation induced shifts of either the OMe or the aromatic protons of the linkers were plotted as a
function of the guest/host ratio; dots correspond to experimental data and the curves are those obtained
after modeling by HypNMR 2008 with a model based on the formation of a 1:1 complex)

HypNMR2008 reports for the determination of the K, values

Receptor: M-SSS-3 guest: OctaMan
HypNMR2008
Converged in 5 iterations with sigma = 0,211595
standard
value deviation Comments
1 log beta (HCsucre) 3.1491 0.044 3.15(4)
Receptor: M-SSS-3 guest: OctBMan
HypNMR2008
Converged in 4 iterations with sigma = 0,087772
standard
value deviation Comments
1 log beta (HCsucre) 2.9054 0.025 2.91(2)
Receptor: P-SSS-3 guest: OctaMan
HypNMR2008

Converged in 5 iterations with sigma = 0,190596

standard
value deviation Comments
1 log beta (HCsucre) 3.217 0.0155 3.22(2)



Receptor: P-SSS-3 guest: OctBMan

HypNMR2008

Converged in 1 iterations with sigma = 0,191906

standard
value deviation Comments
1 log beta (HCsucre) 2.5875 0.037 2.59(4)
Receptor: P-RRR-3 guest: OctaMan
HypNMR2008
Converged in 6 iterations with sigma = 0,083884
standard
value deviation Comments
1 log beta (HCsucre) 3.1886 0.0335 3.19(3)
Receptor: P-RRR-3 guest: OctBMan
HypNMR2008

Converged in 6 iterations with sigma = 0,088926

standard
value deviation Comments
1 log beta (HCsucre) 2.9854 0.048 2.99(5)
Receptor: M-RRR-3 guest: OctaMan
HypNMR2008
Converged in 4 iterations with sigma = 0,088440
standard
value deviation Comments
1 log beta (HCsucre) 3.3999 0.023 3.4(2)
Receptor. M-RRR-3 guest: OctBMan
HypNMR2008

Converged in 5 iterations with sigma = 0,105480

standard
value deviation Comments
1 log beta (HCsucre) 2.8069 0.0401 2.81(4)
Receptor:. M-SSS-3 guest:. OctaGlc

HypNMR2008
Converged in 5 iterations with sigma = 0,130351
standard

value deviation Comments
1 log beta (HCsucre) 2.3276 0.0367 2.33(4)



Receptor: M-SSS-3 guest: OctBGlc

HypNMR2008
Converged in 1 iterations with sigma = 0,197642
standard
value deviation Comments
1 log beta (HCsucre) 2.5772 0.0417 2.58(4)
Receptor: P-SSS-3 guest: OctaGlc
HypNMR2008
Converged in 4 iterations with sigma = 0,078563
standard
value deviation Comments
1 log beta (HCsucre) 2.149 0.0377 2.15(4)
Receptor: P-SSS-3 quest: OctBGlc
HypNMR2008
Converged in 4 iterations with sigma = 0,099589
standard
value deviation Comments
1 log beta (HCsucre) 2.6024 0.0401 2.6(4)
Receptor: P-RRR-3 guest: OctaGlc
HypNMR2008
Converged in 4 iterations with sigma = 0,068253
standard
value deviation Comments
1 log beta (HCsucre) 1.9762 0.0499 1.98(5)
Receptor: P-RRR-3 guest: OctBGlc
HypNMR2008

Converged in 1 iterations with sigma = 0,427088

standard
value deviation Comments
1 log beta (HCsucre) 2.8584 0.0572 2.86(6)
Receptor: M-RRR-3 guest: OctaGlc
HypNMR2008
Converged in 4 iterations with sigma = 0,099253
standard
value deviation Comments
1 log beta (HCsucre) 1.9207 0.078 1.92(8)
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Receptor: M-RRR-3 guest: OctBGlc

HypNMR2008
Converged in 4 iterations with sigma = 0,098564
standard
value deviation Comments
1 log beta (HCsucre) 2.4307 0.11 2.4(1)
Receptor: M-SSS-3 guest: OctaGal
HypNMR2008
Converged in 5 iterations with sigma = 0,085131
standard
value deviation Comments
1 log beta (HCsucre) 1.4561 0.1388 1.5(1)
Receptor: M-SSS-3 guest: OctBGal
HypNMR2008
Converged in 6 iterations with sigma = 0,195467
standard
value deviation Comments
1 beta (HCsucre) -6.2E+01 0.1129 Log beta cannot be updated
Receptor: P-SSS-3 guest: OctaGal
HypNMR2008
Converged in 5 iterations with sigma = 0,109730
standard
value deviation Comments
1 log beta (HCsucre) 2.0501 0.0757 2.05(8)
Receptor: P-SSS-3 quest: OctBGal
HypNMR2008
Converged in 4 iterations with sigma = 0,057278
standard
value deviation Comments

1 log beta(HCsucre) 1.1314 excessive relative error on beta



Receptor: P-RRR-3 guest: OctaGal

HypNMR2008

Converged in 6 iterations with sigma = 0,136277

standard
value deviation Comments
1 log beta (HCsucre) 2.1515 0.1039 2.2(1)
Receptor: P-RRR-3 guest: OctBGal

HypNMR2008

Converged in 4 iterations with sigma = 0,096084

standard
value deviation Comments
1 log beta (HCsucre) 1.8334 0.1151 1.8(1)
Receptor: M-RRR-3 guest: OctaGal
HypNMR2008
Converged in 4 iterations with sigma = 0,087180
standard
value deviation Comments
1 log beta (HCsucre) 1.3692 0.1426 1.4(1)
Receptor: M-RRR-3 guest: OctBGal
HypNMR2008
Converged in 3 iterations with sigma = 0,120747
standard
value deviation Comments
1 log beta (HCsucre) 1.7737 0.1057 1.8(1)

D) Computational Details

Electronic TDDFT calculations were run using the Gaussian09 package® employing a set of different
functionals (B3LYP, CAM-B3LYP, BH&HLYP) in combination with the SVP basis set on the first 36
excited states. Spectra were generated using the program SpecDis? by applying a Gaussian bandshape
with exponential bandwith ¢ = 0.15 eV. The CD curves have been constructed using dipole-length

computed rotatory strengths; dipole-velocity data differ by less than 10% for most transitions.
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