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*** Acquisition Parameters ***
DATE ¢ : 07:14:45
DATE d  : Mar 012005
DE : 6.5 usec
s N 2
EXP R PROTON
INSTRUM : drx500
NS : 64
PROBHF:  :5 mm QNP 1H/13C/317
PULPROG : 2830
RG : 256.0000000
SOLVENT : CD3INO2
SW_h ;o 10330.579 Hz
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Figure S1. The proton NMR spectrum of catenate 4.
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Figure S2. The ROESY NMR spectrum of catenate 4.
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*** Current Data Parameters ***

NAME mh2147d
EXPNO 5
PROCNG 2

*** Acquisition Parameters ***
DATE 1 01:40:20
DATE d Dec 13 2004

DE 6.5 usec
DS : 4
INSTRUM : drx500

NS 80
NUCI 1H
PULPROG : noenul

RG 406.3999939
SFOI1 500.1319027 MHz
SW_h 6067.961 Hz
™ : 16384

*** Processing Parameters ***
GB 0.0006000

LB 0.30 Hz
rc 1.00

SF 500.1300162 MHz
ST 65536
SSB 0.0000000
WDwW EM

-0.1162

5.0 45 40
pm)

bed
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Figure S3. The 1d NOE difference NMR spectrum of catenate 4, with irradiation of proton Ha.
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Figure $4. The MM2-minimized structure of a macrocyclic topological isomer of 4, having a
minimized energy of 335 kJ mol™ greater than the catenate.
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Figure S5. The MM 2-minimized structure of the “crossed” macrocyclic topological isomer of 4,
having an MM 2-minimized energy of 569 kJ mol™ greater than the catenate.

Figure S6. The MM2-minimized structure of 4.
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Figure S7. MS/MS spectrum of demetallated catenane 5, consisting of the isolated first isotopic peak
of [5Na]”

a.l. | Rarle Bntim. dE Ailackke, Sample Ji€da e

EEi o paridive dram meibanal, izalabien of [Wed]é. MISHE [arl

, A
. ~
- A
L.omels T =
' |
D86

o P

S0+ 0E

& . DeriiCE

3. 0madb

il aa s

2.0e+06 =]

a1 . 0= 00

500 210 50 1100 m'z

JBrukec i Data CAE/HITEchka /Re  pI1EIAd/pdatnsl  FTHRE umes  Fri b 21 15:03:35 3005

Figure S8. The symmetrical fragmentation of the isolated ion shown in Figure S7 with increasing

acceleration voltage.

S7



