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Scheme S1. The target metallo-organic macrotricycles [Pd3(bipy)3(1)]2+ and [Pd3(bipy)3(2)]2+.
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Scheme S2. Structural formulae of tripod ligands 1 and 2, and their [Pd(bipy)]2+ complexes.
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5

Figure S1. Sequence of variable temperature 1H NMR spectra of [Pd(1)(bipy)](NO3)2 in d6-dmso.
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Figure S2. Sequence of variable temperature 1H NMR spectra of [Pd(2)(bipy)](NO3)2 in d6-dmso.
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7

Figure S3. 1H/1H 2D NMR COSY map of [Pd(1)(bipy)](NO3)2 in d6-dmso (600 MHz, 298 K).
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8

Figure S4. 1H/1H 2D NMR ROESY map of [Pd(1)(bipy)](NO3)2 in d6-dmso (600 MHz, 293 K).



 1
 

 2
 

 3
 

 4
 

 5
 

 6
 

 7
 

 8
 

 9
 

10 11 12 13 14 15 16 17 18 19 20 21 22 23 24 25 26 27 28 29 30 31 32 33 34 35 36 37 38 39 40 41 42 43 44 45 46 47 48 49
9

Fi
gu

re
 S

5.
 13

C
/1 H

 2
D

 N
M

R
 H

SQ
C

 m
ap

 o
f [

Pd
(2

)(
bi

py
)]

(N
O

3)
2

in
 d

6 -d
m

so
 (6

00
 M

H
z,

 2
93

 K
).



 1
 

 2
 

 3
 

 4
 

 5
 

 6
 

 7
 

 8
 

 9
 

10 11 12 13 14 15 16 17 18 19 20 21 22 23 24 25 26 27 28 29 30 31 32 33 34 35 36 37 38 39 40 41 42 43 44 45 46 47 48 49
10

Fi
gu

re
 S

6.
 13

C
/1 H

 2
D

 N
M

R
 H

M
B

C
 m

ap
 o

f [
Pd

(2
)(

bi
py

)]
(N

O
3)

2
in

 d
6 -d

m
so

 (6
00

 M
H

z,
 2

98
 K

).



 1
 

 2
 

 3
 

 4
 

 5
 

 6
 

 7
 

 8
 

 9
 

10 11 12 13 14 15 16 17 18 19 20 21 22 23 24 25 26 27 28 29 30 31 32 33 34 35 36 37 38 39 40 41 42 43 44 45 46 47 48 49
11

T
ab

le
 3

.C
al

cu
la

te
d 

er
ro

rs
 o

f t
he

 fr
ee

 e
ne

rg
ie

s o
f a

ct
iv

at
io

n.
a

C
om

po
un

d
Pr

ob
e 

pr
ot

on
s

T c
/K

�
�	

�H
z


k c
/s

–1
�
G

‡ /k
Jm

ol
–1



�(
T c

)

�(
�
�)



�(
k c

)

�(
�
G

)/�
(T

c)
�(
�
G

)/�
(�
�)

�(
�
G

)/�
(k

c)
�(
�
G

‡ )

[P

d(
1)

(b
ip

y)
]2+

4'
,4

"
32

3
30

66
.6

4
68

.0
5.

00
5.

00
11

.1
1

21
8.

98
–8

9.
51

–4
0.

30
1.

18
5'

,5
''

33
8

90
19

9.
93

68
.2

5.
00

5.
00

11
.1

1
21

0.
22

–3
1.

22
–1

4.
06

1.
06

H
',H

'' a
nd

 4
,4

°
34

3
15

0
33

3.
22

67
.8

5.
00

5.
00

11
.1

1
20

6.
10

–1
9.

01
–8

.5
6

1.
03

2,
2°

35
8

39
5

87
7.

47
68

.1
5.

00
5.

00
11

.1
1

19
8.

40
–7

.5
4

–3
.3

9
0.

99
6,

6°
36

3
54

0
11

99
.5

8
68

.1
5.

00
5.

00
11

.1
1

19
5.

92
–5

.5
9

–2
.5

2
0.

98
[P

d(
2)

(b
ip

y)
]2+

4'
,4

''
35

8
10

0
22

2.
14

72
.1

5.
00

5.
00

11
.1

1
20

9.
83

–2
9.

76
–1

3.
40

1.
06

C
H

2,C
H

2°
35

8
12

0
26

6.
57

71
.6

5.
00

5.
00

11
.1

1
20

8.
31

–2
4.

80
–1

1.
17

1.
05

C
H

3',
C

H
3''

37
3

33
0

73
3.

08
71

.6
5.

00
5.

00
11

.1
1

20
0.

24
–9

.4
0

–4
.2

3
1.

00
C

H
2',

C
H

2''
38

3
71

5
15

88
.3

3
71

.1
5.

00
5.

00
11

.1
1

19
4.

03
–4

.4
5

–2
.0

0
0.

97
a
�(
�
G

) =
��

��
(�
G

)/�
(T

c)]
2 �

2 (T
c) 

+
[�

(�
G

)/�
(�
�)

]2 �
2 (�

�)
 +

 2
[�

(�
G

)/�
(T

c)]
[�

(�
G

)/�
(�
�)

]c
ov

(T
c, 
�
�)

}.
 It

 is
 a

ss
um

ed
 th

at
 c

ov
(T

c, 
�
�)

 =
 0

, a
s T

c
an

d 
�
�

ar
e 

de
te

rm
in

ed
 

in
de

pe
nd

en
tly

, s
ee

: P
. G

an
s, 

D
at

a 
Fi

tti
ng

 in
 th

e 
C

he
m

ic
al

 S
ci

en
ce

s, 
Jo

hn
 W

ile
y 

&
 S

on
s L

td
, C

hi
ch

es
te

r,
En

gl
an

d,
 1

99
2.


