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Fig. S1 Structure of trans-Co(iso-hmnH)2(H20)2 (3) (a), trans-Ni(iso-hmnH)2(H20)2 (4) (b), cis-
Ni(hmnH)2(H20):2 (5) (¢), trans-Co(3,2,4-hpbH)(H20)2 (15) (d) and trans-Ni(3,2,4-hpbH)(H20)2 (16) (e)
with labeling schemes. Selected C—O bond distances: 02—C7 1.244(1) A, 03—C7 1.246(1) A (3); 02—
Cc7 1.238(1) A,
03-C7 1.244(1) A (4); 02-C7 1.230(2) A, 03-C7 1.271(1) A (5); 02-C13 1.249(4) A, 03-C13
1.262(4) A (15) and 02-C13 1.267(5) A, 03-C13 1.249(5) A (16). 3

Fig. S2 Experimental (black) and simulated (red) powder X-ray diffraction (PXRD) pattern for
[Cu(hmnH)2"DME H2OTn (8). c.eoveeveieieieieiteie ettt ettt sttt ettt sbe st e e eseeseeseesessessensensesennens 4
Fig. S3 TGA curves for [Cu(hmnH)2"DMF-H20Tn (8). c.eeeveeiieiieiieieeieeeeeeeeeeeeee e 4
Fig. S4 Cell packing diagrams of trans-Zn(iso-hmnH)2(H20)2 (1) (a), cis-Zn(hmnH)2(H20)2:2H20 (2)
(b), cis-Zn(4,2,4-hpbH)2(H20)2 (12) (¢), trans-Zn(3,2,4-hpbH)2(H20)> (13) (d) and cis-Zn(4,6,3-

hpbH)2(H20)2]-H20 (14) (e) showing intensive hydrogen bonding interactions among these zwitterions.

Fig. S5 Crystal structure of [Mn(4,6,3-hpbH)2]n (17) looking along the b direction showing, a) two
adjacent layers (orange and bamboo) associated by hydrogen bonding interactions and b) cell packing
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Fig. S1 Structure of trans-Co(iso-hmnH)2(H20)2 (3) (a), trans-Ni(iso-hmnH)2(H20)2 (4) (b), cis-
[Ni(hmnH)2(H20)2]-:2H20  (5) (c), trans-Co(3,2,4-hpbH)(H20)2 (15) (d) and trans-Ni(3,2,4-
hpbH)(H20):2 (16) (e) with labeling schemes. Selected C—O bond distances: 02—-C7 1.244(1) A, 03-C7
1.246(1) A (3); 02-C7 1.238(1) A, 03-C7 1.244(1) A (4); 02-C7 1.230(2) A, 03-C7 1.271(1) A (5);

02-C13 1.249(4) A, 03-C13 1.262(4) A (15) and 02-C13 1.267(5) A, 03-C13 1.249(5) A (16).
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Fig. S2 Experimental (black) and simulated (red) powder X-ray diffraction (PXRD) pattern for

[Cu(hmnH)2-DMF-H201x (8).

100
90
80
70
60

Weight%

50 -
40
30-

20

100 200 300 400 500 600 700 800 900
Temperature (°C)

Fig. S3 TGA curves for [Cu(hmnH)2:DMF-H20]x (8).
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Fig. S4 Cell packing diagrams of trans-Zn(iso-hmnH)2(H20)2 (1) (a), cis-[Zn(hmnH)2(H20)2]-2H20 (2)
(b), cis-Zn(4,2,4-hpbH)2(H20)2 (12) (c), trans-Zn(3,2,4-hpbH)2(H20)2 (13) (d) and cis-Zn(4,6,3-

hpbH)2(H20)2]-H20 (14) (e) showing intensive hydrogen bonding interactions among these zwitterions.
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Fig. S5 Crystal structure of [Mn(4,6,3-hpbH)2]n (17) looking along the b direction showing, a) two
adjacent layers (orange and bamboo) associated by hydrogen bonding interactions and b) cell packing

diagrams.



