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Chart S1 — Numbering scheme for NMR signals assignments. NB The numbering of 3 doesn’t
correspond to the labels indicated in the crystal structure figure.
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Scheme S1 — Scheme describing the so-called Moffat rule.

Figure S1 — View of the molecular structure of 3 bisected by a plane containing the triazine ring.
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Figure S2 — Space-filling view of 3 along the crystallographic a axis evidencing small, irregular,
channels running along the same axis.
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Figure S3 — ESI-MS of L.
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Figure S4 — ESI-MS of L* at different [(a) 30, (b) 300] “fragmentor energy”, (see text).
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Figure S5 — ESI-MS of 2.



Electronic Supplementary Information for Dalton Transactions
This journal is © The Royal Society of Chemistry 2011

*MSD1 SPC, time=0.194:0.268 of PT\09111203.D  API-ES, Pos, Scan, 30

Norm. | ©
g N
~
100 | N Max: 19513
80
1 o~
: N
B n 3 :
% e 38
— (9]
g
40 -
1 © N ~N
© o] »
1 ] 5 b3 B
] . 239
20 o < B 3 <
1 8 9o 39 o
- © ~ g o [N - o o~ o] ©
— d ] < g ) : N 5 (=4 ©
] s |8 o R > § 8 < 3 = o
_ 11T Y AT TV A U N g Tl A i ot NV PO RRTATINETRR TP VA WRARTRTIN VAT A Y P R B WOPOet 0
o LU UH‘\MMHM ik M\Wl Mwhm bl MHMNW bpock i INTARTY oY
200 400 600 800 1000 1200 1400 m/Z
*MSD1 SPC, time=0.194:0.268 of PT\09111203.D  API-ES, Pos, Scan, 30
Norm. | ©
— N
~
1004 N Max: 19513
80
60 pi
L2
— N
| g
40+ -
1 ©
©
4 o
lspl
w0
20+ ~ : @
0 S 3 ©
I o 230 § 52 s
=2 - < 2
0 [ “ A “ I L\‘“‘H‘\ mnn\h‘ ‘m, S P R Jouy] st b, b b, I .h‘““}‘Jh\.‘l““‘JH‘N“Wm \\'..\NHMJ‘HMHWu““h‘J‘Mn I(“.,nhl,\wn NM.\\ Wn'\LH\M‘\‘\\MMM \‘H‘H\h”w ‘M\ Ll

50 100 150 200 250 300 350 400 450 m/z




Electronic Supplementary Information for Dalton Transactions
This journal is © The Royal Society of Chemistry 2011

*MSD1 SPC, time=0.194:0.268 of PT\09111203.D API-ES, Pos, Scan, 30
Norm.; @ @ @ @
] N N —N T\ N:< Max: 19513
et oed
70— /N>7 N N4<N\ N—N _ N—N
] b o @ (e o
: 3 o B
S, 3 5 e )
5451 (27.72),
50
40
] " o
7 o o2
1 o
] o 3 N a
20 ; g
] @
. B
] u‘_) N - o ~
10 : g E g ] §
0;\\” il \H\ MH\ ‘\H‘HH‘HUH\H‘H\ ‘h ‘H‘H WlJ\‘\\H“\\h”\\”\h\ ‘H TM o, ‘Mml W l”ﬂ) b, s \“MNHH bl “‘\‘MHM,ML ‘\‘\W\M hU\ML‘Mn HW ‘\LH‘LJM‘J‘“WM\J ‘HM‘JWM“M L di “ruwh
500 550 650 700 750 800 m/z
*MSD1 SPC, time=0.194:0.268 of PT\09111203.D API-ES, Pos, Scan, 30
Norm. - ﬁ (7
? s -
] —N I\ N=— Max: 19513
B N />7NH HN4<\ N
17.5 ) {
4 N—N N—N
] [ ) cu NO; v
15 ™ @
i N—N N—N
] N>/'N\>—NH HN4</N4<N
12,5 =
i N—N N—N
1 L U
] @ 1089.3(100,0%),
10 S 1091.3(5063%),
i 10903 [56,0%),
] N
] ~ 5
7.5 I = =
] ® 3 p
8 a
5
2.5{ |
J}\ H“] ‘N\ “I JM M h“\h .IJI Mm 00 \M ‘N h W) \H H\‘h H“H” IM‘ 1‘“““”1‘“““\ “\h \Hh‘ | \M\ i I HMH\ It
900 950 1000 1050 1300 miz

Figure S6 — ESI-MS of 3.
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Figure S7 — Molecular structure of compound 9, [Zn(TPM),](CF3S0s),. Symmetry operations to
generate equivalent atoms: 1-x, -y, 2-z.
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Table S1. Crystal data and experimental details for 9. The structure determination was carried out
on a crystal of poor quality and these data are preliminary.

Compound 7

Formula CoHo0FsN1206S,7Zn
M 791.99

T/ K 293(2)

Crystal symmetry Triclinic

Space group P-1

a/A 7.957(2)

b/ A 9.891(2)

c/ A 10.939(2)

o/ ° 68.19(3)

B/° 83.31(3)

Y/ °© 82.96(3)

v/ A 790.9(3)

Z 1

D,/ Mg m™ 1.663

w(Mo-Ky)/ mm™ 1.002

F(000) 400

Crystal size/ mm 0.07x0.07 x 0.10
0 limits/ ° 2.40-21.86

Reflections collected 3488

Unique obs. reflections 1764

Goodness-of-fit-on F*  0.982

R, (F)', wR, (F2)’ 0.1522,0.3184

Largest culigf. peak and  0.658 and —0.767
"Ry = I[[Fof-[Fel/E[Fo|.* WR: = [Ew(Fo>-F 2 /Ew(F,2)*]"2 where w = 1/[6*(Fo%) + (aP)? + bP] where
P = (FE,” + FJ2)/3.

Table S2. Selected bond lengths (A) and angles (deg) for 9.

Zn-N(1) 2.12(2) Zn-N(5) 2.11(2)
Zn-N(3) 2.21(2) S-0(1) 1.42 (2)
S-0(3) 1.36(2) S-0(2) 1.41(2)
S-C(10) 1.71(4)

N(5)-Zn-N(5)#1  180.000(3) N(5)-Zn-N(1) 85.9(7)
NGW#1-Zn-N(1)  94.1(7) N(5)-Zn-N(3) 82.1(9)
NG)#1-Zn-N(3)  97.909) N(1)-Zn-N(3) 82.8(7)

N(1)#1-Zn-N(3) 97.2(7)
Symmetry code #1 = 1-x, -y, 2-z
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Figure S8 — Arbitrary view of the dication of 9 surrounded by ten triflate ions interacting with it
through more or less weak “non-conventional” H-bonds (red dashed lines), all of the type C(Y)-
H(Y)--O(X), pertaining to the triflate oxygen atoms and some pyrazolate or methinic hydrogens.

Figure S9 — Crystal packing of 9 viewed along the crystallographic a axis. The space filling
representation evidences the small channels, running parallel to the same axis, having section
dimensions of about. 2.7x1 A, taking into account the appropriate vdW radii.
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