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1. Figure S1
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Figure S1. Examples of SpB interactions of azacrown complexes involving a CI~, Br- and I~ anion.
The angles are the Hlg—Zn—HIg angle and the interatomic distances with the shown hydrogen
atoms are either hydrogen bonds (red) or longer than the sum of the van der Waals radii of H
and the halogen involved (black in brackets). The van der Waals corrected Hlg-Zn distances using
the radii of Hu and Robertson are: —0.60 (CI-), —0.19 (Br~) and —0.39 (I) A.



2. Figure S2

Figure S2. Distribution of bond critical points and bond paths for complexes 3-12.

3. Cartesian Coordinates
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.000000
.000000
.000000
.000000
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.000000
.776026
.715386
.000000
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.776026
.737872
.776026
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.776026
.737872

6 0.000000

-1

1

-1

-2

DO OO OO OO ~JOoOoo 1O Jo o

0.

0.

0.

0.
-1.
.251925
0.
.251925
1.
.457497
-2.
-3.
-2.
-3.
.518887
-3.
-2.

000000
000000
000000
000000
457497

000000
457497
798604
403294
798604
476237

476237
518887

-0.
-2.
-4.
-4.
.774294

-4

oo

NEEPENDWDND W

| A I B I A |
NNMNNNE R WNDE O W

DD NDOOON

N

-4

000000
707636
774294
745642

.000000
.193766
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.803690
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.251426
.000000
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.513767
.474666
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.474666
.803690
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.000000
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.474666
.146438
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.149321
.051597
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.000000
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.774583
.746004
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0.
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.354170
.474542
.549305
.501875
.549305

917804

.213874

831448
154407

.007367
.290822
.354206
.375071
.354206
.290822
.290822
.302431
.286680
.302431
.365189
.399541
.365189
.399541
.354206
.375071
.354206
.290822
.302431
.365189
.399541
.286680
.302431
.365189
.399541

831448

.213874

722598

.234038
.234038

722598
001666

.245895
.368603
.398407
.470308
.430213
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.398407
.288161
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.470308
.430213
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.398407
.288161
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174660
791840
114147

.081849
.291628
.358358
.382442
.358358
.291628
.291628
.302323
.286878
.302323
.366687
.403870
.366687
.403870
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.518887
.403294
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.000000
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.000000
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.718990
.778935
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.257195
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.807472
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.000000
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.469217
.807472
.482454
.524263
.408808
.807472
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.192653
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.145324
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.050780
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.000000
.000000
.000000
.000000
.710444
0.
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4.
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.000000
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.777370
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192653
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000000

807471
408807
807471
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.469218
.257195
0.
.257195
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3.
.524263
.482453
.807471
.408807
.807471
.469218
.257195
.524263
.482453
.000000
.257195
.524263
.482453
.142164
.192653
.148883
.049637
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.000000
.000000
.000000
.000000
.000000
.000000
.000000

000000

524263
482453
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.358358
.382442
.358358
.291628
.302323
.366687
.403870
.286878
.302323
.366687
.403870
.791840
-4.
-4.
-2.
-2.
.683209
-5.
.901353
.045505
.114694
.398433
.289780
.398433
.476235
.443669
.476235
.398433
.289780
.398433
.476235
.443669
.476235

174660
683209
194871
194871

962902
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.3934093
.009732
.329045
.000021
.000009
.064987
.110538
.064987
.000009
.000009
.064990
.110540
.064990
.043112
.043126
.043112
.043126
.064987
.110538
.064987
.000009
.064990
.043112
.043126
.110540
.064990
.043112
.043126
.009732
.393493
.901589
.415597
.415597
.901589
.182977
.098965
.393480
.009718
.329031
.009718
.393480



2.725062 -4.784096 -0.090002
-0.000000 -4.743234 -0.177950
-2.725062 -4.784096 -0.090002
-4.784098 -2.725061 0.089972
-4.743235 0.000000 0.177945

1 2.148883 -0.000000 -4.901576
1 2.049637 -0.000000 -2.415585
1 -2.049637 0.000000 -2.415585
1 -2.148883 0.000000 -4.901576
1 0.000000 0.000000 -6.182964
9 -4.784098 2.725061 0.089972
9 -2.725062 4.784096 -0.090002
9 0.000000 4.743234 -0.177950
9 2.725062 4.784096 -0.090002
9 4.784098 2.725061 0.089972
9 4.743235 -0.000000 0.177945
9 4.784098 -2.725061 0.089972
9

9

9

9

9

12 (2+Py*0")

6 0.000000 0.000000 -6.154136
6 0.000000 1.187439 -5.438283
6 0.000000 1.170199 -4.063043
7 0.000000 0.000000 -3.374210
30 0.000000 0.000000 0.410511
7 -1.467928 -1.459351 0.245354
6 -1.254072 -2.798837 0.217906
6 0.000000 -3.402260 0.226635
6 1.254072 -2.798837 0.217906
7 1.467928 -1.459351 0.245354
7 -1.467928 1.459351 0.245354
6 -2.807233 1.252539 0.172192
6 -3.413456 0.000000 0.149406
6 -2.807233 -1.252539 0.172192
6 -3.478006 -2.519804 0.108921
6 -2.517032 -3.476812 0.138906
6 -3.478006 2.519804 0.108921
6 -2.517032 3.476812 0.138906
6 -1.254072 2.798837 0.217906
6 0.000000 3.402260 0.226635
6 1.254072 2.798837 0.217906
7 1.467928 1.459351 0.245354
6 2.807233 1.252539 0.172192
6 3.478006 2.519804 0.108921
6 2.517032 3.476812 0.138906
6 3.413456 -0.000000 0.149406
6 2.807233 -1.252539 0.172192
6 3.478006 -2.519804 0.108921
6 2.517032 -3.476812 0.138906
6 -0.000000 -1.170199 -4.063043
6 -0.000000 -1.187439 -5.438283
1 0.000000 -2.146911 -5.940090
1 0.000000 -2.047844 -3.432897
1 0.000000 2.047844 -3.432897
1 0.000000 2.146911 -5.940090
1 0.000000 0.000000 -7.236029
6 0.000000 0.000000 5.394655
6 1.193277 -0.000000 4.690095
6 1.144644 -0.000000 3.307019
7 0.000000 0.000000 2.628953
6 -1.144644 0.000000 3.307019
6 -1.193277 0.000000 4.690095
1 -2.149127 0.000000 5.198565
1 -2.050270 0.000000 2.710289
1 2.050270 -0.000000 2.710289
1 2.149127 -0.000000 5.198565
1 0.000000 0.000000 6.478620
8 0.000000 0.000000 -2.108880
9 -2.710875 -4.779942 0.089359
9 0.000000 -4.738771 0.205554
9 2.710875 -4.779942 0.089359
9 4.778571 -2.719901 0.027116
9 4.748230 -0.000000 0.082221
9 4.778571 2.719901 0.027116
9 2.710875 4.779942 0.089359
9 0.000000 4.738771 0.205554
9 -2.710875 4.779942 0.089359
9 -4.778571 2.719901 0.027116



-4.748230 0.000000 0.082221
-4.778571 -2.719901 0.027116



