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Table S1: Bond lengths (A) and angles (°) of the [ZnBr,]* tetrahedron

[ZnBr4]? anions

Zn—Br4
Zn—Br3
Zn—Brl
Zn—Br2

2.3638 (11)
2.3972 (10)
24113 (11)
2.4464 (10)

Br4—Z7Zn—Br3
Br4—Zn—Brl
Br3—Z7n—Brl
Br4—Zn—Br2
Br3—Zn—Br2
Brl—Zn—Br2

108.27 (4)
110.69 (4)
112.50 (4)
113.89 (4)
106.12 (4)
105.35 (4)




Table S2: Bond lengths (A) and angles (°) of the organic cations of [C1,H;7N»],[ZnBr,]

Organic Cations

N1B—C23
N1B—CI3
Cl1—C2
C1—Co6
Cl1—CI12
C11—C10
C7—N2A
C7—C9
C7—C10
C7—C8
C2—C3
C6—N2A
C6—C5

Cl11—N1A—C1
C23—N1B—CI3

C2—C1—Ce6
C2—C1—NIA
C6—C1—NIA

NIA—C11—C12
N1IA—C11—CI10

C12—C11—C10
N2A—C7—C9
N2A—C7—C10
C9—C7—C10
N2A—C7—C8
CO—C7T—C8
C10—C7—C8
Cl1—C2—C3
N2A—C6—C1
N2A—C6—C5
Cl—C6—C5
C6—N2A—C7
C23—C22—C19
C4—C5—Co
C4—C3—C2

1.284+(8)
1.421+(9)
1.382+(9)
1.393+(9)
1.464+9)
1.489+(10)
1.430+(9)
1.503+(10)
1.529+(9)
1.539+(10)
1.384+(9)
1.354+(9)
1.407+(9)
133.3+(6)
127.6+(7)
120.9+(6)
113.6+(6)
125.5+(6)
119.4+(7)
119.5+(6)
121.1+(7)
110.9+(7)
110.3+(6)
110.6+(6)
106.6+(6)
109.7+(7)
108.7+(6)
121.3+(7)
127.1+6)
116.7+(7)
116.2+(7)
130.0+(6)
113.8+(6)
122.4+(7)
118.3+7)

C5—C4
C3—C4
C13—C18
C13—Cl14
C19—N2B
C23—C24
C14—CI15
C18—C17
C17—Cl6
Cl6—Cl15
C22—C19
C22—C23

C18—CI13—Cl14
C18—CI13—NIB
C14—CI13—NIB
N2B—C19—C20
N2B—C19—C22
C20—C19—C22
N2B—C19—C21
C20—C19—C21
C22—C19—C21
C11—C10—C7
C5—C4—C3
C18—N2B—C19
N1B—C23—C24
N1B—C23—C22
C24—C23—C22
C15—C14—C13
C13—C18—C17
C13—C18—N2B
C17—C18—N2B
Cl16—C17—C18
C17—Cl16—C15
C14—CI15—C16

1.359+(10)
1.372+(10)
1.358+(10)
1.371+(10)
1.454+(9)

1.440+(10)
1.341+(10)
1.385+(11)
1.375(11)
1.378+(11)
1.510+(9)

1.489+(9)

120.0+(7)
121.9+(6)
118.0+(7)
111.2+(8)
109.7+(6)
112.6+(7)
105.2+(7)
108.5+(9)
109.4+(7)
114.3+(6)
120.8+(7)
122.8+(7)
119.8+(7)
117.6+(7)
121.7+(7)
122.4+(8)
119.0+(7)
119.7+(7)
120.6+(8)
119.6+(8)
121.0+(8)
118.0+(8)




Table S3: Hydrogen bonds geometry of of [C;,H;7N;],[ZnBry]

NIA—HIA --Br2i 0.86 271 3.566+(5) 171
NIB—HIB:-Brli 0.86 2.86  3.578+(6) 142
N1B—HIB:--Br2i 0.86 296  3.626+6) 135
N2A—H2A -+ -Br3ii 0.86 3.02  3.806+(7) 153
N2B—H2B--Brl 0.86 2.82  3.576+(6) 147
C22—H22A---Br4v 0.97 291 3.876+(7) 174

Symmetry codes: (i) x, y+1, z; (ii) —x+3/2, y+1/2, —z+3/2; (iii) —x+3/2, y+1/2, —z+1/2; (iv)

—x+1, —p+1, —z+1.
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