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Figure S1. 7’Se ssNMR spectrum of Ge,,Se,,Teq, acquired at 300MHz (7.1 T) using a 4 mm
probe and MAS rotation conditions of 14kHz.
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calculated on the 300K trajectories of our six Se-rich Ge-Te-Se models. First row, the three
models (Rsei-3) derived from the first heterogeneous GeSes glass G;. Second row, the three
models Rge;-3 derived from the first heterogeneous GeSes glass Go.

Figure S3. Individual radial distribution functions for our six Se-rich Ge-Te-Se glasses. The
left column corresponds to the glasses derived from G, and the right column from the G»
GeSe4 heterogeneous model.

Figure S4. Visualisation of two structures at 300K of our selenium-rich glasses derived from
the G; (left) and G, (right) models together with tetrahedra for the Ge coordination spheres.
(CS tetrahedra — grey, ES tetrahedra — orange). The germanium atoms are in red, the selenium
atoms in yellow and the tellurium atoms in light blue.

Figure SS. Averaged Se-Te radial distribution functions (solid line) and their integrations
(dotted line) for the three Ge-Te-Se glasses derived from G, (black) and the three other
derived from G, (red).

Table S1. Coordination numbers for the germanium atoms calculated on the 300K trajectories
of our six Se-rich Ge-Te-Se models. First row, the three models Rse;.3 derived from the first
heterogeneous GeSe, glass G;. Second row, the three models Rger.3 derived from the second
glass G..
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Figure S1. ’Se ssNMR spectrum of Ge,,Se,,Te, acquired at 300MHz (7.1 T) using a 4 mm
probe and MAS rotation conditions of 14kHz.
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Figure S2. Histograms of the nature of the coordination numbers for the germanium atoms
calculated on the 300K trajectories of our six Se-rich Ge-Te-Se models. First row, the three
models (Rse1-3) derived from the first heterogeneous GeSes glass G;. Second row, the three
models Rg;3 derived from the first heterogeneous GeSe, glass Go.
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Figure S3. Individual radial distribution functions for our six Se-rich Ge-Te-Se glasses. The
left column corresponds to the glasses derived from G, and the right column from the G»
GeSe4 heterogeneous model.



Figure S4. Visualisation of two structures at 300K of our selenium-rich glasses derived from
the G, (left) and G, (right) models together with tetrahedra for the Ge coordination spheres.
(CS tetrahedra — grey, ES tetrahedra — orange). The germanium atoms are in red, the selenium
atoms in yellow and the tellurium atoms in light blue.
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Figure S5. Averaged Se-Te radial distribution functions (solid line) and their integrations
(dotted line) for the three Ge-Te-Se glasses derived from G, (black) and the three other
derived from G, (red).



Table S1. Coordination numbers for the germanium atoms calculated on the 300K trajectories
of our six Se-rich Ge-Te-Se models. First row, the three models Rge;.3 derived from the first
heterogeneous GeSe, glass G;. Second row, the three models Rgey.3 derived from the second

glass G..

Ge-GeSe(n-1)
Ge-Te2Se(n-2)
Ge-TeSe(n-1)
Ge-Se(n)

Sum

Ge-GeSe(n-1)
Ge-Te2Se(n-2)
Ge-TeSe(n-1)
Ge-Se(n)

Sum

n=3 n=4 n=5
2,26 2,26
9,28 9,28

6,83 75,69 5,46 87,98
6,83 87,23 5,46 99,52

n=3 n=4 n=5
1,53 1,53

0,02 13,87 0,11 14,00
6,89 76,52 0,35 83,76
6,91 91,92 0,46 99,29

n=3 n=4 n=5
9,23 9,23

8,90 0,43 9,33
80,91 0,46 81,37
0 99,04 0,89 99,93

n=3 n=4 n=5

2,33 2,33
0,83 19,65 0,56 21,04
6,48 68,97 0,22 75,67
7,31 90,95 0,78 99,04

n=3 n=4 n=5

6,80 6,80
6,51 85,79 0,37 92,67
6,51 92,59 0,37 99,47

n=3 n=4 n=5

15,38 0,92 16,3
81,88 1,81 83,69
0 97,26 2,73 99,99



