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Figure S1. Overlay of the crystal structures of 1 (blue) and 3 (red) (crystallizing in P2; space group), showing the
similarity between the two crystal structures.

On the accuracy of the lattice parameters from ED data — angles between the lattice basis vectors
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Figure S2 3D positions of electron diffraction Bragg reflections used for the unit-cell parameters determination
along an arbitrary orientation (a), along the longest crystallographic axis (b), difference vectors calculated from
these peak positions (c).

The unit cell parameters are determined from the 3D positions of reflections extracted from 3D electron
diffraction data (Figure S2a, S2b). As a first step difference vectors (Figure S2c) are calculated from the peak
positions, these vectors are then analysed to obtain the basis vectors of the lattice.

Angles between the unit cell vectors, determined from electron diffraction data are usually well-defined. It was
not the case for (1): a=90.6°, f=91.3°, y=88.1°, although the angles have to be 90° due to the orthorhombic
symmetry of the material. Figure S2 shows 3D peaks positions extracted from ED data used for the unit cell
determination, arbitrary oriented (a) and along the longest crystallographic axis. There is a geometric uncertainty
in the peaks positions due to different geometrical factors — excitation error, numerical diffraction centring error,
crystal bending, etc. These effects are known for electron diffraction and are resolved by clustering procedures?
implemented in most 3D ED data processing software (ADT, ETD, RED)2. When no diffuse scattering is present in
the data and crystal bending can be neglected, the geometric error stays more or less constant and is related to

1. Schlitt, T.E. Gorelik, A.A. Stewart, E. Schémer, Th. Raasch, U. Kolb, (2012), Application of clustering techniques
to electron diffraction data: determination of unit-cell parameters, Acta Cryst. A68, 536—546.

2 Relevant references are in the main text.



the number of pixels in a 2D diffraction pattern. In this study a 1k CCD was used, so the following discussion is
relevant for 1024x1024 diffraction patterns.

a) b)

Figure S3 Difference vectors for the first 3 clusters (a); histogram of the difference vectors for the first tree
clusters (b), horizontal axis in pixels.

The size of a cluster can be estimated from the width of the peaks in the histogram shown in Figure S3b. Here,
the zero-cluster has a “dip” in the middle as the zero distances were not allowed during the difference vectors
calculation. From the second cluster at 12 pixels’ distance from the centre, one can see that the cluster diameter
(FWHM) is about 8 pixels. For short lattice parameters (long reciprocal space vectors) the error due to the cluster
blurring will be low as the ratio of the vector length to the cluster size is relatively large. For short reciprocal
vectors (long crystallographic axes in the direct space) the length to cluster diameter ratio is small. In the present
study the length of the vector is about 12 pixels, the length to diameter ratio is 12/8=1.5. In this situation the
positions of the clusters are not properly defined, which makes especially the angles determination of the unit
cell unstable. The lengths of the unit vectors are also affected by the cluster blurring, is however geometrically
better defined.

The situation could have been improved if a larger camera length was used for the data collection. The distance

between the clusters in pixels would increase, while effects associated with the cluster blurring would almost
stay the same.

Keywords for HF:
#p hf/cc-pvtz geom=connectivity int=grid=ultra
Keywords for DFT geometry optimisation:

#p opt=tight freg=noraman b3lyp/6-31G(d,p) int=grid=ultra

Table 1. Energy differences and dipole moment values for calculated structures (HF/cc-pvtz)

Structure | symmetry | AE in kcal/mol | total dipole | x-component | y-component | z-component
moment in
Debye

I Cc3 0.00 0.64 0.00 0.00 0.64




Il C1 0.00 0.22 0.00 0.00 0.22
1] C1 0.36 1.78 1.09 1.25 0.64
1 C1 65.81 3.22 -3.16 0.60 0.18
opt1 C1 0.35 1.67 1.09 1.25 0.21

Figure S4. Different molecular conformations used for the dipole moment calculations.
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for C; symmetric structure I
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N -0.243726000 -1.
C -2.597855000 -0.
o 0.454426000 2.
C 2.143429000 -1.
o 1.683336000 3.
C 2.013943000 -3.
o -3.697279000 -0.
C 3.075625000 -4,
o -5.090614000 -0.
C 2.014989000 4.
o 3.365391000 5
C 3.749702000 6
o 2.783190000 7.
C 1.420465000 7
o 1.057179000 5
o -5.506737000 -1.
C -6.845622000 -2.
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for C; symmetric structure Il:

C -0.805064000 1.
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N 0.840559000 -1.
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N 0.524120000 1.
C 2.745244000 0.
C -1.021293000 -2.
C -1.723420000 2.
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C -5.024090000 -5.
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C -6.380519000 -8.
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H -3.020981000 -2.
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H 8.064712000 =7.
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H 7.653374000 1
H 7.831004000 -2
H 5.400579000 -2
H -0.441750000 5
H -1.724456000 8
H -5.377145000 5
H -4.077020000 3
H 9.808046000 1
H 11.100061000 0
H 9.731974000 1.
H 9.954254000 -2.
H 11.188057000 -1.
H 9.892174000 -2.
H -6.723951000 -7.
H -6.885806000 -7.
H -6.704725000 -9.
H -3.410968000 -9.
H -3.649413000 -9.
H -4.834248000 -10.
H -4.484191000 10.
H -3.009724000 9.
H -3.226717000 9
H -6.156617000 7
H -6.323511000 7
H -6.266582000 9
for C; symmetric structure llI:

o 0.489493000 -1.
N 0.847080000 -0.
o -0.170473000 0.
N -1.472907000 0.
C -1.728052000 -0.
N -0.784604000 -1.
o -3.115592000 -1.
o 0.124728000 2.
o 1.525668000 -2.
c 1.376468000 2.
o 2.848884000 -2.
o -4.174146000 -0.
o 3.949557000 -3.
o -5.586603000 -0.
o 1.769322000 4.
o 3.135234000 4
o 3.576551000 5
o 2.655361000 6.
C 1.277329000 6
c 0.856961000 5.
C -6.069173000 -2.
o -7.423899000 -2.
C -8.393058000 -1.
o -7.915601000 -0.
o -6.554042000 0.
C 5.274809000 -2.
o 6.368097000 -3.
C 6.190743000 -4,
o 4.857995000 -5.
C 3.779980000 -4,
N -9.748117000 -1.
C -10.202785000 -3.
C -10.710318000 -0.
N 3.078581000 8.
o 4.492550000 8.
C 2.113963000 9.
N 7.270503000 -5.
o 8.616570000 -5.
o 7.054850000 -7.
H -3.229655000 -2.
H -0.756087000 2.
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.704500000
.000320000

.026060000
.025395000
.024878000
.024620000
.025389000
.026104000
.025486000
.024477000
.026610000
.026873000
.025749000
.025978000
.026011000
.026070000
.026853000
.040200000
.040187000
.034062000
.008221000
.008349000
.013477000
.012649000
.031550000
.032382000
.033317000
.028833000
.027679000
.031475000
.017078000
.017844000
.054711000
.118503000
.088870000
.059018000
.079238000
.122920000
.054996000
.095278000
.113382000
.025852000
.023171000
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.140643000
.191145000
.130614000
.947514000
.872345000
.642210000
.528633000
.209743000
.366972000
.734047000
.608996000
.223101000
.449251000
.362976000
.664266000
.778908000
.911254000
.290927000
.805535000
.618426000
.719316000
.597601000
.908778000
.076697000
.636107000
.344728000
.607424000
.627434000
.331264000
.853798000
.770268000
.600613000
.406372000
.012719000

.452309000
.985521000
.117266000
.557784000
.646541000
.952949000
.284381000
.981564000
.009761000
.505629000
.729090000
.199349000
.575973000
.075996000
.454705000
.940354000
.511603000
.112927000
.738267000
.111347000
.046485000
.101612000
.116214000
.990935000
.534318000
.200966000
.179314000
.183067000
.068518000
.533622000
.740669000
.450215000
.598433000
.716793000

.027992000
.030508000
.025535000
.027371000
.046979000
.043639000
.013801000
.011392000
.000719000
.004480000
.030950000
.035785000
.027800000
.022605000
.003564000
.007306000
.090663000
.048552000
.667951000
.050903000
.019726000
.712345000
.040080000
.723727000
.008275000
.657684000
.098983000
.049831000
.024737000
.702049000
.060081000
.084027000
.675406000
.043147000



	je5003coversheet
	je5003sup4

