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Ab-initio simulations
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• C6H6 has N=42 e and 3N=126 e 
coordinates.

• Spatial mesh M= 50 points per dimension.
• M3N=50126 operations to find ground state.
• Powerful computers ~1020 

operations/second.
• Around 1080 years to solve Eel=

⟨.|0ℋ | ⟩.
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• Need more approximations.  
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Can solve the full Schrödinger equation by solving one-particle system 
equations, and obtain an approximate ground state energy for the system. 

• n(r)=⟨1 $2, … $3 | ⟩1 $2, … $' electronic density.

• n(r)=⟨41($2)…46($')| ⟩⟨41($2)…46($')| system of fictional N-
independent particles each represented by 47 $8 .
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The new version of CRYSTAL is available and can be downloaded from the CRYSTAL solutions web site

The CRYSTAL Team is pleased to announce the release of CRYSTAL14 (current version: v1.0.3).
CRYSTAL14 is a major release and the most relevant new features are:

Static first- and second-hyperpolarizability and the corresponding electric susceptibilities tensors through a Coupled Perturbed
HF/KS scheme
Improved phonon dispersion calculation (phonon band structure and DOSs, ADPs and Debye-Waller factors, ...)
Raman and IR intensities through a CPHF/KS approach
Automated calculation of the piezoelectric and photoelastic tensors of crystalline systems
New DFT functionals: mGGA, Range-separated hybrids and Double-hybrids
Automatic generation of fullerene-like structures
New tools to model low-dimensionality systems (nanorods, nanoparticles, ...)
New tools for the treatment of solid solutions
Improved Massive-parallel version (MPPcrystal - distributed memory)

Internal interface to CRYSCOR for electronic structure calculations of 1D,- 2D- and 3D-periodic non-conducting systems at the L-
MP2 correlated level and Double-Hybrids
Internal interface to TOPOND for topological analysis of the charge density

Upcoming events in 2016

MSSC2016 - Ab initio Modelling in Solid State Chemistry 
London Edition (New Users) 
London (UK), September 19-23, 2016

MSSC2016 - Ab initio Modelling in Solid State Chemistry 
Torino Edition 
Torino (Italy), September 4-9, 2016

Overview
CRYSTAL is a general-purpose program for the study of crystalline solids, and the first which has been distributed publicly. The first
version was released in 1988 and then six next versions have followed: CRYSTAL92, CRYSTAL95, CRYSTAL98, CRYSTAL03,
CRYSTAL06 and CRYSTAL09.

The CRYSTAL program computes the electronic structure of periodic systems within Hartree Fock, density functional or various hybrid
approximations (global, range-separated and double-hybrids). The Bloch functions of the periodic systems are expanded as linear
combinations of atom centred Gaussian functions. Powerful screening techniques are used to exploit real space locality. 
Restricted (Closed Shell) and Unrestricted (Spin-polarized) calculations can be performed with all-electron and valence-only basis sets
with effective core pseudo-potentials.

The program can automatically handle space symmetry (230 space groups, 80 two-sided plane groups, 99 rod groups, 45 point
groups are available ). Point symmetries compatible with translation symmetry are provided for molecules. Helical symmetry is now
available (up to order 48). 
Input tools allow the generation of a slab (2D system), or a cluster (0D system), from a 3D crystalline structure, or the creation of a
supercell with a defect, or nanotubes (1D system) from a single-layer slab model (2D system).

The code may be used to perform consistent studies of the physical and chemical properties of molecules, polymers, nanotubes,

Welcome to the CRYSTAL official web site

CRYSTAL14 RELEASED!CRYSTAL14 RELEASED!
New features and performance enhancements for an improved
characterization of periodic systems.
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PRB 87, 121108(R) (2013) 

EXPERIMENTAL APPROACH
Muonated Fe: follow the evolution of the muon frequency shift in a transverse field experiment as 
a function of the applied stress in a single Fe crystal (PRB 32, 293, 1985).

COMBINED THEORETICAL / EXPERIMENTAL APPROACH
Muonated LiF and Cu(pyz)(NO)3: the theoretical calculations are used for testing different 
potential muon stopping sites.

THEORETICAL APPROACH?
Analysis of the DFT’s electrostatic potential of the bulk material. This is know as the 
Unperturbed Electrostatic Potential Method (UEP)

2

(a) LiF (011) (b) CaF2 (011) (c) CoF2
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FIG. S1. (color online). Calculated electrostatic potential for the unperturbed solid. Blue coloring indicates regions that are
attractive to a positive charge, red regions repel a positive charge. Below and above the end of the scale the color coding is
blue and red respectively with no further gradient. The scale is relative and cannot be compared between di↵erent compounds.
Ions are drawn at their ionic radii. Li (blue), F (green), Ca (red), Co (magenta). The c axis is vertical. Arrows indicate the
dia- and paramagnetic muon sites obtained through a full relaxation, which agree with the experimentally determined muon
sites. In CoF2 the muonium site is close to the octahedral site that also hosts the diamagnetic muon. Note also that the muon
zero point energy, characterizing the extent of its delocalization in the absence of bonding, is about 0.8 eV in the F–µ–F state
and about 0.2� 0.6 eV as muonium, see tables I and II in the main text.

For Mu in CoF2 the dipolar coupling was estimated
from the dipolar coupling to the Co moments only. The
Mu electron spin density is approximately spherically
symmetric and therefore only yields a small contribution
to the dipolar coupling, which has been neglected. The
Co moment was assumed to be 2.64µB and the pertur-
bation of the n.n. moment was taken to be �25% (the
calculated reduction of the spin-only moment). The per-
turbation of the spin-only moments of the other Co ions
in the supercell was negligible. At di↵erent levels of ap-
proximation the dipolar coupling is 0.49 T (unperturbed
crystal), 0.72 T (crystallographic distortions only) and
0.52 T (crystallographic distortions and perturbation of
the n.n. Co moment), all are along c and have the same
sign as the contact coupling.

II. COMPARISON WITH ELECTROSTATIC
POTENTIAL

There has been considerable interest recently in iden-
tifying muon sites by locating the minima of the elec-
trostatic potential of the unperturbed host (calculated
at varying levels of complexity).S8–S12 In this section we
compare the sites of the dia- and paramagnetic muons ob-
tained through a full ionic relaxation (which, as demon-
strated, are in excellent agreement with the experimen-
tal sites) with the location of the minima of the elec-
trostatic potential of the unperturbed solid. We define
electrostatic potential to mean the inverted sum of the
conventional Hartree and ionic potentials (convention-
ally defined to be positive in regions that repel elec-
tronic charge density). The calculated electrostatic po-
tentials are shown in Fig. S1 for three of the compounds
of this series. It is evident that the minima of the elec-
trostatic potential do not coincide in general with the

correct dia- or paramagnetic muon sites.S13 In the dia-
magnetic case this is due to the interaction of the muon
with its host and in particular the formation of the molec-
ular F–µ–F state which, having the strongest known hy-
drogen bond,S14 releases a substantial amount of energy
upon formation. While interstitial muonium generally
interacts more weakly with the host due to the screening
by the Mu electron, this screening also makes muonium
less sensitive to the host’s electrostatic potential and the
site of muonium localization is mainly determined by the
space required to accommodate the Mu electron. Muo-
nium could also be located in a bond-centered rather than
an interstitial location, in which case there usually is a
significant interaction with the lattice.S15,S16 As argued
in the main text, the muon can have an exceptionally
large zero-point energy which needs to be taken into ac-
count if di↵erent candidate sites are investigated (in this
series the ionic relaxation only yielded a single dia- and
paramagnetic site). It is therefore clear that muon sites
should not be assigned to the minima of the electrostatic
potential of the unperturbed solid without detailed anal-
ysis.

III. EXPERIMENTAL SEARCH FOR F–µ–F
STATE IN COBALT(II) FLUORIDE

A powder sample of CoF2 (Sigma Aldrich 236128) was
wrapped in 25 µm silver foil and mounted in a 4He cryo-
stat on the GPS instrument at the Paul Scherrer In-
stitut in Switzerland. Above the critical temperature
of 37.85 K, we observed oscillations in the muon de-
cay asymmetry A(t) characteristic of an F–µ–F state,
see Fig. S2. The data were fitted to

A(t) = A1 exp(��1t)Dz(t) +Abg exp(��bgt), (S1)
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FIG. 2. (Color online) Possible muon sites in YF3 (left and center) and LiF (right). Label A identifies the expected site in both compounds.
Localization volume surfaces are shown in dark yellow for YF3 and in Fig. 1(c) for LiF. Please note that we are showing unrelaxed lattice
structures.

reproduce the experimental fast decay of the µSR signal. Site
C is a local minimum for the structural relaxation, and this
is where a proton would remain trapped. The effect of ZPM
here is important, and because of the large delocalization,
the muon gets out of the local minimum and reaches site A
as a consequence of the gradual atomic position relaxation.
This behavior is moreover energetically favored if we look
at the total energies for the µ+-sample system given by
our DFT simulations. The total energies for sites A, B, and
C are reported in Table I. We see that the inclusion of
relaxation effects allows us to recover the agreement with
the experimental findings: site A has a total energy which is
0.89 eV lower with respect to site B and is thus confirmed to
be the muon stopping site in LiF. The formation of the F-µ+-F
complex has important consequences on µ+ delocalization in
LiF. Indeed, lattice relaxation breaks the lattice periodicity,
while the µ+ forms a bond with F enhancing localization and
hindering µ+ diffusion across the material, in agreement with
the experimental evidence.

The results of our calculations are confirmed by a com-
parison with experimental data. The expected depolarizations
for sites A, B, and C are shown in Fig. 3. It is clear that
the time dependencies of the muon polarization for the three
inequivalent sites are very different, allowing us to discard
sites B and C. Only site A is compatible with the observed
asymmetry spectra. The other two locations for µ+ give
significantly worse fits (site C) and nonphysical values for the
local modification of the bond length and distances between

TABLE I. Results for the structural optimization with µ+ in the
interstitial positions A, B, and C (see text and Fig. 2). Site A is always
the experimental or predicted site. F-µ+ is the distance between the
µ+ and its nearest-neighbor F atom(s), Ei − EA are the DFT ground-
state energies of the relaxed structures referred to EA.

LiF YF3

A B C A B C

F-µ+ distance (Å) 1.15 1.56 1.01 0.144 1.134 1.144
Ei − EA (eV) 0 0.89 0.54 0 −0.64 0.36

µ+ and F nuclei (site B). Fitting the experimental results with
rµ+−F as a free parameter in Eq. (5), we find that the distorted
crystal structure obtained from DFT calculations reproduces
the experimental F-F distance11 with ∼1% precision.

V. YF3

To find the muon sites’ positions, DFT calculations are more
important in YF3 than in LiF. First of all, experimental data
alone do not allow an unambiguous site identification by the
F-µ+-F signal because too many inequivalent µ+ interstitial
positions are available in the primitive cell. Secondly, the
Coulomb potential for the unperturbed bulk crystal shows
only one minimum in ( 1

2 , 1
2 ,0) that yields a depolarization

which cannot capture the experimental asymmetry spectra.
Moreover, here the depolarization signal is only roughly
captured by the axial F-µ+-F expectations as shown in Fig. 4.
Therefore, a reliable muon site assignment in YF3 can only
be achieved through DFT calculations. Following the same
procedure used with LiF, we relaxed the lattice structure with
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FIG. 3. (Color online) Expected µ+ asymmetry spectra for
optimized muon sites and atomic coordinates in powdered LiF. Sites
are labeled as in Fig. 1. Calculations include only the neighboring
atoms that give rise to couplings higher than one-tenth of the
maximum coupling constant [see Eq. (5); the number of F atoms
considered depends on the µ+ interstitial site]). Position A gives the
best agreement with the measured data.11
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DFT also allows us to determine whether some possible
muon states could have level crossings in the field range used
to investigate the dynamics of propagating spin excitations,
which would complicate the analysis.

II. DFT CALCULATIONS AND MUON SITES

Recently, developments in using DFT techniques to solve
the muon-site problem [27] have been applied successfully
to a variety of different systems. These include ionic insu-
lators [28,29], organic magnets [30], pnictide superconduc-
tors [31], and quantum spin ices [32] but not, until now, coor-
dination polymers. Our DFT calculations were performed with
the QUANTUM ESPRESSO package [33] within the generalized-
gradient approximation [34] (GGA) using norm-conserving
and ultrasoft [35] pseudopotentials. The muon was modeled
by a norm-conserving hydrogen pseudopotential. The details
of the DFT calculations may be found in the Appendix.
The results reported here were obtained in calculations for a
supercell of 2 × 2 × 1 conventional unit cells (plus the muon).
Both neutral and positively charged (+1) supercells were
studied. The former corresponds to the scenario where the
muon attracts an electron through some thermal or epithermal
process as it stops in the crystal; the latter corresponds to the
case when this does not occur.

Structural relaxations of the system reveal two classes of
low-energy muon sites. In the first class (denoted the NO−

3
sites) the muon forms a hydroxyl-type bond with any one of
the three inequivalent oxygen ions in the nitrate group. Two
configurations are possible within this class. In the first, which
occurs in both neutral and charged supercells, the muons are
approximately coplanar with the nitrogen and oxygen ions
(within 3◦) [Fig. 1(a)]. As we argue below, it is this site that is
probing the spin dynamics in this system. We note that the per-
turbations caused by the muon in this site are benign and there-
fore do not expect our conclusions on the spin dynamics to be
affected by muon-induced effects. In the second, which occurs

only in the neutral supercell, the entire bonding nitrate group
rotates by nearly 90◦ around the b axis [Fig. 1(b)]. For these
sites, the crystallographic distortions are !0.6 Å for those
atoms not in the bonding nitrate group. In the second class of
muon sites [denoted N(pyz)] the muon bonds to one of the
two equivalent nitrogen atoms in the pyrazine ring [Fig. 1(c)].
This site occurs for both neutral and charged supercells. In this
class, the nitrogen atom with the attached muon is very close
to the Cu ion and this causes the crystallographic distortion of
the Cu ion to be significant, involving distortions of >1 Å.

Given these proposed sites, we may assess the possible
influence of the muon on the local magnetism of the system
via the calculated spin density (see the Appendix). For the
cases involving a neutral supercell, where the muon and an
extra electron are added to the system, the muon in both
the NO−

3 and N(pyz) sites donates the extra electron to
the nearest-neighbor Cu ion, turning the magnetic Cu2+ ion
into diamagnetic Cu+. This acts to interrupt the Cu–pyz–Cu
exchange pathways, effectively cutting the spin chain. Further-
more, for the N(pyz) site, the Cu+ environment distorts away
from square-planar towards a linear N–Cu–N “dumbbell”
arrangement, consistent with the observation that Cu+ 3d10

ions prefer linear coordination in order to reduce the orbital
overlap with the ligands. This results in the combined effect
of (i) switching off the Cu moment and (ii) significantly
displacing the Cu ion. For the charged supercell, where there
is no extra electron introduced, only the structural distortion
occurs. For the charged supercell N(pyz) site, for example,
where only the Cu ion is displaced, this leads to an increased
magnetic overlap between neighboring Cu–pyz–Cu chains.
The charged cell NO−

3 site involves a less significant structural
distortion still and so should be expected to have the least
effect on the magnetic properties.

In addition to our DFT results, we also note that possible
states formed by a single spin S = 1/2 impurity coupling to a
spin-chain have been previously studied in detail theoretically,
both using conformal field theory and numerically [36]. The

( )c()b()a

µ

µ

µ

FIG. 1. (Color online) Low-energy muon sites in Cu(pyz)(NO3)2. Translucent spheres represent the ionic positions in the unit cell without
the muon. (a) The nitrate site, first configuration (bonding oxygen moved by 0.4 Å; other ions moved by !0.2 Å). (b) The nitrate site, second
configuration, with the nearly 90◦ rotation of the nitrate group around the b axis (oxygen ions moved by 1.5, 1.2, and 0.3 Å). (c) The N(pyz)
site (Cu ion moved by 1.4 Å).
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• Calculate classical forces on the µ+ .

• Relax µ+ to the potential minima. Identify clusters.

• Create supercell and test sites.

• Calculate electrostatic potential of unperturbed host material 

using DFT

• Randomly locate µ+ in the host’s unit cell (Ge in example)

1
0

• Plot potential along the line joining 0-1.

• 1 is more likely to be an stopping site.

Ge



F-F potential Mu-Mu potential

TiO2 rutile

LiF

0
1

Pr2Rh3Ge5

Work with Adroja Debashi, from ISIS
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N structures2x2x2 Si 
supercell

L. Liborio, S. Sturniolo and D. Jochym, The Journal of Chemical Physics, 148, 134114 (2018) 

Python library Soprano (CCP NC )  https://github.com/CCP-NC/soprano

1) Build supercell
2) Define region to randomly locate muonium pseudo-atoms
3) Generate muonated structures placing muonium in randomised positions

within the chosen region
4) Relax structures using calculated DFT forces
5) Each muonated structure is a vector in data space (E, mux, muy, muz). Look for

clusters in this data-space.

https://github.com/CCP-NC/soprano


• Define 4D vector: (ET, mux, muy, muz)

• Look for “closeness” in 4D space

• Hierarchical clustering

• 3 clusters identified

Python library Soprano (CCP NC )  https://github.com/CCP-NC/soprano

SOPRANO

https://github.com/CCP-NC/soprano


Si_1 Si_2 Si_3

• Identified 3 clusters

• Use k-means clustering

• Iidentified the MuT and MBC in Silicon.

• High throughput method.

Python library Soprano (CCP NC )  https://github.com/CCP-NC/soprano

https://github.com/CCP-NC/soprano
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S. Sturniolo, L. Liborio and S. Jackson, The Journal of Chemical Physics, 150, 154301 (2019). 

Python library Soprano (CCP NC )  https://github.com/CCP-NC/soprano

1) Build supercell of an organic crystal.
2) Define region to randomly locate muonium pseudo-atoms
3) Generate muonated structures placing muonium in randomised positions

within the chosen region
4) Relax structures using calculated DFTB+ forces
5) Each muonated structure is a vector in data space (E, mux, muy, muz). Look for
clusters in this data-space.

https://github.com/CCP-NC/soprano


Why DFTB+ is faster? Why organic systems? 

• Represents the electrons as bound to the ions. 

• Does not describe the full spatial electronic wavefunction.

• Uses parametrizations to describe interactions between chemical species 
in the system.

• These parametrizations are not easy to do.  Saved in Slater-Koster sets.

• Used organic crystals because there is a well-documented Slater-Koster
parameter set for organic compounds: the 3ob-3-1 set,  which covers 
among the other elements carbon, hydrogen, oxygen, nitrogen and sulphur.

https://www.dftbplus.org/

https://www.dftbplus.org/


Bithiophene Durene TCNQ

S. Sturniolo, L. Liborio and S. Jackson, The Journal of Chemical Physics, 150, 154301 (2019). 
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Collaboration with UEA, ISIS and PSI

Tetrakis-(2-phenyethynyl)-Silane

Phenylacetylene capped silicon nanoparticles



All calculations were done in Python using the libraries Numpy [6], Scipy [7] and ASE [8] for
numerical and atomic structure manipulations.

3. Low temperature limit

At 12 K, the ALC spectrum of benzene displays a number of broad peaks, partially overlapping
across the explored range of frequencies. Figure 2 displays the spectrum, together with the prediction
of the simulation. The simulation was performed by taking the six corrected hyperfine tensors for the
six possible muon sites, calculated as described in the previous section, and the six corresponding
ipso hydrogen hyperfine tensors. Each of the six was used to compute a powder-averaged spectrum
over a total of 434 orientations taken from the set of Lebedev angles compiled by M. Carravetta [9].
Finally, the six spectra were summed, assuming that there is no preference for any specific stopping
site.

 400  450  500  550  600  650

 15  16  17  18  19  20  21  22  23

2

2

1

1

3

3

1b

1b

2b3b

3b

1 (MHz)

LF (kG)

12 K
Simulated

Fig. 2. Experimental ALC spectrum for solid benzene at 12 K (solid line) and static simulated spectrum
(dashed). The red lines on the top of the plot represent the predicted positions for the ∆1 peak at the various
sites, before (dashed) and after (solid) the quantum corrections. The ones at the bottom are the same for the ∆0
peaks.
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 400  450  500  550  600  650  700

 15  16  17  18  19  20  21  22  23  24  25

1 (MHz)

LF (kG)

210 K
Crystal average

Molecule average

Fig. 3. Experimental ALC spectrum for solid benzene at 210 K (solid line), and simulated spectra with
averaged crystal tensors (dashed line) and single molecule tensors (dash and dot).

The resulting spectrum matches the experimental one closely enough except for two details:

• the leftmost peak, related to site 2a, seems to be too shifted to the right by an excessive quantum
correction;

• overall, peaks appear to be broader than the experimental ones.

Peak width is a function of the anisotropic part of the hyperfine tensor, and as it is going to
be discussed in the next section, molecular motions can partially or completely average it out, thus
narrowing the peaks. This suggests that even at 12 K there still is some residual dynamical process that
narrows the peaks beyond what our simulations predict. Narrowing and averaging effects, however,
become the dominant process only at high temperatures, which are going to be discussed next.

4. High temperature limit

The most relevant temperature activated process for the ALC spectrum in benzene is one that
has been long known for this crystal: the axial rotation of benzene rings. Since only weak dispersion
forces are keeping the benzene molecules in place, a relatively small amount of thermal energy is

4

Low Temperature High Temperature

ALC Muonated Crystalline Benzene

S. Sturniolo, L. Liborio et. al., Japanese Journal of Physics: Conference Series, (2017).

• The longitudinal field Avoided Level Crossing (ALC) muon 
spectrum of crystalline benzene.

• ALC spectrum for benzene at 12 K and at 210 K. 
• ALC peaks narrow at 12 K by residual dynamical process.
• Further ALC peak narrowing at 210 K due to benzene rotation.
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Work in progress – Future plans 

Polipeptide – Mark Telling, ISIS

3ob-3-1 DFTB+ set

• Plan use of machine learning to try to estimate hyperfine coupling constant tensors 

with DFTB+

• Venturing into the field of large organic 

molecules.

• Working on simulations for biological 

systems.

• Key technical issue: flat potential 

surfaces, almost impossible to relax by 

standard DFT.

• Key technical issue: huge systems.



• DFT is a powerful approximation that allows for the computational modelling of
nanomaterials.

• We developed computational methods to estimate the stopping sites of muons in
crystalline materials in a fast and reliable way. These methods complement the known
methodologies used for predicting the muon stopping sites. We have developed our
own flavor of the UEP method.

• Our new fast method utilize DFTB+ calculations, combined with the random
generation of potential muonated structures and the use of machine learning
techniques to efficiently search for clusters in these structures. This method
predictedmuon stopping sites in Bithiophene, Durene and TCNQ.

• The Python library Soprano is used to implement the method and identify the clusters.

• Computational modelling can be applied to specific problems related to muon
experiments. Working on the implementation of these techniques for a general user
(Software demonstrations).

• We plan to start work on large organic/biological systems.
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