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The key potential property for the development of new
devices, notably in data storage, light or heat sensors, is
Bistability. Dynamical systems, like PDTA!, presents
two stable equilibrium states (see below the susceptibility
curve as a function of T). The coexistence of two different
crystal phases, HT and LT, within a given range of T is
evident.
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The PDTA crystal belongs to the DTA family'. These
systems present the same ----S-N®-S---. moiety, where
the nitrogen atom formally hosts the unpaired electron.
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PDTA
[1,3,2]-pyrazinodithiazol-2-yl

The Fast Pair-Exchange Dynamics has been observed
in TTTA?3, for which the regular m-stacks of the HT
polymorph (in the center of the picture below), result

from the dynamic interconversion between two distorted
stacks, in left and right-hand side.
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This Fast Pair-Exchange Dynamics might also affect
both the phase transition (LT —>HT) and the magnetic

_response of the PDTA material at HT.

5. CONCLUSIONS

In this work we used the “First-Principles Bottom-Up”
strategy, for studying the LT and HT phases of the
PDTA. We were able to:

e determine which radical pairs play an important

role in the structural and magnetic description of
PDTA system;

e correctly reproduce the DIAMAGNETIC and
PARAMAGNETIC behavior of LT and HT phases
of PDTA, respectively;

e correlate numerical differences in the HT simulated
curves with thermal fluctuations.

FUTURE WORK:

1. perform the “DYNAMICAL” analysis of PDTA sys-
tem, for both LT and HT phases;

2. assess if PDTA undergoes Fast Pair-Exchange Dy-
namics, as TTTA.

2.

OBJECTIVES

On the basis of the work carried out by Vela et al.??, we want to:
e cvaluate the nature of the phase transition from LT —> HT in the PDTA material;
e check whether the Vibrational Entropy for the HT phase of PDTA plays a key role in the phase transition;
@ assess whether the HT phase of PDTA undergoes Fast Pair-Exchange Dynamics.

3.

N

METHODOLOGICAL DETAILS

e STEP (1): Analysis of the experimental crys-

tal packing in order to identify all the unique
radical- - - radical pairs;

e STEP (2): Calculation of each mag-

netic Interaction, Jap, between each unique
radical- - - radical pairs, using the Heisenberg-
Hamiltonian H =—2J45 -S4 - Sp;

e STEP (3): Determination of the magnetic topol-

ogy of the crystal described by non-negligible J 4 p;

e STEP (4): Calculation of the macroscopic mag-

netic properties (x, x7T, ...) and comparison with
the experimental data.
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The correct description of the magnetic properties of DTA-based materials can be performed from a “STATIC” and
“DYNAMICAL” points of view. The “STATIC” analysis is based on the First-Principles Bottom-Up*, which is a
4 steps procedure:
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and the magnetic properties.

The “DYNAMICAL” approach takes into account the role of thermal fluctuations to study both the crystal structure

Paramagnetic
t-stacked radicals?3

600

500 -

400

300 |

10° xp (emu/mol)

200 -

100 |

(1)

.
’
’
b2 51 =

1 1 1
280 300 320
Temperature (K)

Diamagnetic
t-stacked dimers3

Analysis of the experimental (2) Calculation
crystalline structure of the com-
pound and definition of each unique as Jap— Eg g — E' at DFT level.

pair.
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direct comparison with experimental data.
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topology of the crystal in terms
of non-negligible J,p interactions.
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(4) Calculation of magnetic susceptibility curves using 1D and 2D magnetic models for LT and HT phases, and

. REFERENCES 7 ACKNOWLEDGMENTS

This work was supported by MARIE Sktodowska CURIE ACTIONS for Innovative Training Networks (grant No. 642294)
and the University of Barcelona. This work was partially supported with the grant (MAT 2014-54025-P) from Ministry of
Economics and Competitiveness of Spain and with the project (Project 2014 SGR 1422) from the Government of Catalonia.

(1) Brusso, J. L. et al., JACS (2004), 126, 8256.

(2) Vela, S. et al., Nature communications (2014), 5.

(3) Vela, S. et al., Chem. Sci., (2015), 6, 2371.

4) Deumal, M. et al., J. Phys. Chem. A (2002), 106, 1299

N

N

~ Technical support from IQTCUB, BSC and CSUC for the computational resources.




