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Abstract

Introduction

Electroactive polymers (EAP) are materials, which change their shape when voltage is applied to them. They have good potential for developing lightweight actuators in small and microscale for space industry[intro4, intro4a], medicine[intro4a], biomimetic robotics[intro1] [intro6] and other microapplications[intro5] like microfluidics control etc.

There are several types of EAP-s. Ionic EAPs are the materials which act due to ion/ionpair relocation. The advantage of these actuators is low control voltage required.

The disadvantage of these materials is commonly small absolute force and low electromechanical efficiency. There are proposed several practical solutions to enhance for force, like specific shape of EAP actuator [intro2] are bundling of multiple actuators [intro3]. However it is vital for efficiency increase to understand physical properties of material at atomistic level. It enables to understand the details of the process of actuation and ion migration[intro7]. 

To increase the actuation speed and efficiency it is necessary to increase ion migration speed[intro8]. In case of simple ion conducting polymers there have been attempts to add nanoparticles[intro9] into polymer. There is also possibility to use ionic liquid [intro8] instead of water.

Current work focuses on molecular dynamics study of ionic polymer ionic-liquid composite materials. The material is carbide derived carbon based composite which includes some polytetrefluoroen [PTFE] and ionic liquid [EMI-BF4][references to ourselves…]

Methodology

The method of Molecular Dynamics is based on periodically calculating the forces acting on each atom of a model, based on a forcefield composed of bond stretch, valence angle flex and dihedral torsion reactions and Van der Waals and electrostatic interactions. The net force acting on each atom, together with its current position and speed are used to find the position and speed at the next timestep. From the continuous history of atom coordinates in time can diffusion coefficients and other macroscopic characteristics be calculated while the movements can also be analysed on the more subtle molecular level.
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Simulated systems

	System name
	PTFE
	Carbon
	EMI+BF4
	Electric field values

	
	mass %
	chains
	mass %
	platelets
	mass %
	ion pairs
	

	
	2.7% 
	1
	35.6%
	57
	61.7%
	132
	0; 50V/mm

	
	5.4% 
	2
	32.6%
	52
	62.0%
	132
	0; 50V/mm; 0 (recovery after removal of the electric field)

	
	8.1%
	3
	32.6%
	52
	59.3%
	126
	0; 50V/mm

	
	16.2%
	6
	30.7%
	49
	53.1%
	113
	0; 50V/mm


Table 1: Simulated systems

The following molecules were present in the simulation cell:

· Carbon in the form of graphene fragments with 22 atoms each. (C22)

· Ethyl-methyl-imidazol ions (EMI)

· Boron tetrafluorate anions (BF4)

· Polytetrafluoroethylene fragments: CF3-(CF2)20-CF3 (PTFE)

The concentrations of the components were based on a electrode compound used in supercapacitors [ref.req.]

Simulation box 

The size of simulation box for all cases was 40x40x40 A. The cubic symmetry was retained over all simulations.The Inital models were generated by three steps. First, a  300 ns MD simulation of carbon placelet was simulated in vacuo and a selection of its possible shapes was taken from the simulation history. The simulatiuon temperature was 293K ….etc….

As a next step, a 40 Angström cubic box was filled with porous carbon by adding one randomly selected shape of the carbon piece at a time at random orientation and rotation in the simulation box. The configuration acceptence criteria was based on total energy difference while adding a sincle carbon placelet. In-house Monte Carlo software mcgen was used []

Next the ionic liquid was inserted by same methodology. To avoid charge buildup in the box, the anions and cations were inserted intermittently (one cation, then one anion) with the energy check after each ion.

At last, the PTFE molecules were generated randomly, one monomer at a time, only checking for geometric constraints and not for energy.[mcgen]

Force fields

Several components of the Forde field was found elsewhere. Force field for carbon was published by Henske et al [Hentscke]. Force field for PTFE was described in [Okada]. Cation-anion interaction forcefield is described in [Lopes].

The Van der Waals forces of the separate force fields were decribed as Lennard Jones type and in case there was no previously published force field available the following combination rule was applied: 
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The force field is described in Tables 2 to 5.

	Substance
	Atom/Ion label
	Charge /e
	Mass /au
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	number per molecule

	Carbon
	C
	0
	12.0107[webelements]
	
	
	22

	PTFE
	C9
	0.63[okada]
	12.0107[webelements]
	
	
	2

	
	C8
	0.48[okada]
	12.0107[webelements]
	
	
	20

	
	F9
	-0.21[okada]
	18.9984[webelements]
	
	
	6

	
	F8
	-0.24[okada]
	18.9984[webelements]
	
	
	40

	EMI
	NA (nitrogen)
	0.15[Lopes]
	14.0067[webelements]
	
	
	2

	
	CR (carbon)
	-0.11[Lopes]
	12.0107[webelements]
	
	
	1

	
	CW
	-0.13[Lopes]
	12.0107[webelements]
	
	
	2

	
	C1
	-0.17[Lopes]
	12.0107[webelements]
	
	
	2

	
	CE
	-0.05[Lopes]
	12.0107[webelements]
	
	
	1

	
	HA
	0.21[Lopes]
	1.00794[webelements]
	
	
	3

	
	H1
	0.13[Lopes]
	1.00794[webelements]
	
	
	5

	
	HC
	0.06[Lopes]
	1.00794[webelements]
	
	
	3

	BF4
	B
	+1.1504[Lopes]
	10. 811[webelements]
	
	
	1

	
	F
	-0.5376[Lopes]
	18.9984[webelements]
	
	
	4


Table 2: Forcefield parameters of single atoms

	Formula
	Atom label 1
	Atom label 2
	k or

k12
	k6
	r0
	number per molecule

	1
	
	
	
	
	
	

	2
	
	
	
	
	
	


Table 3: Forcefield bond parameters

Harmonic bond potential:
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12-6 type two-atom potential:
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In the formulas, U is the potential energy of the bond, r is the interatomic distance and r0, k12 and k6 are bond parameters.

	Formula
	Atom label 1
	Atom label 2
	Atom label 3
	k
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	number per molecule

	3
	
	
	
	
	
	


Table 4: Forcefield valence angle potential parameters

Harmonic angle potential:
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	Formula
	Atom label 1
	Atom label 2
	Atom label 3
	Atom label 4
	A
	B
	C

	4
	
	
	
	
	
	
	

	5
	
	
	
	
	
	
	

	6
	
	
	
	
	
	
	


Table 5: Forcefield dihedral parameters

„cos“ dihedral potential:
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„cosb“ dihedral potential:
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„cos3“ dihedral potential:
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Simulations

Each system was first run through a 2 ns long MD simulation using the NVT ensemble in the original 40Å cubic cell to relieve internal stresses left from the generation. Then external electic field of 50V/mm was added and the simulations continued for next 2 ns. Thereafter the simulations, both with and without external electric field, were continued for the next 10 ns using a NPT ensemble and Nose-Hoover barostat with pressure of 1 atm and relaxation time of 0.3 ps. For verification purposes, the initial NVT simulations were also continued until 10 ns long from the beginning. In the NVT simulation of the material with 5.4% polymer content, an unusual layered structure appeared in the electric field. The NVT simulation of this system was carried on for another 10 ns with E=0 to analyse how its structure would respond to the removal of the electric field.

The simulations used Verlet Leapfrog algorithm with 1 fs timestep. Temperature was kept at 293K by a Nose-Hoover thermostat with 0.1 ps relaxation time. Ewald summation with 10-5 precision was used for the electrostatics.

Analysis methods

RDF

MSD

Time evolution histogram

The aromatic ring centre locations were calculated for the cations and marked as points X.

The first coordination sphere radius for anions around a cation was found from the RDF of X..B.

The distribution of coordination times was composed by counting the number of

consecutive simulation snapshots (taken after every 1 picosecond) that each anion spent in the

coordination sphere of a unchanged cation. The results were shown with log-log axes and

the coefficients for the equation p(t)=b*t^a were calculated.

Inertia ellipsoid shape

From each snapshot the cation centers' (points X) and the anion central atoms'

(B) coordinates were extracted.  For each group of one cation and all of the

anions coordinated with it, inertia tensors were calculated, assuming the mass

of the cation to be concentrated in point X and the mass of each anion to its

central B atom. The distributions of the inertia tensors greatest, next

greatest and least principal axes were calculated.

The shape of the inertia ellipsoid shows whether the anions prefer to stay in

one plane or are distributed uniformly over a sphere. 

System description

Analysis

The mobility of both the anions and cations was greatest with the polymer content of 5.4% (fig.). The ion mobility was  greater with the electric field applied (fig.). The mobility of the polymer was also greatest at 5.4% polymer content (fig.), increasing with the added electric field (fig.).

The first coordination sphere radius for cation-anion pairs (X...F) was  6.1Å. The less defined second coordination sphere had 7.5Å radius. Increase of the polymer content and applying the electric field was associated with more of  anion-cation coordination (fig.), (fig.) and lessened ion coordination with graphite (fig.).

The increased mobility could have been facilitated by coordination with the more mobile polymer chain and detachment from the stationary graphite particles.

Results
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