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Abstract: Reactive material (RM) is a special kind of energetic material that can react and release
chemical energy under highly dynamic loads. However, its energy release behavior is limited by its
own strength, showing unique unsustainable characteristics, which lack a theoretical description.
In this paper, an impact-initiated chemical reaction model is proposed to describe the ignition and
energy release behavior of Al/PTFE RM. The hotspot formation mechanism of pore collapse was
first introduced to describe the decomposition process of PTFE. Material fragmentation and PTFE
decomposition were used as ignition criteria. Then the reaction rate of the decomposition product
with aluminum was calculated according to the gas-solid chemical reaction model. Finally, the
reaction states of RM calculated by the model are compared and qualitatively consistent with the
experimental results. The model provides insight into the thermal-mechanical-chemical responses
and references for the numerical simulation of impact ignition and energy release behavior of RM.

Keywords: reactive material; impact initiated chemical reaction; theoretical model

1. Introduction

Reactive material, fabricated by pressing/sintering polymer matrix (typically polyte-
trafluoroethylene) and active metal powders, has metal-like strength and explosive-like
reaction capability [1]. Due to its unique impact energy release characteristics, RM has been
widely studied and has developed novel military applications over the past decades [2,3].

Significantly different from that of traditional energetic materials such as explosives
and propellants, the energy release behavior of RM is closely related to its strength [4].
Under highly dynamic loads, RM is fragmented and scattered, and a local deflagrate
reaction occurs. However, the chemical reaction cannot spread in the dense material [5],
eventually causing the chemical reaction to be extinguished in the material. Therefore,
the existing models for explosives and propellants are not suitable for characterizing the
impact ignition and unsustainable chemical reaction process of RMs, and a new theoretical
model is urgently needed.

Due to the complex impact ignition and the chemical reaction process of RM, experi-
mental studies are widely used. For the impact ignition mechanism, Ames [6] suggested
that material fragmentation is a prerequisite for chemical ignition, and the energy release
behavior of RMs is determined by loading conditions, which is proved through vented
chamber experiments. Mock [7,8] proposed a stress-delay time mechanism as an ignition
criterion based on the Taylor impact test in a vacuum environment according to the first
flare time under different loading conditions. On this basis, Ge C [9,10] further found
that the impact ignition behavior of RM is related to the stress and strain rate of dynamic
loading conditions. Recently, Tang Le [11] proposed that the shock ignition of RM starts
from the local hotspot region based on the explosive loading test, and Jiang [12] calcu-
lated the relationship between impact ignition and porosity of RM based on the thermal
behavior of plastic work generated by pore collapse. To describe the chemical reaction
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of RM, the Arrhenius equation based on the combustion rate measured by differential
scanning calorimetry (DSC) is widely used to phenomenologically characterize the reaction
process [13-16]. However, although this increasing understanding can be used for reference,
the evolution that considers both the dynamic response and the energy release behavior of
RM still lacks description using a theoretical model.

In this paper, the dynamic response and energy release process of RM is divided
into two stages: impact ignition and chemical reaction. In the impact ignition stage,
the local temperature rise of the material was calculated based on the hotspot theory of
pore collapse, and the thermal decomposition rate of PTFE was calculated based on the
hotspot temperature. Complete failure and fragmentation of the material were taken as the
ignition criteria for reaction calculation. In the chemical reaction stage, the reaction rates of
PTFE decomposition products and aluminum were calculated using the gas-solid chemical
reaction model. According to the above analysis, a mechanical-thermal-chemical coupling
model was developed to describe the impact-initiated chemical reaction of RM. Based on
the data of inert numerical simulation, the reactive states of the RM rod were calculated
using the model and compared with the experimental results. This research can provide a
reference for further studies of numerical simulation on impact ignition and energy release
characteristics of fluoropolymer-based RM.

2. Evolution from Impact Ignition to Chemical Reaction

The impact ignition and energy release behavior of RM is a complicated process of
dynamic responses and chemical reactions. As experiments have revealed, the stable prop-
agation of chemical reactions can only take place in a powder RM with a low density (less
than 0.5 theoretical density) [5]. On the other hand, explosives [11] and lasers [17] cannot
cause a sustainable chemical reaction in condensed RM, and only high-speed impact and
fragmented materials lead to a wide range of reactions [18-21]. These results indicate that
material fragmentation is a prerequisite for large-scale and sustainable chemical reactions.
Therefore, in this paper, RM impact fragmentation was used as the criteria for reaction
initiation, and the impact-initiated chemical reaction of RM was divided into two stages:
impact ignition and chemical reaction, and the concept of the decomposition extent of PTFE
was used in both stages.

In the impact ignition stage, the temperature rise induced by uniform plastic defor-
mation of the material, could not heat the entire RM rod to a fire temperature or ignite
the chemical reaction. Ames [6] proposed that some additional energy related to the crack
propagation properties and the associated void collapse of RM is the key point to the
ignition process. Cai [22] analyzed the pore compression and temperature rise of porous
aluminum-rich PTFE/ Al energetic materials under dynamic loads. They thought that
during the compression process, the temperature rise of the RMs near the pores is mainly
affected by the hole’s inner diameter and loading pressure. Since the RM is a void-rich
compressive sintering composite, it is a reasonable ignition mechanism that the chemical
reaction is initiated from local hotspots.

In the chemical reaction stage, considering that the chemical reaction cannot directly
take place between solid PTFE and Al, it is assumed that the chemical reaction occurs
between the gaseous decomposition products of PTFE and the solid Al granules. It should
be noted that the thermal decomposition process of PTFE has a variety of channels, among
which the main channel is to generate CF, gas in the absence of oxygen [23]. Therefore, it is
assumed that all the thermal decomposition product of PTFE is CF; gas, and the chemical
reaction can be simplified to the combustion reaction between gas and solid reactants.

Overall, a schematic of the typical impact-initiated chemical reaction process of RMs
is shown in Figure 1. In the impact ignition stage, there are some pores inside the initial
RM. Then, under highly dynamic loads, the material around the pores generates a local
hot region (Figure 1a) due to the work of plastic deformation and collapse shear. The
PTFE around the hotspot decomposes (Figure 1b) to produce oxidizing gas reactant CF,
after exceeding the threshold decomposition temperature. Subsequently, the material is
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fractured (Figure 1c) and the CF; gas is released while exposing the aluminum particles to
the gaseous reactant atmosphere and taking on a chemical reaction. In the chemical reaction
stage, there is a reaction boundary layer on the surface of the solid aluminum particle. The
decomposition product CF, is transferred through the boundary layer to the surface of
the aluminum reaction core as a reactant (Figure 1d). The Al reaction core is consumed
at a consumption rate v (Figure le), and the reaction product AlF; flows out through
the boundary layer. Then, the energy released by the chemical reaction will push up the
temperature of the surrounding PTFE. If the temperature could exceed the decomposition
temperature of PTFE (approximately 750 K from Ref. [15]), more CF, gas would be released,
thus providing enough gaseous reactants for further chemical reactions in the reaction
region, and finally, all materials could react completely. Otherwise, the chemical reaction
stops when all the CF2 gas is consumed. Next, we will establish theoretical models for the
impact ignition stage and the chemical reaction stage of RM, respectively.

Impact Ignition Stage

(a) Hotspot Formation (b) PTFE Decomposition

Chemical Reaction Stage
Chemical Reaction (d) Reactant Transfer

®<CF, Alf; “ L Boundary Layer
[ 9 ©
[
e o ¢
°
é o
é o - ¢ 4

Figure 1. Typical impact ignition and chemical reaction process of RM.

3. Impact Ignition Behavior of RM
3.1. Hotspot Formation Caused Temperature Rise

To characterize the impact ignition behavior described above, the elastic-viscoplastic
single spherical shell collapse model was adopted to describe the hotspots formation
inside the RM during the dynamic loads. In the study of the explosive impact ignition
problem, Kim [24,25] proposed that the temperature rise of materials around the hotspots is
caused by mechanical deformation, heat conduction, and chemical reaction energy release.
For fluoropolymer-based RMs, according to the SEM of PTFE/Al (73.5/26.5) RM [26]
(shown in Figure 2a), the pores which will collapse under impact compression and form
hotspots mainly appear inside the PTFE matrix. Meanwhile, in condensed RM without
fragmentation, only extremely high temperatures (over 900 K [27]) can lead to direct
reactions between PTFE and Al Therefore, in the impact ignition stage, the calculation of
the hotspots effect is assumed to exclude the energy released by chemical reactions and the
mechanical deformation and heat transfer are counted for the temperature rise of the RM.
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Pores in matrix

() (b)

Figure 2. Image and schematic of pores inside the Al/PTFE microstructure: (a) SEM of Al/PTFE
microstructures from Ref. [26] and (b) schematic of one-dimensional elastic-viscoplastic cavity
collapse model.

Figure 2b shows the schematic of the one-dimensional elastic-viscoplastic pore com-
pression model where P is the periodic boundary condition, 7; is the inner radius of the
pore, 1, is the outer radius of the spherical shell, and r is the current radius of a random
position. At the beginning, the initial porosity of a cell is,

7’1'3

_ pPt—p _
a—T—r03 (1)

where p; is the theoretical density which is determined by the mass ratios of the components,
and p is the actual density of the RM. According to Geng [28], the actual density of the
RM prepared under the cold press-sintering process is related to the molding pressure and
sintering temperature, and under ideal preparation conditions, the porosity of PTFE/AL
(73.5/26.5) is about 5%. The collapse velocity of the spherical shell under uniform external
pressure loading can be calculated as follows:

P_Pg Y |: To
= 5() + P—P,)H(t) —2V3In-2| (2
1% G (1’0_3 —1’1._3) 2 ( ) 2(1’0_3 —1’1._3) 27 ( g) ( ) ri ( )

where v is the motion velocity of the localized material, P, is the initial gas pressure in
the pores, t is time, J(t) is a delta function at t = 0, H(t) is a step function, T is the
shear yield strength and T = 0y/v/3. G is the shear modulus, and G = 0.0233 Mbar.
7 is the adiabatic exponent, v = 7109, 0p corresponds to the static yield strength and
71 is constant. The motion velocity v can be used to calculate the compression state of
pores. When the pores are completely closed, plastic compression can be continued as
homogeneous materials, but hotspot-caused temperature rise is no longer calculated. On
the other hand, when the material is fractured, the pore structure is destroyed and the
calculation of hotspot-caused temperature rise stops. The temperature rise caused by
mechanical deformation of spherical shell collapse is:

2
(45),.0 = (o) 2t
M.D T

2
dt 4pp1reCy <753 _ r;3> 6

where T* is the temperature of each position inside the spherical shell. The subscript M.D.
represents the mechanical deformation, pprre and C, is the density and specific heat of

®)
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PTFE, respectively. After mechanical deformation, there is a heat conduction process inside
the material, so the total temperature change can be obtained as follows:

aT* aT* 1 10/(, 0T
= — == | k" 4
dt ( dt )M.D. - pprrECp 12 01 (r or ) @
where k* is the heat transfer efficiency of PTFE. The first term is the temperature rise caused
by mechanical deformation and the second term is the temperature change caused by heat

conduction. Then, the total temperature change in the spherical shell can be calculated by
the following equation:

« % ] dT*
Ti(r ) = Ti(rt)+ /t L 5)

n

3.2. PTFE Decomposition Rate

Under highly dynamic loads, the PTFE around the pores is heated to the decomposition
temperature and begins to depolymerize. According to the experimental measurement
of He [29], the pyrolysis rate of spherical PTFE powders with average radii of 10 pm and
70 um in the temperature range of 1400~3300 K is:

W(T) = 2.23 x 10> exp(—77.0/RT)s (6)

where R is the molar gas constant, and its value is 8.314 ] /mol-K. Finally, the decomposi-
tion extent of PTFE in the hot spot stage can be calculated according to the temperature-
time history:

1 o [EE]
Apy1 = An+ M/r /t 27trp(r)W(T)dtdr (7)

where M is the total mass of the material in the spherical shell, r is the spherical coordinate
radius, and p(r) is the density of each position in the shell.

Figure 3 shows the typical temperature rise of pore collapse and the decomposition
extent of PTFE at 20 kbar constant pressure loads. The results show that with the increase
of time, the pores are compressed and their radius is continuously reduced. The high-
temperature region inside the PTFE keeps expanding while the extent of fully decomposed
PTFE keeps increasing. The decomposition extent of PTFE in the spherical shell was
obtained by weighing the decomposition extent at all positions along the diameter direction.
Assuming that all hotspots formed in RM under highly dynamic loads are similar, the
characteristics of all hotspots in RM can be represented by studying the formation process
of the single spherical shell collapse model described above. Therefore, the geometric
parameters of the single spherical shell collapse model can be determined according to the
physical parameters of the RM itself, the particle size, and density/porosity.

3.3. Ignition Criteria

According to the above analytical process, the decomposition extent of PTFE caused by
hotspot temperature rise under highly dynamic loads is obtained. However, the decompo-
sition products of PTFE around the hotspots cannot effectively contact the active aluminum
particles, thus, material fragmentation is required to provide sufficient contact opportu-
nities for reactants. In addition, some studies [30] have shown that the material crack tip
also provides high temperature and further promotes the chemical reaction. Therefore, the
ignition criteria of RMs can be summarized as follows:

1.  PTFE depolymerizes to release gaseous reactant.
2. The material is fragmented.

The first criterion for the hotspot effect has been fully discussed in the two sections
above. The second criterion concerns the dynamic response behavior of the RM, which has
been studied extensively [10,31,32]. The Johnson-Cook strength model, which describes
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the strength behavior of materials subjected to large strains, high strain rates, and high
temperatures, is employed for the RM in this paper. The model defines the yield stress as

o = (a+Be))(1+Cing, ) (1 T) ®

where ¢, is the effective plastic strain, é; is the normalized effective plastic strain rate,
Ty is the homologous temperature, Ty = (T — Troom)/ (Tyett — Troom), A, B, C, N, and m
are five material constants. Raftenberg [31] determined the parameters for the 74 wt.%
PTFE/26 wt.% Al RM experimentally.
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Figure 3. Typical temperature rise of pore collapse and decomposition extent of PTFE at 20 kbar
constant pressure loads.

After high-speed impact, the RM may suffer large deformation or even failure. The
concept of failure means that the material can no longer withstand tensile loads and is often
used to simulate the ejection behavior of fractured debris. The Johnson-Cook failure model
is often used to model ductile failure of materials experiencing large pressures, strain rates,
and temperatures. It consists of three independent terms that define the dynamic fracture
strain as a function of pressure, strain rate, and temperature.

of — (D1+DzeD3‘7*>(1+D4lné*>(1+D5TH),D = Z% ©)

where Ag is the increment of effective plastic strain, ¢/ is the failure strain, o* is the mean
stress normalized by the effective stress, and Dy, D;, D3, D4, and Ds are constants. The
failure accumulation factor D is incremented and stored as the ratio of the effective fracture
strain. When D < 1, the material is assumed to be intact. Once D = 1, the failure occurs
and the material is assumed to be fractured, then the calculation can turn into the chemical
reaction stage.

4. Impact-Initiated Chemical Reaction of RMs
4.1. Transfer Efficiency of Gaseous Reactants
The hotspots formed when the pores inside the material were subjected to impact

compression and shearing, which led to a sharp increase of internal energy in the PTFE
matrix around the pores, and soon the matrix temperature heats up to the decomposition
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temperature of PTFE. The PTFE matrix depolymerizes and produces CF;, CF3, and other
gas products [23]. When the material is fragmented after impact loading, the gaseous
decomposition products contact with Al particles and undergo a chemical reaction. Under
oxygen-free conditions, the overall reaction process between PTFE and Al is as follows [33]:

CyFy = 2CF, (g)

2CF, = CF(g) + CPg(g)
3C,F4 + 4Al(s) = 4AlF;(g) + 6C(s)

We assume the solid aluminum particles are surrounded by gaseous decomposition
products of PTFE when calculating the combustion reaction process. Therefore, the overall
combustion reaction of RM can be regarded as a gas-solid two-phase flow reacting around
several spherical Al particles.

As shown in Figure 4, there is a chemical reaction boundary layer between the two
reactants, and only when the gaseous decomposition products of PTFE cross the boundary
layer and reach the surface of Al particles can they undergo a chemical reaction. Hence
the mass transfer process of gaseous reactant through the boundary layer needs to be
calculated first. Considering that the gas environment and the gas flow around aluminum
particles are relatively limited, the boundary layer mass transfer can be regarded as the
diffusion process of gas molecules from high concentration to low concentration. Then the
dimensionless relation of gas boundary layer mass transfer theory is used to describe the
mass transfer process between a single particle and gas [34]:

Sh = 2.0+0.6ReZSc3,Re = 0 ~ 200 (10)

Sh = ZhDrparticle
Dr

Re = 292’1”3 (11)

_ _H
Sc=
pgDr
where Sh is the Sherwood constant, Re is the Reynold constant, Sc is the Schmidt constant,
hp is the mass transfer efficiency, o, is the gas density, and u is the airflow velocity. Both
Sh and Sc need to be calculated using diffusion coefficient D1, which can be estimated
using Chapman-Enskog empirical formula:

1
1 1 ) 2
cr - Muar,

3 (M
Dt = 0.001858T2

(12)
PoutUiBQAB

where T is the gas Kelvin temperature surrounding the Al particle, Mcr, and M 4;F, are the
relative molar masses of gaseous reactants and gaseous products, respectively. Py, is the
pressure of the principal part of the gas phase (Bar), 043 is the average collision radius,
and Q) 4p is the collision integral (0.417 from ref. [34]). The mass transfer efficiency can be
expressed by combining the Equations (10)-(12),

1 + El( Tcore )0-5
D article
T T particl (13)

Tcore

hp =

r .
partzcle Tparticle

where 7.y is the current Al core radius, Tparticle 18 the original Al core radius, and
a = 0.35./3R,1/2. In this model, the decomposed gas environment is relatively closed,
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and the airflow velocity can be approximated to ug = 0,then R, = Oanda = 0. Thus,
the mass transfer efficiency hp can be converted into:

(Ml Ml )%
hp = 0.001858T7 ——2 A% (14)
PoutUABQABrcore

Gaseous
product

Gaseous
reactant

Figure 4. Gas-solid chemical reaction process in RM.

4.2. Aluminum Core Consumption Rate

When the PTFE decomposition products were transferred to the surface of aluminum
particles, the gas-solid chemical reaction began to take place. According to the quasi-steady
state hypothesis, the reaction rate in this chemical reaction depends only on the substance
concentration on the particle surface. The consumption rate of the incoming material is
much faster than the gaseous reactants transfer efficiency, which means that the gaseous
reactants transferred into the reaction zone will be consumed in time, so as to achieve a
steady-state:

kCCcmore = hD(CConut - CCcmore) (15)

where k is the reaction rate constant, and according to the Arrhenius equation, k = Ae™ %
Ccr, represents the concentration of gaseous reactants, and the subscripts out and core
represent the principal part of the gas phase outside the boundary layer and the surface of
the Al reaction core, respectively. The CF, concentration outside the boundary layer can be
calculated as follows:

2AprrEmMWpTFEMCE,
VF + mwprpe(F — ApTrE)/OPTFE

CConut = (16)

Here m is the unit mass, wprrg is the mass fraction of PTFE, V is the unit volume and
F is the reaction content. During the reaction process, the size of the Al core continuously
shrinks, so the reaction rate can be characterized by the linear velocity of the Al core
interface (the consumption velocity of the Al core along the diameter direction):

_ Pparticle ) Arcore
4 dt

= kCCcmore (17)
Here, pparticie is the aluminum particle density. Combining the Equations (15) and (16),

. At core _ 4CConut/pparticle
dt  1/hp+1/k

(18)
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R =

12CCF20ut

TparticlePparticle

The total combustion reaction rate is defined as follows,

dF dF drcorg

R = = = 19
dt drcore dt ( )
where R is the reaction rate and there is a relationship between F and 7¢ore:
3
F=1— Teore (20)
T particle
dF - 3 ( rcorg )2 - 3 (1 _ F)%
dreore Tparticle ¥particle Tparticle
Substituting Equations (18) and (20) into Equation (19), it can be obtained:
particte Pout 05 5 Q) J1-F 1 g
) (1 _ F)% ) ( particleFoutV Ag2 2AB . 4 Ze%) (21)
15(__1 1 2 —_ F)s
0.001858T <MCF2 + Mo, )2 1+ a(l1—F)

where E, is the activation energy and its value is 50.836 k] - mol ! [11]. Finally, Equation (21)
is the reaction rate of the combustion reaction between PTFE decomposition products and
Al under highly dynamic loads.

5. Validation of Impact-Initiated Chemical Reaction Model for RMs
5.1. Calculation Process

The impact-initiated chemical reaction model for RMs was calculated based on the
simulation results of the inert collision behavior of the RM rod. Mock [7,8] performed
experiments to investigate the impact ignition of the RM rods impacted by steel anvils
in a vacuum. To simulate the inert dynamic response of RM to mechanical shock, the
Smooth Particle Hydrodynamics (SPH) method was adopted to develop the finite element
models. As shown in Figure 5, the finite element model consists of a RM rod (¢ 7.6 mm x
50.8 mm) and a steel anvil (¢ 50 mm X 25.4 mm), and a quarter symmetric model was used
to shorten the computation duration. The RM rod was constructed using 0.38 mm diameter
SPH particles, and the 1 mm x 1 mm Lagrange cell was adopted for the steel anvil.

RM

Steel 4340

Fixed Boundary

Figure 5. Scheme of simulation model.

In this paper, the shock equation of state (EOS) is used to describe the behavior of RM
and steel. In the Autodyn program, the shock EOS is established from the Mie-Gruneisen
form of EOS based on shock Hugoniot,

P = Py+Tp(E— Ep) 22)
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where it is assumed thatI'p = I'gpg = constant and
1
Py = pOCOu( + u)z (23)
[1—(s = 1)u]
1 PH u
Ey = 2 —— 24
7 20 (1 + “) 24
here, Ty is the Gruneisen coefficient, u = (p/po) — 1, p is the current density, py is the

initial density, s is a linear Hugoniot slope coefficient, and ¢y is the bulk sound speed.
The Johnson—-Cook strength and failure model, which is the form in Equations (8) and (9),
is used to represent the strength and failure behavior of RM. The main material model
parameters with the basic units of cm, g, and ps for RM used in the simulation are listed in
Tables 1 and 2. The parameters of RM are from reference [10,11,31] and the parameters of
steel 4340 are from the Autodyn material libraries.

Table 1. Material model parameters for RMs.

Hotspot Stage Chemical Reaction Stage
oo(Mbar) 1.95 x 106 R¢(J/mol-K) 8.314
%) 13 oap(A) 435
pprrE(g/cm®) 2.23 Oup 0.417

k*(cm/ ps-g) 240 x 10714 Cp(cm?/ ps®K) 1.20 x 107

Table 2. Strength and failure model parameters for RMs.

A (Mbar) B (Mbar) N C m

8.044 x 1072 2.506 x 1073 1.8 0.4 1

D1 D2 D3 D4 D5
0.02 0.807 —~1.873 —0.0392 —0.488

After calculation based on the simulation model, the pressure-time history data of
RM for each selected time were obtained from the Autodyn program using the print
function [35]. These data were input into Equations (3)—(5) as loading conditions to calculate
the hotspot formation induced temperature rise. Then the PTFE decomposition extent was
calculated through Equation (7). It should be noted that at the same time as calculating
the decomposition extent, Equation (2) is used to calculate the pore compression velocity.
When the pore is closed, the calculation of the hotspot stage stops even if the material does
not reach a failure state. Temperature, pressure, volume, and mass of RM particles at the
failure time (failure factor D reaches 1) are obtained through numerical simulation as input
variables in the calculation of the chemical reaction process.

For the chemical reaction calculation, the decomposition extent Aprrr can be used to
obtain the concentration of the decomposition product Ccr,yt according to Equation (16).
By substituting these variables into Equation (21), the reaction content of RM with time
can be calculated iteratively. It should be noted that the temperature used in calculating
the chemical reaction rate R is the average temperature of the material particle. This is
because the chemical reaction occurs on the surface of Al particles, while the heat transfer
efficiency of Al particles is much higher than that of PTFE, leading to the result that the
temperature can be evenly distributed to the whole Al particle instantaneously. Therefore,
the average temperature of the whole particle is used as the reference temperature in the
chemical reaction stage, and it is assumed that the energy released by the chemical reaction
is converted to temperature only based on the initial specific heat of the RM.
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5.2. Calculation Results for Impact Ignition Behavior

A typical simulation result of a RM rod at 30 ps and impact velocity of 775 m/s is
shown in Figure 6. After being impacted by the target plate, the top area of the RM rod
is deformed and thickened to a “mushroom” shape. Radial cracking occurs at the edge
of the mushroom part of the RM rod. The outer materials completely fail (D = 1), and are
extruded from the mushroom and dispersed outward, forming debris clouds. At the same
time, the radially expanding mushroom involves circumferential shear bands inside the
RM rod, which will result in the subsequent failure of nearby materials.

Damage

_._ debris clouds

1.0
0.9
0.8

shear band 0.3

2

.
.
-

Figure 6. Simulation result of RM rod with impact velocity of 775 m/s at 30 ps.

Based on the results of the numerical simulation, the pressure-time history, failure time,
and other parameters of each particle can be obtained. These parameters were substituted
into the impact-initiated chemical reaction model, and the chemical reaction process of each
particle was calculated. The profiles of typical completely reacted and partially reacted
particles are shown in Figure 7. It can be seen from the results that the two particles
accumulated a certain PTFE decomposition extent due to the hotspot effect before particle
failure. After the complete failure of the material, the chemical reaction of the two particles
occurred and pushed up the average temperature of the particles.
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Figure 7. Reaction content profiles of two typical kinds of reacting particles: (a) partially reacted
particle, and (b) completely reacted particle. Note: tpajjure; AFailures TFailure Tepresent failure time,
PTFE decomposition extent, and particle average temperature at the failure time, respectively.

However, the partially reacted particle (Figure 7a) accumulated a lower PTFE decom-
position extent as well as the average temperature (temperature rise induced by plastic
work from the compression of the uniform particles from the simulation) at the failure time.
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After the failure of the material, the average temperature of the particle (a) can only increase
to approximately 660 K due to the energy released from the chemical reaction. Because
the temperature cannot maintain the further decomposition of PTFE, the chemical reaction
stops. The decomposition extent of PTFE and the average temperature accumulated by a
particle (Figure 7b) at the hotspot stage were higher because the particle failed later and the
energy released by the initial chemical reaction pushed up the particle average temperature
to above the PTFE decomposition temperature. Thus, the chemical reaction was sustained,
and finally, all the material reacted completely.

The chemical reaction content of all particles in the RM rod was calculated, and the
images of the RM rod from different perspectives at 30 pus and impact velocity of 775 m/s
are shown in Figure 8. In the figure, the particles are painted gray, blue, and red, which
represent the materials that were unreacted, partially reacted, and completely reacted,
respectively. To show the reaction states more clearly, different rotation angles are used to
present the images.

@ Unreacted @ Partially Reacted @@ Completely Reacted

Figure 8. Images of RM rod from different perspectives at 775 m/s impact velocity and 30 us:
(a) cross-section view with a rotation angle of 30°; (b) surface view with a rotation angle of —30° and
(c) top view.

As can be seen from Figure 8a, the hotspot reaction mainly occurred on the contact
surface between the RM rod and the steel anvil. With the radial diffusion of the RM,
a large amount of partially and completely reacted particles appeared at the contact surface.
However, from Figure 8b,c, radial cracking occurs at the surface of the RM rod, resulting in
petal-shaped cracks on the surface material. Meanwhile, compared with the materials on
the contact surface of the steel anvil, partially /completely reacted particles on the surface of
the RM rod are greatly reduced. This is because the surface material of the RM rod suffered
from low loading intensity and only a few particles failed, so almost no reaction occurs.

The reaction morphologies of the RM rods at different times are shown in Figure 9. As
can be seen from the figures, with the continuous compression of the steel anvil, the top area
of the RM rod gradually thickened to a mushroom shape. Then the radial cracking spread
in the mushroom-shaped rod, and internal material fragmented and extruded, forming
the radial debris clouds. The chemical reaction mainly takes place where the material
has broken up and is flying outward. At 20 us, completely reacted particles occur, and
as time goes on, the number of partially reacted materials keeps increasing as well as the
completely reacted ones. After 40 us, although the material rod is further fragmented, the
number of reactive particles changes little and becomes more dispersed. This is because
some materials cannot completely fail and react, so the number of particles that can ignite a
chemical reaction is limited.
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@ Unreacted

Partially
Reacted

Completely
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(b) t =20 ps

7
Ca)

() t=350 ps

Figure 9. Reaction morphologies (cross-section view with a rotation angle of 30°) of RM rods with
the impact velocity of 775 m/s at different times.

In general, the chemical reaction began at the contact surface between the RM rod and
the steel anvil. The material from the outer ring of the mushroom-shaped part of the RM
rod extruded and a hotspot reaction first appeared. Then, fully reacted particles began
to appear in the radial expansion part. As time goes on, chemical reactions took place at
various locations on the contact surface between the RM rod and the anvil.

To further analyze the failure and chemical reaction process of the RM rod under
highly dynamic loads, the particles with different failure times and corresponding reaction
states at an impact velocity of 775 m/s were plotted. As shown in Figure 10, the particles
with different failure times are all compared with the corresponding reaction states of 60 us.
This is because the chemical reaction falls behind the failure of the material in time, and
the duration of the complete chemical reaction is approximately 30 us according to the
result of Figure 7b. At the same time, only the front third part of the RM rod was cut for
morphology to highlight the failure and reaction characteristics since the materials of other
parts of the RM rod have not failed at 30 ps.

As shown in Figure 10a, the material that failed was first located in the shear band of
the RM rod. During the impact loading process, these particles (wathet blue) first reach
their tensile rupture strain. Then the green particles on both sides of the shear band were
further compressed, reaching a failure state. At the same time, the RM rod was compressed
into a mushroom shape, and the material on the outer surface also showed radial cracking,
but failed particles only appeared at the cracks of the outer surface. Subsequently, the
yellow particles continued to be compressed until they were extruded by the subsequent
material and reached the failure state.

In terms of the chemical reaction, the material in the shear band failed the earliest,
but the loading duration was short, so only partially reacted particles occurred, but no
completely reacted particles were observed. For the subsequently failed material, only part
of the hotspot reaction occurred near the outer surface of the rod, and completely failed
particles appeared near the core of the rod. Finally, the failed core material accumulated the
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most PTFE decomposition extent at the hotspot stage, and produced the most completely
reacted particles after failure because of the long duration and highly dynamic loads. This
indicates that the particles which can partially and completely react need to meet sufficient
loading intensity and duration to achieve a higher reaction content.

@  Unfailed
® Failed
-+ within 10 ps
° Failed within
10 ps to 20 ps
Failed within
20 ps to 30 ps
° Partially
Reacted
° Completely
Reacted

(c) t=20 ps (d) t=30 ps

Figure 10. Failure and reaction morphology of the front third part of RM rod of 775 m/s impact
velocity at different times: (a) overall failure image at 30 pus and corresponding reaction morphology
at 60 us; (b) particles failed within 10 ps; (c) particles failed within 10 ps to 20 ps; (d) particles failed
within 20 ps to 30 ps.

5.3. Comparison with Experiment

To validate the impact-initiated chemical reaction model, the calculation results are
compared with the vacuum collision test of Mock [8]. As shown in Figure 11, at the impact
velocity of 775 m/s and 30 ps, the RM rod fractured under the impact loads, creating
a scattering cloud of debris. In the experimental result of the same loading conditions
in Figure 4a of Ref. [8], the part near the RM rod in the debris cloud showed obvious
reaction light, and the impact light gradually weakened from the rod to the periphery. In
the calculation results, the hotspot reactions occurred in a large number of the extruded
material in the mushroom-shaped region of the RM rod. Many completely reacted particles
appeared in the annular region close to the rod (yellow area in Figure 11), while only a few
particles completely reacted in the outer ring.

This is because the material in the top area of the RM rod was the first to be crushed
under dynamic loads. Although the load strength was high, the loading duration was
short, and material failure occurred before the hotspot reaction temperature accumulation,
so the complete reaction could not be achieved. For the materials subsequently loaded,
the loading strength and duration are enough to ignite hotspot reactions and achieve a
more adequate chemical reaction. Overall, for the macroscopic phenomenon, the chemical
reaction fire gradually diminishes from the rod to the periphery, which is very consistent
with the experimental results.
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Figure 11. Calculated result (cross-section view with a rotation angle of 30°) at 775 m/s impact
velocity and 30 us (corresponding to the experimental result of the same loading conditions in
Figure 4a of Ref. [8]).

Figure 12 shows the reaction morphologies of the RM rod at the time of the first light
of different impact velocities in the experiments. In the case of higher velocity, the first
light appeared earlier, and the mushroom-shaped part of the RM rod was smaller in size.
The partially reacted particles were mainly concentrated in the outer region of the debris
cloud, and the completely reacted particles appeared at the contact surface of the steel
anvil and near the core of the rod. With the decrease in impact velocity (Figure 12a—c), the
length of the compression part of the RM rod increased when the first light was observed,
and the distribution of partially reacted materials in the debris cloud became more diffuse.
This is because lower impact velocity corresponds to lower loading strength, while fewer
materials will be ignited at the same time. When the fire light is observed, the material
has accumulated a certain reaction content. Therefore, the lower the impact velocity is, the
longer the loading time (until the time for the first light) will be, and the more completely
reacted particles appear in the reaction morphology. However, when the impact velocity
is further reduced (Figure 12d), the loading intensity will be insufficient, leading to no
completely reacted particles in the material.

The relationship between the reaction content and time of all particles in the RM rod
at different impact velocities was statistically weighted according to mass, and the results
are shown in Figure 13. The results suggest that with the increase of impact velocity, the
time of the beginning of reaction content accumulation in materials is slightly earlier, and
the reaction content increases successively. This is because, under different dynamic loads,
RM particles will completely fail and ignite hotspot reaction, so the reaction content of
the material accumulates to a certain degree. However, these reactions are too weak to be
observed through macroscopic phenomena. When the total reaction content of the RM rod
continues to accumulate to a certain extent, fully reacted particles begin to appear, leading
to a higher probability of macroscopically visible firelight.

Assume that the overall reaction content of the RM rod with macroscopically visible
flame is 0.4%, as shown in Figure 13. The red marks represent the time for the first
light from the experiments. The result indicates that the higher the impact velocity is,
the earlier the material accumulates to the threshold chemical reaction content, and the
higher the probability of observing firelight in the macroscopic phenomena will be. This
is qualitatively consistent with the experimental results. However, it should be pointed
out that the calculation in this paper is based on inert collision simulation and does not
consider that debris clouds will be more dispersed after the chemical reaction occurred.
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At the same time, the chemical reaction transfer between adjacent material particles is not
considered, so the overall reaction content calculated is low.

N (b) @ Unreacted

Partially
Reacted

° Completely
Reacted

(©) o (d

Figure 12. Reaction morphology of RM rod at the time for the first light of different impact velocities:
(a) 969 m/s at 14 us; (b) 775 m/s at 22 ps; (c) 617 m/s at 38 ps; (d) 468 m/s at 50 ps (no light).
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Figure 13. Reaction content of RM rods at different impact velocities.
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6. Conclusions

In this paper, an impact-initiated chemical reaction model for Al/PTFE reactive ma-
terial is proposed. Different from the phenomenological numerical model, the model can
well characterize the impact of the unsustainable reaction behavior of RMs and can provide
a reference for a numerical simulation of the impact ignition and energy release behavior
of fluoropolymer-based RM. The main conclusions are as follows:

(a) Based on the evolution from impact ignition to chemical reaction, the PTFE decom-
position and material fragmentation were chosen as the impact ignition criteria. The
hotspot formation mechanism of pore collapse was introduced to describe the temper-
ature rise as well as the decomposition process of PTFE. The reaction rate equation
was established based on the gas-solid chemical reaction model.

(b) The decomposition products accumulated before the material fragmentation contact
with Al particles and ignite the chemical reaction. The energy released by the initial
chemical reaction pushes up the material temperature. When the material temperature
exceeds the PTFE decomposition temperature, PTFE continues to decompose and
react until the material is completely consumed. Otherwise, the chemical reaction
stops, causing the RM to show unsustainable chemical reaction characteristics.

(c) The material which can completely react needs to meet sufficient loading intensity
and duration. The material in the shear band of the RM rod failed earliest, but the
loading duration was short, hence only partially reacted particles occurred. The failed
core material accumulated the most PTFE decomposition extent at the hotspot stage
and produced the most completely reacted particles after the material fragmentation
because of the long loading duration.

(d) Based on the numerical simulation of the inert dynamic response of RM, the chemical
reaction process of the Taylor rod is calculated using the model in this paper. The
results are compared and qualitatively consistent with the experimental ones.

Author Contributions: Conceptualization, G.L., PL., Z.L. and H-W.; Investigation, G.L. and J.X,;
Resources, Z.L. and C.G.; Writing—original draft, G.L. and P.L.; Writing—review and editing, G.L.,
C.G. and H.W. All authors have read and agreed to the published version of the manuscript.

Funding: This research was funded by the State Key Program of National Natural Science Foundation
of China (Grant No. 12132003).

Institutional Review Board Statement: Not applicable.
Informed Consent Statement: Not applicable.
Data Availability Statement: Not applicable.

Conflicts of Interest: The authors declare no conflict of interest.

References

1. Xu, FY; Yu, Q.B.; Zheng, Y.F; Lei, M.A.; Wang, H.F. Damage effects of double-spaced aluminum plates by reactive material
projectile impact. Int. J. Impact Eng. 2017, 104, 13-20. [CrossRef]

2. William, J.F. Reactive Fragrant Warhead for Enhanced Neutralization of Mortar, Rocket, and Missile Threats; ONR: Arlington, VA, USA, 2006.

3.  Baker, E.L; Daniels, A.S.; Ng, K.W.; Martin, V.O.; Orosz, J.P. Barnie: A unitary demolition warhead. In Proceedings of the 19th
International Symposium on Ballistics, Interlaken, Switzerland, 7-11 May 2001; pp. 7-11.

4. Wang, H.; Zheng, Y,; Yu, Q.; Liu, Z.; Yu, W. Impact-induced initiation and energy release behavior of reactive materials. J. Appl.
Phys. 2011, 110, 074904. [CrossRef]

5. Dolgoborodov, A.; Makhov, M.N.; Kolbanev, 1.V.; Streletskii, A.N.; Fortov, V.E. Detonation in an aluminum-Teflon mixture. J. Exp.
Theor. Phys. Lett. 2005, 81, 311-314. [CrossRef]

6.  Ames, R. Energy Release Characteristics of Impact-Initiated Energetic Materials. MRS Online Proc. Libr. 2005, 896, 0896-H03-08.
[CrossRef]

7. Mock, W., Jr.; Holt, W.H. Impact Initiation of Rods of Pressed Polytetrafluoroethylene (PTFE) and Aluminum Powders. In AIP

Conference Proceedings; American Institute of Physics: College Park, MD, USA, 2006; Volume 845, pp. 1097-1100. [CrossRef]


http://doi.org/10.1016/j.ijimpeng.2017.01.023
http://doi.org/10.1063/1.3644974
http://doi.org/10.1134/1.1944069
http://doi.org/10.1557/PROC-0896-H03-08
http://doi.org/10.1063/1.2263514

Materials 2022, 15, 5356 18 of 18

10.

11.

12.

13.

14.

15.

16.

17.

18.

19.

20.

21.

22.

23.

24.

25.

26.

27.

28.

29.

30.

31.

32.

33.

34.
35.

Mock, W.; Drotar, J.T.; Elert, M.; Furnish, M.D.; Chau, R.; Holmes, N.; Nguyen, J. Effect of Aluminum Particle Size on the Impact Ini-
tiation of Pressed Ptfe/ Al Composite Rods. In AIP Conference Proceedings; American Institute of Physics: College Park, MD, USA,
2008; pp. 971-974. [CrossRef]

Ge, C.; Dong, Y.; Maimaitituersun, W.; Ren, Y.; Feng, S. Experimental Study on Impact-induced Initiation Thresholds of
Polytetrafluoroethylene/ Aluminum Composite. Propellants Explos. Pyrotech. 2017, 42, 514-522. [CrossRef]

Ge, C,; Yu, Q.; Zhang, H.; Qu, Z.; Wang, H.; Zheng, Y. On dynamic response and fracture-induced initiation characteristics of
aluminum particle filled PTFE reactive material using hat-shaped specimens. Mater. Des. 2020, 188, 108472. [CrossRef]

Tang, L.; Wang, H.; Lu, G.; Zhang, H.; Ge, C. Mesoscale study on the shock response and initiation behavior of Al-PTFE granular
composites. Mater. Des. 2021, 200, 109446. [CrossRef]

Jiang, C.; Cai, S.; Mao, L.; Wang, Z. Effect of Porosity on Dynamic Mechanical Properties and Impact Response Characteristics of
High Aluminum Content PTFE/ Al Energetic Materials. Materials 2019, 13, 140. [CrossRef] [PubMed]

Qiao, L.; Zhang, X.F; He, Y.; Zhao, X.N.; Guan, Z.W. Multiscale modelling on the shock-induced chemical reactions of multifunc-
tional energetic structural materials. J. Appl. Phys. 2013, 113, 173513. [CrossRef]

Zhou, J.; He, Y.; He, Y.; Wang, C.T. Investigation on Impact Initiation Characteristics of Fluoropolymer-matrix Reactive Materials.
Propellants Explos. Pyrotech. 2017, 42, 603-615. [CrossRef]

Wang, J.; Zhang, L.; Mao, Y.; Gong, F. An effective way to enhance energy output and combustion characteristics of Al/PTFE.
Combust. Flame 2020, 214, 419-425. [CrossRef]

Guo, B.; Ren, K;; Li, Z.; Chen, R. Modelling on Shock-Induced Energy Release Behavior of Reactive Materials considering
Mechanical-Thermal-Chemical Coupled Effect. Shock Vib. 2021, 2021, 1-12. [CrossRef]

Enling, T.; Hongwei, L.; Yafei, H.; Chuang, C.; Mengzhou, C.; Kai, G. Temperature evolution of Al/PTFE reactive materials
irradiated by femtosecond pulse laser. Mater. Chem. Phys. 2020, 254, 123443. [CrossRef]

McGregor, N.M.; Sutherland, G.T. Plate Impact Experiments on a Porous Teflon-Aluminum Mixture. In AIP Conference Proceedings;
American Institute of Physics: College Park, MD, USA, 2004; pp. 1001-1004. [CrossRef]

Ames, R. Vented Chamber Calorimetry for Impact-Initiated Energetic Materials. In Proceedings of the 43th AIAA Aerospace
Sciences Meeting and Exhibit, Reno, NV, USA, 10-13 January 2005; American Institute of Aeronautics and Astronautics:
Las Vegas, NV, USA, 2005; pp. 10-13. [CrossRef]

Zhang, X.F; Shi, A.S.; Qiao, L.; Zhang, ]J.; Zhang, Y.G.; Guan, Z.W. Experimental study on impact-initiated characters of
multifunctional energetic structural materials. J. Appl. Phys. 2013, 113, 083508. [CrossRef]

Xu, F; Zheng, Y; Yu, Q.; Wang, Y.; Wang, H. Experimental study on penetration behavior of reactive material projectile impacting
aluminum plate. Int. J. Impact Eng. 2016, 95, 125-132. [CrossRef]

Shangye, C.; Chunlan, J.; Liang, M.; Zaicheng, W.; Rong, H.; Sheng, Y. Impact Temperature Rise Law of Porous Aluminum-rich
PTFE/ Al Energetic Material. Acta Armamentarii 2021, 42, 225-233.

Losada, M.; Chaudhuri, S. Theoretical Study of Elementary Steps in the Reactions between Aluminum and Teflon Fragments
under Combustive Environments. J. Phys. Chem. A 2009, 113, 5933-5941. [CrossRef]

Kim, K.; Sohn, C.H. Modeling of reaction buildup processes in shocked porous explosives. In Proceedings of the 8th Symposium
(International) on Detonation, Albuquerque, NM, USA, 15-19 July 1985; Volume 926.

Kim, K. Development of a model of reaction rates in shocked multicomponent explosives. In Proceedings of the 9th Symposium
(International) on Detonation, Portland, OR, USA, 28 August-1 September 1989; pp. 593-603.

Ge, C.; Dong, Y.; Maimaitituersun, W. Microscale Simulation on Mechanical Properties of Al/PTFE Composite Based on Real
Microstructures. Materials 2016, 9, 590. [CrossRef]

Liang, M.; Sheng, Y.; Wanxiang, H.; Chunlan, J.; Zaicheng, W. Thermochemical Reaction Characteristics of PTFE /Al Reactive
Material. Acta Armamentarii 2020, 41, 1962-1969.

Geng, B.; Wang, H.; Yu, Q.; Zheng, Y.; Ge, C. Bulk Density Homogenization and Impact Initiation Characteristics of Porous
PTFE/Al/W Reactive Materials. Materials 2020, 13, 2271. [CrossRef]

Yuzhong, H.; Bingcheng, F; Jiping, C. Single Pulse Shock Tube Studies on the Decomposition of Fluoropolymers. Chin. . Chem.
Phys. 1993, 6, 199-205.

Feng, B.; Li, Y.-C.; Hao, H.; Wang, H.-X_; Hao, Y.-F; Fang, X. A Mechanism of Hot-spots Formation at the Crack Tip of AI-PTFE
under Quasi-static Compression. Propellants Explos. Pyrotech. 2017, 42, 1366-1372. [CrossRef]

Raftenberg, M.N.; Mock, W., Jr.; Kirby, G.C. Modeling the impact deformation of rods of a pressed PTFE/ Al composite mixture.
Int. J. Impact Eng. 2008, 35, 1735-1744. [CrossRef]

Zhang, H.; Wang, H.; Ge, C. Characterization of the Dynamic Response and Constitutive Behavior of PTFE/Al/W Reactive
Materials. Propellants Explos. Pyrotech. 2020, 45, 788-797. [CrossRef]

Ames, R.G.; Waggener, S.S. Reaction efficiencies for impact-initiated energetic materials. In Proceedings of the 32nd International
Pyrotechnics Seminar, Karlsruhe, Germany, 28 June-1 July 2005; Volume 28.

Szekely, J.; Evans, ].W.; Sohn, H.Y. Gas-Solid Reactions; Elsevier: Amsterdam, The Netherlands, 1976.

Lu, G; Ge, C; Liu, Z,; Tang, L.; Wang, H. Study on the Formation of Reactive Material Shaped Charge Jet by Trans-Scale
Discretization Method. Crystals 2022, 12, 107. [CrossRef]


http://doi.org/10.1063/1.2833292
http://doi.org/10.1002/prep.201600216
http://doi.org/10.1016/j.matdes.2020.108472
http://doi.org/10.1016/j.matdes.2020.109446
http://doi.org/10.3390/ma13010140
http://www.ncbi.nlm.nih.gov/pubmed/31905827
http://doi.org/10.1063/1.4803712
http://doi.org/10.1002/prep.201700003
http://doi.org/10.1016/j.combustflame.2020.01.008
http://doi.org/10.1155/2021/6669573
http://doi.org/10.1016/j.matchemphys.2020.123443
http://doi.org/10.1063/1.1780406
http://doi.org/10.2514/6.2005-279
http://doi.org/10.1063/1.4793281
http://doi.org/10.1016/j.ijimpeng.2016.05.007
http://doi.org/10.1021/jp810156j
http://doi.org/10.3390/ma9070590
http://doi.org/10.3390/ma13102271
http://doi.org/10.1002/prep.201700106
http://doi.org/10.1016/j.ijimpeng.2008.07.041
http://doi.org/10.1002/prep.201900334
http://doi.org/10.3390/cryst12010107

	Introduction 
	Evolution from Impact Ignition to Chemical Reaction 
	Impact Ignition Behavior of RM 
	Hotspot Formation Caused Temperature Rise 
	PTFE Decomposition Rate 
	Ignition Criteria 

	Impact-Initiated Chemical Reaction of RMs 
	Transfer Efficiency of Gaseous Reactants 
	Aluminum Core Consumption Rate 

	Validation of Impact-Initiated Chemical Reaction Model for RMs 
	Calculation Process 
	Calculation Results for Impact Ignition Behavior 
	Comparison with Experiment 

	Conclusions 
	References

