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Abstract

Nanoenergetics have been a topic of great discussion over the past few decades due to
their extraordinary combustive properties. In particular, heavy investment has been put
into researching nanothermites due to the low cost of their components and high energy
release of the products. However, much is still unknown about the kinetics and ther-
modynamics of nanothermites on both the spatial and temporal micro-scale. Here, we
report the design and implementation of a high-speed thermographic facility (\pyrometry
setup") as well as the investigation of the combustion mechanism and ame propagation
of Al/CuO nanothermite Ims at such scales using an alternate high-speed thermography
(3.75 m px 1, 2.5 ms resolution) and videography (2.8 m px 1, 50 s resolution) sys-
tem. Sub-millimeter Ims of both Physically-Mixed (PM) and Core-Shell (CS) Al/CuO
nanothermite were fabricated and subsequently ignited by hot wire, and the combustion
event was recorded onto footage. This work demonstrates the di erences between the com-
bustion of PM and CS Ims with respect to temperature, ame propagation, and particle
ejection. Discussions have been made on the so-called \reactive sintering" mechanism |
in which reacting particles amalgamate before burning | and its e ects on micro-scale
combustion behavior. It has been shown that the self-contained nature of the CS Im
promotes spatio-thermometric uniformity within the pre-combusted regions of the Im
(uniform temperature banding), whereas the PM Im exhibits irregularities within those
regions as well as notable \hot spots” along the ame front. Additionally, the ame prop-
agation from the CS Im has been recorded to be faster than that of the PM Im by a
factor of 1.4 ( 1080 vs. 7:44 cm s, respectively), which may bear a relationship with
the particle ejection seen in both samples. In the CS Im, it is revealed to be more akin
to a particle \exhaust" rather than an \ejection” of aggregated particles as displayed by
the PM Im (presumably caused by the hot spots), resulting in a hotter post-combustion
region of space. This suggests that for CS Ims, the energy from the reaction remains
relatively local to the reaction zone rather than being carried away by distantly ejected
particles. Temperature measurements using an emissivity correction value of 0.15 indicate

that the maximum temperature along the ame front for the PM Imis 3400 K and the



distance (\conduction distance") between that and the unburned Im (room temperature)
is 645 m, giving an average spatial temperature gradient of 4.8 Km 1. For the CS
Im, the maximum temperature and conduction distance were found to be 2500 K and

600 m, respectively, giving an average spatial temperature gradient of 3.7 Km 1.
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Chapter 1

Introduction

1.1 Motivation

Nanothermites, also called Metastable Intermolecular Composites (MICs), have been one
of the most attractive reactive materials in recent years due to their rapid reactivity, high
energy density, ease of fabrication, storage, and operation, as well as their a ordability
[2, 37, 67]. MICs are typically solid mixtures comprised of a reductive fuel, such as Al or
Mg particles, and an oxidizer, such as metal oxides, oxygen-rich salts, and uoropolymers
[54, 64, 17, 16, 62]. Upon ignition, redox reactions occur between the solid-phase fuel and
oxidizer, forming chemically stable substances such as Al/Mg@r Al/MgF ,, and releasing

a considerable amount of energy [68, 6, 42, 15]. The rapid combustion of MICs generates a
large amount of energy in a very short period of time, thus reaching temperatures of over
3000 K, allowing for various applications such as propellants, pressure generation, heater
materials, and welding [44, 33, 32, 8]. In order to optimize combustible materials for poten-
tial applications, it is crucial to understand the nature of their combustion. Experimental
and computational methods have both been utilized to investigate the combustion from
the micro- to macroscopic scale [12, 28, 49, 38, 55, 46, 30]. Complex processes at di er-
ent scales, such as heat transfer, mass transport, and chemical di usion are key factors
that contribute to the initiation and propagation of the ame front [43, 23, 11, 21, 45].

Compared to the extensively investigated properties of bulk combustion, where the fuel
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and oxidizer are well-mixed, the multi-scale and heterogeneous reaction of MICs serves
to obfuscate the understanding of its combustion even further [51, 41]. As the combus-
tion of MICs propagate, multiple physical and chemical reactions occur simultaneously
due to the rapid heating rate (on the order of 19K s 1), including the decomposition,
melting, and/or vaporization of raw materials and products; sintering of Al nanopatrticles;
and intermolecular di usion between the reactants [61, 10, 4]. While the complex reac-
tion pathways mystify the ignition mechanisms of MICs, two competing theories have stood
out|reactive sintering and melt dispersion|but without concrete evidence [20, 45, 36, 26].

In a recent paper by Wang et al. [57], a 3D printed polymer-assisted ALuO nanothermite
showed unique, discrete, local reactions at a higher speed than global propagation due to
the occurrence of reactive sintering, which is a crucial parameter determining the rate of
combustion. Another recent publication by Kim et al. [23] also hinted at the non-uniform
combustion nature of the polymer-assisted ACuO nanoenergetic composite at the ame
front, where they found that the propagation occurs in both tangential and normal direc-
tions, as pre-ignition sites are heated and readily ignited with lower ignition energy. In
both papers, reactive sintering of Al nanoparticles was found to be a dominating process
during the combustion of a physical mixture of (referred herein as \Physically-Mixed" or
\PM") Al =CuO samples with the addition of polymer. However, it is not yet clear how
large a role reactive sintering plays in the combustion propagation rate, and what would
happen if reactive sintering of Al is minimized while the chemical reaction between fuel
and oxidizer is observed. In previous research, it was found that ordered structures, such
as self-assembled or Core-Shell (CS) structures, could enhance the surface contact between
fuel and oxidizer, leading to more complete reaction and boosted reactivity [65, 56]. The
ordered structures are also assumed to reduce reactive sintering as the surface contact be-
tween Al particles is reduced by minimizing phase separation. Therefore, it is important
to see how MICs with di erent structures combust to determine the importance and order

of di erent processes.



1.2 Objective

Given that the direct imaging of the reaction between MICs is extremely challenging due
to their nanometric sizes and reaction rates, observation at the micro-scale is critical in
discovering the nature of their combustion [10]. The observation of the combustion of
MICs using Ultra High Speed (UHS) cameras at high frame rate is commonly adopted
as a straightforward method to present the characteristics of nanothermites. Di erent
parameters, including ignition delay, ame speed, and local propagation behaviors are
often analyzed as key properties of MICs. For example, the ignition delay when using a
controllable ignition source, such as hot wire or laser, indicates the energy threshold to
trigger the reaction of the sample; the ame speed indicates the reactivity of the sample;
and the local propagation behaviors can be surveyed to show the reaction pathways and
mechanisms of the local reaction [6, 23, 57, 13]. The usage of UHS cameras has been vital in
today's research into MICs and has signi cantly progressed its development. However, to
better understand these processes, thermal data during the propagation is also desired for
capturing the temperature of di erent events and extracting valuable information during
the combustion/propagation, especially with regards to heat transfer and local reactions
[57, 5]. Researchers have performed pyrometry using UHS color camera footage; however,
due to Planck’s law, this method is most viable for measuring the temperature of surfaces
that become hot enough to emit visible light & 2000 K), thus limiting its ability to capture
thermal behaviors in regions before the sample is ignited (\pre-heating zone") or after it
has cooled. As noted by Wang et al. [57], the sample undergoes a burn region cycle
of heating/conduction, followed by combustion, followed by cooling during combustion|
however, only the combustion period when the temperature was over 2000 K was recorded
using the UHS camera. Therefore, infrared thermal cameras can be a useful tool to further
investigate the combustion. Certain characteristics of the combustion event such as the
shape and local propagation speed of the ame front, particle ejection, heat conduction
in the pre-combusted sample, and the temperature of the post-combustion area may shed

light on said combustion mechanisms [59, 58].



1.3 Overview and Contributions

In this thesis, the design and construction of a high-speed microscopic thermography facility
(or \pyrometry setup”), along with an in-depth thermophysical analysis of the combus-
tion of AI=CuO nanothermites with di erent structures, is reported. The pyrometry setup
consists of an objective lens, two wavelength lters, three high speed cameras, and various
other optical components, which enable it to capture footage at a resolution of Zn px !

and frame rates of over 10,000 Frames Per Second (FPS). For the thermophysical analysis,
both PM and CS structured AIFCuO MICs were packed into thin sheets with the addition

of 10% polymer and ignited by \hot wire". The propagation was recorded simultaneously
by a UHS camera and a high-speed thermal camera. Crucial reaction parameters, such as
propagation rate, peak temperature, and thermal gradient were investigated to understand
the roles of di erent physical and chemical processes during the propagation of the combus-
tion. It was found that while the PM Im burned at much higher temperatures than the

CS Im did|with over double the maximum temperature gradient|the CS Im burned

at about 1.4 times the rate of the PM Im. One might believe that higher temperatures
are indicative of a more vigorous reaction and therefore a greater burn rate, but this is not
necessarily the case. Itis believed that the exhaust-like nature of the particle ejection from
the CS Im contributes energy to the ame front that would normally exit the system if
large particles were ejected, thus accelerating the propagation of the ame front. Scanning
Electron Microscopy (SEM) and Energy-Dispersive X-Ray Spectroscopy (EDS) were uti-
lized to compare the post-combustion morphologies of the two sample types. It was seen
that the post-combustion CS debris was about half the size of and displayed a greater de-
gree of combustion completeness than the PM debris. It is hypothesized that the reaction
mechanism for the PM structured AECuO sample is reactive sintering-dominated, leading
to the formation of local hot spots across the ame front. Conversely, it is believed that
the combustion behavior of the CS sample is characteristic of the theorized melt dispersion

mechanism.

This work admits the following contributions to the MIC research community:
" Design for a ratio pyrometry setup that allows for accurate, UHS thermographic

4



measurements at the spatial and temporal micro-scale

A

Method for de ning the boundary of the ame front using a gradient-based weighted

mean approach

" Insights into the reaction pathways of both PM and CS nanothermites



Chapter 2

Literature Review

2.1 Nanothermite

As the name implies, nanothermites are just nano-sized versions of thermites. They are
composed of a simple mixture of a metal and metal oxideBX which, given enough input

energy, react as described by the following equation:
A+BX! AX+B+ H (2.1)

Metal A being more reactive than metaB (i.e., higher in the reactivity series of metals),

it becomes oxidized and metaB is reduced, resulting in a tremendous release of enthalpy.
Fischer and Grubelich [14] tabulated the theoretical energy releases of thermites in their
technical report for Sandia National Laboratory. Five of these reactions, as well as those

of three di erent organic energetic materials [37] are relayed in Table 2.1 below.

Notably, the AI=CuO reaction has a large energy density with the added bene t of its
constituents being relatively cheap and accessible. As explained by Rossi et al. [37], Al,

and in particular, nano-Al, is widely used because it is:

" Cheap and abundant

" Generally safe to handle due to its passive oxide layer preventing spontaneous com-

bustion



_ Adiabatic ame Enthalpy
Energetic TMD H
) temperature (T 4) [K] (H)
Material [g cm 3] _ [kJ cm 3]
with phase changes kI g 1]
2Al + Bi ,03 7.188 3253 2.12 15.22
2Al + 3CuO 5.109 2843 4.08 20.82
2Al + Fe ,03 4.175 3135 3.96 16.51
2Al + MoO 3 3.808 3253 4.70 17.90
2Al + 3NIiO 5.214 3187 3.44 17.94
PETN - 4140 6.00 -
HMX - 3255 5.65 -
NC - 3000 4.02 -

Table 2.1: Table of energetic materials

" Easy to produce as nanoparticles
" Highly thermally conductive, enhancing the combustion

" Of low melting point and vapor pressure, making it easier to reach ignition conditions

Additionally, Aumann et al. [1] note that, at least with Al and MoO3; powder mix-
tures, the nano-scale version react more than 1000 times faster than their conventional
macro-scale counterparts due to the reduced di usion distances between individual reac-
tant species. To reduce the di usion distance even further, the structure of the nanopatrti-
cles may also be augmented; hence, the development of ordered-structure MICs such as CS
nanothermites. While MICs can take many forms such as in nanolaminates (alternating
nano-sized layers of reactants) [38] or Three-dimensionally Ordered Macroporous (3DOM)

[66] structures, the two being contrasted in this work are PM and CS nanothermites.

Physically-Mixed Particles

Since a physical mixture is the simplest way to combine the reactant powders, PM par-
ticles serve as a good baseline to compare with other types of nanothermite. The typical

procedure for combining the reactants in PM samples, as described by Rossi et al. [37], is
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as follows: First, the reactants are dispersed in a solvent (e.g., ethanol, hexane). Next, the
mixture is sonicated to break agglomerates and ensure homogeneous mixing. Then, the
mixture is heated to evaporate the solvent. Finally, the mixture is passed through a ne

mesh to break agglomerates formed in the previous step.

As noted by the authors, while this is a simple method to perform, it is di cult to
achieve a mixture with a highly homogeneous distribution of fuel and oxidizer with it. A

diagram of the size and distribution of stoichiometric PM particles is shown in Figure 2.1.

Figure 2.1: Diagram of stoichiometric AI=CuO nanoparticles with PM structure. Relative size and distri-

bution of particles are to scale.

Core-Shell Particles

As previously noted, it has been found that ordered structures can enhance the surface
contact between fuel and oxidizer, promoting both higher reactivity and a greater degree
of reaction completion [65, 56]. CS-structured thermites were chosen with the understand-
ing that, in addition to having an ordered structure, they have demonstrated promising
properties in previous investigations conducted within our research group, making it an
ideal candidate for further exploration [65, 56]. In a CS structure, each fuel particle is

surrounded by an oxidizer shell, as shown in Figure 2.2.

Notably, this minimizes the distance between the fuel and oxidizer, and in doing so
minimizes the ability for the AI=Al,O3 core to sinter with nearby particles. This is im-
portant for observing the nanothermite in a context where reactive sintering may not be
a dominating reaction mechanism. However, as can be seen in Figure 2.3, the process
of covering Al with CuO is not perfect and there may still be gaps where the Al core is

exposed.



Figure 2.2: Diagram of AI=CuO nanopatrticles with CS structure, adapted from [65]

Figure 2.3: SEM image of AFCuO nanothermite with CS structure [56]

As will be discussed in the next section, the reduced ability for CS particles to sinter
may shed some light on our understanding of the reaction mechanism taking place when

these particles combust.

2.2 Ignition Mechanisms

One of the great mysteries about Al thermites is the disparity between the ignition tem-
peratures of nano-Al and larger, macro-Al particles|nano-Al ignites much closer to the
melting point of pure Al (933 K) while macro-Al ignites closer to the melting point of its
Al,O3 shell (2327 K) [52]. Which begs the question: if a prerequisite to the initiation of

the thermite reaction is the melting of either the Al or the ALO3; shell, why is the ignition

9



temperature partial to the size of the particle? The cause of this disparity is a critical gap
in our understanding of the ignition mechanisms of nano-Al MICs. As previously men-
tioned, two competing theories that attempt to explain this phenomenon are the \melt

dispersion" and \reactive sintering"mechanisms.

Reactive Sintering

The mechanism of reactive sintering has been discussed at great length by Sullivan et
al. [45]. In brief, reactive sintering is what happens when an exothermic reaction causes
particles to sinter, releasing supplemental energy into the system. It is theorized that in Al
MICs, the supplementary energy provided by reactive sintering leads to large amounts of
melting (and therefore ignition) below the bulk melting temperature. Wang et al. [57] goes
further to say that the reactive sintering mechanism plays a key role in the combustion
performance of MICs by causing aggregated metal nanoparticles to combine and form
larger sintered particlesbefore burning. It is thought that this loss of nano-structure (i.e.,
surface energy [53]) and subsequent energy gain accelerates the thermite reaction. As
noted by Sullivan et al. [45], this mechanism would be evidenced by the morphology of the
combustion product. Large, highly spherical particles would suggest the coalescence of the

aforementioned aggregates caused by reactive sintering.

In the same paper, Sullivan et al. performed rapid heating \T-jump" tests( 1 K s 1)
on various nano-Al MIC mixtures. They estimated that the sintering time scale was on the
order of 13 s while the reaction time scale was on the order of 10s. Egan et al. [10]
conducted in-situ observations of AACuO under rapid heating conditions ( 10" K s 1)
at the temporal and spatialnano-scale by using a hanosecond laser with a dynamic trans-
mission electron microscope (DTEM). They showed that within 235 ns, the central CuO
region of a 500 nm diameter aggregate was completely molten and spherical in shape, while
the Al particles remained a similar morphology as at the beginning. By 615 ns, the Al was

seen to have coalesced with the CuO and formed the particle seen in Figure 2.4.

While it is unusual for CuO to melt before Al, it was determined that this was because

CuO was three times more absorptive of the energy of the 532 nm light from the laser than

10



Figure 2.4: DTEM image of ignited Al=CuO agglomerate (a) pre- and (b) post-ignition, adapted from [10]

the Al particles. Through these tests, it was concluded that the combustion was likely a

condensed-phase reactive sintering process.

Melt Dispersion

In 2006, Levitas et al. [26] described a mechanism in which spallation (stress-induced
fragmentation and ejection), is the driving force behind the increased reactivity of nano-Al
MICs. In this mechanism, the di erence in thermal expansion coe cients between the Al
core (as it melts) and its oxide shell is thought to cause a tremendous pressure di erential
(0.1{4 GPa) within the particle. This in turn causes the oxide shell to burst, ejecting
molten Al and pieces of its oxide shell at high velocity. While there has been little if any
experimental evidence of such a mechanism occurring, the advantage of this theory is that
it is not limited by the di usion of oxygen through the oxide shell to the pure Al core,
which is a known limiting factor for particles of diameters larger than 20m [25]. However,
three key conditions are necessary for this to occur: a high heating rat® (0°* Ks 1), a
core temperature that exceeds the melting temperature of Al, and an oxide shell that is

homogeneous enough that it can withstand the pressure built by the melting Al core [61].

Levitas et al. [27] made further observations in 2007, noting that the ratidd = R
between the radius of the cor® and the thickness of the oxide shell is a crucial parameter
in predicting the ame speed in nano-Al combustion. According to themM 19 is the
critical ratio, above which the ame speed decreases with increasihg, but below which

the ame velocity does not change withM. They argue that in a di usion-controlled
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regime, the ame speed is expected to increase R increases, since surface-area-to-volume
ratio increases; decreases, since length of the di usion path decreases; or the absolute
Al content increases, since AD; does not participate in the reaction. Figure 2.5 shows
the measured ame speed against various radii and shell thicknesses of nano-Al mixed and

combusted with MoG;, as adapted from their paper. The size of the markers indicate the

Figure 2.5: Measured ame speed for various radii and shell thicknesses of nano-Al, adapted from [27]

relative M of each data point and lled markers indicate data points wheréd  19. This
shows that while there does not seem to be any relationship between the ame speed and

particle radius, there is a strong relationship between ame speed amd.

However, the greatest criticism facing this mechanism is that there has yet to be any
solid evidence of spallation occurring. While there have been copious studies showing
the presence of sintered particles, spallated particles have yet to be reported, despite the

numerous rapid heating tests conducted by Sullivan et al. [10] and Egan et al. [45].
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Chapter 3

Thermometry: Background and

Theory

Obtaining high-accuracy and precision temperature data is crucial to support the evidence
of reaction mechanisms. However, this can be extremely di cult to accomplish at micro-
scopic scales|miniaturization of instrumentation is often both necessary and complicated.

Table 3.1 lists a few of the methods reviewed by Brites et al. [3].

Typical Resolution

Method Principle @x( m) | @T(K) | @t( )
Radiation Planck's law 10 10! 10
Thermocouple Seebeck e ect 10 10 ¢ 10
Temperature

dependence of
Fluorescence 101 10 ? 10

guantum e ciency/

lifetime/intensity

Table 3.1: Methods of thermometry [3]

The following is an overview of the named methods, with emphasis on radiation-based

techniques.
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3.1 Thermocouple

As mentioned, thermocouples operate on the principle of the Seebeck e ect. The e ect
itself is quite simple: in 1821, Thomas Seebeck discovered that if you take a length of wire
with a temperature di erence between the two ends, then the voltage di erence across the
two ends is proportional to that temperature di erence [35]. Equation 3.1 describes this

relationship in its simplest implementation.
WL = e Te (3.1)

whereVy, is the no-load or open-circuit voltage [V];  is the Seebeck coe cient [V K 1]

(dependent on probe material); and T is the temperature di erence [K].

Although it can be extremely small, by using highly sensitive instruments, it is possible
to probe the temperature of an object by measuring the voltage di erence. It is important
to note that this is considered anintrusive technique in that it requires physical contact
with the measured object to make measurements. Advantages of this technique include
that the temperature calibration is precise and the spatial resolution (1D) can be as small
as 25 nm; while disadvantages include the di culty of fabricating such small and sensitive
probes and that signal processing time limits the timescale for transient measurements by

the device [3].

Zhu et al. [69] demonstrate the use of a spherical thermocouple to study the combustion
performance of Si@-added nano-Al with CO,. The thermocouple was embedded into the
AlI=SiO, powder mixture and placed in the middle of a tube furnace with a constant feed
of CO,. They found that, in the control sample of pure nano-Al, the ignition and peak
temperatures were 719 K and 1622 K, respectfully. However, with the SiCthe peak
temperature was found to be around 1900 K with roughly the same ignition temperature.
It should be noted here that Rossi et al. [39] reported the adiabatic ame temperature of
(macro) Al in CO, to be 3273 K while Fischer and Grubelich [14] report the theoretical
adiabatic ame temperature of the AESIO, reaction (with phase changes) to be 1889 K.
Hence, it is unclear whether or not thermocouples are accurate and sensitive enough to

capture the dynamic nature of the nanothermite reaction.
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3.2 Fluorescence

As described by Dowell [9], uorescence thermometry uses the temperature-dependence
of the uorescence (and uorescent lifetime) of certain materials for the measurement of
temperature. Equation 3.2, modeled by Inokuti and Hirayama [19], describes the time
evolution of the uorescence of an excited state by an elnergy pulse.

S(t) = Aexp t t (3.2)

where S is the uorescence amplitude [a.u.], measured by sensing the uorescent spectral
line of excitation and emissionA is the initial uorescence amplitude [a.u.];t is the time

[s]; is the lifetime [s], a scaling parameter for time that characterizes the exponential rate
of decay of the luminescence that would occur if there were no energy transfens the
scaling factor [a.u.] that characterizes the e ect of energy transfer mechanisms depending
on the molecular interaction; and is another scaling factor [a.u.] that is a function of the

e ective energy-transfer distance and of the acceptor concentration. Of these parameters,

A, ,and are dependent on temperature[9].

Figure 3.1 shows the lifetime of the ceramic Eu : ;O3 as a function of temperature

for two excitation sources.

Figure 3.1: Fluorescence lifetime of 1% Eu : ¥O3 [9]

Advantages of this technique include that it has high temperature sensitivity and that

radiometric algorithms are independent of the illumination source; while disadvantages
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include that photobleaching limits long-term intensity and lifetime determination and the

high expense of excitation sources (e.g., lasers) and detectors [3].

Zakiyyan et al. [60] utilized the principles of this technique to determine the thermal
response of nano-Al on di erent substrates ( at silver and plasmonic grating) when heated
by a 808 nm wavelength laser. They mixed rhodamine 6G (R6G) dye with nano-Al and a
polymer to form a micron-thick nanocomposite Im. The calibration parameters for R6G
were determined by steadily heating the sample using a temperature-controlled microplate
reader, all the while measuring the uorescence spectrum. Using this setup, they were able
to nd that the heating rate of the nano-Al was enhanced by over 24 times by using the

plasmonic grating over the at silver substrate.

Emission Spectroscopy

A more state-of-the-art implementation with similar principles to uorescence thermometry
involves the measurement of the emission spectra of combustion intermediates such as AlO
to determine the temperature. A benet of this method is that it does not require that
additional chemical components (i.e., uorescent dye) be added. However, this comes at
the cost of needing to nd or model the emission spectra of the combustion product in
guestion, which may not be as robustly characterized as those of commercial dyes. Ruesch
et al. [40] used this method to study the in uence of Al particle size on the temperature
of composite-propellant ames. Using a spectrometer, they measure the B-Xy = 1
emission band of AIO near 515 nm. Implementing a least-squares tted model against
measured spectra, they were able to infer the temperature of the AlO. Figure 3.2 shows

the measured and modeled emission spectra of AlO at 2820 K.

Using the same propellant formulation across three nominal Al diameters (3In, 4.5
m, and 80 nm), they measured the temperature of AlO at various heights above the
ame. They found that the temperature of AlIO remained similar between the two micro-
Al propellants, while the temperature of nano-Al was lower than that at all heights|at a
height of 4 cm, the temperatures were approximately 2900 K and 2700 K for the micro-

Al and nano-Al, respectively. The authors suggest that this is caused by the nano-Al

16



Figure 3.2: AIO emission spectra at 2820 K, measured vs. best-t model [40]

being in thermal equilibrium with the surrounding ame while the micro-Al burned in a

di usion-controlled regime [40].

3.3 Radiation Thermography

As previously mentioned, radiation-based thermometry methods operate on the basis of
Planck's law of blackbody radiation, wherein the spectral irradiance that is emitted by
an object is a function of the emitted electromagnetic wavelength, the temperature of the
object, and the emissivity of the object (which, in the case of a black body, is unity).
Using a sensor to record the light intensity, one may use Equation 3.3 to determine the
temperature of the object emitting the light (assuming that the emissivity of the object is

also known).

B(;";T):ZhSCZ “CT) or B(f:mTy= N7 ()

exp 5 1 ¢ exp o1

(3.3)
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whereB is the spectral irradiance [W m2 nm * or W m 2 Hz !]; h is the Planck constant
=6:626 10 *[J s]; cis the speed of light = 2998 10 [m s 1]; kg is the Boltzmann
constant = 1:381 10 22 [JK 1]; is the wavelength of light [m];f is the frequency of
light = ¢ [Hz]; " is the emissivity of the object [1]; andT is the temperature [K]

By integrating Planck's law with respect to the wavelength range used to record the
data, one may compute the power radiated from an object given the object's temperature

and emissivity.

Z
2k, X3 o
'S e cexp(x) 1 e x= ke T (3.4)

wherel is the radiant exitance [W m 2] emitted by the object.

In the special case oéll wavelengths being used as the limits of integration, one is left

with the Stefan-Boltzmann law [50].

| ="T* (3.5)
2 k2
where is the Stefan-Boltzmann constant :15h3§2 =5:670 108 [Wm 2K 4

Advantages of this method include that it is well implemented and commercialized and

that it can create a 2D thermographic image; while disadvantages include the di culty
in the precise estimation of the emissivity of the object in question and that the spa-
tial resolution is di raction-limited and proportional to the wavelength of light used for

measurement [3].

Infrared Thermography

Thermal cameras capture the radiation emitted by an object and translate it into a temper-
ature value on a pixel-by-pixel basis, creating a thermographic image. For typical thermal
cameras, the wavelength range used in Planck's law is small. The wavelength range is lim-
ited by the capability of sensors to detect photons of certain wavelengths. As such, various
types of sensors with an equally various number of working wavelength ranges have been

developed for commercial use. Additionally, through software, the emissivity may be set
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or \corrected" (assumed unity by default) to adjust the temperatures measured by the

camera.

Ratio Pyrometry

Ratio pyrometry, also known as dual- or multi-wavelength pyrometry, takes a slightly
di erent approach in order to remove the emissivity-dependence of Equation 3.3. This is
done under the common \grey body" assumption that the emissivity of an object/surface is
constant over all temperatures and wavelengths. As demonstrated by Densmore et al. [7],
if one were to isolate the spectral irradiance emitted by an object to two wavelengths, it is

possible to take a ratio of the irradiances. This is shown in Equation 3.6.

_ B P ° he 1 1
Rij = I:JB_J_ W exp KT _J - (3.6)
hc 1 1
k . .
) T=—8 1 1 (3.7)
n —4 1

where ; is a parameter that represents the optical e ciencies, detector sensitivities, etc.

of the system (obtained through calibration).

While ratio pyrometry is extremely accurate if performed properly, there is still a
dependence on: a) the energy that is able to be captured at speci c wavelengths and b) a

sensor's ability to capture photons at that wavelength.

Figure 3.3 depicts the wavelength dependence of spectral irradiance at various lines of
constant temperature. From this, it can be seen that the amount of signal that can be
captured within the visible spectrum greatly diminishes at lower temperatures. As such,
pyrometry using color cameras, as noted in Chapter 1, is most suitable for measuring

temperatures of& 2000 K.
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Figure 3.3: Blackbody irradiance by at select temperatures
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Chapter 4

Methods

4.1 Application of Theory: Pyrometry Setup

4.1.1 Overview

Based on the principle of ratio pyrometry, the design and construction of a system that
can be used to measure temperatures at the temporal and spatial micro-scale is presented.

The system consists of the following major components:

" Photron FASTCAM MINI AX200 High Speed Camera (x2)
" Phantom v2012 UHS Camera

10x Mitutoyo Plan Apochromat In nity-Corrected Near-Infrared (NIR) Objective
[Thorlabs: MY10X-823]

" In nity-corrected tube lens, 400{2000 nm (x2) [Thorlabs: TTL200-A]

" In nity-corrected tube lens, 400{750 nm [Thorlabs: TTL200-S8]

" 700 nm wavelength bandpass lter [Thorlabs: FB700-10]

" 905 nm wavelength bandpass lIter [Thorlabs: FL905-10]

" Shortpass dichroic mirror (or \beam splitter"), 650 nm cuto [Thorlabs: DMSP650R]

" Shortpass dichroic mirror/beam splitter, 805 nm cuto [Thorlabs: DMSP805R]
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" 45° aluminum mirror [Thorlabs: CCM1-G01/M]

" Various mounts and adapters used to connect the components

The basic diagram of the setup can be seen in Figure 4.1 and the CAD rendering in

Figure 4.2.

Figure 4.1: Diagram of pyrometry setup

Starting from the 10x NIR objective, the light being recorded (coming from above) is

directed follows:

" First, it passes through the 10x NIR in nity-corrected objective lens

" Then, it gets split into two paths by the 650 nm dichroic mirror, one straight down-

wards and the other oriented horizontal (parallel to the optics table):
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Path 1: Light of < 650 nm gets sent to the 45mirror so that it is oriented

horizontal
Path 2: Light of > 650 nm gets split once again by the 805 nm dichroic mirror

Path 2a: Light of < 805 nm gets lItered so that only 700 nm light passes

through to the Photron camera

Path 2b: Light of > 805 nm gets lItered so that only 905 nm light passes

through to the other Photron camera

~ All three paths terminate at an in nity-corrected tube lens, which focuses the light

into its respective camera sensor

Figure 4.2: CAD rendering of the pyrometry setup. In cyan: Phantom camera; lilac: Photron cameras;

violet: 10x NIR objective lens; red: sample mount

Notably, the wavelengths used to conduct the ratio pyrometry are 700 and 905 nm; the

reasoning for which will be discussed further below.
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4.1.2 Design Choices

The goal of this setup was to be able to render thermographic images from the light
collected by the \pyrometry" (Photron) cameras while simultaneously capturing normal
footage using the Phantom camera. The following subsections will go into the choice of

materials in more detail.

Cameras

While the Photron cameras were chosen to be incorporated into the setup, the Phantom
camera was already owned by the lab and needed only to be incorporated. The following
minimum criteria were used to nd the pyrometry camera that best t our needs within

budget constraints:

" & 10% Quantum E ciency (QE) at = 905 nm|QE is the measure of a sensor's
ability to convert photons to electrons and a reasonable QE is needed so that enough
light is able to be read by the camera sensor despite losing much of its intensity
through the optical path(s). QE at = 700 nm was not a concern since this is

usually inclusive of the former condition.

" & 10,000 FPS (100 s per frame) frame rate|to observe as much of the reaction as

possible

N

28 m pixel size|to match the resolution of the Phantom, which has a 28 m

pixel size
The chosen Photron camera has the following speci cations:

" 20 m pixel size

" 6,400 FPS at full resolution (1024 1024 px = 2048 20:48 mm) and 216,000 FPS
at 128 16 px resolution

The plot showing the QE (from the Photron AX200 manual) as a function of wavelength
is seen in Figure 4.3. It can be seen that the QE is approximately 42% and 12% at

=700 and 905 nm, respectively
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Figure 4.3: QE of Photron camera by wavelength

Filters

Great care needed to be taken in order to choose the wavelengths used to conduct the
ratio pyrometry (and consequently the Iters). One thing to note is that while cameras are
typically able to \see" into the NIR spectrum, 1000 nm is the upper limit. Although,
even at that point (as seen in Figure 4.3), the e ciency may be too poor to be e ective.
This needs to be balanced with the fact that, as seen in Figure 3.3, as one decreases the
wavelength being probed, less of the lower end of the temperature spectrum is able to be

measured.

According to Llull et al. [29], cameras commonly capture on the order of 10010 2
W per pixel. Using the pixel size of the Photron (20 20 m) and assuming that the
amount of light lost through the system is 50%, that is equivalent to an irradiance of
100 10 2 (20 10 %2 0:5=0:5W m ?thatis needed to capture an image. Figure 4.4
is similar to Figure 3.3, but with the roles of temperature and wavelength swapped and
multiplied by both the wavelength in question and the QE of the Photron camera at those

wavelengths. It shows the lower limit of the temperature that is able to be measured by
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various wavelengths, limited by the 0.5 W m? needed to capture an image.

Figure 4.4: Blackbody irradiance by temperature at select , multiplied by  and the QE of the Photron

camera at each

It can be seen that while there is some temperature to be gained by increasingrom
800 to 900 nm, there is no bene t beyond that. Thus, 905 nm was chosen as one of the
wavelengths, due to the superior speci cations of the 905 nm model over other variants in

the 900 nm wavelength range.

Another factor to consider is that it is bene cial for the second wavelength to be far
from the rst wavelength. This is for two reasons: 1) Since a ratio is being taken, if the two
wavelengths are too close together, so too will the intensities being measured, leaving more
room for precision/rounding errors; and 2) Dichroic mirrors were to be used to split the
light into the 2a and 2b paths, and it is more di cult to nd mirrors that will e ciently
split light into wavelength bands that are close together. Additionally, care must be taken
to avoid noise that may come the thermite reaction itself. Known values for the emission
spectra related to the combustion of ACuO are: 473, 485, 513, 578, 596, 608, 627, and
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655 nm [63]. Thus, the second wavelength of 700 nm was chosen as it is far away from both
the rst chosen wavelength and the known emission spectra of the ZATuO reaction. The

choice of mirrors just followed in suit of what was appropriate for the given wavelengths.

Lenses

An objective lens was desired so that observations could be made at the microscopic scale.
The objective also needed to be able to transmit light into the NIR range so that ratio
pyrometry could be performed. Another key feature is the in nity-correction property of
the lens. In nity-correction is the property of a lens that allows it to transmit light as
parallel beams instead of focusing it behind the lens. At the end of its path, the beams
are accepted by a compatible tube lens, which then focuses the light into an image onto
the sensor. This property is useful because it allows additional optical equipment ( lter,
mirrors, etc.) to be placed in the optical path between the objective and the tube lens with
relative ease compared to if the objective were nite [18]. Unsurprisingly, the selection of
microscope objectives that were both NIR and in nity-corrected was minimal and only the

chosen 10x Mitutoyo NIR Objective was viable.

Lastly was the choice of tube lens. Granted that the TTL200-S8 tube lens has a
400{2000 nm design range, it would have been acceptable to use this same tube lens in
conjunction with all three cameras. However, the transmission e ciency of TTL200-S8
is relatively poor in the visible spectrum € 95%), so it was decided that the TTL200-A
was more suitable for the Phantom with its e ciency being over 95%. Conveniently, the
TTL200-A and TTL200-S8 have the same speci cations in terms of working distance, focal

length, etc.

4.1.3 Construction

The optical components can be assembled in any number of ways, barring two conditions:
the ordering of the optical components must follow the design and the spacing between the

optical components must be within the speci ed working ranges. The reason for keeping
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the ordering of the components is self-explanatory|the ordering was designed to modify
the light path in very speci ¢ ways such that pyrometry could be performed. The spacing
however, while being somewhat exible in the paths between the objective lens and the
tube lenses, is rigid between the tube lens and the camera sensor. According to the
speci cations of the tube lenses, the distance between the tube lens and the objective lens
must be between 70 and 170 mm|this exibility owing to the in nity correction. However,

the distance between the rear shoulder of the tube lens and the sensor must be exactly
151.8 mm to avoid any loss of image quality. Understanding this, it was in best practice
to use an extensible coupling between the tube lens and the camera so that this distance
may be adjusted as necessary. Another extensible coupling was used between the objective

lens and the rst mirror mount to allow for focusing adjustments.

Finally, it should be noted that the 45 mirror mount required the tapping of at least
one #8-32 hole in order to allow for an optical post to hold it in the orientation speci ed
by the design. A second hole was tapped to allow for further exibility should the user
decide that they want to change the orientation. The changes made to the mirror mount

can be seen in Figure 4.5.

Figure 4.5: Modi cation made to mirror mount
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4.1.4 Experimental Work ow

The process of recording footage using the pyrometry setup follows four major steps: syn-
chronize the cameras, capture a registration image, capture a calibration image, and record

the event you wish to capture.

First, all three cameras must be turned on and synchronized using the BNC-connector
Sync and Trigger ports located on the rear side of the cameras along with the sync and
trigger settings in the cameras' respective softwares. When the desired FPS and resolution
have been chosen, a registration image must be captured with all cameras. The registration
process will be discussed in detail in Section 4.2.3, but in brief: since each camera will have
a slightly shifted view of the object being transmitted through the optical paths, the images
need to be adjusted or \registered" such that the view is uni ed on a pixel-by-pixel basis.
Next, a calibration image must be captured using both pyrometry cameras. To do so, a
calibrator must be placed in view of the cameras (i.e., in front of the objective lens). While
a blackbody calibrator rated for extremely high temperatures would be ideal, it may not
be feasible to use one due to the short working distance of the objective lens (31 mm)|a
heat source of (e.g.) 1200 K placed only 31 mm away from the objective lens could risk
damage to the lens. Instead, McNesby et al. [31] have demonstrated the utilization of a
stabilized calibrated light source [Thorlabs: SLS201L] with a color temperature of 2796
K in place of a blackbody calibrator. Taking this latter approach, the light source need
only be pointed at the objective lens and an image taken of the light beam. An optical
di user is recommended to be used to smooth the beam coming from the light source.

After registration, the calibration images can be used to determing; from Equation 3.6.

As an example, consider the same 2796 K light source being used in this pyrometry

setup. In the ideal case,; would be unity, and the resultant ratio R;; = Rjjigea Should

be equal to
5
i he 1 1
Rijideal = ij _J| exp KeT —J -
905 ° hc 1 1
=(1) — =0:6813
D) 750 P 2708, 905 10° 700 10°
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i; can then be calculated afjjigear = 0:6813 divided by the ratio between the mea-
sured intensity from the calibration images. To clarify, the intensity of the image is just
the intensity value at each pixel in the image, given when the image is read into memory
such as in MATLAB. Ideally, the intensity ratio would be the same value at every pixel in

the image, but in a non-ideal case, the mean value across all pixels should su ce.

 _ Rijidea _  Rijideal
i - —
Ri;j;meas Bi;cal —Bj;cal

Once data recordings have been captured and registeregi, may be used in Equa-

tion 3.7 with other R;j = Rjjdata to calculate the 2D temperature map at each timestamp.

Example

The following is an example of the work ow using the \M83 spiral galaxy" tn83.tif' )
stock image from MATLAB. Starting from after the images have been registered, assume
that ;; = 0:87 (chosen arbitrarily). Let A be the image recorded by the camera that is
Itered for 700 nm wavelength; andB the 905 nm Itered image. A and B are the same
image of the M83 spiral galaxy with intensities modi ed to simulate what they would look
like from the perspective of their respective wavelengths. Figure 4.6 shovsand B with

a color bar indicating the intensity at each pixel. Note thatA and B are 16-bit (maximum
intensity value of 26 1) monochrome images which have been loaded into MATLAB as

numerical arrays.

Applying Equation 3.7 to A and B as an element-wise operation wherR;; = 5"
the result is an array of temperatures, indexed by the pixel locations. The resulting
temperature map can be seen in Figure 4.7. It should be noted that the temperatures
shown here are not true to life, but are a representation of what a temperature map might

look like.
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Figure 4.6: A and B displaying the M83 spiral galaxy as \seen" by their respective wavelengths

4.2 Experimental Methodology

4.2.1 Film Preparation

The fabrication of the Im followed a procedure previously described by Kim et al. [23].
In brief, 62.5 mg each of hydroxypropyl methylcellulose (HPMC, 86kDa, Sigma-Aldrich,
St. Louis, MO) and poly(vinylidene uoride) (PVDF, M,, 534000, Sigma-Aldrich, St.
Louis, MO) were dissolved into 4 mL of dimethylformamide (DMF, Sigma-Aldrich, St.
Louis, MO) under rigorous stirring. Upon dissolving, 1125 mg of solid thermite powders
were added to the solution. Two di erent types of powders were used to make two sam-
ples. One sample simply utilized the mixture of Al (100 nm, US Research Nanomaterials,
Houston, TX) and CuO (40 nm, US Research Nanomaterials, Houston, TX) nanopatrticles,
which is referred to as PM. The other sample used core-shell=8€luO composite synthe-
sized by the method described by Wang et al. [56], which is referred to as CS. After the
addition of the thermite powder, the mixture was sonicated in a water bath for two hours

before magnetically stirring for 24 hours in preparation of the nal slurry.
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Figure 4.7: Resultant temperature map from processingA and B

Polytetra uoroethylene (PTFE) sheets and pieces of Kapton tape of 0.001 in. (25.4
m) thickness were used to fabricate the Im for combustion tests. Segments of Kapton
tape were cut and adhered to the PTFE sheets to make a rectangular well of approximately
2cm 0.4 cm, acting as a mask for the Ims. The PTFE sheets were then placed on
a hot plate at 85 C. A droplet of the slurry was placed at one end of the well, and a
Im applicator with a nominal thickness of 25 m was pushed across the well to form
the droplet into a thin layer of slurry within the well. Once the rst layer was dried, an
additional layer was applied by repeating the process. A total of 5 to 8 depositions were
made to allow the thickness of the Im reach the nominal thickness of the Im applicator.

Figure 4.8 shows the Im at this stage after it has dried.
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Figure 4.8: Prepared Im on PTFE substrate

The Kapton tape mask was then removed and the fabricated thin Im was peeled
carefully from the PTFE sheets to be mounted onto the sample holder, which was a 2 in.

2 in. acrylic sheet with a®=g in. hole cut into it. To mount the sample, a fuse wire (Parr,
Moline, IL) was rst adhered to the acrylic sheet, followed by the Im, which was placed
across the hole, as seen in Figure 4.9. The purpose of the hole was to enable free-surface
combustion. From there, the sample could be ignited by applying a voltage across the ends

of the fuse wire.

Figure 4.9: Peeled Im adhered to acrylic sample holder

4.2.2 High-Speed Imaging

Two high-speed cameras were used to observe the ame propagation of the nanothermite
Im. Firstly, a Telops FAST M350 infrared camera was used with a 4x magni cation lens

( nal pixel size of 3.75 m px 1) to measure the temperature gradients within the Im as

it burned. Secondly, a Phantom v2012 UHS camera was used with a 10x magni cation

lens ( nal pixel size of 2.8 m px 1) to observe the behavior of the combustion reactants
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and products as the ame propagated across the Im. Due to the thickness of the Im, the
combustion event is considered to be approximately 2D, making the view from both sides
of the Im virtually identical. With the two cameras aligned to and facing each other,
the Im was mounted between them atop an XYZ translational stage, which allowed for
ne-tuning of the cameras' focuses. It was then ignited by using a DC voltage source to
apply a voltage across the fuse wire. The experimental setup and work ow are shown in
Figure 4.10.

Figure 4.10: Experiment work ow: 1) Sample is placed on holder and cameras are aligned; 2) Registra-
tion/calibration snapshots are taken using both cameras; 3) Cameras record to memory while sample is
ignited using hot wire; 4) Recorded images are registered using calibration snapshots; 5) Data is extracted

from images and analyzed
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4.2.3 Image Processing
Image Registration

In order to correlate the footage taken from the cameras, image registration was performed
using MATLAB. Since the Phantom had a larger eld of view, its images were chosen as
the \moving" images with regards to the registration process. An image snapshot of the
nanothermite Im was taken with both cameras, and the features seen in the image were
used to register the \moving" image from the Phantom to the \ xed" image from the
Telops. In doing so, the processed images from the Phantom attain the same frame and
pixel size as the Telops images (henceforth referred to as \UHS" and \thermal" images or
footage, respectively). The results of the registration process can be seen in Figure 4.2.3

below.

@) (b) © (d)

Figure 4.11: Image registration process: (a) Original Phantom registration snapshot; (b) Telops snapshot;
(c) Registered Phantom snapshot|image has been rotated, cropped, and resized according to features

matched betweena and b; (d) Composite image of the two snapshots

Flame Front

While much discussion has been made about the ame front, there still does not exist a
robust de nition for the region in which the ame front exists. Thus, we propose and
utilize a gradient-based weighted mean (WM) approach to assess the boundary at which
the ame front may be de ned. Since the ame front is the area within which the reaction
occurs, it is also the area at which the temperature is greatest and temperature gradients
are relatively high. As such, temperature and gradient thresholds'(and G, respectively)

may be de ned, where any region that has values above these thresholds may be considered
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part of the ame front. The proposed approach considers the temperatures and gradients

at each pixel location and uses them as weights to determine these thresholds as follows:

P P
T= P g= RO @.)
1 |

q
where T; is the temperature at each pixel location [K] andG; = G2, + Gi;i is the
temperature gradient as the magnitude of the central distance gradients in the x- and

y-directions at each pixel location [K px 1].

Using the condition that the temperatures and gradients must be greater than the
thresholds, a \mask" is created to segment the ame front from the rest of the image. The
bene t of using this approach is that regions of low gradient are penalized (i.e., contribute
negligibly) to the temperature threshold, resulting in in-boundary temperatures that are
more representative of the ame front. Figure 4.12 shows the results of this approach. The
temperature peaks at which the gradient is small have been included within the mask for

aesthetic reasons.

Figure 4.12: Masking of the ame front as de ned in Equation 4.1

Emissivity Correction

Although the \true" emissivity of our samples is unknown and is also assumed to vary as
the reaction propagates, for the purpose of this study, the value of 0.15 has been chosen

as it is a common value that is used in simulations [70, 48]. The goal of this study was to
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contrast the combustion behaviors of the PM and CS Ims with only some regards to the

\true" temperature observed in the reaction.

Emissivity correction can be done in the \ReveallR" software for the Telops thermal
camera. However, it is inconvenient to access the data through the software, manually
change the emissivity, and export the data every time one wishes to see the data under
di erent emissivity values. Thus, | wrote a script in MATLAB that will take the exported
data and perform the emissivity correction. Equation 3.4 can be solved using numerical
methods for the wavelength range used by the thermal camera (3{5.4n). In doing so,
| generated a Lookup Table (LUT) to index and match temperatures with their corre-
sponding In-Band Irradiance (IBI). Note that this is not the \true" IBI that would be
reported by the camera, but di ers from it by some scalar value that takes into account
the view factor of the camera sensor. As it is a scalar, this di erence is inconsequential
since it would just scale the IBI values recorded in the LUT and would not change the

emissivity-corrected temperature.

As an example, consider a radiometric temperature of = 1000 K as read by our
camera, which assumes = 1. Referencing the LUT, this corresponds to an IBI of 22495
W m 2, Using an emissivity value of' = 0:15, the adjusted IBI is just 22495 0:15 =
149967 W m 2. Referencing the LUT again, this corresponds to an emissivity-corrected

temperature of T = 1912 K.
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Chapter 5

Results and Discussion

This work attempts to contrast the di erent combustion behaviors between PM and CS
nanothermites. As noted, the structure of the CS particles discourages sintering by mini-
mizing the opportunity for Al to sinter with other Al particles. In addition, it is possible
that the outermost shell composed of the CuO oxidizer may increase the structural in-
tegrity of the patrticle In the case that the melt dispersion theory holds true, this would
provide an even greater pressure di erential within the core of the particle. Given this, the
results of this work may contribute evidence to support or refute either of these theories.

The key facets of each theory that should be observed for are:

Reactive Sintering Melt Dispersion
Sintering of aggregated particles Explosion of individual particles
Sintering time  reaction time Heating rate & 10° K s 1
Highly spherical morphology (post-combustion) High velocity particle ejection

Table 5.1: Key aspects of competing ignition models

To observe the nanothermite reaction, a Im of nanothermite was placed on top of an
acrylic square with a circular hole cut into it. The hole provided an unobstructed view of
the thermite and also enables open-air combustion as the reaction propagated across the
hole. A wire was placed between the Im and the acrylic and everything was held together

using Kapton tape. Supplying the wire with su cient power resulted in the ignition of the
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5.1 Propagation and Flame Front

Figure 5.1 shows the propagation of the ame front in four sequential frames from the
thermal footage. The thermal camera also captured scattered hot spots along the ame
front, which indicate regions of signi cantly higher temperatures. These hot spots may be
related to inhomogeneities in the micro-structure of the sample and/or the heat transfer
mechanisms. The shape of the ame front was also observed to be highly irregular, implying

nonuniform heat transfer.

Figure 5.1: PM thermal images, oriented such that the propagation direction is southeast with respect to

the gure. Large independent spikes can be seen in the ame front

Figure 5.2 shows the same, but for the CS sample. Unlike in the previous case, highly
localized hot spots were hardly seen along the ame front and the shape of the ame
front was also observed to be very uniform. Additionally, the hot regions appear to spread
out and travel along the ame front itself, which indicates a tangential component to the
propagation similar to the one observed by Kim et al. [23]. However, as will be shown
later, this propagation is not only of the ame front but of the reactants as well. These
observations may indicate a more stable and controlled combustion process and greater

e ciency with regards to heat transfer.
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Figure 5.2: CS thermal images, oriented such that the propagation direction is southeast with respect to

the gure. Independent spikes are hardly seen; high temperature regions are more coalescent

Velocity Maps

Furthering the discussion of the propagation of the ame front, Figure 5.3 and Figure 5.4

show propagation and velocity maps of the ame front processed from the UHS data.

Figure 5.3: Propagation and velocity map of the ame front at times and locations indicated by the contour

lines for the PM sample. The color map is shifted such that the mean velocity appears as \white"
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For the PM sample, the ame front is seen to propagate erratically. The spacing between
the contour lines is somewhat irregular, indicating the nonuniformity in the propagation
rate along the ame front. The mean speed of the ame front across the map was found to

be 7.44 cm s! with a maximum speed of 24.01 cm $ and bulk propagation rate of 3.97

cms i

Figure 5.4: Propagation and velocity map of the ame front at times and locations indicated by the contour

lines for the CS sample. The color map is shifted such that the mean velocity appears as \white"

For the CS sample, the ame front is seen to propagate rather uniformly with consistent
spacing between the contours. The mean speed of the ame front here was found to be to

be 10.80 cm s! with a maximum speed of 32.04 cm $ and bulk propagation rate of 5.44

cms i

Both data sets corroborate the ndings of Wang et al. [57] in that the local ame front

velocities are an order of magnitude greater than the bulk propagation rate.
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