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ABSTRACT: The pyrolysis of alucone molecular layer deposition (MLD)
films was studied in vacuum using in situ transmission Fourier transform
infrared spectroscopy. The initial alucone MLD films were grown using
trimethylaluminum (TMA) and either ethylene glycol (EG) (HO—(CH,),—
OH) or hydroquinone (HQ) (HO—C4H,—OH) at 150 °C. The alucone MLD
films were then pyrolyzed in vacuum at temperatures ranging from 400 to 750
°C. The absorbance features for the C—H, C—C, and C—O stretching
vibrations were observed to be lost at pyrolysis temperatures from 350 to 500
°C. For the alucone films grown using TMA and EG, the loss of these
absorbance features was coupled to an increase in carboxylate (R-COO™)
absorbance features. The carboxylate absorbance features reached their peak at
a pyrolysis temperature of 450 °C and then decreased slowly with higher
pyrolysis temperatures. The carboxylate absorbance features are consistent
with an Al,O;/carbon composite material with AI**/COOQ™ species at the

interface. In addition, the presence of carbon in the Al,O;/carbon composite led to an increase in the background infrared
absorbance for the pyrolyzed alucone films grown using HQ containing six carbons. This background infrared absorbance is
linked to electrical conductance in a network of carbon domains in the pyrolyzed alucone films, as described by Drude—Zener
theory. In contrast, the alucone films grown using EG containing two carbons did not display an increase in the background
infrared absorbance. This absence of background infrared absorbance is consistent with less carbon in the Al,O;/carbon
composite grown using EG. The pyrolysis of the alucone films on ZrO, particles led to very conformal Al,O;/carbon composite

films, as observed by transmission electron microscopy images.

I. INTRODUCTION

Atomic layer deposition (ALD) and molecular layer deposition
(MLD) are ideal techniques to deposit ultrathin inorganic and
organic films.'~* Both ALD and MLD are based on sequential,
self-limiting surface reactions that allow conformal film growth
on high aspect ratio structures with precise thickness control.
The precursors for ALD and MLD can be combined to grow
hybrid organic—inorganic metal alkoxide polymers known as
“metalcones”.>® These hybrid MLD films can possess
interesting mechanical and electrical properties.”® ALD and
MLD can also be combined to form ALD/MLD alloys and
nanolaminates that can be fine-tuned by varying the
composition of the alloy.**"°

Metalcone MLD films can also serve as a precursor to a new
set of ceramic materials. Hybrid organic—inorganic MLD films
can be annealed in air to burn out the carbon and yield porous
metal oxide films."'™"* These porous metal oxide films have
been shown to contain micropores and mesopores."" Hybrid
organic—inorganic MLD films can also be pyrolyzed under
vacuum or inert atmosphere to yield electrically conducting
metal oxide/carbon composite films.'> This strategy is similar
to the fabrication of ceramics from polymers in polymer-
derived ceramic processing.lé These electrically conducting
metal oxide/carbon composite films can display exceptionally
low resistivity of ~0.2 Q cm." Pure organic MLD films can also
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be pyrolyzed under inert gas conditions to obtain carbon
nanofilms."”

In the field of polymer-derived ceramics, the metal or
metalloid is almost always limited to silicon."® The conformality
and distribution of the relative components of the film are also
limited by the wet chemistry techniques used to prepare the
polymer-derived ceramics.'® In contrast, MLD-derived ceramic
films can be formed from a wide array of elements comprising
metalcone MLD films such as AL" Zn,>**! Zr,** Hf* and Ti.**
Another important advantage of the pyrolysis of MLD films is
that the initial MLD films can be formed conformally on initial
substrates. After pyrolysis, the MLD-derived ceramic films
maintain conformality with the substrate."”

Alucone is an aluminum alkoxide metalcone film grown using
trimethylaluminum (TMA) and organic alcohols as the
reactants. The first alucone films were grown using the
sequential, self-limiting reactions of TMA and ethylene glycol
(EG)."” Other alucone films have subsequently been grown
using TMA with other alcohols such as glycerol.”® Alucone
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Figure 1. Schematic of MLD reactor designed to perform in situ transmission FTIR spectroscopy studies.

films have shown promise in a variety of applications. Alucone
films have been employed for more flexible gas-diffusion
barriers.**">® Alucone films have also served as coatings to
enhance gas-separation membranes™® and as sacrificial layers to
define air gaps.”® In addition, alucone films have been used to
protect Si anodes in Li ion batteries® or stabilize sulfur
cathodes in Li—S$ batteries.>”

In situ transmission Fourier transform infrared (FTIR)
spectroscopy was used to study the pyrolysis of alucone MLD
films. These alucone films were grown using the sequential
deposition of TMA and either EG or hydroquinone (HQ).
These alucone films were grown on ZrO, nanoparticles at 150
°C. The pyrolysis was then conducted in vacuum at pyrolysis
temperatures of 400—750 °C. FTIR spectroscopy was used to
study the vibrational absorption spectra of the alucone films
versus pyrolysis temperature. These vibrational spectroscopy
studies reveal the changes that occur within the alucone films
during pyrolysis. These investigations also illustrate how
pyrolyzed alucone films can produce an electrically conducting
Al,O;/carbon composite film.

Il. EXPERIMENTAL SECTION

A. Reactor Design. These studies were conducted in a
viscous flow reactor equipped with an in situ FTIR
spectrometer.”*®> A schematic of the reactor is shown in
Figure 1. The reaction chamber consisted of a stainless-steel
tube encased in an insulating ceramic shell. The reactor was
maintained at 160 °C for all experiments using a 2604
Eurotherm PID temperature controller. The sample holder
could be independently heated by flowing electrical current
through the tungsten grid used to hold the sample.

Ultra-high-purity argon carrier gas was flowed through the
reactor during deposition. The argon carrier gas passed
continuously through the flow tube. The carrier gas flow was
monitored by a capacitance monometer that could measure
pressures down to 1 X 107 Torr. Reactant channels metered
with pneumatic leak valves were used to facilitate rapid

switching between precursors. A Leybold TRIVAC D8B dual-
stage rotary vane mechanical pump removed the argon, extra
reactant, and reaction byproducts from the reactor.

The infrared beam was aligned to pass through the reaction
chamber and the sample. The infrared windows were a pair of
0.5 in thick KBr windows supplied by International Crystal
Laboratories. The windows were isolated from the vacuum
chamber using gate valves to prevent the deposition of species
that can interfere with the FTIR spectra. The sample stage was
designed to translate the sample into and out of the IR beam.

The FTIR spectrometer employed in these studies was a
Nicolet 6700 FTIR. The infrared signals were monitored using
a high-sensitivity liquid-nitrogen-cooled mercury cadmium
telluride (MCT-B) detector. The spectrometer, mirror, and
detector setup were purged with dry, CO,-free air. A total of
100 scans at 4 cm™' resolution from 400 to 4000 cm™ were
recorded for each collected spectrum.

The reactor was equipped with an SRS RGA 200 amu
quadrupole mass spectrometer. The mass spectrometer was
differentially pumped with a 70 L/s turbomolecular pump. The
mass spectrometer could be isolated from the reactor with a
gate valve during film deposition. The turbomolecular pump
could also lower the pressure in the reaction chamber during
pyrolysis.

B. Sample Preparation/Sample Holder Design. The
transmission FTIR measurements were performed on high-
surface-area ZrO, nanoparticles (U.S. Research Nanomaterials)
with an average diameter of 20 nm. The high surface area of
these particles improved the signal-to-noise ratio compared
with a flat sample.** Sample preparation involved pressing the
ZrO, nanoparticles into a tungsten grid support.***> The
tungsten grids were 2 X 3 cm”. Each grid was 50 ym thick with
100 grid lines per inch. The tungsten grid sample supports were
supplied by Tech-Etch.

The tungsten grid was first covered with an excess of ZrO,
nanoparticles and placed into a stainless-steel die. The particles
were then manually forced into the tungsten grid, and excess
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nanoparticles were removed with a razor blade. This process
resulted in a dense matrix of ~25 mg of ZrO, nanoparticles per
tungsten grid. The corresponding surface area was ~0.8 m”. To
ensure good Ohmic contact, the edges of the tungsten grid
were sandwiched on both sides between two strips of tantalum
foil. The tantalum foil was then clamped between two stainless-
steel bars that held the tungsten grid securely on the sample
holder. The tantalum foil was obtained from Alfa Aesar.

The tungsten grid was resistively heated using a Hewlett-
Packard 6268B power supply (20 V, 20A). The voltage output
of the power supply was controlled by a Love Controls 16b
PID temperature controller. A type-K thermocouple was
attached to the bottom of the tungsten grid with Ceramabond
571 epoxy. The epoxy both attached and electrically isolated
the thermocouple during sample heating.

A cleaning procedure of the ZrO, nanoparticles/grid support
was used to produce consistent starting surfaces. Prior to
alucone MLD, the temperature of the sample support was
increased to 700 °C for ~2 min to degas and clean adventitious
carbon from the ZrO, nanoparticles. Because this procedure
also depleted hydroxyl groups from the ZrO, surface, a ~2 s
H,0 dose was used to rehydroxylate the surface. This
procedure consistently removed any carbon-related vibrational
modes and resulted in a clean ZrO, starting surface with
absorbances attributed only to the O—H hydroxyl stretching
vibrations and bulk zirconia modes.

C. ALD and MLD Experimental Parameters. The
alucone films were grown at 150 °C using TMA and either
EG or HQ. The alucone films grown using TMA and EG are
designated AIEG. The alucone films grown using TMA and HQ
are designated AIHQ. The alucone MLD films were grown on
Al,O; ALD coatings on the ZrO, nanoparticles to ensure a
reproducible starting surface. These Al,O; ALD coatings were
deposited using 10 Al,O; ALD layers. The Al,O; ALD was
grown at 150 °C using TMA and H,O as the reactants. The
TMA and H,O reactants were held at room temperature. The
EG and HQ precursors were held at 85 and 145 °C,
respectively. All reactants were obtained from Sigma-Aldrich.

The Al O, films were deposited using a 1.0 s TMA dose and
a 1.0 s H,O dose. These dose times produced ~350 and ~500
mTorr pressure transients above the base pressure, respectively.
A 120 s purge time was used between each reactant exposure.
The AIEG alucone films were deposited using a 1.0 s TMA
dose and a 2.5 s EG dose. These dose times produced ~350
and ~40 mTorr pressure transients above the base pressure,
respectively. A 200 s purge time was utilized between each
reactant exposure. The AIHQ alucone films were deposited
using a 1.0 s TMA dose and a 2.5 s HQ dose. These dose times
produced ~300 and ~22 mTorr pressure transients above the
base pressure, respectively. A 240 s purge time was used
between each reactant exposure.

D. Pyrolysis Experimental Parameters. After the MLD
films were deposited, the reactor chamber was isolated from the
main mechanical pump and reduced to lower pressure of ~1 X
107® Torr using the turbomolecular pump. The tungsten grid
support was then resistively heated from 150 to 750 °C at 50
°C intervals. Changes in the alucone film were monitored using
in situ FTIR spectroscopy. For each temperature, the sample
was quickly ramped to the desired temperature in ~5 s and
held at temperature for ~15 s. To reduce thermal noise, the
FTIR spectrum was obtained when the sample had cooled
down to 150 °C. The FTIR spectra were referenced to the
initial ZrO, powder coated with 10 cycles of Al,O; ALD.

Il. RESULTS AND DISCUSSION

In situ FTIR spectra of AIEG and ALHQ alucone films grown
using 300 cycles of TMA and EG or TMA and HQ at 150 °C
are shown Figure 2a,b, respectively. These FTIR spectra are
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Figure 2. FTIR difference spectra of (a) AIEG alucone films grown
using 300 cycles of TMA and EG at 150 °C and (b) AIHQ alucone
films grown using 300 cycles of TMA and HQ at 150 °C. These
difference spectra are referenced to the initial ZrO, powder coated
with 10 cycles of Al,O; ALD.

Absorbance

Absorbance

difference spectra referenced to the initial ZrO, powder with
Al,O; coating grown using 10 Al,O; ALD cycles. The most
prominent absorbances for the AIEG alucone film include the
following: C—H stretching vibrations between 2700 and 2900
cm™ C-C stretching vibrations at 1135 cm™}; C-0
stretching vibrations at 1095 c¢m™'; and Al-O stretching
vibrations at 910 cm™". These vibrational features are consistent
with the previously reported peak assignments.'®

For the AIHQ alucone film, a large distinctive absorbance
feature is also observed at ~1500 cm™" corresponding to the
C=C vibrational stretching of the phenylene ring. The
absorbance monitored at 1255—1290 cm™' corresponds to
the C—O stretching vibration. The absorbance observed
between 830 and 900 cm ™" is attributed to the Al-O stretching
vibrations in the alucone films.

Small absorbances are also observed between 3030—3065
cm™! that correspond to the C—H stretching vibrations of the
phenylene ring. Weak peaks corresponding to —CHj;
asymmetric and symmetric stretching vibrations between
2890—2940 cm™ indicate that a small amount of unreacted
—CH,; groups are present in the film. Peak positions and
assignments for the majority of the observed absorbances in the
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AIHQ_alucone film are given in Table 1373 Some of the
vibrational transitions are expressed using Wilson notation
based on benzene modes.*

Table 1. Infrared Peak Assignments for the AIHQ Alucone
Film Displayed in Figure 2b

peak position (cm™) assignment
~3600 OH stretch
3065 20a ring C—H stretch
3030 20b ring C—H stretch
2940 CHj; asym stretch
2890 CH; sym stretch
1600 8b ring C—C stretch
1500 19a ring C—C stretch
1290 C—0 stretch, O—H bend
128§ C—O stretch
1212 Al-CHj; sym deform
1190 ring C—H bend
1095 18b ring C—H bend, O—H bend
1010 18a ring C—H bend
~900—830 Al-O stretch

In situ FTIR analysis also provided a means to monitor
changes in the alucone films during pyrolysis. The pyrolysis of
carbonaceous materials is very complex.”” Before presenting the
results for the pyrolysis of AIEG and AIHQ, a brief general
overview of the carbonization process is given below based on
studies on a variety of organic polymers.

The carbonization of organic polymers can be divided into
different chemical changes that occur at various temperatures
during pyrolysis.*' ~** Mass loss and FTIR studies indicate that
chemical transformation in polymers and other carbonaceous
materials begins to occur at >200 °C with the loss of H,, CO,
CO,, and other small hydrocarbons such as CH, and
C,Hg.*** The release of these volatile products results
from C—H and C—C bond cleavage to form reactive free
radicals.*' These reactive free radicals then form polycyclic
aromatic structures.*"*”

Most of the mass loss during carbonization occurs at <500
°C.®™™ At >500 °C, the polycyclic aromatic structures
undergo progressive condensation with the release of additional
H,.*! The carbon becomes progressively more organized into
hexagonal sp® planes with pyrolysis temperatures up to 800 °C.
The Raman spectra of pyrolyzed organic polymers are also
consistent with partially graphitized carbon.**** In addition, the
pyrolyzed material can become electrically conducting.>®~>
This electrical conductivity may depend on the number, size,
and distribution of the sp* carbon domains.>*>

A. Pyrolysis of AIEG Alucone Films Grown Using TMA
and EG. Figure 3 shows the infrared absorbance of the AIEG
alucone film prepared using 300 cycles of TMA and EG at 150
°C after various pyrolysis temperatures. For pyrolysis temper-
atures up to 350 °C, little change was observed in the infrared
absorbance. The infrared absorbance of C—H, C—C, and C—-O
stretching vibrations then is rapidly reduced at >400 °C. This
absorbance reduction is consistent with C—H, C—C, and C—0O
bond breakage within the alucone film.

An expansion of the infrared absorbance from 2600 to 3200
cm™" is shown in Figure 4a. This portion of the spectrum
displays the infrared absorbance attributed to the CH,
stretching vibrations within the film. The absorbance from
the C—H stretching vibrations decreases as the C—H bonds

Absorbance
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Figure 3. FTIR spectra of AIEG alucone film grown using 300 cycles
that was pyrolyzed at progressively higher temperatures up to 750 °C.
These difference spectra are referenced to the initial ZrO, powder
coated with 10 cycles of AL,O; ALD.
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Figure 4. Expansion of FTIR spectra displayed in Figure 3 showing
the effect of pyrolysis temperature on: (a) C—H stretching vibration
region between 2600 and 3200 cm™ and (b) C—C, C—O, and Al-O

stretching vibration regions between 800 and 1200 cm™

within the films break at ~400 °C. All absorbances related to
hydrogen within the alucone film were lost by 550 °C. The
mass spectrometer monitored that this decrease in absorbance
was accompanied by the release of a variety of gases such as H,,
H,0, CO, CO,, and light alkane gases. Some of these gases
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could have resulted from outgassing produced by sample
heating.

Figure 4b shows an expansion of the infrared absorbance
from 800 to 1200 cm™. This portion of the spectrum includes
absorbances related to the C—C and C—O stretching vibrations
within the film. The C—C and C—O absorbance features at
1135 and 1095 cm™, respectively, follow a similar decreasing
trend with temperature as the C—H features shown in Figure
4a.

The vibrational features shown in Figure 4b also include the
absorbance related to the Al—O stretching vibrations in the
film. These features shift toward lower wavenumbers with
increasing pyrolysis temperature. This shift occurs because the
vibrational features associated with Al—O alkoxide linkages in
the AIEG film are converted to Al—O vibrations in Al O,
domains in the Al,O;/carbon composite film. This behavior is
consistent with an increase in the ionic character of the AI-O
bonding in ALO,.** The partially graphitized carbon domains
are not observed in the infrared sgectra because graphite shows
little to no infrared absorbance.>**’

A closer look at the infrared absorbance of the AIEG alucone
film between 1300 and 1700 cm™' is shown in Figure S. This
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Figure 5. Expansion of FTIR spectra displayed in Figure 3 showing

the effect of pyrolysis temperature on CH, scissors, CH, twist and

wag, and carboxylate vibrational features between 1300 and 1700
21

cm™.

spectrum shows the only new infrared bands that appeared
during the pyrolysis experiment. These absorbance features give
insight into the species that exist at the interface between the
Al,O; and carbon domains. These features are attributed to the
antisymmetric and symmetric stretching of carboxylate (R-
COO") functionalities at 1570 and 1470 cm™’, respec-
tively.>5~%°

The absorbance of the CH, scissoring mode and the
symmetric COO stretch occur at essentially the same frequency
of ~1470 cm™. The existence of absorbance from the CH,
scissors mode at higher temperatures can be ruled out by the
disappearance of the other CH, vibrational modes. The
absorbance of the CH, twist and wag modes between 1325
and 1400 cm™!, also shown in Figure S, decreases and
disappears almost entirely by 550 °C. However, the absorbance

at ~1470 cm ™" remains after pyrolysis at 600 °C. This behavior
indicates the presence of another species whose vibrational
frequency occurs at approximately the same frequency.

Carboxylate species are common on Al,O; surfaces.
Metal carboxylate species have also been observed to form
during the pyrolysis of alumina/polymer mixtures.”’ Carbox-
ylate groups can serve as an anchor for the carbonaceous
residue formed from polymer thermal degradation.’’ This
stabilization on the metal oxide limits carbon species from more
extensive decomposition and devolatilization.

A schematic picture of the Al,O;/carbon composite is shown
in Figure 6. This schematic displays Al,O; domains and sp*

58,59

Figure 6. Schematic of interfacial Al,O3/carbon composite film. The
AI’*/COO™ interfacial species are at the border between the Al,O;
and carbon domains.

carbon domains. The aluminum carboxylate species are shown
to exist at the interface between the Al,O and carbon domains.
Partially graphitized carbon has been observed by Raman
spectra recorded after the pyrolysis of alucone films formed
using TMA and EG, glycerol, or HQ_as the organic alcohol.'®
This Al,O;/carbon composite is also similar in structure to the
nanodomained SiO,/carbon composite prepared by the
pyrolysis of various organic siloxanes.

Figure 7 shows the normalized integrated absorbances of the
C-H, C-C, C-0, and COO~ stretching vibrations versus
temperature. Upon heating above 400 °C, the infrared
absorption of the C—H, C—C, and C—O bands decreases at
approximately the same rate and disappears almost entirely by
500 °C. In contrast, the infrared absorbance of the R-COO™
vibrational bands increases with temperatures up to 450 °C.
The absorbance of the carboxylate then slowly decreases up to
700 °C.

The persistence of the carboxylate feature at high temper-
atures suggests that the aluminum carboxylate groups are
intermediates in the reaction pathway. The reduction of the
carboxylate features could indicate that the individual aluminum
oxide and carbon domains begin to coalesce at higher
temperatures. This coalescence would decrease the surface
area available for the Al,O;—carboxylate interaction.

EG is composed of two carbon atoms that will form the
carbon domains during the pyrolysis of the AIEG alucone films.
These carbon domains could become conductive if they were
connected to form a continuous pathway. However, Figure 3
shows that the background infrared absorbance of the AIEG
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Figure 7. Normalized integrated absorbance of the CH,, C—C, C-0,
and COQO~ vibrational features in the AIEG alucone film versus
pyrolysis temperature.

film did not increase during pyrolysis. The lack of increase in
background absorbance suggests that these Al,O;/carbon
composites are not electrically conductive.

Recent sheet resistance measurements are also consistent
with no electrical conductivity in pyrolyzed AIEG alucone films.
The sheet resistances were too high to make accurate
measurements.”> In addition, XPS depth-profiling analysis of
the pyrolyzed AIEG alucone films have observed low levels of
carbon of <3 atom % after pyrolysis at 800 °C.®> These sheet
resistance and XPS depth-profiling measurements are con-
sistent with low carbon concentrations in the pyrolyzed AIEG
alucone films that are insufficient for electrical conductivity.

The carbon concentration of <3 atom % is much less than
the expected carbon composition from the stoichiometry of the
AIEG aluminum alkoxide polymer. Assuming an ideal AIEG
polymer with a composition given by Al,(—OCH,CH,0-),,
the initial expected carbon concentration from XPS would be
~43 atom %. This estimated carbon concentration does not
include H because H is not detected by XPS. The low carbon
concentration of <3 atom % indicates that a significant amount
of carbon present in the initial AIEG polymer is lost during
pyrolysis.

B. Pyrolysis of AIHQ Alucone Films Grown Using TMA
and HQ. Figure 8 shows the infrared absorbance of AIHQ
alucone films prepared at 150 °C using 300 cycles of TMA and
HQ versus pyrolysis temperature. The infrared absorbance of
the C=C stretching vibrations of the phenylene ring at ~1500
cm™" is lost after pyrolysis at 450 °C. The C—H stretching
vibrations at 3030—3065 cm™' and the C—O stretching
vibration at 1255—1290 cm™" are also reduced after pyrolysis
at 450 °C. The loss of these vibrational features is consistent
with the decomposition of the original AIHQ film.

The most pronounced change in absorbance during pyrolysis
at >450 °C in Figure 8 is the increasing background infrared
absorbance. The background infrared absorbance increases
dramatically after pyrolysis at 550 and 650 °C. This increasing
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Figure 8. FTIR spectra of AIHQ alucone film grown using 300 cycles
that was pyrolyzed at progressively higher temperatures up to 750 °C.
These difference spectra are referenced to the initial ZrO, powder
coated with 10 cycles of Al,O; ALD.

background absorbance nearly overwhelms the other vibra-
tional features after pyrolysis at 750 °C.

There is evidence of a carboxylate feature during the
pyrolysis of the AIHQ alucone film. Figure 9 shows an
expansion of Figure 8 in the wavelength region from 700 to
1900 cm™'. The carboxylate feature is clearly visible after
pyrolysis at 450 °C. The carboxylate peaks are present at 1475
and 1580 cm™1.%*7%° The analysis of this carboxylate feature at
higher temperatures is complicated by the increase in the
background absorbance.
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Figure 9. Expansion of FTIR spectra displayed in Figure 8 showing

the effect of pyrolysis temperature on the vibrational features between
700 and 1900 cm™.
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HQ is composed of six carbon atoms that will form the
carbon domains after pyrolysis of the AIHQ alucone films.
These carbon domains may form electrically conductive Al,O;/
carbon composites. The background infrared absorbance is
directly related to electrical conductance. Free electron carriers
contribute to the infrared absorption over the total infrared
range. Any variation of the free electron carrier density
translates into a change of the background infrared absorption.

Mathematically, the relationship between free electron
carriers and infrared absorbance is described by the Drude—
Zener theory.**®® The Drude—Zener theory states that the
absorbance at a given wavelength is related to the electrical
conductivity according to%*%°

A1) = (6(2)2)/ (egcn)

In this expression, A(4) is the absorbance at the wavelength, 4,
and o(4) is the electrical conductivity at the same wavelength.
In addition, z is the thickness of the sample, &, is the
permittivity, ¢ is the light velocity, and n is the refractive index
of the material.

The increasing background infrared absorbance that occurs
during AIHQ alucone film pyrolysis in Figures 8 and 9 can be
attributed to an increase in the electrical conductivity of the
film. Only small increases in the background absorbance are
observed for pyrolysis temperatures up to 450 °C, where
chemical restructuring is occurring. Above 500 °C, the
absorbance increases progressively when electrically conducting
carbon networks are forming. The background absorbance
increase begins to level off at 750 °C after the formation of the
conducting carbon domains.

These changes are consistent with recent studies on AIHQ
alucone films that show decreasing electrical sheet resistance at
pyrolysis temperatures above 500 °C.% Figure 10 shows the
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Figure 10. Comparison of background infrared absorbance measured
at 2000 cm™' and electrical sheet resistance of an AIHQ alucone film
versus pyrolysis temperature.

correlation between the sheet resistance and background
infrared absorbance data for AIHQ alucone films versus
pyrolysis temperature. Because there are no absorption
modes from vibrational species at 2000 cm™' in the AIHQ
alucone films, this frequency was used to measure the
background infrared absorbance. The increase in background

infrared absorbance is correlated with a dramatic reduction of
the sheet resistance of the film.

Figure 10 shows that the infrared absorbance increases from
~0.5 to ~1.3 from 350 to 730 °C. Over the same temperature
range, the sheet resistance decreases from an immeasurab})y
high sheet resistance to a sheet resistance of ~2 X 10° Q/[1.%°
This correlation illustrates the Drude—Zener relationship
between electrical conductivity and infrared absorbance. After
pyrolysis to higher temperatures of 850 °C, the AIHQ alucone
films display an even lower sheet resistance of 5.6 X 10* Q/[]
and a low electrical resistivity of 0.28 Q cm.%

These results demonstrate the importance of the choice of
organic precursor used to grow the alucone films. To form an
electrically conducting film, the organic precursor must contain
enough carbon to form an electrically conducting network after
pyrolysis. EG contains only two carbon atoms. The AIEG
alucone films may lose too much carbon to provide a
conducting carbon network after pyrolysis. Consequently, the
pyrolyzed AIEG alucone films do not display an increase in
their background infrared absorbance after pyrolysis.

In contrast, HQ contains six carbon atoms. The AIHQ
alucone films have enough carbon to provide a conducting
carbon network after pyrolysis. This conducting carbon
network leads to an increase in the background infrared
absorbance and decrease in the sheet resistance of the
pyrolyzed AIHQ film. In agreement with this explanation, the
XPS depth-profiling analysis of the pyrolyzed AIHQ alucone
films measured high levels of carbon of ~48 atom % after
pyrolysis at 800 °C.%

The carbon concentration of ~48 atom % is somewhat less
than the expected carbon composition from the stoichiometry
of the AIHQ aluminum alkoxide polymer. Assuming an ideal
AIHQ polymer with a composition given by
AL (—OC¢H,0-),, the initial expected carbon concentration
from XPS would be ~69 atom % after neglecting the H
component. The carbon concentration of ~48 atom %
indicates that only a fraction of the carbon present in the
initial AIHQ_polymer is lost during pyrolysis.

The much higher carbon retention after pyrolysis for the
AIHQ polymer compared with the AIEG polymer could be
attributed to the initial state of carbon in the AIHQ polymer.
Carbon is present in the AIHQ polymer in phenylene rings
with sp* hybridization. This carbon is closer to the graphitic
carbon in the Al,O;/carbon composites that forms after
pyrolysis than the carbon with sp* hybridization in the AIEG
polymer. In addition, there is a higher carbon concentration in
the AIHQ polymer that contains six carbons in each phenylene
ring compared with the AIEQ polymer that contains two
carbons in each ethylene unit. If a fixed amount of carbon is
consumed during pyrolysis, then a greater fraction of carbon
would be lost from the AIEG polymers after pyrolysis.

Figure 11 displays the absorbance at 2000 cm™ versus
pyrolysis temperature for the AIEG and AIHQ alucone films.
Both the AIEG and AIHQ films were grown using 300 cycles at
150 °C. The AIHQ alucone films show a dramatic increase in
background absorbance at pyrolysis temperatures between 500
and 700 °C compared with the AIEG alucone films. The AIEG
alucone films actually display a slight decrease in background
infrared absorbance in Figure 11. This decrease is not the result
of a conductivity decrease because the initial AIEG films are not
electrically conductive. This decrease could be the result of
sintering and a decrease in the amount of elastic light scattering
occurring in the sample.
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Figure 11. Background infrared absorbance measured at 2000 cm™!

for both AIEG and AIHQ alucone films versus pyrolysis temperature.

C. TEM Images of Pyrolyzed Alucone Films. One of the
most important advantages of using ALD and MLD techniques
is the excellent conformality of the deposited films on the initial
substrate. Alucone MLD films display conformal deposition.'?
The metal oxide/carbon composite films formed from the
pyrolysis of MLD films may also maintain this conformality. If
the conformality is retained after pyrolysis, then pyrolyzed
MLD films could provide a pathway to deposit conformal
conducting metal oxide/carbon composite films on high aspect
ratio substrates.

To examine the conformality of the pyrolyzed alucone films,
TEM images were recorded for pyrolyzed alucone films
deposited on ZrO, particles. Figure 12a displays a TEM
image of an AIEG alucone film pyrolyzed to 850 °C. Figure 12b
displays a TEM image of an AIHQ alucone film pyrolyzed to
750 °C. These TEM images clearly show conformal films on
the ZrO, particles. These images demonstrate that pyrolyzed
alucone films maintain the conformality of the original alucone
films.

This excellent conformality indicates that alucone films could
be deposited on a variety of substrates and then pyrolyzed to
yield conformal conducting Al,O;/carbon composite films.
These Al,O;/carbon composites could have many applications
for coating high surface area and high aspect ratio substrates.
One possible application is for electrochemical substrates where
the ALO; in the ALO;/carbon composite could provide
electrode protection®®®” and the carbon in the Al,O;/carbon
composite could supply the required electrical conductivity.

IV. CONCLUSIONS

The growth and pyrolysis of alucone films grown using MLD
techniques were studied using in situ transmission FTIR
spectroscopy. The alucone films were grown using sequential
exposures of TMA and either EG or HQ at 150 °C. The FTIR
spectra of these AIEG and AIHQ alucone films were consistent
with aluminum alkoxide polymer films. These alucone films
were then pyrolyzed in vacuum at progressively higher
temperatures. The FTIR spectra revealed pronounced differ-
ences between the AIEG and AIHQ alucone films.

Figure 12. TEM images of (a) AIEG alucone film pyrolyzed to 850 °C
and (b) AIHQ alucone film pyrolyzed to 750 °C.

FTIR studies of the pyrolyzed AIEG alucone films showed
that vibrational features related to C—H, C—C, and C-O
stretching vibrations were lost by 500 °C. In addition,
vibrational features corresponding to carboxylate species
began to appear at ~200 °C. The intensity of the carboxylate
features progressively increased until 450 °C and then
decreased at temperatures up to 750 °C. The carboxylate
species are believed to form at the interface between the Al,O,
and carbon domains in the Al,Oj/carbon composite. These
AP*/COO™ species may help to stabilize the Al,O,/carbon
composite film. The background infrared absorbance of the
AIEG films was not observed to increase during the pyrolysis
experiments.

FTIR studies of the pyrolyzed AIHQ alucone films were very
different from the pyrolyzed AIEG alucone films. The pyrolyzed
AIHQ alucone films displayed a large increase in the
background infrared absorbance with higher pyrolysis temper-
atures. This large increase in background infrared absorbance
nearly overwhelmed the vibrational features of the pyrolyzed
AIHQ film. The increase in the background infrared absorbance
was attributed to the increased electrical conductivity of the
AIHQ film resulting from the formation of conducting carbon
domains during pyrolysis.

The correlation between electrical conductivity and back-
ground infrared absorbance is in accordance with Drude—Zener
theory. The increase in background infrared absorbance
correlated with the reduction of electrical sheet resistance for
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the AIHQ alucone film. The differences between the pyrolysis
of AIEG and AIHQ illustrate that the number of carbons in the
initial organic precursors affects the amount of carbon in the
pyrolyzed films and their resulting electrical conductivity. TEM
images of the pyrolyzed AIEG and AIHQ alucone films showed
extremely conformal films on the underlying ZrO, particles.
These images illustrate that the conformality of the initial
alucone MLD films is transferred to the pyrolyzed alucone
films.
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