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ABSTRACT

Thermal properties of porous thin films formed by anodization of thin aluminum films in
sulfuric acid. The obtained pores at the surface are filled by sprayed graphite which the
role is to improving its optical and thermal absorption giving a structure of an assembly of
three different media such as graphite/(Porous aluminium layer filled with graphite)/(Al
sample). The realized structure is annealed in temperature range varying from the room
temperature to 650°C for various durations. Thermal properties of the realized structure
was studied by Photothermal Deflection (PTD) Technique and correlated to the
microstructure evolution. It was found that this structure is characterised by thermal
conductivity which, conversely to thermal diffusivity, increases with the heating duration
and temperature in the furnace and can be used in solar energy field.
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1. INTRODUCTION

In view of their practical importance, aluminium porous materials were intensively studied in
the last decades [1-11] with various analytical techniques. They have considerable interest
primarily for the reason of its self organized pores and for its quasi-cylindrical and aligned
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pores with sizes in the vicinity of nanometers ranges and this properties constitute a
technological revolution and find now many applications such as filtration membranes
[12,13], as backing of fabrication nanowires [14-16], as photonic crystals [17,18], as humidity
sensors [19,20], or as cathodes for organic light emitting diodes [21,22]. The scientists have
been focused on the fabrication of organized nano-pores by electrochemical methods by
simple variation of the anodization parameters, such as voltage and electrolyte solution
composition. In the literature many attempt are reported in order to find relationships
between porosity, thermal properties [23,24], optical properties [11,25,26], and this by
exploring the effect of size, form and density of the pores. For photovoltaic applications
knowing sample emissivity, absorption and thermal properties is a primordial issue for solar
energy development. The aim of this work is to present a method for the fabrication of
ordered nanopores on aluminum substrate and to study the influence of heat treatment
parameters such as the annealing temperature and heating duration on thermal properties
such as thermal conductivity and thermal diffusivity which are determined by the
photothermal deflection (PTD) technique [27-29].

2. EXPERIMENTS

Aluminum foil with high purity foil (99.997%), 0.25 mm thick was used as a starting material.
The cleaned samples were anodized during 25 min in a solution of dilute sulphuric acid with
66.66% H,SO, and 33,33% H,O, at room temperature and with anodization currents
(200mA) at a constant potential of 28 V. A self procedure constituted with two steps of the
anodization process was used for fabricating the anodic porous aluminium films, In a first
step twelve pieces are cut with 50mmx50mm dimensions, which are treated by a
mechanical polishing with polishing machine model 920 working with different speed
combined with a alumina abrasive in an alkaline solution and in second step are cleaned by
acetone and ethanol in teflon bath each one during 10 min at room temperature. Important
parameters such as pore size, density and thickness of the layer can be easily controlled by
the anodic voltage [2,12,17]. A classical preparation method including a mechanical fixation
of the samples in a standard 3 mm ring followed by mechanical thinning of samples down to
50 um has been used.

The thermal properties such as the thermal conductivity and the thermal diffusivity are
determined by the PTD technique. This method (Fig. 1) consists in heating the sample with a
modulated light beam of intensity I=1,(1+ coswt) that will be absorbed on the surface and

generates a thermal wave. This thermal wave will propagate in the sample and in the
surrounding fluid (air in our case) and will induce a temperature gradient and then a
refractive index gradient in the fluid. The fluid index gradient will cause the deflection y of a
probe laser beam skimming the sample surface. This deflection may be related to the
thermal properties of the sample. The sample is heated by a halogen lamp light of Power
100W modulated by using a mechanical chopper at a variable frequency. A (He-Ne) laser
beam skimming the sample surface at a distance Xxis deflected. This deflection can be
detected by a four quadrant photo-detector and converted to an electrical signal which is
measured by a lock-in amplifier. Through the intermediary of interfaces, mechanical chopper
and Look-in amplifier a microcomputer will set the desired modulation frequency and read
the values of the amplitude and phase of the photo-thermal signal and then draw their
variations according to the square root modulation frequency.
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Fig. 1. Experimental set-up used for PTD investigation: 1-Table of horizontal and
vertical micrometric displacement, 2-Sample, 3-Photodetector position, 4-Fixed laser
source, 5-Halogen lamp, 6-Look-in amplifier, 7-Mechanical chopper, 8-Computer

After obtaining the porous Al, the sample is covered with a graphite layer and heated in a
furnace of a control temperature for different durations giving a sample consisting of a stack
of three layers (Fig. 2). The deposited graphite on the substrate is used in order to absorb
the totality of incident light and thus playing the role of a heat source which is characterized
by a thermal conductivity K;=0.35W.m" K" and a thermal diffusivity Dy = 1.45%x10° m*s™
[28].
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Fig. 2. Schema of the stacked three layers
3. RESULTS AND DISCUSSION

Fig. 3 shows AFM images of the top surface morphology of porous aluminum film formed in
sulfuric acid and annealed in 300°C, 350°C and 400°C for 20 min duration.The diameter of
the nano-pores is estimated to vary from 40 to 100 nm, whose depth is of the order of 5
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microns, which varies with the anodizing parameters [11,30] and for the same heating
duration decrease with annealing temperature and whose density increases.

20 min (350°C)

20 min (300°C)

Fig. 3. AFM micrograph of porous Al layer film formed in sulfuric acid by two step
anodization process annealed in 300°C, 350°C and 400°C for 20 min duration.

To determine the thermal properties of the samples, the photothermal deflection model in the
case of a uniform heating with one-dimensional approximation is used. The amplitude|t//|

and phase ¢ of the probe beam deflection y are then given in this case by [28,29]:

| = ﬁLd—n|To|e_; and ¢=—L+H+%[

npy dl; Hy

Where L is the width of the pump beam in the direction of the probe laser beam, n, ) and

T, are respectively the refractive index, the thermal diffusion length and the temperature of

the fluid. |T0| and 0 are respectively the amplitude and phase of the temperature 7 at the

sample surface which are function of the thermal properties of the different media. x is the
distance between the probe beam axe and the sample surface.

Before the calculation of the probe beam deflection, one must know the expression of the
surface temperature 7 which is calculated by writing the heat flow and temperature
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continuity at the interfacesx, =—-/,, x,=-l,—1,,x;=—I,—1, -1, which gives the
following expression: [29]

T,=[(1+ by nie™ ~(1 = bype "V E,+ (ri=bye " E [ |1~ byg, e (14 b) e

Where 73,, ,, 15, 11,, b, o,, r;, E,and E,are real or complex parameters [29], which
depend on the optical and thermal properties of different layers.

In order to determine the thermal properties evolutions with the annealing temperature a
study of the photothermal signal with the square root modulation frequency is carried out for
different samples treated with various annealing temperatures and for various durations.

The experimental evolution of the normalised amplitude (by dividing the amplitude by its
maximum value) and phase of the photothermal signal with the square root modulation
frequency for the investigated samples annealed respectively at 300°C, 350°C and 400°C
and maintained in the furnace for 20, 30, 45 and 55 min are given in Figs. 4-6.
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Fig. 4. Experimental and theoretical amplitudes and phase signals versus the square
root modulation frequency of the porous aluminum annealed at 300°C temperature for
20, 30, 45 and 55min durations

Each sample is composed of a succession of three layers (Fig. 2), a thick layer of the brut
aluminium, the porous aluminium layer filled of graphite (PAG) with thickness of [, =15um
and the graphite layer with thickness of /; = 6 m . In this experience temperature range, the

aluminium does not change its thermal properties, and then the variations in the
photothermal signal are due essentially to the change of the thermal properties of the PAG
layer.
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Fig. 5. Experimental and theoretical amplitudes and phase signals versus the square
root modulation frequency of the porous aluminum annealed at 350°C temperature for
20, 30, 45 and 55min durations
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Fig. 6. Experimental and theoretical amplitudes and phase signals versus the square

root modulation frequency of the porous aluminum annealed at 400°C temperature for
20, 30, 45 and 55min durations
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We use the model of three layers previously developed by taking K; =278 W.m". K" and

D, =0,96x10" m?.s” of the aluminium, and thermal properties of the graphite layer
having values K, = 0,35W.m" K™ and D, =1,45x10° m*.s' [14].

The thermal conductivity K, and the thermal diffusivity D, of the PAG layer are determined
by comparing the experimental amplitude and phase curves to the corresponding theoretical
ones. The best theoretical fitting between the experimental and theoretical curves gives the
values of the couple (K5, D5).

After simulations of the curves of Figs. 4-6 one obtains Fig. 7 which gives the evolution of
the thermal conductivity K; and the thermal diffusivity D, of the PAG layer versus the soaking
time for different annealing temperature, provides that the thermal conductivity conversely to
the thermal diffusivity, increases with the heating time and annealing temperature.
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Fig. 7. Evolution of the thermal conductivity and thermal diffusivity of the porous
aluminum doped with the graphite versus the soaking duration and annealing
temperature

Physically the thermal conductivity and the thermal diffusivity mean respectively the ability to
conduct the heat and the heat propagation velocity in the material. In our case we have
established a material of high thermal conductivity and low thermal diffusivity. These PAL
materials can be used in the solar cells and heater exchangers which require materials of
great absorption coefficient, high thermal conductivity and with low diffusion speed i.e. low

thermal diffusivity. If we represent the report %:pc (p and c are respectively the density

and specific heat) according to the heating durations for various annealing temperatures we
obtain the curves on Fig. 8.

We note that the product O C increases with the annealing temperature and the heating

duration, this increase is essentially due to the decrease of pores dimensions which are
closed gradually and tends to being constant for high annealing temperatures and long
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heating durations. This material is characterized by good thermal and structural properties; it
can be used in solar cells for water storage and heating.
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Fig. 8. Specific heat evolution versus the heating duration for various annealing
temperature

4. CONCLUSION

In this work investigations of thermal properties of intrinsic porous aluminum samples
presenting ordered nano-pores having a diameter around 40 nm have been made. After
filling these pores with black graphite and annealing it at different temperatures with different
durations gives that the thermal conductivity, contrary to the thermal diffusivity, increases.
The thermal properties are determined using the photothermal deflection technique which
permits also to calculate the specific heat coefficient and can be related to the pores density
in the obtained porous aluminum layer which decreases with the annealing temperature. The
obtained material can be used in the fields of energy production and storage.
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