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ABSTRACT

This thesis investigates the use of femtosecond laser induced surface morphology
on silicon wafer surface in water confinement. Unlike irradiation of silicon surfaces in the
air, there are no laser induced periodic structures, but irregular roughness is formed when
the silicon wafer is ablated under water. Interestingly, a particular parameter combination
enables a smooth surface, which can improve the surface quality of micro-machining
products.

This thesis first investigates the single ablation and multi-pulse ablation processes
in order to study the effects of laser parameters on ablation morphology, as well as the
basic physics and mechanism of the laser-material interaction process under water. Laser
power, focal position, and laser pulse number are alternately varied to cause different
levels of laser energy to be deposited onto the silicon surface. Interesting surface
morphology phenomena, such as flower-like structures and co-central rings, are detected.

Next, femtosecond laser direct writing process in water confinement is
investigated. By scanning the surface at different laser repetition rates and different laser
powers, a good surface quality can be achieved at a certain threshold repetition rate
combined with relatively low power levels. Post-processing, such as annealing and
chemical etching, also alters the surface pattern, but not as pronouncedly as changing
laser parameters.

The unique discovery of a smoothly processed silicon surface in water
confinement under certain laser parameter combinations may help improve laser direct

micro- machining surface quality in industrial applications.
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1. INTRODUCTION

It is well-known that the femtosecond pulses have two major advantages to
micromachining over other longer pulse lasers in micro-machining: (i) the reduction of
the pulse energy, which is necessary to induce ablation for fixed laser wavelength and
focusing conditions and (ii) a significant reduction or complete removal of the heat-
affected zone (HAZ) and, as a consequence, the improvement of the contour sharpness
for the laser-processed structures [Besner et al., 2005]. Femtosecond lasers already
possess a great range of applications, including optical-electronics, Micro-Electro-
Mechanical Systems (MEMS) fabrication and biomedical application, with some of the
richest being in materials science.

Second only to oxygen in earthly abundance, silicon is the most common
semiconductor used in microelectronics and photonics and is produced in higher volume
for lower cost than any other semiconductor. Its readily grown oxide rendered silicon the
best choice for the semiconductor device industry. Its interactions with femtosecond laser
in various kinds of environments have been widely studied [Carey, 2004].

This dissertation focuses on femtosecond laser processing of silicon in water
confinement, a novel processing method used in the area of micro-machining. Water
plays a role in self-cleaning and self-focusing. It largely influences the effect of laser
absorption, which leads to distinguishable surface morphologies on silicon wafer as
compared to the morphologies obtained in the air.

This thesis is organized as follows. Section 2 briefly reviews femtosecond laser

micro-structuring. It also provides schematics of the experimental setup, especially the



femtosecond laser system setup. Moreover, experiments procedures are introduced in this
chapter.

Section 3 examines the effect of experimental parameters on surface morphology
after ablation in water. Femtosecond laser energy, focus position, and number of pulses
have great impacts on the structure morphology formed on a silicon wafer. Possible
mechanisms of femtosecond laser ablation in water confinement have been discussed in
this chapter.

Section 4 examines the surface pattern onthe silicon wafer after scanning by
femtosecond laser pulse trains in water confinement. The effect of experimental
parameters on the surface pattern has been examined via various material surface analysis
methods, such as Scanning Electronic Microscope (SEM), Energy Dispersive
Spectroscopy (EDS), and Atomic Force Microscope (AFM).

Section 5 summarizes the work included in this dissertation and comments
on areas of future research. Research conclusions indicate that femtosecond laser micro-

structuring in water confinement has innumerable great potential future applications.



2. FEMTOSECOND-LASER INTERACTION WITH SILICON

As lasers became capable of generating shorter and shorter pulses, it was
necessary to improve the understanding of laser-material interactions. In comparison to
continuous wave lasers, ultra-short pulsed lasers achieve much higher intensities. Their
interactions with matter have distinct differences. The unique interaction of femtosecond
lasers pulses with materials has given birth to extensive and productive research areas

over the past couple of decades [Cerami et al., 2007].

2.1. FEMTOSECOND LASER ABLATION IN THE AIR

Femtosecond laser-induced surface morphology depends largely onthe
parameters involved in laser ablation, including the number of incident laser pulses, laser
fluence, wavelength, pulse duration, and the ambient gas [Tull et al., 2006].

According to the report by Tull et al., the formation of the morphology on the Si
surface irradiated by laser fluence above the ablation threshold can be separated into two
parts, an early stage (1-10 pulses) and a late stage (>10 pulses). The first pulse causes
small defects that are randomly distributed. After the second pulse, a distinct ripple
pattern appears. During late-stage formation, from pulse 10 to several hundred pulses,
conical microstructures with caps at their tips were created. Similar results were shown in
the laser ablation of TiN on silicon (Bonse et al., 1999), and the height of the spikes was
observed to grow with an increasing number of laser pulses, while the period remained
the same. When irradiated by a large number of pulses (60,000) with a laser fluence

much lower than the ablation threshold, sub-wavelength ripples were detected on



crystalline Sisurface. With an even larger accumulation of pulses (120,000), typical
wavelength-scale ripples were produced [Costache et al., 2004].

Laser fluence is another critical factor that affects the surface morphology.
Reportedly, at lower fluence near the ablation threshold, sub-wavelength structures could
be generated in SiC and Siand classical ripples occurred with the fluence above the
threshold [Kautek et al., 2005]. With laser fluences higher than the ablation threshold,
spike structures were detected on Si surfaces irradiated by 500 laser pulses in SFg
atmosphere, and spike separation increased sharply with increasing laser fluence. Below
the ablation threshold, no spikes were observed; the surface only showed ripples of sub-
micro periodicity. Below the melting threshold, the surface always remained intact [Her
etal., 2000, Bonse et al., 2002]. When the laser pulse energy is increased to a certain
threshold, a bump- like structure appeared on the gold surface. Then, starting from a
higher threshold, the nano-jets are formed [Korte et al., 2003, Korte et al., 2004].

Basically, the laser energy parameters, i.e., the number of laser pulses and laser
fluence, largely determine the pattern on the laser irradiated surface [Bonse et al., 2002].
Figure 2.1 shows the typical surface morphology under different laser fluence and pulse
number combinations.

It has also been reported that the period of the surface pattern is proportional to
the femtosecond laser wavelength [Yasumaru et al., 2005, Riedel et al., 2004, Her et al.,
2006]. Moreover, laser polarization orientation affects the shape and the direction of the

surface pattern [ Yasumaru et al., 2003, Yasumaru et al., 2005].
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Figure 2.1. Schematic of the different morphological phenomena after irradiation on the
silicon surface with linearly polarized femtosecond laser pulses of 100 fs duration

Researchers usually attribute wavelength-scale ripples to the mechanism of
interference and subsequent local field enhancement [Guosheng et al., 1982, Jost et al.,
1986]. However, this explanation has been ruled out by recent research. A self-
organization theory that the spontaneous structure formation is caused by the strong
temperature gradients combined with the strong electric field of the pulses has been put
forth [Seifert et al., 2005]. A re-deposited mechanismexplains the formation of spikes
and the spherical shape of the caps suggests that they are due to the re-solidification of
the liquid-silicon drop before the liquid can wet the sharp spike [Tull et al., 2006]. The
chemical reaction is regarded as essential to shaping sharp or blunt spikes [Her et al.,
1998]. Capillary waves and laser-induced etching are proposed to explain the spike
formation in water [Shen et al., 2004]. The formation of sub-wavelength ripple structures

is attributed to the out-of-phase superposition of electromagnetic fielded from the laser



pulses [Ozkan et al., 1999]. It is also explained by thermal oxidation of surface: the
formation of dioxide changes the mechanical and optical properties of the irradiated area
[Bonse et al., 2000]. Some researchers regard ripple formation as a non-thermal transition
process and argue that the incubation effect plays an important role in sub-wavelength
ripple formation process [Miyazakiet al., 2005]. Laser induced surface melting and re-
solidification processes leads to nanojet structures [Korte et al., 2004]. However, no

reassuring explanations can confirm the mechanism.

2.2. FEMTOSECOND LASER ABLATION IN WATER

Material laser processing in water has been preferred to the common dry
treatment for specific technological applications for years. Quite recently, however, the
idea of femtosecond laser micromachining under water has been developed. Eric Mazur
et al. once irradiated a silicon surface that was submerged in water with 400 nm, 100 fs
laser pulses focused by a 0.25 m focal-length lens and travelling through 10 mm of water
before striking the surface at normal incidence. Sub- micrometer silicon spikes that are
less than a micrometer tall and about 200 nm wide were fabricated, which were much
smaller than the ones obtained in air [Shen et al., 2004]. Other researchers found that the
ablation depths are lower and modification thresholds are higher than in the dry
experiment. Ripple structures formed at the edges of the modified area showed a spacing
of 100 nm for water, but 700nm for air experiments [Daminelli et al., 2004]. Later
research showed that the ablation threshold and crater characteristics were similar for
both water and air at low laser fluences, suggesting an identical radiation-related
mechanism of material removal [Besner et al., 2005]. For laser ablation application,

micrometer-sized bumps of several microns were formed on a glass surface using a



focused 800 nm, 150 fs repetition rate femtosecond laser processing in water [Hayasaki et
al., 2007]. It has also been reported that channels with diameters in the order of tens of
microns, high aspect ratios, and good wall-surface quality were machined in the presence
of water [Hwang et al., 2004].

In most cases, water convection and bubble motion contributed to the removal of
debris, leading to cleaner and more precise laser machining. The high heat capacity of
water provides a better heat sink, thereby effectively cooling heat sensitive substrates and
the ejected material [Daminelli et al., 2004].

Some researchers tried to explain the fundamental physical aspects of the
underwater ablation process. According to Fabbro et al.’s studies, the laser-induced
plasma induced a shock wave in the plasma plume due to the confinement of liquid. The
laser- induced plasma expanded at a supersonic speed to create a shock wave in water. It
absorbed the later part of the laser pulse and received a continual supply of the vaporizing
species from the solid target. The shock wave induced extra pressure in the laser-induced
plasma. This pressure increase is called the plasma-induced pressure. Then, the plasma-
induced pressure caused an additional temperature increase of the laser-induced plasma.
Thus, the shock wave pushed the laser-induced plasma into a thermodynamic state of the
higher temperature, higher pressure, and higher density in comparison to the initially
generated plasma by creating the additional pressure and temperature increases in the
laser-induced plasma [Yang et al., 2007]. Figure 2.2 shows the schematic of the laser-

induced plasma in water and the shock wave in the specimen.
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Figure 2.2. Schematic of the laser-induced plasma in the confined region by
characterizations of the shock wave in the target

2.3. EXPERIMENTAL SETUP

The specifics of the experiments are described in details in each individual chapter.
All of the experiments are conducted on silicon (110) wafers. A brief summary of the
experimental system setup follows.

2.3.1. Laser System Setup. The laser used in our experiments is a regeneratively
amplified, femtosecond Ti:sapphire system with a central wavelength of 800nm. The
laser pulse width is 120 fs and the raw beam diameter is 6mm. The average laser power
output is IW. Amplified femtosecond laser pulses passed through a 300nm — 3000nm
frequency conversion, a half wave plate, a polarizer and a series of ND filters, then is
focused by an objective lens (NA 0.3-0.9) with a focal size of about 1pum in diameter on
the sample surface. The sample is loaded onto a five-axis stage. Also, a coaxial CCD
camera is set up from the top view of the sample surface in order to aid focusing and

manufacturing process monitoring. A schematic of the system is shown in Figure 2.3.
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Figure 2.3. A schematic of femtosecond laser setup for micro-structuring

Figure 2.4. illustrates how femtosecond machining in liquid confinement was
carried out and how the specimen was set up in liquid. As shown, an empty liquid
container is pre-loaded to the stage. The specimen was fixed to the bottom of the
container so as to make it stable relative to the stage. Then, de-ionized water was added
to the container to cover the surface of the specimen. Concerning the optical lengths of
the objective lens, the depth of water should be less than 3mm. The focus on the
specimen surface and was regard as the focus of femtosecond laser pulses. Although the
wavelengths of the guide light and laser were different to some extent, the thickness of

the water was too thin to consider this difference.
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Figure 2.4. Specimen setup in water confinement

2.3.2. Beam Profile Test. A typical beam profile before objective lens focus was
measured with a laser beam profiler (SPIRICON LBA-PC Series), as shown in Figure 2.5.
The energy distribution does not appear as theoretical Gaussian distribution lines. It may
be caused by many effects such as non uniform heating, laser medium and optics
turbulence inthe index matching fluid, etc. However, considering the requirement of
laser micro-machining experiments in this thesis, the beam profile was acceptable for

application.



Figure 2.5. Beam profile of femtosecond laser (a)2D, (b)3D

2.3.3. Energy Power Output Test. A laser power/energy analyzer was used to
check the output laser power before and after laser machining experiments. Table 2.1 lists
the test results. The theoretical laser power of the raw beam should be 1W. Values of
0.97W and 0.96W were obtained before and after experimenting. Although energy loss
was inevitable, the more important power intensity utilized in the experiments, was the
beam after going through half wave plate. Since the raw beam energy was too high to be
an appropriate source for micro-machining, the half wave plate was applied to lower the
power to a usable scale. For our material, 0.02W is a preferable value for manufacturing.
Paid attention to the stability of the laser power after the half wave plate, before and after

experimenting, the power value after the half wave plate is identical according to our test

results.



Table 2.1. Power output check result
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Before Experiment

After Experiment

Raw Beam

Beam after Half wave plate

Raw Beam

Beam after Half wave plate

097 W

0.02W

0.96W

0.02wW




13

3. FEMTOSECOND LASER ABLATION IN WATER

The surface morphology depends strongly on the parameters involved in
femtosecond laser irradiation, including the number of incident laser pulses, laser fluence,
wavelength, pulse duration, and the ambient gas (or liquid) species and pressure [Tull et
al., 2006]. In order to effectively control the morphology, it is essential to determine the
correlation between laser parameters and surface pattern features.

The experimental procedure described in this chapter involves three major
variable parameters: laser energy, focal position and number of laser pulses. The extent to
which these parameters impact and the surface morphological features obtained from
ablation under water was studied. The results have been compared with those that were
acquired in the air environment. This analysis sheds light on the possible formation

mechanism of surface micro/nano-scale structures.

3.1. EFFECT OF LASER POWER

This section examines how the femtosecond laser power influences surface
features. Other parameters are kept constant, while only the laser power was varied so as
to obtain comparable results. If the laser power is very low, the surface may remain intact.
However, as it goes above a certain value, visible ablation phenomenon can be detected.
This specific laser power is called as the ablation threshold. The ablation threshold was
tested in water for silicon and ablation experiments were carried out by applying a series

of laser powers from the ablation threshold to a relatively high power. Moreover, ablation
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results inair and in water were explicitly compared. Table 3.1 lists all the parameters

used for the laser power experiment in water confinement.

Table 3.1. Working parameters for laser power experiment in water

Laser power (mJ/pulse) 6,4.8,4.2,3,21.0,0.6,0.3,0.2,0.1,0.042, 0.03
Pulse Number 1

Water Layer Thickness (mm) 0.8

Focal Position (mm) 0 (right at the surface)

Objective Lens 20 X

3.1.1 Test of Ablation Threshold. The ablation threshold largely depends on the
number of pulses. For a single pulse ablation, the ablation threshold for silicon (110)
wafer in the water confinement was 0.03mJ. By way of contrast, one pulse femtosecond
laser ablation experiment was also conducted in the air. In this case, the ablation
threshold tested was 0.03mJ, which is identical to the outcome obtained in the water.
There are three possible explanations for this phenomenon. First, although the light
absorption coefficient in water is 0.03/cm, which is pretty much larger than that in air, the
thickness of the water layer is only 800 um. Therefore, the energy absorbed is actually not
considerable. Second, the laser energy is very low because only one single pulse near the
ablation threshold is used. Although water confinement affects the interference between

the laser-material interaction processes, its effect is negligible compared to high power
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ablation or multi-pulse ablation, in which cases the water layer largely impacts the
interaction. Another reason is that the thickness of water layer is only 1mm and the laser
beam is intensively focused by the objective lens. Although water plays a role in beam
self-focusing, it is not very obvious in this case. Therefore the ablation thresholds tested
for both environments are quite close to each other. A previous study showed that
ablation threshold in water and in air are not the same [Daminelli et al., 2004], but the
focal length of its objective used was at least 60mm, while the focal length applied here
was only 3.1mm.

3.1.2. Laser Ablation with Different Laser Powers. Figure 3.1 (a)-(I) are SEM
images of silicon wafer surface after single pulse ablation in the water by 12 different
laser powers. Figure 3.2 (a)-(I) show the ablation results with the same laser parameters,

but conducted in the air.

Figure 3.1. SEM images of femtosecond laser-induced Si surface morphology
irradiated in deionized water (a) 6mJ, (b) 4.8 mJ, (c) 3 mJ, (d) 2 mJ, () 1.0 mJ, (f) 0.6 mJ,
(9) 0.3 mJ, (h) 0.2 mJ, (i) 0.1 mJ, (j) 0.06mJ, (k) 0.042 mJ and (1) 0.03 mJ.
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Figure 3.1. SEM images of femtosecond laser-induced Si surface morphology
irradiated in deionized water (a) 6mJ, (b) 4.8 mJ, (c) 3 mJ, (d) 2 mJ, () 1.0 mJ, (f) 0.6 mJ,
(9) 0.3 mJ, (h) 0.2 mJ, (i) 0.1 mJ, (j) 0.06mJ, (k) 0.042 mJ and (I) 0.03 mJ. (cont.)
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Figure 3.1. SEM images of femtosceond laser-induced Si surface morphology
irradiated in deionized water (a) 6mJ, (b) 4.8 mJ, (c) 3 mJ, (d) 2 mJ, (¢) 1.0 mJ, (f) 0.6 mJ,
(9) 0.3 mJ, (h) 0.2 mJ, (i) 0.1 mJ, (j) 0.06mJ, (k) 0.042 mJ and (I) 0.03 mJ. (cont.)

Figure 3.2. SEM images of femtosecond laser-induced Si surface morphology
irradiated in air (a) 6mJ, (b) 4.8 mJ, (c) 3 mJ, (d) 2 mJ, (e) 1.0 mJ, (f) 0.6 mJ, (g) 0.3 mJ,
(h) 0.2 mJ, (i) 0.1 mJ, (j) 0.06mJ, (k) 0.042 mJ and (I) 0.03 mJ.
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Figure 3.2. SEM images of femtosecond laser-induced Si surface morphology
irradiated in air (@) 6mJ, (b) 4.8 mJ, (c) 3 mJ, (d) 2 mJ, (e) 1.0 mJ, (f) 0.6 mJ, (g) 0.3 mJ,
(h) 0.2 mJ, (i) 0.1 mJ, (j) 0.06mJ, (k) 0.042 mJ and (I) 0.03 mJ. (cont.)
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Figure 3.2. SEM images of femtosecond laser-induced Si surface morphology
irradiated in air (a) 6mJ, (b) 4.8 mJ, (c) 3 mJ, (d) 2 mJ, (e) 1.0 mJ, (f) 0.6 mJ, (g) 0.3 mJ,
(h) 0.2 mJ, (i) 0.1 mJ, (j) 0.06mJ, (k) 0.042 mJ and (I) 0.03 mJ. (cont.)

As the laser power changes from 0.03mJ to 2mJ (low power level) the surface
damage morphologies featured two regions either in water or in air. Figure 3.3 is a
schematic illustration of different regions of surface damage morphologies. The first zone
is the center of the spot, which shows material removal as a result of the Gaussian beam’s
peak intensity. Ablation is caused by the transformation of a superheated layer into gas
bubbles composed either of single atoms or of several molecular species. Consequently, a
crater is formed on the surface [Dong et al., 2003]. The second zone is the border rim.

This region is expected to be in the amorphous states or polycrystalline silicon since there
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is a difference in the reflectivity shown in SEM images. The formation of amorphous or
polycrystalline silicon is a kinetic process of material re-solidification. Since the cooling
rate is fast during the solidification process (10'*<C/s), the melted material has no time to

return to a crystalline state [Tran et al., 2005] .

7 N
Ablation —'—’
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Amorphlzatlon

Laser Fluence
A

Figure 3.3. Schematic illustration of two regions of surface damage

Some researchers regard the outside rim region as outer modificationand consider
the phase change to occur because the energy fluence reaches the modification threshold
due to the diffraction of laser beam [Tran et al., 2005]. This explanation is proved wrong
according to the experiment results shown in Figure 3.4. It is easy to see that the outer
rim protrudes out of the surface like a crater edge. If the outer rim is caused by laser-

induced breakdown, it should appear as a round pit but not a protruding crater edge.
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Figure 3.4. Tilted view of surface morphology after single laser pulse ablation in
the air at 0.6 mJ

As compared to the low power level, when the laser power varied from 3mJ to
6mJ, surface damage morphologies for ablation in the air appeared to be distinctively
different fromablation in water, as shown in images Figure 3.1 (a)-(d) and Figure 3.2 (a)-
(d). In air, the surface morphology appeared as a two-region crater- like shape, as at the
lower power. However, the diameter of the outer rim obviously expanded as the power
increased.

Although the material removal in the central region was prominent, rough
corrugations appeared around the central crater when the laser power reached 3mJ. Plenty
of rough corrugations become accumulated in the shape of a flower when the laser power
was raised to the level of 4.2mJ to 6mJ. This special type of amorphous phase may be
caused by the particular properties of laser ablation in liquids. The laser-material
interaction in water is known to be accompanied by an energy transfer from plasma to the
nearby water layer, causing vaporization of water and formation of bubbles. These

bubbles then quickly coalesce to forma cavitation bubble and then collapse releasing a
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significant amount of particles and mechanical energy, including acoustic wave, shock
wave, and capillary wave. It is proposed that such energy may be sufficient to cause a
secondary cavitation-based ablation of material from the target surface in water yielding
to an explosion- like feature of craters, as shown in Figure 3.1 (a)-(c). For lower power
intensities, no obvious formation of bubbles occurs. Thus, no such explosion- like
character of the amorphous phase comes into being [Besner et al., 2005].

3.1.3. Calculation of Single Pulse Ablation Threshold and Laser Radius
Focus. Because the laser pulse in this experiment had a Gaussian distribution intensity
profile, the development of the ablated crater areas should be consistent with the

distribution given by equation (3.1).

E(r)=[" 1(r,t)dt =€, exp(-2r°/ ) 3.1)

2
nw," E,

Epue = |, E(r)27rdr =[ " E,exp(=2r*/ ") 27rdr = (3.2)

Using equation (3.2), the peak laser fluence Eq could be varied by changing the

pulse energy Epuse or the laser dependent Gaussian beam radius wq (1/e?), as shown in

equation (3.3).
2Epulse
EO = 7 (33)
0

Equation (3.4) gives the empirical formula of the linear relationship between the

diameters square of the surface damaged areas versus the logarithm of the laser pulse

fluence [Tranetal., 2005]. E, is the ablation fluence threshold.

d? = 4r” = 20,2 (INE(r) - InE,) (3.4)
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By extrapolating the linear line to horizontal axis, the threshold fluence can be
obtained. Also, the laser focus radius wg canbe calculated from the slope of the plot. In
order to get a good calculation result, some irregular ablation data points are eliminated.
Figure 3.5 is the plot of the squared diameter versus the logarithm of the laser fluence. A
linearly increasing relationship can be observed. The data is highly linearly distributed
(R?=0.9876). Using this technique, the ablation threshold for single pulse is calculated to
be about 0.028mJ, which is close to the tested threshold value of 0.03mJ. Laser radius
focus, also known as the beam waist, wo, is calculated as 1.67um. It was verified that our

laser was intensively focused by use of a 20X objective lens.
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Figure 3.5. Square diameters versus laser energy ratio for treatment of silicon in water
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The position of the target surface with respect to the focal plane of the objective is

the main variable in this section. The zero plane (Z=0) corresponds to the focal plane at
the matter is surface, which is also at the beam waist. “+z” is defined as focal plane
beneath the target surface, while “-z” is defined as focal plane above the target surface.

The position of the focusing objective is shifted from -60um to +60um over the Z axis

with an interval of 10pum, as shown in Figure 3.6. The water layer is set to be 1mm so that

the target’s surface is always immersed in the liquid during the process. Laser power

utilized in this case is 0.14mJ/pulse and single pulse ablation is applied. A detailed

parameter description is listed in Table 3.2.
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Figure 3.6. Schematic of focal position experiment setup
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Table 3.2. Working parameters for focal position experiment in water

Laser power (mJ/pulse) 0.14

Pulse Number 1

Water Layer Thickness (mm) 0.8

Focal Position (um) -60, -50, -40, -30, -20, -10, 0, +10, +20, +30,
+40, +50, +60

Objective Lens 20 X

Figure 3.7 and Figure 3.8 are SEM images of the surface morphologies after

irradiation by a single laser pulse with different focal positions in the water and in the air,

respectively. Images with the focal position of +60pum in water and +60pum in air are not

presented here because no visual surface damage was observed either via SEM or via the

images obtained.

Figure 3.7. SEM images of surface morphologies after one laser pulse in water for the
target position (a) -50um, (b) -40pm, (c) -30pm, (d) -20pum, (e) -10pm, (f) Opm, (g)

+10um, (h) +20pm, (i) +30pm, (j) +40um, (k) +50pm.
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Figure 3.7. SEM images of surface morphologies after one laser pulse in water for the
target position (a) -50pm, (b) -40pm, (c) -30pm, (d) -20um, (e) -10pm, (f) Opm, (g)
+10um, (h) +20pm, (i) +30um, (j) +40pum, (k) +50pum. (cont.)
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(k)

Spm

Figure 3.7. SEM images of surface morphologies after one laser pulse in water for the
target position (a) -50pm, (b) -40pm, (c) -30pm, (d) -20um, (e) -10pm, (f) Opm, (g)
+10um, (h) +20pm, (i) +30pm, (j) +40um, (k) +50pm. (cont.)

Figure 3.8. SEM images of surface morphologies after one laser pulse in air for the target
position (a) -60um, (b) -50pum, (¢) -40pm, (d) -30pm, (¢) -20um, (f) -10pm, (g) Opm, (h)
+10pm, (i) +20pm, (§) +30pm, (k) +40pm, (1) +50pm.
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Figure 3.8. SEM images of surface morphologies after one laser pulse in air for the target
position (a) -60pm, (b) -50pum, (c) -40um, (d) -30pum, (e) -20pm, () -10pm, (g) Opm, (h)
+10pm, (1) +20pum, () +30pum, (k) +40um, (1) +50pum. (cont.)
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Figure 3.8. SEM images of surface morphologies after one laser pulse in air for the target
position (a) -60pm, (b) -50pum, (c) -40pm, (d) -30pm, (¢) -20um, () -10pm, (g) Opm, (h)
+10um, (i) +20pm, (j) +30pm, (k) +40um, (I) +50pum. (cont.)

According to Figure 3.7, as the focus plane shifts from z=-60pm to z=-30um,
surface morphology changes from intactness into minor damage. Since the laser beam
diverges extensively before irradiating on the target, not enough energy is deposited on
the surface to cause severe ablation. No bubbles are developed to affect the laser-matter
interaction process. A very thin layer of silicon is evaporated and removed immediately
by water. Thus, only minor modification and a clean surface has been detected. At z=

-20um, sufficient energy is deposited onto the surface to form crater-like damage. At z=
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-10um and Opm, rough, flower-shaped corrugation can be observed as shown in Figure
3.1 (a)-(c). Maximum energy is transferred to the surface as the beam waist comes closer.
The plasma-bubble explosion mechanism explains the formation of this kind of
amorphous morphology, as previously discussed. As the focus plane goes deep into the
surface, the diameter of the ablation area increases because the spot size of the laser beam
projected on the surface becomes larger. According to Figure 3.7 (g) and (h), the center
of the modified area at z=10um to 30pum become a relatively flat and amorphous phase at
the crater edge, which turned out to be less rough than z=-10pm and Opm focal planes.
Considering that less material was ablated and less plasma was induced, the size of
bubble shrank correspondingly. The plasma-bubble explosion phenomenon has a weaker
influence as the focal plane lowers. However, an interesting phenomenon occurs as the
focal plane goes downto z= +40um to +50um. A series of co-central ring-shape
morphologies were found on the laser irradiated area. Since the laser beam waist is
+40um to +50um underneath the material surface, it lead to violate molecular vibration.
Unlike particles on the surface, particles in the bulk are confined by a large number of
molecules. The highly stimulated molecules in a narrow region may release stress and
kinetic energy like explosion in the form of shock waves in all directions. Since this
phenomenon happens only 40~50pum under the surface, the particles vibrate away from
their original locations as the shock wave propagates to the surface without decaying to
zero. As the surface waves freeze, the ring-shape morphology shown in Figure 3.8 comes

into being. This mechanism is illustrated in Figure 3.9.
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Figure 3.9. Shock wave propagation underneath the material surface

Similar co-center ring structures have been detected when the laser beam waist
ranges from z= +20pm to z=+50um. The fact that ring structures appeared in both water
and air verifies the explanation that shock wave propagation along the surface that
induces the periodic rings. If the ring structures were caused by laser-water interaction or
a plasma-bubble explosion, they could not form in air environment. When the focal plane
shifted from z= -10pm to +20pm, the same ablation process happened as discussed for
Figure 3.2 (a)-(g). The surface morphology turned out to be two-region crater-like
structures. As the beam waist was over 20pum above the target, energy deposited to the
surface lowered down significantly. Three obvious phenomena occurred. First, the
diameter of the modified region appeared to be larger than it was in water with the same
focal position. This phenomenon is explained by the fact that the divergence of the beam

in water is larger than inair. Laser energy diverges more severely in the water. When the
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beamwaist is above the target, the spot size in water is larger, but the effective beam area
exceeding the damage threshold is less, the diameter of the damaged region in air appears
to be much larger. Second, at z= -60um and -50um, a thin layer of surface modification
happened, but the surface is not as clean as in the water. Third, pits and corrugations
started depositing severely on the target at z= -40pm and -30um respectively. The pits
may be caused by the silicon evaporation and re-deposit. These pits grow and become
seeds of rough corrugations in the case of z= -30pum. The actual mechanism is still open

to discussion.

3.3. EFFECT OF LASER PULSE NUMBER

This section examines how the morphology of the craters evolves with increasing
number of laser shots under water. Laser energy used was 0.042mJ/pulse, which is
slightly above the single-pulse ablation threshold. The interval between each shot was
about 1 second so that the interference between individual pulses is minimized. All the

other parameters are listed in Table 3.3.

Table 3.3. Working parameters for laser pulse number experiment in water

Laser power (mJ/pulse) 0.042
Pulse Number 1,5,10,50,100,250,500,1000
Water Layer Thickness (mm) 1.00

Focal Position (mm) 0 (right at the surface)
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3.3.1. Ablation SEM Result Analysis. Figure 3.10 shows the surface evolution
of ablation craters as the number of laser pulses, from 1 to 1000. As the number of pulses
is increased, more material was removed from the center, so that the diameter and depth
of ablation increased. According to SEM results, the crater morphology is discussed in
two stages.

First of all, for 1 to 5 laser shots, the ablated areas had two distinct regions, a
smooth but shallow crater and a protruding rim, like the morphology discussed
previously inthe low laser power ablation with single pulse experiment. The diameter of
the crater caused by 5 pulses was arbitrarily larger than that that induced by 1 pulse.
However, in either case the energy was too low to cause obvious bubble formation. Thus,
no pronounced plasma-bubble explosion effect occurred with a small number of pulse
shots.

After 10 laser shots, the flower-like rough corrugation morphologies were
detected around the center of the ablation spot. As the number of pulses went up, the
energy transmitted to the silicon surface accumulated, which lead to more plasma and
larger bubble formations. The rough corrugation can be explained by the plasma-bubble
explosion theory mentioned previously. When the pulse number increased from 250 to
500, the central ablated hole becomes deeper, obviously. However, from 500-1000, the

diameters and depths of the craters do not vary much.
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Figure 3.10. SEM images of ablation morphology at 0.042mJ/pulse in water (a) 1, (b) 5,
(c) 10, (d) 50, (e) 100, (f) 250, (g) 500, (h) 1000 laser pulses.
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Figure 3.10. SEM images of ablation morphology at 0.042mJ/pulse in water (a) 1, (b) 5,
(c) 10, (d) 50, (e) 100, () 250, (g) 500, (h) 1000 laser pulses. (cont.)

By way of contrast, Figure 3.11 shows the ablation results obtained in air. The
crater diameters and depths change significantly during the first 100 pulses, while remain
almost the same after 100 shots. The surface corrugation at the edge of the rim is caused

by silicon evaporation and re-deposit, and amorphous structure growth mechanism.

Figure 3.11. SEM images of ablation morphology at 0.042mJ/pulse in air (a) 1, (b) 5, (c)
10, (d) 50, (e) 100, (f) 250, (g) 500, (h) 1000 laser pulses.
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Figure 3.11. SEM images of ablation morphology at 0.042mJ/pulse inair (a) 1, (b) 5, (c)
10, (d) 50, (e) 100, (f) 250, (g) 500, (h) 1000 laser pulses. (cont.)
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3.3.2. Incubation Effect. Multi-pulse accumulation effects (incubation) have
been known to lower the damage threshold of the materials [Jasapara et al., 2001]. The
nature of the incubation is such that it affects the generation of the seed carriers on which
avalanche ionization acts. The effective increase in the multi-photon absorption
coefficients can be aroused due to the material modification caused by stress
development, for example, due to defect formation and accumulation [Jasapara et al.,
2001]. When the pulse number is small, the impurities and defects occur in the crystalline
lattice for ablation. As it becomes larger, the defects and impurities are the seeds for
avalanche ionization. While this accumulation process develops, the depth of the crater
deepens and its diameter increases. However, according to most of the research about the
incubation effect, the diameter and depth change sharply at the first few pulses, then, as
the ionization reaches a limit, the diameter and depth vary insignificantly [Baudach et al.,
1999; Kirkwood et al., 2005; Coyne et al., 2004].

From theoretical study about the incubation model, an empirical formula
(equation (3.5)) has been given to relate the crater diameters, D, to the laser shot number,

N.

Dea, 2In] — % (3.5)
°J [%mN“]

oo — Diameter of Gaussian beam waist
dy — Laser fluence per one pulse
&y, — Ablation threshold fluence for a single pulse

S — Incubation parameter
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When changing the equation (3.5) into the form of equation (3.6), the squared

diameter is easily found to be linear with response to the logarithm of the pulse number.

D* ot s
w_f_zmséth(l) 2(S-1)In(N) (3.6)

Figure3.12 shows the experimental data for diameters of the ablated holes
obtained in 3.3.1. Two solid lines represent least-square fits. According to the previous
calculation wp=1.67um, the incubation parameter can be found by the slope of the lines.
The incubation parameters are 0.060 and 0.377 respectively for water and air. According
to incubation theory, the larger the S, the less the incubation effect takes place. When
S=1, incubation is absent. Thus, it can be concluded that the incubation effect in water is
much more pronounced in water than inair. So far, the incubation effect of multi-pulse

irradiation and its more pronounced effect in water than in air are still open to discussion.
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Figure 3.12. Graph of diameter squared as a function of log of the laser pulse number of1,
5, 10, 50, 100, 250, 500, 1000, respectively, both in the water and the air.
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3.4. SUMMARY OF LASER ABLATION IN THE WATER

First of all, for both water and air, the tested laser ablation threshold for single
pulse shot was 0.03mJ. With increasing laser power, the crater-shaped structure appears
with two distinct regions: the central damage is caused by laser-induced material removal,
while the outer rim forms by amorphous re-deposition. As the laser power reached a very
high level, the two region crater remained the same shape for ablation in the air. However,
for ablation in the water, the morphology evolves into flower-like corrugations, which are
caused by bubble-explosion induced waves and surface waves’ interaction effect. A
linear relationship between the diameters square of the craters versus the logarithm of the
laser pulse fluence has been obtained and the theoretical single pulse ablation threshold
and laser focal radius have been calculated.

Ablation with focal positions below the surface lead to a sequence of co-central
rings appearing both in the water and in the air. The laser-induced material breakdown
started from the inner bulk and the shock waves propagated inall directions. The surface
atoms moved away from their equilibrium locations and periodic ring-shape waves
formed. As the focal position moved towards the surface, flower- like rough corrugations
came out for ablation in water and two-region craters came out for ablation in the air. As
the focal position moved above the surface, flower-like corrugations and two-regional
craters diminished gradually both in the water and in the air.

As the number of laser pulses increased, the diameter and the depth of the laser-
induced craters increased. A linear relationship of diameter squared versus the logarithm
of the laser pulse number has been derived. The incubation effect theory is applied to

illustrate the energy accumulation process of multi-pulse of ablation.
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4. FEMTOSECOND LASER-INDUCED SURFACE MORPHOLOGY IN WATER

Micro-structuring by using femtosecond laser has been widely discussed as a
promising technique for total analysis system (Ja TAS) fabrication. The femtosecond laser
direct-write process is controllable by programming and is highly efficient. However,
femtosecond induced micro/nano-scale periodic structures make the product surface too
rough to be acceptable in the industrial world. Femtosecond laser direct-write sub-micron
structures such as channels and resonators have been reported on transparent material like
glass [Dong et al., 2003; Hwang et al., 2004]. Because these surfaces were still not
acceptable, chemical etching was suggested as a methodology to remove surface
roughness [Dong et al., 2003]. Although it works for specific kinds of materials in special
solutions, it is not effective in every single case. Etching also lowers the fabrication
efficiency. Thus, it is still worthwhile to look for a proper set of parameters for
fabricating a smooth surface with a femtosecond laser. Especially for Si, the most
common dielectric material in use, the ultra-fast pulsed laser induced periodic structure is
phenomenal, which makes it difficult to achieve a satisfactory surface after laser
irradiation.

The previous chapter reviewed a fundamental research on femtosecond laser
induced one-pulse and multi-pulse ablation, revealing the basic physics behind laser-
matter interaction process. This chapter discusses some unique results of a laser direct-
write experiment which hold promise in the field of femtosecond laser application in Si

micro/nano-machining.



41

4.1. EFFECT OF REPETITION RATE

The repetition rate largely influences the deposited energy, laser overlapping, and
laser-surface wave interference state on the surface of silicon. In this section of the
experiment, a 200um by 150um rectangular pit was fabricated by direct laser writing. A
laser beam scanned back and forth at a constant velocity so that femtosecond laser
incidentally and evenly irradiates onto the surface, as shown in Figure 4.1. The distance
between each scanning line is set to 1pum in order to get a good overlapping of each
adjacent scan. The whole pit was shaped after repetitively scanning three layers in the

same way.

Laser Beam

Figure 4.1. Femtosecond laser surface scanning tracks

Table 4.1 lists all the detailed parameters used in laser repetition rate experiment.
The shutter was able to control the repetition rate change from 1 to 500Hz. Six typical

frequencies were selected in this experiment so as to fully elucidate the evolution of the
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surface patterns with the repetition rate. The traveling speed of the stage was controllable.
Here, it was set as 3mm/min. Then it was calculated that the overlapping were 10
pulse/m, 6.6 pulse/pm, 5 pulse/pm, 3.2 pulse/pm, 2 pulse/pm and 0.2 pulse/pm for
500Hz, 333Hz, 250Hz, 167Hz, 100Hz, and 10Hz respectively. All the experiments were

taken in water confinement.

Table 4.1. Working parameter list for laser repetition experiment in water

Repetition Rate (Hz) 500, 333, 250, 167, 100, 10
Laser Energy (mJ/pulse) 0.14

Scanning Speed (mm/min) 3

Water Layer Thickness (mm) 3.00

Focal Position (mm) 0 (right at the surface)
Objective Lens 10 X

4.1.1. SEM Analysis and Mechanism Discussion. The damaged surfaces after
femtosecond laser scanning with different frequencies are shown in Figure 4.2. All the
images were taken at the same scale. The surface pattern after irradiation was found to
vary significantly with the repetition rate when the scanning speed was fixed.

For 500Hz, with the laser overlapping of 10 pulse/um, the surface looked very
corrugated. Irregular boulder-like bumps between 3umto 10pm protruded above the

basis with numerous nano-particles deposited on the surface of the bumps. For 333Hz
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(6.6 pulse/pm), the surface turned out to be flatter than that of 500Hz. However, there
still existed furrow- like grooves. When the repetition rate was lowered down to 250Hz
and 167Hz (5 pulse/ um and 3.2 pulse/ |um), deep grooves were not phenomenal. Some 1
or 2 micron deep pits and the same scale bumps dominated the surface roughness. For
100 Hz (0.2 pulse/pm), one interesting phenomenon was that the surface becomes
extraordinarily smooth compared to other frequencies. Nano-particles and some local
roughness were detected. For 10Hz, parallel ridge- like structures were found protruding
out of the surface. The distance between the ridges was about 1pum, while the heights
were less than 2um. According to the above laser scanning results, a repetition rate of
around 100Hz, with a laser overlapping of 2 pulse/pm, are good parameters for obtaining
a smooth surface for application requirement.

Interestingly, although the same overlapping would be obtained by fixing the
repetition rate and changing scanning speeds, surface roughness did not change obviously

as that by changing repetition rate. For example, when the repetition rate was set to

1000Hz, we did not find smooth surface when the traveling speed was 6 mm/min.

Figure 4.2. SEM images of femtosecond laser-induced surface morphology in
water (a) 500 Hz, (b) 333 Hz, (c) 250 Hz, (d) 167 Hz, (e) 100 Hz and (f) 10 Hz.
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Figure 4.2. SEM images of femtosecond laser-induced surface morphology in water (a)
500 Hz, (b) 333 Hz, (c) 250 Hz, (d) 167 Hz, (¢) 100 Hz and (f) 10 Hz. (cont.)

By way of contrast, identical experiments were conducted in the air with the same
series of parameters. The phenomenal laser-induced periodic cones came into being, as
shown in Figure 4.3. The diameter of the cones was the scale of 1-2um as the repetition
rate changes from 500Hz to 100Hz, but the height of the cones for 100Hz was
prominently smaller than that for 200Hz. As the frequency lowered down to 10Hz, the
laser overlapping is 0.2 pulse/pm, so only one laser pulse was incident to the surface per

Sum. Considering the laser focal beam size is about 2um, the laser overlapping effect in
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this case is therefore very poor for forming an entire region of patterns. Correspondingly,

only discrete ripples form unevenly on the material surface.

Figure 4.3. SEM images of femtosecond laser-induced surface morphology in the air (a)
500 Hz, (b) 333 Hz, (c) 250 Hz, (d) 167 Hz, (e) 100 Hz and (f) 10 Hz
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The potential mechanism of laser induced periodic structure formation in the air
has been widely discussed. The EDS analysis of a surface irradiated by laser in the air,
shown in Figure 4.4, indicates that oxidation might be a reason for the formation of
nano-particles on the columnar spikes [Seifert et al., 2005], since the content of oxygen is
much higher than that in the water. Figure 4.5 shows the EDS results of a silicon surface
ablated in the water. The most widely accepted explanation takes into account the
interaction of an electromagnetic wave with the microscopically rough selvedge of the
surface. As the laser light hits onto the surface, the light may be refracted by the material,
as well as scattered by the selvedge. The incoming laser light then interferes with the
surface waves, leading to periodic electromagnetic field distribution. Hence, periodic

structures formon the material surface [Georgescu et al., 2006].
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Figure 4.4. EDS analysis of silicon surface processed in the air
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Figure 4.5. EDS analysis of silicon surface processed in the water

The formation mechanism of surface pattern by laser direct writing in the water

has seldom been studied. For underwater laser scanning, incident laser light interference

with the surface waves is a possible reason for the boulder- furrow- like structure

formation at frequencies of 167Hz to 500Hz. However, the morphology is not as

regularly periodic as that obtained in the air. The water layer plays the role of shielding

source from laser energy. The absorption coefficient in water is 3/m, as shown in Figure

4.6. With a 3 mm water layer, only 0.9% of laser energy was absorbed. Thus, absorption

should not be regarded as a main reason for the special structure formation on the surface.
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Figure 4.6. Absorption coefficient of water versus wavelength [www.deepocean. net]

Two possible causes of the special surface patterning phenomenon in water. First,
as discussed in the previous chapter, the interference processes are significantly impacted
by the cavitation bubbles caused by plasma formation and water evaporation. This might
be a reasonable explanation for why the surface is corrugated, but not as regular as that in
the air. Another reason is that H,O molecules are strongly polarized due to the high
electronegativity of the O atoms. During the scanning process, the laser beam can be
considered as a moving electromagnetic field on the sample surface. This moving
electromagnetic field will affect the energy status of H,O molecule because of its
polarization. Then it influences the electromagnetic field itself in return.

The ripple-like surface pattern appears on the surface at laser overlapping of
0.2pulse/pm because the laser overlapping is too poor to ensure sufficient energy
irradiation onto the entire area. The bubbles scatter the incident light and change the

interaction of laser light with surface waves. Hence, periodic ridges that look very
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different from the structures formed in the air develop a repetition rate of 100 Hz, with a
laser overlapping of 2 pulse/pm, the surface roughness is almost at a minimum level.
Profound numerical and physics investigations of the surface smoothing mechanism at
100 Hz need to be conducted to develop an understanding of the mechanism of laser and
material interaction at the water-material interface.

4.1.2. AFM Analysis and Applicability. A 3D representation, AFM analysis has
been conducted to further examine the surface roughness and observe the fine surface
structures created by 100Hz femtosecond laser direct-write in water. Figure 4.7 shows a
picture of a square (5>6pm?) surface region. It demonstrates the topology and height
difference between the maximum and minimum under 2pum. The averaged surface
roughness on vertical level is about 1.5um. Tiny bumps of about 100~200nm have also
been found on the surface. Obviously, these nano-size bumps are not caused by re-
deposition as they are in the air, because water removes the debris immediately from the
surface and suspends it in the water. The exact mechanism of these nano-size particles
requires further study. Although the AFM analysis did not show a shocking roughness
result, the surface quality obtained at this repetition rate is much higher than at other
repetition rates, both in water and in air. Inthose cases, surface roughness is out of the
AFM measurement range.

Figure 4.8 (a) and (b) show V-shape grooves fabricated in the air and in the water,
respectively. The dimension of the groove is 50 jum at width by 25m at depth. Inthe
light of previous experiment results, the laser repetition rate of 100 Hz was applied to get
a better surface quality. It can be seenthata much smoother groove surface and sharper

angle have been obtained through manufacturing in water confinement. In the air,
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periodic structures dominate the surface, thereby making surface too rough to be a usable

product.

——3000.0 nm

1500.0 nm

0.0 nm

Digital Instruments NanoScope
Scan size 5.000 pm
Scan rate 1.969 Hz
Number of samples 512
Image Data Height
Data scale 3.000 um

Hm

Figure 4.7. AFM picture of the surface irradiated by 0.14mJ/pulse femtosecond laser at
100Hz in water confinement

188K mMm

Figure 4.8. VV-shape grooves fabricated by fs laser direct writing (a) in air, (b) in water
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4.2. EFFECT OF LASER POWER

Apart from laser repetition rate, laser power is another factor that largely
influences the energy deposited on the surface in the laser scanning process. In this
section, six different laser powers ranging from a low power, just above the ablation
threshold to a higher power, which induces obviously deep penetration, were applied.
The repetition rate was fixed at 100 Hz and scanning speed is set as 3 mm/min. This
combination yields a laser overlapping of 2 pulse/pm, the characteristic value determined
for good surface quality. Detailed experiment parameters are listed in Table 4.2. All the
experiments were conducted in water. Another group of experiments were conducted in

the air with the same working parameters.

Table 4.2. Working parameter list for laser power experiment in water

Laser Energy (mJ/pulse) 0.06; 0.16;0.5;1;2; 3
Repetition Rate (Hz) 100

Scanning Speed (mm/min) 3

Water Layer Thickness (mm) 3.00

Focal Position (mm) 0 (right at the surface)
Objective Lens 10 X

As laser energy increases from 0.06 mJ/pulse to 3ml/pulse, the surface structure

evolved as is shown in Figure 4.9. For 0.06 mJ/pulse, the surface remained almost
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undamaged, with only some local roughness. The incident laser intensity was too low to
strongly interfere with surface tensions. When the laser energy per unit pulse rose up to
0.16mJ, rough bumps were found protruding unevenly on the surface. Worm-like ripples
developed as the laser power increased to 0.5 mJ/pulse. The structures were more regular
in comparison than other images and looked similar to those in Figure 4.2 (a) and (b). As
previously discussed, this kind of morphology is caused by multi- interference among
incident laser lights, refractive waves, and bubble-induced mechanical waves. For this
energy and frequency combination, standing waves formed on the surface so that regular
ripples came out. As the energy reached 1.0mJ/pulse, the edges of the ripples became
very blurry and the tips turned out to be blunt. An intensive incident laser power induced
a stronger electromagnetic field, which altered the surface wave oscillation status, as in

the 0.5ml/pulse case. For higher energy, as are shown in the Figure 4.9 (e) and (f), the

surface morphology is obviously different.

Figure 4.9. SEM images surface pattern formed in water by laser energy (a) 0.06mJ/pulse;
(b) 0.16mJ/pulse; (c) 0.5mJ/pulse; (d) 1 md/pulse; (e) 2mJ/pulse; (f) 3md/pulse



Figure 4.9. SEM images surface pattern formed in water by laser energy (a) 0.06mJ/pulse;
(b) 0.16mJ/pulse; (c) 0.5mJ/pulse; (d) 1 md/pulse; (e) 2mJ/pulse; (f) 3m/pulse (cont.)

The evolution of structures in the air after irradiation by different laser powers has
a similar trend as that in the water. Figure 4.10 shows the surface pattern images formed
in the air. Obvious material damage does not occur at 0.06 mJ/pulse. As the pulse energy
goes up to 0.16 mJ, variously sized bumps are caused by the inference among the
incident laser and the surface waves. The interference effect becomes stronger, causing
the heights and diameters of the bumps to grow. At 1 mJ/pulse laser energy, typical cone

structures with tiny nano-particles on the cone surface protrude out of the material base.
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The interference effect is the most pronounced in this case. Standing waves distributed on
the surface are the cause of the periodic distributed cone structures. When the laser
energy increases to 2mJ and 3mJ per pulse, the surface periodic structures disappear.
Instead, some irregular pits and bumps and nano-particles dominate the surface because
the laser power is so high that the wave interference effect can be totally ignored. Laser
energy damage is the main cause of the surface roughness in this case. The nano-particle

formation is subject to the material re-deposition effect. The higher the power is, the

more obviously the effect acts.

Figure 4.10. SEM images surface pattern formed in air by laser energy of (a)
0.06mJ/pulse; (b) 0.16mJ/pulse; (c) 0.5mI/pulse; (d) 1 mI/pulse; (e) 2mI/pulse; (f)
3mJ/pulse
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Figure 4.10. SEM images surface pattern formed in air by laser energy (a)
0.06mJ/pulse; (b) 0.16mJ/pulse; (c) 0.5m/pulse; (d) 1 md/pulse; (€) 2mJ/pulse; ()
3mJ/pulse (cont.)

Basically, the evolution of surface patterns under different laser powers either in
the water or in the air goes through a similar process: no damage on the surface, irregular
patterns caused by weak wave interference, periodic patterns by strong wave interference,

then large-power-induced bulk material breakdown.

4.3. EFFECT OF ANNEALING AND ETCHING

In practice, post-processing is usually applied following laser micromachining to
alter the surface pattern. Annealing and chemical etching are two typical methods of post-
processing. This section discusses the effects of annealing and etching on the surface

pattern.
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4.3.1. Annealing. The annealing approach has been applied to both the surface
of periodic cones irradiated by laser in the air and the smooth surface irradiated by laser
in the water. The manner in which annealing changes the microstructure morphology is
analyzed and the potential of applying annealing to improve surface quality for industrial

The melting point of silicon is 1414 <C. The annealing temperature was set at

Figure 4.11 (a) and (b) are the SEM images of the surface pattern obtained in the

1100<C and the annealing time at 3 hours for both inair and in water environments.

air before and after annealing.

applications is studied.

<«
&
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Figure 4.11 SEM images of microstructures on silicon surface in the air (a) before
annealing at 1100<C for 3 hours, (b) after annealing at 1100<C for 3 hours.
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No morphological difference is significantly visible within SEM mage resolution.
The columnar spikes after annealing seem to be shorter in height and have a blunter tip.
Femtosecond laser-material interaction is a highly non-equilibrium process. Annealing
leads to the diffusion of atoms within bulk material so that the material progresses
towards its equilibrium state. The movement of atoms has the effect of redistributing and
destroying the dislocations in order to relieve the internal stresses caused by non-
equilibrium thermodynamic process. The height decrease and diameter increase of the
cones after annealing is the result of the atoms redistributing to their equilibrium
positions. Because of the existence of oxygen in the annealing oven, surface oxidation
also causes the growth of the column diameters.

Figure 4.12 (a) and (b) are SEM images of the surface pattern obtained in the
water before and after annealing. Tiny surface corrugations on the original surface grew
to be quite rough. Material oxidation and surface atom re-distribution are the main causes
of the roughness growth. Figure 4.13 is the EDS analysis result of the annealed sample.
Except for Si, the percentage of oxygen was about 16%, which was much higher than that
in the sample processed in the air. It verifies that the oxidation likely caused the

roughness growth.

Figure 4.12 SEM images of surface morphology in the water (a) before annealing for 3
hours at 1100 <C, (b) after annealing for 3 hours at 1100 <C


http://en.wikipedia.org/wiki/Diffusion
http://en.wikipedia.org/wiki/Dislocations
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Figure 4.13 EDS analysis of the processed surface after annealing

4.3.2. Chemical Etching. HF etching is an effective approach to removing the
surface oxide, thereby making the laser irradiated surface smoother [Shen et al., 2004].
HF and SiO; react, resulting in a SiF4 solution, as shown in equilibrium equation (4.1).
4HF + SiO, => SiF4+ H,0 (4.1)
According to previous EDS analysis, the oxide dominates the laser irradiated surface
layer both in the air and in the water. Thus, the samples were etched in a 5% HF solution
for 5 minutes to study the process of oxide removal.

Figure 4.14 compares the original surface after laser scanning in the air with the
surface after HF etching. Overall, the shapes of the columnar spikes were not
significantly different. Close investigation reveals that the surface of the spikes appears to
be smoother after etching. This fact verifies that the nano-sized particles deposited on

columnar spikes are oxide. Since the particles were resolved by the HF solution, the
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interior silicon bulk, which is smooth, was revealed. The diameter of the spikes was also
smaller after HF etching. The surface oxide removal caused the diameter of the spikes to

shrink. Therefore, they look slimmer than those on the surface without HF etching.

Figure 4.14 SEM images of microstructures on silicon surface in the air (a) before

(b) after 5% HF etching for 5 minutes.

HF etching for 5 minutes,

5%

Figure 4.15 (a) and (b) are SEM images of the surface pattern obtained in the

water before and after HF etching. The surface was much cleaner after etching. The nano-

surface were removed by HF erosion. From the EDS

particles formed on the original

analysis shown in Figure 4.16, the content of oxygen after etching is less than that of the

regular sample without etching.
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Figure 4.15 SEM images of microstructures on silicon surface in the water (a) before 5%
HF etching for 5 minutes, (b) after 5% HF etching for 5 minutes
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Figure 4.16 EDS analysis of the processed surface after etching

44. SUMMARY OF SURFACE MORPHOLOGY

INDUCED BY LASER
DIRECT WRITING

First, the laser repetition rate played a pronounced role in surface morphology

induced by laser direct writing in water confinement. 100Hz was the threshold laser
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repetition rate, at which a smooth surface was achieved, due to a special interference
effect among laser light, bubble-induced mechanical waves and surface waves. Below
100 Hz, the laser overlapping was not sufficient to ablate the entire surface. Parallel
ripples, with the distances of about 1.5pm, dominated. Above this threshold, unevenly
distributed pit-and-boulder structures formed. For the high repetition rate, laser-plasma
absorption induced material damage overwhelmed the wave interference effect,
contributing to rougher surfaces. In contrast, in the air laser repetition rate does not
obviously affect the periodic columnar structures.

Second, by varying the laser power, the laser-induced periodic columns in the air
environment evolved in the process of the column base formation, column body growth,
column, and finally surface particle formation to column breakdown. The interference
effect in the water was quite different from that in the air due to bubble formation. Ata
certain median laser power, the ripple-like periodic structures formed. Below this power,
the surface looked smooth; above it, the ripples gradually broke down into irregular pits
and bumps with considerable roughness.

Third, the post processing of samples acted to modify the surface to some extent.
Annealing served to redistribute the atoms to their equilibrium positions. For the samples
processed in the air, the periodic columns appeared to be blunter and shorter after
annealing. For the samples processed in the water, the surface oxidation phenomenon was
pronounced, which made the surface become rough. HF etching resolved the surface

oxide effectively. Hence, the diameters of the columns decreased, and the column surface
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appeared to be smoother after etching for the surface scanned by the laser in the air. For
the case in the water, the surface was clean after etching, and all the the nano-particles

deposited on the original surface were removed.
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5. CONCLUSION AND OUTLOOK

This dissertation examines femtosecond laser micromachining of silicon in water
confinement. Analysis of the surface morphology and the underlying physical mechanism
has been presented. The results should serve as a valuable reference in the application of
femtosecond lasers in the micro-machining industry.

First, laser ablation experiments were carried out to study the basic physics
underlying laser-material interaction process. In the laser power experiment, the laser
ablation threshold was first tested for a single pulse shot in water of 0.03mJ, which was
the same as that inair. As laser power went up, the two-region crater-shaped structures
dominated both in the water and in the air. At a very high power level, the morphology
evolved into flower-like corrugations ablated in the water, while still remained as two-
region craters in the air. The theoretical single pulse ablation threshold and laser focal
radius were calculated by extrapolating the fitting curve of crater diameter versus laser
power.

In focal position experiment, a sequence of co-central periodic ring structures
appeared both in the water and in the air due to shock waves as the laser beam focused
beneath the water- material surface. Because the focus was quite near the surface, flower-
like rough corrugations and two-region craters were dominant in both the water and in the
air. As the focal position moved above the surface, flower-like corrugations and two-

regional craters gradually diminished.
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In the laser shot number experiment, the incubation theory was proposed to
explain the energy accumulation process of multi-pulse of ablation, which leads to the
increase in the diameter and depth of the laser-induced craters.

Another important aspect of this dissertation is its study of the surface pattern
after laser direct scanning. Since the goal was to apply a femtosecond laser to fabricate a
device by direct writing, a good surface quality is compulsory.

By changing the laser repetition rate but fixing the traveling speed, the effect of
repetition rate on the morphology was studied. The threshold repetition rate was found to
be 100 Hz, at which a smooth silicon surface can be achieved in the water. The
interference among laser light, bubble-induced mechanical waves, and surface waves was
proposed as the cause of this phenomenon. Below 100 Hz, parallel ripple- like waves,
with the distance about 1.5 pm, dominated. Above this threshold, unevenly distributed
rough pit-and-boulder structures formed. In contrast, in the air, repetition rate does not
obviously affect the periodic columnar structures on the surface.

When the laser power was increased, the laser-induced surface pattern in the
water experienced tiny damage on the surface, worm- like ripples, rough pits, and bumps
after ripple breakdown. However, in the air environment, the surface pattern evolved in
the process of the column base formation, body growth, surface particle formation, and
finally, breakdown at last.

A post processing experiment was also applied. Annealing makes the periodic
columns blunter and shorter in the air due to atom redistribution. It causes severe
oxidation and, thereby, surface roughness in the water confinement. HF solution etching

caused the columnar surface to be smoother and the diameter of the columns to decrease
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in the air. For the case in the water, the surface became clean due to oxidation removal
after etching.

The periodic structures seen on the silicon surface in the air are seldom detected
in the water because the bubble formation alters the interference of laser light and surface
waves. At a certain laser repetition rate, the surface roughness can be dramatically
lowered to a level that meets industrial requirement. The surface quality can be further
improved by proper post-processing.

Although we achieved a bunch of interesting and useful experimental results were
achieved, further insightful study of the formation mechanism of laser-water- material
interaction process is still needed. I suggest a further numerical modeling study, such as
MD or ab-initio modeling, be carried out in order to simulate the fundamental physics
phenomenon during the laser- material interference process. Such modeling must be
conducted in order to effectively controland understand the laser micromachining

process under water.
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