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This thesis presents a study focused on interactions of femtosecond laser pulses 
with graphene, a one atom thick carbon membrane. 
Graphene, which exhibits exceptional electronic and optoelectronic properties, 
could provide considerable advantage over current silicon-based electronics. 
Graphene alone, being semi-metal, is not sufficient for electronic applications, 
but requires modification. For this, a set of methods for modifying and 
measuring the properties of graphene was developed. 
With the perspective of making graphene a suitable component for electronics, 
optoelectronics or photonics, ultrashort laser pulses were used for drawing 
patterns on graphene. The procedure modifies graphene chemically by photo-
oxidation, and physically, by opening a gap to its electronic band structure, 
changing graphene into a semiconductor. During the process, the band gap can 
be increased to the extent, where the material becomes an insulator. 
It was observed in topographic studies that photo-oxidation begins at point-like 
sources and expands into islands of oxidized graphene, which eventually merge 
together. This is because the probability that new oxidation occurs in close 
proximity to an already oxidized area is five orders of magnitude greater than 
the probability of oxidation elsewhere on graphene. Also, accompanying the 
oxidation process, a third-order nonlinear signal arising from the graphene, 
diminishes, providing a contrast mechanism for optical imaging. Additionally, 
the Raman spectrum shows notable changes in the position of the G-band and 
increase in intensity of the D-band. 
Further insight into the patterned structures was obtained with micro--X-ray 
photoelectron spectroscopy. The initial steps of patterning only change the ratio 
of sp2/sp3 carbons in the material but the degree of oxidation increases after the 
islands coalesce. With higher irradiation doses the proportion of hydroxyl and 
epoxide groups increases, finally reaching the level of ~65 %. 
The Four-wave mixing (FWM) signal of graphene was monitored during the 
oxidation process. By utilizing the extraordinarily strong non-linear optical 
response of graphene FWM spectroscopy was combined with wide-field 
microscopy, allowing the patterning process to be followed in real-time. 
Femtosecond wide-field FWM microscopy was proven as fast large area 
imaging technique for characterization of graphene and observing changes in 
graphene in real-time. 



 
 
Time-resolved coherent anti-Stokes Raman scattering measurement (CARS) 
was applied to graphene and a G-mode dephasing time was recorded. 
Additionally, it was shown that by utilizing BOXCARS excitation geometry 
various nonlinear optical processes could be unambiguously separated and 
measured simultaneously. The short dephasing time (T2/2) of the G-mode (325 
fs) was explained with dynamically changing G-mode frequency and width 
accompanied with relaxation of excited charge carrier population, due to non-
adiabatic coupling between phonons and electrons in graphene. 
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1 INTRODUCTION 

The majority of the living population have stared at graphene for years, una-
ware of its existence. This is because the tip of a pencil mostly consists of carbon 
as in its most stable form - graphite - which in turn is composed of numrous 
graphene sheets. 
Graphene is a one-atom thick carbon membrane, where the carbon atoms are 
bound to one another forming a network of planar hexagonal shapes.1, 2 This 
binding, governed by electronic properties of the carbon atom, has resulted in a 
rather peculiar material. The electronic structure of graphene, with electrons 
behaving like massless particles and zero bandgap, leads to high electron mo-
bility, thermal conductivity, mechanical stability, non-linear optical response, 
etc.3-8 
Because of its astonishing properties, graphene is considered a viable candidate 
for applications in numerous fields and particularly for printed electronics, sen-
sors, photodetectors, touch screens, photovoltaic cells, high frequency transis-
tors, quantum dot displays and transparent electronics.9-15 Since graphene is a 
semi-metal, these applications are mostly designed as graphene incorporated 
devices, where graphene is used as a component of a larger device. With the 
intention of building graphene-based devices, properties of graphene alone are 
not enough to meet the demands of the proposed applications; semiconducting 
and insulating components are needed too. 
By taking advantage of nonlinear light matter interactions of graphene, selected 
parts of graphene can be controllably modified into graphene oxide, which is a 
semiconductor.16 Thus, during the modification, the bandgap of graphene is 
opened and can be further increased until the material becomes insulating. The 
oxidative patterning is a single-step method, which is performed in ambient air 
and provides all components needed to build electronic devices, such as transis-
tors (Paper I). 
In this Thesis, nonlinear optical interactions were used for modifying graphene 
and for writing patterns on it, for imaging the patterns, and for investigating 
photodynamical processes in graphene. The oxidation patterning was imaged 
in real time, utilizing a method where the strong FWM signal acquired from 
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graphene and wide-field microscopy are combined, resulting in femtosecond 
FWM wide-field microscopy. Time-resolved coherent anti-Stokes Raman scat-
tering (TR-CARS) was applied to gain knowledge on time-dependent behavior 
of Raman active modes in graphene. Interestingly, CARS measurement also 
provides indirect information on the relaxation of the hot electron gas. 
In future, the wide-field imaging and time-resolved CARS can be combined in 
order to visualize the signal evolution in space and time after pulsed excitation.  

1.1 Graphene 

In 2004, a groundbreaking study of graphene, single crystal, one-atom 
thick carbon material, was published.17 This discovery led to a Nobel Prize in 
Physics, in 2010, for Andre Geim and Konstantin Novoselov. Their discovery 
started a graphene gold-rush era, resulting in an explosion of graphene-related 
published papers and patents. The peak of the rush has already passed but still, 
thousands of studies related to graphene are published annually. During the 
writing of the present thesis, a Web of Science search of “graphene” yielded 
over 80,000 papers published in the past five years alone. Due to its unusual 
physical properties, graphene has also caught the eye of various industries, 
which have invested billions of dollars in its R&D.18 

1.1.1 Chemical Structure 

In nature, carbon exists in various allotropes, different microscopic forms 
under the same physical conditions, such as diamond and graphite. Of all the 
existing allotropes, the most stable form (i.e. standard state) of carbon, is graph-
ite. Graphite is composed of numerous sheets of graphene, which are held to-
gether by dispersion forces. Each one of these graphene sheets is ~335 ± 10 pm 
(1 pm = 10-12 m) thick.19 

Atomic structure of material is predetermined by its electronic structure. 
Electronic configuration of carbon (1s22s22p2) governs the bonding of carbon to 
its neighboring atoms and allows carbon to form single, double and triple cova-
lent bonds, combining the bonding 2s- and 2p-orbitals into sp3, sp2, and sp-
hybrid orbitals, respectively.20 Valence bond (VB) theory states that a carbon 
atom which forms only single covalent bonds to its neighbors exhibits electronic 
configuration 1s22(sp3)4. Double covalent bonded carbon possesses 1s22(sp2)32p1 
electronic configuration, whereas the triple bonded carbon has electron config-
uration 1s22(sp)22p2.20 The hybridization with respect to the carbon results in 
tetrahedral (e.g., in diamonds), planar (e.g., in graphene, carbon nanotubes), or 
linear (e.g., acetylene, carbon monoxide) structure with carbon hybridizations 
sp3, sp2, and sp, respectively. The carbon-carbon single bond (C-C) is formed as 
a combination of two sp3 hybrid orbitals and is stated as a 𝜎 bond, whereas the 
carbon-carbon double bond (C=C) forms a 𝜎 bond as a combination of two sp2 
orbitals, leaving the p orbital to form a 𝜋 bond with the bonded counterpart. For 
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triple bond, the sp orbitals form a 𝜎 bond and two 𝜋 bonds are created as a 
combination of the remaining p orbitals and their matching part in the neigh-
boring atom. In terms of molecular orbital (MO) theory, as two carbon atoms 
are bonded, bonding 1𝜎 and antibonding 1𝜎∗ orbitals are formed by combining 
2s-orbitals from adjacent carbons. Also, pz-orbitals in both carbons form bond-
ing 2𝜎 and antibonding 2𝜎∗ orbitals. The remaining two 2p-orbitals (px and py) 
in both atoms form in total four 𝜋-orbitals, two bonding 𝜋 and two antibonding 
𝜋∗ orbitals. Of the eight formed molecular orbitals 1𝜎, 1𝜎∗, and two 𝜋 orbitals 
are fully occupied, resulting in bond order two. 

VB theory describes materials with multiple adjacent sp2-carbons as a res-
onance structure where the double bonding is delocalized over the entire sp2-
region. MO theory predicts the valence electrons of sp2-bonded carbons to re-
side in the 𝜋-orbitals. The preferred bond order in carbon-carbon bond points 
toward sp2-hybridization and trigonal planar structure. If such structure is ex-
tended to larger network of cyclic carbon compounds, such as benzene, naph-
thalene or coronene; the result is a planar structure with 𝜋-electrons delocalized 
over the entire compound. Growing the planar carbon net further the material 
eventually becomes graphene. In principle, graphene can be thought of as a 
two-dimensional polymer, a periodic hexagonal carbon net composed of two-
carbon subunits with electron density delocalized over the entire compound 
(FIGURE 1). Such delocalization result in shortening of the carbon-carbon 

bonds. 
As governed by the Pauli Exclusion Principle, two electrons in the system 

cannot occupy the exact same quantum state. For atoms and molecules, the en-
ergies of electronic states are discrete. As the number of atoms in a system in-
creases, the number of electronic states increases as well. This results in an en-
ergy difference between occupied (and unoccupied) states, which decreases 
with increasing size of the system. In solids, the number of atoms in the system 
is so vast that the energy spacing between two distinct occupied (or unoccupied) 
states is practically indistinguishable and the states are depicted as a continuum 

FIGURE 1 Representation of molecular structure of graphene. The entire graphene 
sheet can be constructed from two atom subunit (green frame). 
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of states. As the discrete energies of specific states are not known, the number 
of states in an infinitesimal energy region is evaluated and stated as density of 
states (DOS). Generally, as molecules exhibit an energy gap between their high-
est occupied molecular orbital (HOMO) and lowest unoccupied molecular or-
bital (LUMO) states, the band structure of solids may also exhibit a band gap 
between valence (occupied) band and conduction (unoccupied) band as states 
with only certain energies are allowed by quantum mechanics. However, for 
cyclic conjugated carbon compounds the band gap decreases as the number of 
atoms in the system increases, ultimately forming a periodic two-dimensional 
lattice. In FIGURE 2, aromatic hydrocarbons, increasing in size toward gra-
phene, possess orbitals an exactly half-filled by electrons. Also, graphene exhib-
its exactly half-filled band structure. This non-existent band gap gives rise to a 
vast variety of extraordinary properties.21 

The band structure also deviates from a molecular point-of-view in its de-
piction: it is portrayed in momentum space. To describe the entire periodic lat-
tice, a smallest non-divisible unit, Brillouin Zone, is defined in the reciprocal 
space and the lattice is expanded. For graphene the Brillouin Zone (FIGURE 3a) 
is a set of two three atom sub sets, and the edges of these subsets are labeled K 
and K’ points, respectively. The energies of valence band and conduction band, 
in graphene join at K and K’ (Dirac Point), where the density of states is also 
zero and Fermi energy of undoped graphene resides (FIGURE 3b).  
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Experiments have shown that relativistic quantum mechanics is needed to 
correctly describe the energy spectrum of graphene because the energy of band 
structure of graphene near Dirac point (FIGURE 3; 𝒌 = 𝑲 (or 𝑲′)), follows linear 
dispersion relation.21-23 
 
 𝐸 = ℏ𝑣𝐹|𝒌| (1) 
 
where 𝐸 is the electronic energy, ℏ is Planck’s constant divided by 2𝜋 and 𝒌 is 
the wave–vector associated to crystal momentum 𝒑𝒄𝒓𝒚𝒔𝒕𝒂𝒍 = ℏ𝒌, which is meas-

ured relative to K or K’ points. 𝑣𝐹 is Fermi velocity, which is the velocity of elec-
trons consistent with a kinetic energy equal to Fermi energy. This behavior is 
strictly identical to that of the spectrum of 2D massless electron gas.21 
 

FIGURE 2. A schematic description of band structure of graphene resulting from in-
creasing amount of carbon atoms in the system. The energy difference between occu-
pied (red) (and unoccupied (gray)) states diminishes as does the HOMO-LUMO gap, 
until they merge at fermi level (dashed line). The system remains half-filled. 
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1.1.2 Properties and applications 

The electronic structure of graphene results in a very high carrier mobility. 
For suspended, annealed high quality graphene 185,000 cm2V-1s-1 has been re-
ported.24 Even with a limitation to mobility, placed by impurities, substrate and 
optical phonon vibrations etc., at room temperature a mobility as high as 20,000 
cm2V-1s-1 can be achieved.25, 26 Linear optical absorbance of graphene, in visible 
spectral range, is 2.3% and depends solely on natural constants.27 In terahertz 
region, the absorbance increases with energy.28 In addition, suspended gra-
phene outperforms carbon nanotubes (CNT) in thermal conductivity, with val-
ue of 5300 W/mK.6 When graphene is on a substrate the heat conduction 
changes slightly but still the in-plane thermal conductivity is two orders of 
magnitude larger than between graphene and the substrate.29, 30 Due to the zero 
bandgap and linear dispersion relation the Fermi level can be adjusted by ap-
plying an electrostatic field.31 Graphene also exhibits more exotic phenomena 
such as breakdown of adiabatic Born-Oppenheimer approximation, quantum 
Hall effect and Klein paradox.31-34 

1.1.2.1 Applicability 
 

Graphene is transparent and conducts electricity and heat better than any 
metal, so it is an ideal candidate to replace current indium tin oxide (ITO)-based 
materials.35 Indium is scarcer and more expensive than carbon and a challeng-
ing material with which to build flexible devices.36 High-speed graphene cir-
cuits with high-bandwidths have been demonstrated already.9 Applicability of 
graphene in printed electronics has been demonstrated on several substrates 
with graphene inks.37, 38 The potential of graphene as a material for flexible elec-

FIGURE 3 (a) Energy diagram of band structure of graphene. The vertical and horizontal 
axes represent energy and momentum. The cone opening up is the conduction band and 
the cone opening down is the valence band. EF is the Fermi energy which is defined by 
the energy level of the carriers (blue color). The white color above EF depicts holes. There 
is no energy gap between valence and conduction band. (b) Brillouin zone of graphene 
where the K and K’ are depicted. 
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tronics applications as a combination of high frequency electronics is possibly 
useful in the “IoT” era.39, 40 The other demonstrated or predicted electronics-
related applications that graphene and related materials could either replace or 
improve upon include memory cells and logic gates which are used in multiple 
fields of modern integrated electronics.35, 41-43 Graphene is a conductor with a 
zero band gap. Because semiconductors and insulators are also required for 
electronics applications, an approach to open the band gap in graphene is need-
ed. Hydrogenation and fluorination of graphene has been shown to give rise to 
semiconducting and insulating graphene related materials.44, 45 

Fabricating functional graphene prototypes of touch screens, rollable E-
papers and organic light emitting diodes (OLED) are expected before 2020, 
which is sooner than RF or logic transistors.18 That is mainly because the pro-
duction of graphene with sufficient quality at industrial scale is still under de-
velopment and the three examples just mentioned could be functional with me-
dium quality graphene related materials. 

Optoelectronic devices, especially photodetectors, ultrafast lasers, and 
THz wave detectors are in a point of interest of graphene applications.46-48 Be-
cause of the two-dimensional structure and high chemical potential of graphene, 
its conductance is sensitive to perturbation, and thus suitable for photogating.49 
Conversion of photons in the IR and THz regions to graphene plasmons has 
been demonstrated, and can further enhance photodetection in these regions.50, 

51 Additionally, THz detection opens up new applications such as bolometers, 
cameras and broadband antennas, while THz operation opens up a possibility 
for high data transmission rates for wireless data transfer applications.51-55 Also, 
lasers where graphene functions as a saturable absorber, have been designed, 
with wide tunability and bandwidth, thus being a useful asset for telecommu-
nications applications.56 

Graphene and related materials can also prove useful sensors for larger 
particles or as chemical or biological sensors.57, 58 Indeed, potential of graphene 
and related materials for gas sensing has been demonstrated.59 Because gra-
phene is flexible, transparent, and sustains a significant amount of mechanical 
stress, it is ideal for strain sensors when integrated with polymers, which has 
been demonstrated with epoxy gloves.60  

Graphene could lead to completely new approaches, such as spintronics, 
where the spin state of the electron is utilized in addition to electric current.61, 62 
Possible applications are quantum computing and memory units and new types 
of memory.63, 64 Additionally, graphene is anticipated to give rise to or to im-
prove numerous applications in biomedicine, and energy storage and conver-
sion.65-67 Overall, the major impact of graphene and related carbon-based two-
dimensional materials on applications is expected to take place by integrating 
graphene-based devices with existing technology. This development is expected 
to take place in the coming years, whereas stand-alone graphene-based devices 
will be seen later in future. 
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1.1.3 Synthesis 

The most common procedure for graphene synthesis is the chemical vapor 
deposition (CVD), where a metal foil, usually Cu or Ni, is placed in a heating 
chamber which is then filled with a carbon-containing gas, such as methane 
(CH4), methanol (CH3OH) or ethanol (CH3CH2OH), at elevated temperatures (T 
< 1100 OC).68-70 In the process, graphene is formed on the metal foil, whence it is 
transferred to another substrate. Although other metals have been tried as re-
placements for copper and nickel, CVD procedure with copper has been found 
to produce the largest area coverage and only few defects and areas with dou-
ble layer. 70-72 Transfer is an additional step in the production, and a more ideal 
approach would be to grow graphene directly on the final substrate.73  

Other synthesis methods, such as mechanical exfoliation, epitaxial growth 
on SiC, unzipping CNTs, and plasma enhanced CVD (PECVD) have proven to 
be less applicable in practice than CVD with Cu catalyst, when product quality, 
or quantity or production time and complexity are considered, overall.74-77 
Hence, CVD is a method, for which the flaws and advantages of graphene syn-
thesis are considered well balanced and which enables synthesis of large 
amounts of graphene of sufficient quality. All the graphene samples utilized in 
the experiments presented in this thesis are synthesized by CVD method.  

1.1.4 Graphene oxide 

Analogous to graphene, graphene oxide (GO) is a single sheet of graphite 
oxide. Unlike graphene, GO is a semiconducting hydrophilic material, which 
also produces fluorescence. The fluorescence has been suggested to originate, 
not from the oxygen containing chemical groups, but from sp2 carbon areas 
confined by the oxygen containing groups.78 

The definitive structure of GO has been under a debate in terms of nature 
and diffusion of oxygen containing chemical groups.79 GO is loosely defined as 
graphene, with oxygen to carbon content (at. %) of 20 - 45.80 The sheet contains 
oxygen containing functional groups, such as hydroxyl (–OH), carbonyl (C=O), 
epoxide (C-O-C) and carboxylic acid (-COOH) groups.80 The distribution of the 
different oxygen containing groups in GO is thought to be amorphous, and is 
dependent on the production method. The schematic structure of GO is pre-
sented in FIGURE 4. 

Graphite oxide has been produced chemically from graphite since the mid 
nineteenth century and the chemical production technique of graphite oxide is 
similar today to what it was then, as it involves utilization of acid and an oxi-
dizing agent.81,82 A recent nuclear magnetic resonance (NMR) study suggests 
that in chemically produced graphite oxide the oxygen groups are mainly hy-
droxyl and epoxide groups but some carboxylic acid groups are also present.83 
More precisely, the epoxide group is the proportionally dominating oxygen-
containing group in chemically produced GO.84 

The downsides of chemical synthesis of graphene oxide are wide distribu-
tion of structures, the requirement of additional chemicals and long reaction 
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time. An attempt to locally change the structure of graphene has been demon-
strated with UV/ozone treatment, which has shown promising results as 
nonchemical oxidation method with the ability to control the oxidation.85  

The morphology of GO on surfaces depends on the substrate and the oxi-
dation method. Thermal oxidation results in holes and pits when the oxidation 
is performed on graphene on SiO2.86 However, if thermal oxidation is per-
formed on graphene on hexagonal-boron nitride (h-BN), the degree of oxidation 
remains minute. Thus, the charge distribution of the substrate has a role in the 
oxidation process. Photo induced oxidation with UV increases graphene surface 
roughness but also results in gradual degradation.85 

Reduced graphene oxide (rGO) is obtained after reduction of graphene ox-
ide as an attempt to make graphene.87 However, the oxygen content of rGO is 
still 5%-10%, whereas for graphene it is less than 5%, which could arise from 
impurities or adsorbed oxygen.80, 87 Successful reduction of graphite oxide into 
graphene is also dependent on the type of defects that have been inflicted upon 
the graphene in the oxidation process. 

FIGURE 4. Principal chemical structure of GO. The sp3-type covalent bonding occurs in 
the middle of the lattice between carbon and hydroxyl and epoxide groups, whereas the 
carboxylic groups may be present on the edges. 
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1.2 Raman spectroscopy 

1.2.1 Introduction 

The scattering of light from particles much smaller than the wavelength of the 
incident wave is Rayleigh scattering. Rayleigh scattering is an elastic scattering 
process, meaning the energy of the scattered photons is the same as for the pho-
tons of the excitation source.  

Raman scattering is an inelastic scattering process, in which the initial 
photon loses or gains some of the energy and momentum of the sample.88 Ra-
man spectroscopy is mainly utilized for characterizing molecular rotations and 
vibrations but it is also applicable for investigating phonons in solids. (FIGURE 
5). For the scattered photon, the energy and momentum are different from those 
of the exciting photons.  

Raman spectrum of a compound (like any vibrational spectrum) is, in 
principle unique. Raman is considered non-destructive, it requires very little 
sample preparation and it may be applied to samples in all states of matter. In 
addition, water does not scatter excessively, making water-soluble materials, 
such as pharmaceuticals and biomolecules accessible. This is different from IR 
spectroscopy, where water is heavily absorbing and overlaps, as, for example, 
with hydroxyl-group (-OH) absorption. In our studies, Raman is used in order 

FIGURE 5. Scheme of (a) Rayleigh scattering (b) Stokes scattering (c) anti-Stokes scat-
tering. |𝑛ۧ and |𝑚ۧ are vibrational states with quantum numbers 𝑛 = 𝑚 ± 1. 𝜔𝑅 is the 
Rayleigh frequency, 𝜔𝑖is the frequency of vibration of the normal mode i and 𝜔𝑆,𝑖 
and 𝜔𝑎𝑆,𝑖 are frequencies of Stokes and anti-Stokes photons arising from interaction 
of excitation beam (𝜔𝐿) with vibrational mode i, respectively. The dashed line im-
plies a virtual state. 
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to determine the number of layers and defects, in graphene samples and to see 
the extent and type of oxidation that has occurred. 

1.2.2 Basic principles 

There are two types of Raman scattering: Stokes and anti-Stokes. During the 
Raman proccess, the sample absorbs a photon, after which a photon is scattered 
from the sample to all directions. This scattered photon is observed in the Ra-
man spectrum. The energy of this photon is discrete and depending on the Ra-
man process the energy of this photon matches the difference between the ini-
tial photon and the energy of the excited vibrational state, of mode i, of elec-
tronic ground state (FIGURE 6). This is due to the quantization of energy of 
atomic scale vibrations. 

 
 ℏ𝜔𝑅𝑎𝑚𝑎𝑛,𝑖 = ℏ𝜔𝐿 ± ℏ𝜔𝑖. (2) 
 

Here, the 𝜔𝑅𝑎𝑚𝑎𝑛,𝑖, 𝜔𝐿 and 𝜔𝑖 are the frequencies of the Raman scattering, 
the excitation photon and the vibrational mode i, respectively. The negative 
sign in Eq. 3 stands for frequency of the Stokes scattering and the positive 
stands for anti-Stokes. 

 

FIGURE 6. Description of Rayleigh (R) and Raman (Raman, i) scatterings, when the 
sample is exposed to electromagnetic wave, that is laser (L). In the image the, 𝜔𝐿, 𝜔𝑅 
and 𝜔𝑅𝑎𝑚𝑎𝑛,𝑖, are the the frequencies of the excitation laser, the Rayleigh scattering and 
the Raman scattering arising from interaction with vibrational mode i (𝜔𝑖), respective-
ly. 𝒌𝑳, 𝒌𝑹 and 𝒌𝑹𝒂𝒎𝒂𝒏,𝒊 are the corresponding photon wave-vectors associated to pho-
ton momentum. 

 
The central concepts in Raman spectroscopy are induced dipole moment, 

𝝁, polarizability, 𝛼, and electric field, 𝑬, and they are related as follows89: 
 

 𝝁 = 𝛼𝑬 (3) 
 
Electric field (J/C), in this case, is the electromagnetic wave, which the sys-

tem interacts with. Generally, a continuous wave laser beam is utilized and the 
wave can be represented by: 

 



23 
 
 𝑬 = 𝐸0cos (𝜔𝐿𝑡) (4) 
 
Polarizability, 𝛼, is a material-dependent property. Polarizability links the elec-

tric field with the dipole moment. It is the change, 𝛼 =
𝑑𝜇

𝑑𝐸
, of generated dipole 

moment with change of surrounding electric field, and thus, a measure of how 
the dipole moment changes, when the material is exposed to electric field. 
To evaluate polarizability, it is expanded to a Taylor series: 

 
 

𝛼 = 𝛼0 +∑(
𝜕𝛼

𝜕𝑄𝑖
)
𝑒

𝑄𝑖
𝑖

+∑
1

2
(

𝜕𝛼

𝜕𝑄𝑖𝜕𝑄𝑗
)
𝑒

𝑄𝑖𝑄𝑗 +⋯

𝑖,𝑗

 (5) 

 
The vibration of the sample, with normal mode i, causes displacement, 𝑄𝑖, 

on normal coordinates. The diplacement at low vibrational quantum states can 
be approximated as harmonic and it varies in time according to: 

 
 𝑄𝑖 = 𝑄𝑜 cos(𝜔𝑖𝑡), (6) 

 
Combining Eqs. (4), (5) and (6) with Eq (3), dipole moment becomes: 
 

 
𝝁 = 𝛼0𝐸0 cos(𝜔𝐿𝑡) + 𝑄0𝐸0 (

𝜕𝛼

𝜕𝑄𝑖
)
𝑒

[cos((𝜔𝐿 −𝜔𝑖)𝑡) + cos((𝜔𝐿 +𝜔𝑖)𝑡)] (7) 

 
In Eq (7) the first term on the right side of the equation describes the Ray-

leigh scattering and the second and third terms represent Stokes and anti-
Stokes, respectively. The Eq (7) also states, that if the change in the polarizabil-
ity with the displacement of nuclei occurring during vibrational mode i is zero, 

that is if (
𝑑𝛼

𝑑𝑄𝑖
) = 0, the Raman scattering cannot occur. It should be noted that 

only one vibrational mode is considered and the second-order and higher terms 
in Eq (5) are left out.  

The classical picture fails to explain the intensity ratio of Stokes and anti-
Stokes scattering and it also cannot take into account the Raman selection rules. 
For this, a quantum mechanical representation is needed. 

If |𝑛ۧ and |𝑚ۧ are orthonormal eigenvectors of transition dipole moment 
operator 𝝁 and position (or displacement) operator 𝑸, the quantum mechanical 
treatment of Raman theory states: 

 
 |𝝁|𝒏𝒎 = ⟨𝑛|𝝁|𝑚ۧ = ⟨𝑛|𝛼|𝑚ۧ ∙ 𝑬 = (⟨𝑛|𝑚ۧ𝛼0 + (

𝑑𝛼

𝑑𝑸
) ⟨𝑛|𝑸|𝑚ۧ) ∙ 𝑬, (8) 

 

where ⟨𝑛|𝑚ۧ𝛼0  ≠ 0, only if n = m, whereas presenting 𝑸 with creation and an-
nihilation operators describing position, for harmonic oscillator: 

 

 
|𝝁|𝒏𝒎,𝑹𝒂𝒎𝒂𝒏 ∝ (

𝑑𝛼

𝑑𝑸
) ⟨𝑛|𝑸|𝑚ۧ = (

𝑑𝛼

𝑑𝑸
) ⟨𝑛|(𝒂+ + 𝒂)|𝑚ۧ 

= (
𝑑𝛼

𝑑𝑸
) (√𝑚 + 1⟨𝑛|𝑚 + 1ۧ + √𝑚⟨𝑛|𝑚 − 1ۧ), 

(9) 



24 
 

 
meaning, the Raman transition has non-zero probability if the transition 

occurs to state with vibrational quantum number, 𝑛 = 𝑚 ± 1. As in classical 

representation, also in the quantum mechanical picture, (
𝑑𝛼

𝑑𝑸
) must be non-zero 

for Raman scattering to occur. 
For solids, the fundamental Raman selection rule becomes90: 

 
 

 

𝒌𝑹𝒂𝒎𝒂𝒏,𝒊 = 𝒌𝑳 ± 𝒒𝒊, 
 

(10) 
 
where 𝒌𝑹𝒂𝒎𝒂𝒏,𝒊 is the wave vector of the scattered photon, 𝒌𝑳 is the wave vector of the 

incoming photon and 𝒒𝒊 is the related quantity for scattered phonon of mode i. The 
positive and negative signs correspond to anti-Stokes and Stokes scattering, 
respectively. In first-order scattering, the fundamental Raman selection rule 
states, that because the wave-vector of photon 𝒌𝑳 in visual wavelengths is signifi-

cantly smaller than the phonon wave-vector, change induced to 𝒒𝒊 by the photon is 

often negligible. Because of this, phonons with 𝒒𝒊  ≈ 0  are observed.  
The intensity of Raman signal can be ~1/100 of the Rayleigh scattering in-

tensity. Since the Stokes signal has less energy than the excitation laser, fluores-
cence can overlap the entire Raman spectrum. Then, the anti-Stokes signal 
proves useful since it cannot be overlapped by fluorescence signals. However, 
the intensity of a Stokes signal, at room temperature, is usually significantly 
higher than an anti-Stokes signal, although this depends on the energy differ-
ence of ground and vibrational excited state and is therefore material depend-
ent. 

Raman scattering intensity is proportional to the fourth power of excita-
tion laser frequency (𝜔𝐿

4) and directly proportional to the power of the excitation 

source. A Raman signal may be significantly improved by applying excitation 
energy similar to or the same as the energy difference between ground state and 
excited state of the material, corresponding to resonance Raman. This way, the 
signal intensity may be improved with two to three orders of magnitude. 

1.2.3 Raman spectroscopy of Graphene 

Due to the linear dispersion relation of the graphene band structure, energy 
difference between the ground state and the excited state, or the valence band 
and the conduction band, always matches the excitation frequency in the visible 
wavelength region, meaning that the resonance condition in Raman measure-
ments is always met. Because of the strong signal due to the resonance-
enhanced signal, Raman is very useful tool for characterization of graphene. 
The most important signatures for characterization of graphene are D, G, D’ 
and 2D-bands. A typical Raman spectrum of graphene is presented in FIGURE 
7. 
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G-band, or graphitic band, is present in all graphitic materials, such as single 
walled carbon nanotubes (SWNTs), fullerene, graphite and graphene and it rep-
resents the E2g C-C in-plane stretching vibration.91-95 For graphene, it can be 
considered as a measure of sp2 carbons, and its central frequency exhibits 
wavenumbers ~1581 cm-1 – 1590 cm-1, depending on number of layers, substrate, 
excitation laser power and defects.6, 96-98 G-band exhibits a Lorentzian lineshape, 
which for undoped graphene has a central wavenumber at 1585 cm-1 and width 
of 7-16 cm-1.31 The G-band blueshifts and the width decreases with increasing 
doping. Interacting substrate causes an up-shift of the G-band compared to 
free-standing, suspended graphene.99 Temperature has little effect on the width 
of the G-band but the band position is weakly temperature-dependent, with 
temperature coefficient -0.016 cm-1/K.100 Tensile strain causes a red-shift to the 
band position.101 Thr G-band is a transverse optical phonon (TO) and the only 
major band together with the 2D-band in graphene permitted by Raman selec-
tion rules. All the Raman transitions of major bands of graphene are depicted in 
FIGURE 8.  

 
D-band, represents a measure of defects in graphene. It originates from any 
defects breaking the in-plane symmetry, such as sp3-defects, vacancies, bounda-
ries and impurities. The D-band can be observed at ~1350 cm-1. A narrow D-
band points to well-defined types of defects, while a wider D-band implies 
amorphous structures. D-band exhibits a dispersive behavior with excitation 
energy and it is forbidden by selection rules, since 𝒒𝒊 ≠ 0. However, since posi-
tion of defects is well defined, they exhibit a broad momentum spectrum, by 
uncertainty principle. This momentum compensates the momentum required 
by the selection rule and enables the D Raman mode.91 

FIGURE 7. An example of the Raman spectrum of prisine graphene. The spectrum 
shows clear G-band and 2D-band. The defect bands D and D’ are small or nonexsistent 
due to lack of defets. 



26 
 

Intensity ratio of D-band and G-band, I(D)/I(G) is a central concept when 
the point-defects of graphene are studied. In an experiment conducted by Luc-
chese et al., defects were induced on graphene with argon-ion bombardment, 
after which Raman spectrum of sample was measured.102 They found that 
I(D)/I(G) increases as bombardment intensity is increased. These defects are 
thought of as point-like defects, and the distance between these defects, 𝐿𝐷, ac-
cording to Lucchese et al. can be deduced from the I(D)/I(G): 

 
 𝐼(𝐷)

𝐼(𝐺)
=
102 nm2

𝐿𝐷
2  (11) 

 
In Ar+-bombarded graphene, defect densities up to ~1011 cm-2 still produced 
clearly defined Raman bands, whereas densities closer to 1014 cm-2 tended to 
blur the Raman spectrum, which ultimately resembles the spectrum of amor-
phous carbon. 
 
D’-band, or longitudinal optical (LO) phonon, at ~1620 cm-1, is another measure 
of defects in graphene. Both defect bands are forbidden by Raman selection 
rules. It has been suggested that the intensity ratio of D and D’, I(D)/I(D’), can 
be applied to assign the nature of defects more specifically.103 High I(D)/I(D’) 
indicates sp3-type defects, whereas moderate and low I(D)/I(D’) points towards 
vacancies and boundary -type defects, respectively. 
 
2D-band is a double resonant band observed around ~2680 cm-1 and it is also 
present in all graphitic materials. For graphene, the 2D-band is important for 
determining the number of layers in the sample. For single layer graphene, 2D-
band scattering yields band shape of a single Lorentzian with width of ~30 cm-1, 
whereas asymmetric 2D-band shape is a strong indication of multilayer gra-
phene.91. Also, the intensity ratio I(2D)/I(G) is conventionally lower for multi-
layer than for single-layer materials, although, decreasing of I(2D)/I(G) indi-
cates also elevated doping levels.104 The position of 2D blueshifts with electron 
doping and redshifts with hole doping. Redshift of 2D-band may also be caused 
by tensile strain or rising temperature.105 
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1.3 Ultrafast laser spectroscopy 

In photography, when pictures of moving objects are obtained, the exposure 
time must be smaller than the time of the event, or the picture is blurred and the 
momentary information is lost. In ultrafast laser spectroscopy, pulsed lasers are 
used, where each pulse has a specific spectral and temporal width. On the anal-
ogy of photography, in ultrafast spectroscopy events are probed with pulses 
shorter than event duration. Movement of atoms during molecular vibrations, 
which occurs in 100 fs to 1 ps, is studied with femtosecond lasers.106  

1.3.1 Coherent anti-Stokes Raman spectroscopy and Four-Wave Mixing 

Non-linear optical spectroscopy is a set of delicate methods for studying 
the light-matter interactions of a material. There are several mechanisms for 

FIGURE 8. A presentation of Raman scattering processes of graphene. The blue color 
represents electrons, the red arrow represents transitions, the solid green arrow repre-
sents scattering, and the dotted green line represents scattering due to defects. 
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non-linear light-matter interaction, generally referred to as multi-wave mixing 
processes. Converse to linear optical phenomena, optical nonlinearity is an in-
tensity-dependent process and it is classified by order, which is determined by 
the number of photons involved in the process. Optical processes occurring in 
interaction between light and matter can be described by expansion of polariza-
tion: 

 
 𝑷(𝑡) = 𝑷(𝟏)(𝑡) + 𝑷(𝟐)(𝑡) + 𝑷(𝟑)(𝑡) + ⋯ (12) 
 

Linear processes (𝑷(𝟏)(𝒕)), involve only one photon, 𝑬(𝑡). The simplest 
nonlinear processes are three-wave mixing (TWM), or second-order nonlinear 

processes, 𝑷(𝟐)(𝑡) , involving two excitation photons. Third-order non-linear 

processes (𝑷(𝟑)(𝑡)) involves interaction between three pulses. Classically: 
 

 𝑷(𝑡) = 𝜀0𝜒𝐸𝑖(𝑡) + 𝜀0𝜒
(2)𝐸𝑖(𝑡)𝐸𝑗(𝑡) + 𝜀0𝜒

(3)𝐸𝑖(𝑡)𝐸𝑗(𝑡)𝐸𝑘(𝑡) + ⋯ (13) 

 

Here, 𝐸(𝑡), is the electric field, 𝜒(𝑛) is the n:th order optical response function, 
and 𝜀0 is the vacuum permittivity. Macroscopic electric polarization is defined 
as dipole moment per unit volume, and it takes into account the inhomogenous 
charge distribution of the medium. Microscopic description of polarization is 
dipole moment per molecule, or unit cell. In quantum mechanics, this is ex-
pressed as: 
  
 𝑷(𝑡) = ⟨𝜓|𝜇|𝜓ۧ (14) 
 

With |𝜓ۧ =   |𝜓
(0)
(𝑡)⟩ + |𝜓

(1)
(𝑡)⟩ + |𝜓

(2)
(𝑡)⟩ + |𝜓

(3)
(𝑡)⟩…, where (k) is the kth 

order perturbed wave function, yielding: 
 
 

𝑷(𝒌)(𝑡) =

{
 
 

 
 

∑⟨𝜓(𝑖)|𝜇|𝜓(𝑘−𝑖)⟩

𝑖<𝑘

𝑖=0

+  𝑐𝑐. , for odd k

∑⟨𝜓(𝑖)|𝜇|𝜓(𝑘−𝑖)⟩

𝑖<𝑘

𝑖=0

+  𝑐𝑐. +⟨𝜓(𝑘/2)|𝜇|𝜓(𝑘/2)⟩, for even k

 (15) 

for kth order polarization.107 
Generally, the higher-order signals exhibit lower intensity than lower-

order signals. However, when non-linear signals are generated from materials 
with inversion symmetry, the second-order signals are cancelled out. In four-
wave mixing (FWM) spectroscopy, three pulses, each possessing the same 
phase, are combined, in the same volume in a medium.108 Thus all the beams 
must fulfill two overlapping conditions: temporal and spatial overlap, and the 
frequency of the generated FWM signal is governed by energy conservation law 

 
 𝜔𝑙 = 𝜔𝑖 ± 𝜔𝑗 ± 𝜔𝑘. (16) 
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and the propagation direction is dictated by conservation of momentum 
 
 𝒌𝒍 = 𝒌𝒊 ± 𝒌𝒋 ± 𝒌𝒌. (17) 

 
When three fields, 𝐸1(𝑡), 𝐸2(𝑡) and 𝐸3(𝑡), are combined in material and the 

overlapping conditions, energy and momentum conservations are met, the 
fourth field is generated in the process. 

The generated signal has all the properties of a laser beam: the signal is di-
rected, collimated, and coherent. Other signals are generated by all possible 
combinations of the excitation beams, with wave-vector governed signal direc-
tions, and they all represent different non-linear processes. 

A sub-technique of FWM is coherent anti-Stokes Raman scattering (CARS) 
spectroscopy.109 In CARS, the excitation beams 𝜔1, 𝜔2, and 𝜔3 are selected so 
that frequency difference of the first and the second interacting pulses, 𝜔1 − 𝜔2, 
corresponds to a Raman frequency, Ω, of a Raman active mode of the material. 
Pulses 𝜔1 and 𝜔2 are named here as pump and Stokes, respectively. Together, 
pump and Stokes generate a coherent state, which is then probed by the third 
beam (FIGURE 9a and 9b) The result is a CARS beam with frequency 𝜔4. 

 

A common excitation geometry, is BOXCARS geometry (FIGURE 9c and 
10). BOXCARS is convenient, since the separation of each involved field can be 
separated spatially and the combination signals can be easily characterized. 

FIGURE 9. (a) Traditional energy diagram of CARS transitions. (b) Proposed 
corresponding transitions in graphene. (c) The wave vectors corresponding to beam 
propagation directions. 
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Although CARS is experimentally complicated, it is an extremely power-
ful method in studying the coherent dynamics of Raman modes, because, the 
resonant CARS process produces a stronger signal than the non-resonant Ra-
man signal, CARS signal, 𝜔4, has higher frequency than any of the excitation 
beams, meaning CARS will not be overlapped by fluorescence. Additionally, a 
material in any phase can be measured. Also, FWM-based techniques are useful 
for imaging the material if the third-order non-linear susceptibility is large and 

that for graphene 𝜒(3) is extremely large.8 
FWM (and CARS) is especially useful for time-resolved experiments. When the 
beams fully overlap temporally, all possible combinations of FWM signals are 

FIGURE 10. An illustration of BOXCARS excitation geometry. The beams 𝜔1, 𝜔2 and 𝜔3 
propagate through sample and generate 𝜔4 while interacting in the sample medium. 

FIGURE 11. FWM signal intensity with respect to time difference of interaction of exci-
tation and probing pulses. If a state with dephasing time persisting past excitation 
pulses is present, the intensity profile of the FWM signal is asymmetric (blue on posi-
tive side), whereas the lack of such signal only produces a Gaussian-like intensity dis-
tribution (black). 
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generated with maximum intensity. When interaction of one of the pulses is 
delayed with respect to others (Δ𝑡 ≠ 0), the signals arising from states with 
dephasing lifetimes following the Gaussian-like part may be seen (FIGURE 11). 
Thus, FWM provides a possibility to study coherent dynamics of a material. 
 

1.3.2 FWM Microscopy 

A combination of FWM (or CARS) signal and microscopy is a procedure, 
where a microscope image is constructed from an FWM signal. Two main pro-
cedures in microscopy are confocal imaging and wide-field imaging. In the 
former, the image is produced via point-by-point measurements, where the 
FWM (or CARS) signal is measured with a tight focus from a small spot and the 
FWM measurement is performed sequentially for each pixel of the image. In the 
latter, the imaged sample area is illuminated with a larger spot, where a FWM 
signal is generated, and the signal from the entire image area is collected with 
microscope objective. 

The advantage of wide-field microscopy over confocal imaging (raster 
scanning) is that it is a single shot measurement, making it potentially very fast. 
Also, the single illumination of sample provides for the possibility of time-
resolved imaging. A clear disadvantage of wide-field microscopy is the poor 
depth-resolution, although it is not an issue for two-dimensional materials. 

Scanning FWM imaging has been performed on single-walled carbon 
nanotubes (SWCNT), where the energy difference between conduction and va-
lence bands correspond to the excitation laser energy.110,111 Such resonance ef-
fect enhances the signal intensity significantly. Indeed, CNTs where resonance 
condition is not achieved are difficult to detect with FWM imaging. However, 
for graphene the electronic resonance is always present due to the linear disper-
sion relation, which enables usage of a wide variety of excitation wavelengths. 

Wide-field FWM measurements have been reported for other materials in 
the past.112, 113 For graphene, third-order non-linear imaging using third har-
monic generation (THG) and multiphoton absorption excited fluorescence 
(MAEF) have been shown to be rapid imaging methods.114 With scanning 
method, fast FWM imaging of graphene was also reported recently.115  

FWM imaging of graphene provides certain advantages over some exist-
ing techniques. Optical microscopy (OM) provides single step imaging and is 
widely used, and for characterization of number of layers, high resolution OM 
can be applied. But since the absorbance of visible wavelength in graphene is 
only 2.3%, observing < 0.5 µm-wide patterned structures is impractical.27 Ra-
man is a powerful technique for characterizing graphene; it is non-destructive 
and gives clear difference of the patterned structures and the layer structure; 
but Raman is also slow, the signal is relatively weak and in some cases possibly 
overlapped by fluorescence. Electron microscopy (SEM and TEM) and atomic 
force microscopy (AFM) provide high resolution and information about topog-
raphy but these techniques are slow and inapplicable to observation of real-
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time phenomena. Since the 𝜒(3) for graphene is large and the electronic reso-
nance with excitation pulses is usually achieved, the FWM signals produced 
from graphene are strong and the excitation wavelengths for probing a state 
with frequency, Ω, may be chosen more freely. 

1.3.3 Photodynamics of graphene 

Time-dependent behavior of material can be uncovered in photodynamics ex-
periments. Optical methods for investigating the dynamics vary with the pur-
pose of the study, which can be the lifetime of an excited electronic or the vibra-
tional state or dephasing of coherence. 

When a molecule is photoexcited, the electron population is excited from 
ground state to excited state. The electronic transition occurs within attoseconds 
(10-18 s) and is considered instant in the scope of this thesis. Subsequently, the 
geometry of the excited compound relaxes to the energy minimum of the elec-
tronic excited state. Then, the population relaxes back to electronic ground 
state, via radiative transition directly (fluorescence) or indirectly by spin-orbit 
coupling (intersystem crossing, phosphoresence) or via non-radiative transition 
by coupling between vibrational states of electronic excited state and of ground 
state. 

Each state in the relaxation process has a lifetime, and can in principle be 
investigated with light-matter interaction-related techniques. The lifetimes of 
different states for different materials vary within many orders of magnitude. 
An electronic excited singlet state of oxygen relaxing back to triplet ground 
state has a lifetime of > 70 minutes, whereas molecular vibrational states die out 
within 10-13 - 10-12 s. 

Generally, linear optics can be utilized to probe lifetimes of long lived, ra-
diative states and processes, via the observed emission. However, non-radiative 
transitions and ultrafast phenomena, such as vibrational relaxation and dephas-
ing, must be studied with non-linear optical methods. Carrier relaxation in gra-
phene occurs non-radiatively; therefore, studies of dynamics of graphene are 
carried out by non-linear methods. 

In solids, discrete states are not distinguishable and the electronic excita-
tion and relaxation cannot be discussed in terms of individual state popula-
tions. The excitation occurs to charge carrier (electron and hole) population in a 
certain energy range in the valence band. Second-order non-linear, two-photon, 
pump-probe-related experiments have uncovered the carrier relaxation pro-
cesses in graphene, with help of theoretical investigations.116, 117 For graphene, 
photoexcitation of electron population to conduction band causes chance in 
electron-hole distribution, which obeys Fermi-Dirac statistics at equilibrium 
(FIGURE 12a & 12b).  Subsequently, the excited carrier population is thermal-
ized via electron-electron scattering (FIGURE 12c). This gives rise to hot elec-
tron gas, which relaxes toward initial electron-hole distribution via electron-
phonon scattering, simultaneously heating the lattice, until the equilibrium is 
achieved (FIGURE 12d). The electron-phonon scattering by optical phonons is 
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the dominating scattering procedure at room temperature. However, other re-
laxation phenomena, such as surface-plasmon resonance, along with the exist-
ence and behavior of excitons and Auger processes, have been investigated for 
graphene.118-120 Different processes occur in different timescales and some of 

them are competitive. The electron-electron scattering occurs within < 200 fs.116, 

121 Also, Auger scattering take place in < 200 fs.122 The electron-phonon scatter-
ing for optical phonons is known to dominate at room temperature and it usu-
ally begins at ~ 200 fs and is in quasi-equilibrium with electron-electron scatter-
ing. Also, electron-optical phonon scattering has been shown to depend on the 
defect density.115 The electron-acoustic phonon scattering occurs in order of pi-
coseconds, depending on the temperature.123 

The second-order methods rely on observation of population, whereas 
third-order polarization, according to Eq. 15. 

 
 𝑷(𝟑)(𝑡) = ⟨𝜓(0)(𝑡)|𝜇|𝜓(3)(𝑡)⟩ + ⟨𝜓(1)(𝑡)|𝜇|𝜓(2)(𝑡)⟩ + 𝑐𝑐. (18) 

 
contains information on the time-evolution of coherences of the system, or more 
precisely time evolution of the overlap between wave functions in different 
quantum states. The first term on the right side of th equation (and its complex 

FIGURE 12. Schematic Fermi-Dirac carrier distribution of graphene (a) in equilibrium, be-
fore photoexitation (b) immediately after photoexcitation (c) after thermalization and (d) 
after carrier relaxation via electron-phonon scattering. Fermi level is marked with a dashed 
line.  
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conjugate) is responsible for the CARS process, which is an excellent tool for 
studying phonon dynamics. 

1.3.4 Photo-oxidation of graphene 

Photo-oxidation is a photochemical process where an oxidation reaction is 
induced with light. Oxidation refers either to removal of electrons, removal of 
hydrogen or addition of oxygen to the system. Structure of major oxygen con-
taining groups in GO (-OH, C-O-C, and COOH), indicates that graphene is oxi-
dized by addition of oxygen containing groups to sp2 carbons of graphene 
changing their hybridization to sp3. 

Photo-oxidation of graphene has been performed by utilizing UV-
wavelength continuous wave (CW) laser with in presence of ozone.85 However, 
with the UV/ozone method patterning is relatively time-consuming and also 
involves usage of ozone, which is considered toxic.124 Moreover, CW visible 
wavelength laser patterning studies showed that oxidizing graphene by such a 
method takes several hours and thus is most likely achieved by heating.105 Also, 
oxidation of graphene has been done with pulsed laser by applying visible 
wavelengths.125 

It was observed in pulsed oxidation experiments, that with pulse duration 
of 280 fs, the oxidation follows second-order non-linear kinetics.125 Raman 
measurement of the graphene sample after pulsed oxidation showed significant 
increase of I(D)/I(G) relative to non-patterned graphene. Also, with patterning 
of graphene with femtosecond laser pulses above a specific intensity limit, abla-
tion of graphene is induced. Indeed, in graphene oxide the “defects” are merely 
added oxygen-containing functional groups on graphene, causing local changes 
on the periodic sp2-carbon membrane, shown in the Raman spectrum as defects. 
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2 EXPERIMENTAL METHODS 

2.1 Raman spectroscopy 

A home-built Raman setup was used for all Raman measurements and imaging. 
Backscattering geometry with 532-nm excitation wavelength produced with 
CW single-frequency laser (Alphalas, Monolas-532-100-SM) was applied. The 
beam was focused, and then collected, with a 100x microscope objective (Olym-
pus 100x with 0.70 N.A.). Acton, SpectraPro 2500i 0.5 m spectrograph was uti-
lized to disperse the scattered light and direct it to an EMCCD camera (Andor 
Newton EM DU971N-BV). The 80-µm slit width was utilized in all measure-
ments, except that the suspended samples were measured using a 100-µm slit. 
The measurement point was observed visually by applying a beam splitter be-
tween the objective and the spectrometer. The Rayleigh scattering was attenuat-
ed with an edge–filter (Semrock). In most cases, the sample movement was con-
trolled with a XYZ-piezoscanner (Attocube, ANPxyz101) with smallest step of 
50 nm. However, in Paper III the sample was moved with ThorLabs, Nanomax 
300 piezo stage. Usually, laser powers of 1-1.5 mW were utilized except in Pa-
per I, where ~5 mW power was used. 

2.2 Wide-field femtosecond FWM microscopy 

The core setup for FWM widefield experiments is described in FIGURE 13. 
FWM imaging was conducted by producing three laser pulses with three home-
built non-collinear optical parametric amplifiers (NOPAs). For each beam, the 
fundamental beam (Coherent Libra – S, 1 kHz, 1 mJ, 800 nm) was split in two, 
the 800 nm was utilized as a seed pulse and the other part was frequency-
doubled and used as a pump in NOPA. The three beams (610, 670, and 585 nm), 
corresponding to pump, Stokes and probe, were utilized to produce the FWM 
signal. Prism compressor pairs (SF10) were used to compensate the group ve-
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locity dispersion, resulting in pulses with durations of less than 55 fs. The 
beams were focused on the same spot and the temporal overlap was achieved 
with optics and optical delay stages. The resulting FWM wavelength was 539 
nm with Stokes shift at 1468 cm-1 with the intention of overlapping with the en-
ergies of the D- (1350 cm-1) and G-bands (1585 cm-1) of graphene. The signal 
mainly originated from electronic response. Beam fluences were controlled with 
neutral density filters. Excitation beams were focused on the sample in the 
BOXCARS geometry.  

The sample was attached on manual XYZ – translation stage for controlled 
movement of the sample. Diameter of the irradiated area was 50 µm and the 
FWM signal was collected by a microscope objective (Nikon LU Plan 50x/0.55). 
The signal was filtered from the other beams with two bandpass filters (Sem-
rock FF02-531/22-25 and FF01-531/40-25 at λ = 531 ± 11 and 531 ± 22 nm, re-
spectively). Finally, the image was focused on an EMCCD camera (Andor New-
ton EM DU971N-BV) with a lens (f = 200 mm) that was installed behind the ob-
jective. 

FIGURE 13 Schematic view of the setup utilized in original papers I and V. NOPA = non-
collinear parametric amplifier, BBO = β-Ba(BO)2 crystal, PC = prism compressor, CCD = 
charge coupled device – detector. The boxes with gray arrows on their right represent de-
lay lines of signals. 
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2.3 Graphene photo-oxidation 

2.3.1 Oxidation patterns. 

A femtosecond laser (Pharos-10, R = 600 kHz) was utilized for pumping 
NOPAs (Orpheus-N, Light Conversion) to produce the beams utilized for two-
photon direct writing and scanning of samples with FWM microscopy imaging. 
The pulses were compressed with a fused silica prism pair, to a temporal width 
of 40 fs, and subsequently directed to the sample through microscope objective 
(Nikon LU Plan ELWD 100×/0.80).  Time delay between the two beams was 
controlled with delay lines (ThorLabs), to achieve temporal overlap between 
pulses. The photo-oxidation was performed under ambient conditions, whereas 
the imaging was done under nitrogen purge, and the sample was moved dur-
ing the processes with piezoelectric stage (ThorLabs), with 100-nm step size. 
Finally, the FWM signal generated in imaging was detected in backscattering 
geometry with optical filtering and single photon avalanche photodiode 
(SPCM-AQRH-14, Excelitas Technologies). 

In Paper I the suspended single layer graphene was oxidized using λ = 540 
nm and intensity range 1011-1012 W/cm2. Intensity range utilized for imaging 
was 5·1010-2·1011 W/cm2. Single point was irradiated typically 0.1-0.2 s and the 
step size between points was 100 nm. 

Sixteen different pulse energy and irradiation times were utilized in Paper 
II. 8.3, 10.5, 13.3 and 16.6 pJ and for each, irradiation times 0.2, 0.5, 1.0, 2.0 
s/spot was applied. Each combination was utilized to pattern 5 x 5 matrix of 
spots (width ~400 nm) with 1 μm spacing. For imaging, 3 pJ pulse energy was 
applied. 

In Paper III, 2 × 2 μm2 squares were patterned on single layer graphene on 
Si/SiO2 substrate by using 13 pJ pulse energy and changing the irradiation time 
/ spot for each square. Eight squares were patterned with oxidation times 0.1, 
0.2, 0.3, 0.4, 0.5, 0.6, 0.8, and 1.0 s/spot. Each square was patterned five times, 
resulting in an 8 x 5 matrix of patterned squares, with 2-μm spacings. For imag-
ing, 3 pJ pulse energy was applied. 
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In Paper IV, the oxidation beam was directed to sample through a micro-
scope objective on the imaging setup and the detection site of the imaging setup 
was modified by installing an additional 45º dichroic long-pass filter (FF552-
Di02-25x36 corresponding to transmission for λ > 552 nm) between the detector 
and objective and changing the detector position accordingly. The wavelength 
of the oxidation beam was 590 nm and the oxidation and ablation patterns were 
formed by moving the oxidation beam manually with a mirror (FIGURE 14). 

2.4 Time-resolved coherent anti-Stokes Raman measurements 

Time-resolved CARS measurements were conducted by fixing a delay line of 𝜔1 
and varying time delay of 𝜔2 and 𝜔3 separately (FIGURE 13). All the possible 
beam combinations of the excitation beams produce a CARS signal probing a 
different coherent Raman process. Each CARS signal has a different central 
wavelength and direction governed by the phase-matching conditions. By using 
BOXCARS approach, CARS signals originating from different non-linear pro-
cesses were separated and assigned, unequivocally. The signals were collected 
by focusing the generated signals on camera and filtering out the excitation 
beams. A signal pattern resembling the pattern showing 𝜔4

′ , 𝜔4
′′, 𝜔4

′′′ and 𝜔4 is 
shown in FIGURE 15a. Signals 𝜔4

′ , 𝜔4
′′ and 𝜔4

′′′ are resulted from two-pulse in-

FIGURE 14. The detection site of setup utilized in the real-time following of photo-oxidation 
experiment. DBS = Dicroic beam splitter (45o), S = sample, m1 = mirror, ND = neutral density 
filter. 
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teractions i.e. 𝜔4

′ = 2𝜔2 − 𝜔3 , and 𝜔4  from three-pulse interaction ( 𝜔4 =
𝜔3 + 𝜔1 −𝜔2). 

The excitation signals were directed to a detector with two consecutive 
lenses instead of passing on a collimated signal with microscope objective and 
the detection was performed with Q-IMAGING, Retiga R1, CCD imaging cam-
era. 

FIGURE 15. (a) Depiction of all the CARS beam contributions seen in dephasing phonon 
measurements. Positions of the green signals are governed by the wave vectors. (b) The 
detection site of setup utilized in the coherent dynamics measurement. 
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3 RESULTS AND DISCUSSION 

3.1 Structure and optical properties of untreated graphene 

3.1.1 Raman and chemical composition 

Raman spectroscopy was used for characterization of graphene, revealing the 
number of layers and the quality, in terms of number and nature of defects. Mi-
cro-X-ray photoelectron spectroscopy (µ-XPS) was used for chemical composi-
tion measurements. 

Raman spectrum measured from graphene on Si/SiO2 surface (FIGURE 
16a), concludes that the sample contains single layer graphene with only minor 
amounts of defects. The G-band was found at ~1590 cm-1 and the bandwidth 
was ~11 cm-1. Single Lorentzian function describes perfectly the intensity distri-
bution of the band. The bandwidth is in accordance with the literature but the 
position is slightly blue-shifted compared to what has been shown for non-
doped graphene.31 The increased G-band frequency is not an unusual situation 
as moisture is known to support physisorption of oxygen molecules on gra-
phene surface, which induces electrostatic doping.126 Also, the G-band can be 
stiffened due to slightly increased defect density.98 

The position (~1365 cm-1) and width (~20 – 30 cm-1) of D-band are in ac-
cordance with previous reports.91, 127 Unlike G-band, the single Lorentzian is not 
an ideal description of D-band distribution. The accurate quantitative analysis 
of the band using function fitting results in high relative errors. However, suffi-
cient estimation of the D-band height for I(D)/I(G) can be done, as the main 
purpose is to see changes in I(D)/I(G). Intensity ratio of D-band and G-band for 
single layer graphene is ~ 0.1, which relates to defect density of ~1011 cm-2.102 
The shape and width of D-band are also important but become more visible 
when defects are induced on graphene. 

The 2D-band fits perfectly to one Lorentzian, which along with the 2D and 
G-band intensity ratio, I(2D)/I(G) > 1, is conclusive evidence for single layer 
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material.98 The band position is at ~2690 cm-1 and the width ~30-40 cm-1, which 
both match reasonably well the earlier reported values.98 

Also, an air-suspended graphene sample was characterized. The suspend-
ed sample was needed to test if the two-photon oxidation patterning is ablative 
or non-destructive. Raman spectra measured on an air-suspended single layer 
graphene has only minor differences to corresponding spectra measured on 
samples on substrate. The D-band is smaller compared to graphene sample on 
substrate, indicating the absence of electrostatic interaction with the substrate.97 

The difference can be seen as a broad baseline under D-band in Raman spec-
trum in FIGURE 16a. The G-band is found at lower frequency (~1589 cm-1), 
which can be expected for air-suspended single layer graphene due to the lack 
of interacting substrate.99 

The chemical compositions of the investigated samples were obtained 
with µ-XPS. In XPS, the sample is irradiated with X-rays. The energy of the X-
ray photon is absorbed by some lower core valence electron which is ejected 
from one of the atoms in the sample. The kinetic energy of the emitted electron 
is acquired, and since the photon energy of the X-ray is known, the binding en-
ergy of the emitted electron can be calculated. The XPS spectrum is then con-
structed as intensity of the emitted electrons as a function of binding energy. 
For a different chemical environment, the binding energy is unique, which 
makes XPS extremely useful for chemical composition measurements. In µ-XPS 
the, X-ray beam is focused on the sample with Fresnel zone-plane optics, to 
achieve high spatial resolution. µ-XPS spectrum shows the chemical composi-
tion of graphene on the Si/SiO2 substrate (FIGURE 16b). Approximately 95 ± 5 % 
of the sample is composed of C-C and C=C, shown in the spectrum as Gaussian 
distributions with maxima at 285.0 eV and 284.4 eV, respectively. 

FIGURE 16. (a) Raman and (b) µ-XPS spectrum of single layer graphene on Si/SiO2 sub-
strate. 
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3.2 Photo-oxidation 

Locally controlled, tunable bandgap opening of graphene is needed to produce 
graphene-based electronics. For this, two-photon oxidation patterning with fs-
laser is a suitable method. However, the structure and properties of the patterns 
fabricated using the method must be further investigated. 
The patterned features were investigated with Raman, XPS, FWM and AFM, 
the results were compared to non-modified graphene and related to each other. 

3.2.1 Photo-oxidation of air-suspended graphene 

Scanning FWM images were recorded to see the spatial changes of the FMW 
signal and to compare the image with results obtained from Raman. 

 
A solid square (2 x 2 µm2) was patterned on an air-suspended single layer gra-
phene and Raman spectra were measured from oxidized and non-oxidized re-
gions (FIGURE 17). The ratio I(D)/I(G) and the G-band frequency were deter-
mined. The changes in the Raman spectra are similar to corresponding changes 
between pristine graphite and graphite oxide.128 The fact that the Raman spec-

FIGURE 17 (a) Raman spectrum of a suspended single layer graphene. (b) Raman 
spectra of D and G-band region of graphene before (black), and after (red) oxida-
tion. (c) Scanning FWM image of a patterned 7 x 7 µm2 opening with 2 x 2 µm2 
patterned structure and a Raman cross-section of the pattern showing significant 
change in I(D)/I(G) and G-band position in the oxidized area. (Paper I) 
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trum could be obtained from the patterned structure affirms the fact that the 
oxidation process is non-destructive and ablation does not take place. 
FWM raster scanning imaging showed almost complete diminishing of the 
FWM signal intensity in the locations where the patterning was performed. 
Such a clear change in the FWM signal without damaging the material indicates 
a change in the electronic structure of the material. Also, the rate at which the 
oxidation occurs was concluded to follow second-order kinetics, which indi-
cates that the photo-oxidation is a two-photon process. 

3.2.2 Effects of photo-oxidation on graphene surface topography 

The oxidation patterning was proven functional with air-suspended gra-
phene but to obtain information on the topography of the oxidized patterns 
graphene samples on a Si/SiO2 substrate were used together with AFM imag-
ing. In the oxidation process, two parameters were varied, pulse energy, 𝐸 and 
irradiation time, 𝑡. These values were used to calculate the irradiation dose 
(𝐸2𝑡), which was related to the AFM results. The fabricated sample was a ma-
trix of spot-like patterns patterned with different doses.  

In AFM, the sample surface is scanned with a mechanical probe and the 
force that is inflicted from the sample to the tip is measured, and the image is 
constructed as a function of surface height. The AFM measurements of pat-
terned structures on the surface of a graphene show a 400 nm-wide spot with 
height increased 1-2 nm above the graphene surface surrounded by ~50 nm 
wide “cleaned” areas. More close examination of the irradiated areas reveals 
that the patterned structures are not homogenous, but are constructed from 
small “islands”. Even the exposure to the smallest dose shows that the rough-
ness of the surface is flattened and several grain-like features have formed with-
in the irradiated area (FIGURE 18b). The unpatterned surface outside patterned 
features is rough. This roughness is caused by polymer residuals originating 
from the transfer process of graphene. 
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The new islands are formed and existing islands grow when the dose is 
increased. As the island width reaches 30 to 40 nm, the islands merge with adja-
cent islands (FIGURE 18 b-e), which is when the total area of islands within the 
oxidized area saturates it (at ~200 (pJ)2s). The island formation and growth is 
depicted schematically in FIGURE 19. 

FIGURE 18. Atomic force microscopy  images of patterned spots with different irradiation 
doses. The entire sample consisted of a 4 x 4 matrix of 5 x 5 patterns shown in (a). Each of 
the spots in 5 x 5 matrix were patterned using the same irradiation time and pulse energy, 
which in patterns in (a) are 16.6 pJ and 1s. In (b), (c), (d) and (e) the pulse energy was 8.3 pJ 
and the patterning time / spot was 0.2, 0.5, 1.0 and 2.0 s, respectively. It is clear the original 
roughness is “cleaned” and the patterns are evolved from seed-like expanding grains. 
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A phenomenological simulation model was constructed to obtain more 
knowledge about the island formation and island growth. The model is a vari-
ant of the Eden growth model and it provides insight on the ratio of probability 
of forming new oxidation site on pristine graphene to probability of forming a 
oxidation site at an edge of an existing island, pp/pe, and the growth kinemat-

ics.129 By fitting the model to the results it can be concluded that there is a 105 
higher probability of generating a site as an extension of an existing island than 
of generating a new island. This leads to a fact that the proportion of smaller 
islands is larger with lower doses, whereas the larger islands dominate at high-
er doses. 

The results obtained by AFM provide a top-down approach for investiga-
tion of the mechanism of the two-photon oxidation on a molecular level. It re-
mains to be seen in the future if the reaction is initiated from point-like sources 
also in atomic scale. Tackling the atomic scale mechanism could uncover a new 
approach to functionalize graphene with different chemical groups. The AFM 
and the phenomenological model offered a macroscopic description of the for-
mation of the patterns. However, the lateral resolution of the AFM (8 nm) uti-
lized in our experiments sets limits to the measurements and the processes in-
side the islands must be investigated using other methods, such as scanning 
tunneling microscope (STM). 

 

3.2.3 Defect density and a peek inside the islands 

As the photon dose increases, the islands grow and the distances between the 
induced defects fall below the lateral resolution limit of AFM. At this stage, 
Raman is able to provide useful information on the changes induced by oxida-
tion patterning. The insight about chemical changes inside the islands is a key 
element towards understanding photo-chemistry between graphene and oxy-
gen. 
The width, position, intensity and shape of the main Raman bands G, D and 2D 
were followed with different irradiation doses. In general, I(D)/I(G) provides 
the distances between the defects, peak positions indicate changes in doping or 

FIGURE 19. Schematic representation of island (blue) growth with increasing dose in the 
patterned 400-nm spot-like area (black circle). 
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electronic structure and band widths describe if the material is well-defined or 
amorphous. The scanning FWM and Raman I(D)/I(G) images of the oxidized 
sample are presented in FIGURE 20. The FWM image shows gradual decrease 
of the signal intensity with increasing dose. The changes in Raman spectra asso-
ciated with the oxidation process are not visible until 140 (pJ)2, where the G-
band width decreases but eventually returns to its initial value at higher doses. 
When patterning is performed with doses, at which the island growth reaches 
saturation, the G-band up-shifts and 2D-band down-shifts and narrows com-
pared to graphene. Before the oxidation the sample is p-type doped, due to ad-
sorbed oxygen and water molecules. This doping is further enhanced due to 
progressive oxidation, which results in frequency shift of Raman bands. Single 
Lorentzian fit to G-band data was not validated after the oxidation, as the in-
creasing D’-band deformed the shape of G-band. 

The results show an increase in I(D)/I(G) with rising irradiation dose satu-
rating at the same dose at which the islands merge. The I(D)/I(G) never reaches 
higher values than 0.4, corresponding to defect density of ~4*1011 cm-2.102 This is 
significantly lower than would be expected, based on the patterning experiment 
conducted on air-suspended graphene. However, the Raman spot size exceeds 
the size of the patterned structures and thus the spectrum of graphene dilutes 
the observed spectra. The actual I(D)/I(G) was evaluated by treating the ob-
served spectrum as a linear combination of oxidized and pristine graphene un-
der the Raman spot. After the evaluation, I(D)/I(G) maximum reached ~0.8 
which corresponds to defect density 10-12 cm-2.102 

When only a few oxygen-containing functional groups are added cova-
lently on graphene, the material can be thought of as doped graphene. However, 
when an atom or a functional group is added to a material covalently the chem-
ical structure and the electronic structure of the material is changed. Truly, it is 
known that band structure of GO differs from band structure of graphene as 
GO has an existing bandgap while graphene does not. This raises an interesting 
question: To what extent can the changes in Raman spectra be explained by 
doping effects and at what point of the oxidation can one denote the material as 
GO? 

These experiments showed that Raman is a useful tool for acquiring atom-
ic scale insight about the oxidized structures. The oxidation patterning induces 
sp3-type defects (D-band) which are well-defined even with the higher doses. 
The I(D)/I(G) saturates where the island merge. This uncovers an approach to 
the initial steps of the mechanism of the oxidation: the oxygen attaches to sp2-
type sites of graphene giving rise to sp3-hybridized carbons. Raman also pro-
vides versatile information about the possible doping and strain effects in-
volved in the process but the actual chemical groups distorting the periodic 
structure of graphene must be clarified with XPS.  
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3.2.4 Chemical composition on patterned areas and another peek inside the 
islands 

To gain insight into the chemical composition of two-photon oxidation 
patterns, graphene on Si/SiO2 substrate was studied with μ-XPS. The results 
were compared to the chemical composition of graphene and related to Raman 
spectra of the patterns (FIGURE 21a). Several square-shaped features with dif-
ferent doses were patterned and the patterns were also made large enough that 
the Raman spectrum would not be diluted by surrounding graphene. The same 
patterns were also imaged with raster scanning FWM microscope (FIGURE 21b). 

FIGURE 20. Scanning FWM (left) and Raman I(D)/I(G) (right) maps of twelve of the 
sixteen areas, each patterned with different irradiation times and pulse energies. The 
four areas patterned with 0.2 s irradiation times are left out since they did not show any 
detectable changes in the Raman spectra or the FWM image. 
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As the dose increases, the proportions of C-C and C=C in graphene de-
crease and the proportion of hydroxyl (-OH) and epoxide (C-O-C) groups are 
increasing with increasing irradiation time. At the first oxidation step, the dra-
matic changes in the chemical structure of patterns are not observed, but even-
tually proportion of the hydroxyl group increases drastically. In the end, only 
~35 % of the material is composed of graphene-like carbon, while proportions 
of hydroxyl and epoxide groups dominate the majority of the structure. 

In Raman measurements, the I(D)/I(G) increases only slightly at the initial 

step but reaches 2.8, which corresponds to defect density ~1013 cm-2 at 0.5 s irra-
diation time.102 Here, the D-band still remains well defined and throughout the 
process the bands remain narrow compared to chemically produced GO.84, 130 
The point, where a notable decrease in sp2 carbons occurs in the XPS spectrum 
(at 0.6 s in FIGURE 21c) corresponds to a point at which the material according 
to the Raman spectra begins to degrade. 

Because the maximum of I(D)/I(G) corresponds to LD ~ 11 nm, which is 
close to the utilized lateral resolution of AFM (8 nm), Raman proves extremely 
useful in investigation of chemical structure inside the formed islands. Results 
of the Raman study can be directly related to the XPS-spectra. The initial change 
of I(D)/I(G) is related to the observed change in proportional carbon hybridiza-
tion between sp2 and sp3 in XPS. XPS and Raman measurements together pro-
vide new insight into the process and an approach to formulating the oxidation 

FIGURE 21. (a) I(D)/I(G) Raman map (b) scanning FWM image (c) XPS spectra of the set 
of oxidized 2 x 2 µm2 square patterns. 
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mechanism at molecular level: The oxidation begins with functionalization of 
adsorbed oxygen, possibly assisted by water molecules. Mainly, the oxidation 
progresses around the point-like sources, forming islands, which eventually 
coalesce. Before merging, the defect density is relatively low, but as the island 
diameters reach ~30 nm (0.5 - 0.6 s), the degree of oxidation increases, eventual-
ly resulting in a final product with 40% hydroxyl, 25% epoxide, and a few per-
cent of carboxyl groups, with respect to graphene content. 

3.3 Characterization of graphene with femtosecond laser pulses 

3.3.1 Wide-field FWM imaging 

The patterning of graphene entails the need for a fast characterization 
method. That is, to reliably fabricate graphene-based devices the patterning 
needs to follow the patterning in real-time. A method fulfilling this need was 
developed utilizing the exceptionally large third-order non-linear optical re-
sponse of graphene combined with advantages of wide-field microscope imag-
ing resulting in FWM wide-field imaging.  

The strength of the method was demonstrated for characterization of sus-
pended graphene. The sample was a TEM copper grid with 7 x 7 µm2 openings, 
which was covered with single layer graphene, leaving graphene hanging on 
air where the openings were located. The suspended single-layer graphene cov-
ering several windows was patterned with recognizable patterns. The patterns 
were imaged with scanning FWM for comparison. 

In the oxidized parts, the FWM image showed almost complete reduction 
of the FWM signal intensity in oxidized features. Also, the FWM signal arose 
from broken or half-covered windows, showing only on the parts where gra-
phene existed. Additionally, the grains and possible local multilayer parts were 
observed as brighter spots. An optical microscopy image was not able to repro-
duce features observed in an FWM image, but showed linear transmission from 

FIGURE 22. (A) wide-field FWM images of 7 x 7 µm2 openings with oxidation patterns. 
(B) same openings imaged with scanning FWM. 
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each opening, without any observable features.  

 When compared to the images produced using raster-scanning FWM im-
ages (FIGURE 22), with patterning setup, the resolution and the contrast are 
slightly lower in wide-field FWM images, but while each raster-scanning image 
in FIGURE 21b was collected for minutes, the wide-field image of the whole 
area was recorded in 10 s. 

The FWM wide-field imaging is indeed a convenient imaging method for 
characterizing graphene. It out-matches Raman and raster-scanning FWM mi-
croscopy in speed and provides proper information about the number of layers 
and morphology of graphene. With higher laser power, larger irradiation area, 
increased repetition rate, and proper optics the method could prove useful for 
large area characterization up to mm2 scale. 

3.3.2 FWM imaging graphene during photo-oxidation 

The excellent results in wide-field FMW microscopy motivated us to apply 
FWM imaging in observation of the oxidation process in real time. The pattern-
ing beam (590 nm) was brought in from behind and was filtered out using a 
dichroic mirror (FIGURE 13). Now, the FWM signal forming the image and ad-
ditional patterning beam were visible on the detector simultaneously.  

The patterning beam was moved on the sample manually and a video of 
the process was recorded. A square structure was patterned on graphene on an 
opening. A few-frame cartoon of the process is presented in FIGURE 23. The 

FIGURE 23. A cartoon of real time following of two-photon oxidation with wide-field 
FWM imaging. The yellow spot is the patternign beam and the greyish area is free-standing 
single layer graphene on 7x7 µm2 opening. It is clear, that as the beam passes through the 
sample a the signal arising from square-shaped area diminishes to zero-level, leaving the 
center intact. 
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intensity of the patterning beam could not be accurately measured but was es-
timated at 7.7 ∙ 1011W/cm2, knowing the maximum intensity (1.1 ∙ 1012W/cm2) 
at an ND filter, located before on the beam was focused on the sample. This in-
tensity fits the oxidation range discussed in Paper I, pointing towards oxidation 
instead of ablation. 

This was the first time FWM imaging has been applied to real-time detec-
tion of chemical reaction induced with pulsed excitation. Graphene is an ideal 
sample for such study due to its high nonlinear optical response. 

3.3.3 TR-CARS and G-mode dephasing dynamics 

While Raman spectroscopy provides information about the steady state vibra-
tional frequencies, band widths and intensities, all related to the structure of the 
material, time-resolved CARS can be utilized to characterize the coherent dy-
namics of the Raman active modes. The dynamics of graphene was measured 
with three-color TR-CARS spectroscopy. The used experimental arrangement 
allowed separation of various nonlinear processes, unambiguously, by spatially 
separating the generated CARS signals using non-collinear excitation geometry. 
The broader idea behind the time-resolved measurement is to eventually make 
the coherent dynamics measurement with wide-field imaging. Indeed, the same 
setup was utilized for both experiments, with just an alteration of the detection 
site. 
The dynamics were measured from single layer graphene on Si/SiO2. The sam-
ple was then tilted with respect to the normal of the excitation beams and de-
tected from a reflected angle as described in FIGURE 14b. 

FIGURE 24. Intensity of CARS singnal 𝜔4 with respect to probe (vertical axis) and Stokes 
(horizontal axis). The values on the color bar represent signal intensity as photon counts. 
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When BOXCARS geometry was utilized for excitation, the generated CARS sig-
nals on the detector showed in total four different time-resolved signals, each 
corresponding to different non-linear processes originating from specific pulse 
sequences. The CARS signal 𝜔4 with wavelength 535 nm matching the conven-
tional ordering of the pump (𝜔1), Stokes (𝜔2), and probe (𝜔3) beam interactions 
𝜔4(𝜔1, −𝜔2, 𝜔3)  and direction governed by the corresponding wave-vectors 
𝒌𝟒(𝒌𝟏, −𝒌𝟐, 𝒌𝟑) was detected. The Stokes shift of 𝜔4 was assigned to overlap 
with the G-band of graphene. The CARS intensity profile of 𝜔4 is shown in 
FIGURE 24, where a long-lived decay with a lifetime (T2/2) of 325 fs was pre-
sent, primarily dependent on the delay between interactions of first and last 
beams.  
The long-lived signal was designated as dephasing of the G-mode, which is in 
same order of magnitude with the G-band dephasing lifetime also found in ear-
lier non-linear experiments.131, 132 The G-band measured from the sample (FIG-
URE 25) is deconvoluted with instrumental function. This results in Lorentzian 
shape G-band with width of ~9 cm-1, corresponding to T2/2 = 590 fs. 
 

 

FIGURE 25. Raman G-band of the sample utilized in dynamics measurements. Results 
of G-band fitting. Lorentzian lineshape (FWHM 9.0 cm-1) convoluted with Gaussian 
IRF (FWHM 7 cm-1) solid line and convoluted Gaussian lineshape (FWHM 11.2 cm-1) 
dashed line. 

The accelerated dephasing time, observed in TR-CARS experiment, is caused by 
spectral diffusion, meaning dynamic electron-phonon decoupling, and thus the 
phonon frequency is affected by the electron population. Relating to FIGURE 11, 
when graphene is excited with pulsed laser, electron density is shifted from va-
lence band to conduction band. The electronic temperature can be ~5000 K. Be-
fore the electron population relaxes back to valence band, it thermalizes with 
optical phonons. As the optical phonons are in quasi-equilibrium with the elec-
trons they also experience a substantial temperature increase, and at ~1.0 ps the 
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temperature of these phonons along with the excitation may shift from ~300 to 
2500 K. G-band position is known to disperse with changing temperature.133 
Also, the phonon frequency can be upshifted with electrostatic doping. As the 
phonons are coupled with electrons, the phonon frequency should alter with 
dynamic change of electron population in conduction band, that is, photoexcita-
tion. While the electron population relaxes back to valence band, the phonon 
frequency downshifts to its initial value. The dynamic electron-phonon decou-
pling has been shown before for graphite.132 
TR-CARS, done in reflection geometry for suspended samples, is applicable to 
measuring phonon dynamics in graphene. This combined with FWM wide-field 
microscopy should prove a powerful characterization method for imaging dy-
namics of graphene. With a single measurement, it reveals the spatial dynamics 
of different non-linear processes. 
 

3.4 Possible new applications 

In this section possible new applications that the results presented in this thesis 
could help uncover, are introduced. The size matters in technology, as the com-
putational power of processors in smartphones, tablets, laptops etc. is directly 
dependent on the linewidth of transistors. Also, carbon is more abundant than 
silicon. It exists in all biological structures and it is preferable to remove carbon 
from the atmosphere in the form of CO2 and CH4, which contribute largely to 
global warming.  

FIGURE 24. Schematic representation of the proposition of a production chain for 
carbon-based environmental friendly electronics. 
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3.4.1 Carbon based - environmental friendly electronics 

The production chain starts with graphene synthesis with CVD, where 
bio-ethanol is utilized as a carbon source.134 The graphene is then transferred to 
a substrate, suitable for the particular application, and patterned with the direct 
writing two-photon photo-oxidation using ultrafast pulsed lasers. The ethanol 
could be produced using side-products, generated by agricultural and pulp-
and-paper industry, such as lignocellulose, which is produced nevertheless, and 
is currently mainly utilized for energy production or generation of bioethanol, 
which is further combusted, thus releasing CO2 emissions into the atmos-
phere.135 

All the steps in the production chain exist and are shown to work individ-
ually (FIGURE 26). Still, the process has several issues related to up-scaling the 
production chain and overcoming current competitive silicon technology. The 
laser patterning has been demonstrated to be applicable to fabrication of gra-
phene-based devices with proof-of-concept field-effect transistor (FET) device, 
still a lot of research needs to be done involving how the experimental parame-
ters, such as temporal pulse width, wavelength, pulse energy and irradiation 
time affect the chemical structure of the product, although some of these aspects 
have already been tested, such as the FET in Paper I. 

The mass production of electronic devices or components by such a meth-
od could be sped-up. For this, a spatial light modulator (SLM) could be useful. 
Spatial light modulator is an electronic optical modulator, which is utilized for 
modulation of a beam into a programmed spatial pattern, by modulating ampli-
tude, phase, or polarization of the beam. The SLM modifies the spot shape into 
a chosen image and can be utilized as an active mask. Optical modulators have 
been utilized with pulsed lasers before for patterning on materials by ablat-
ing.136 For photo-oxidation, SLM could be utilized by using higher laser power, 
for example by applying directly the NOPA output, with a high repetition rate 
laser.  

The linewidth for silicon-based transistors will be 10 nm in the next node 
of transistor technology, which is achieved by a technique involving extreme 
ultraviolet (~10 – 120 nm) lithography.137 Wavelengths utilized in two-photon 
process are in visible range, and the pattern width is currently ~300 nm. By uti-
lizing high numerical aperture (N.A.) objective perhaps linewidth ~150 nm 
could be achieved. Additionally, near-field methods (i.e., with scanning tunnel-
ing microscope tip), potentially ~10 nm linewidth could be reached. 

3.4.2 Real-time following of Graphene growth 

Another development presented in this thesis is wide-field FWM micros-
copy, which is a fast imaging method for graphene. The method could be used 
for monitoring growth of graphene in-situ. Ideally, the method would prove to 
be useful real-time quality control method as the graphene growth on the sub-
strate, but also help uncover or further affirm the alleged mechanism of the 
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graphene growth on a surface. FWM wide-field imaging could be utilized for 
sub-micrometer patterns.  

3.4.3 Humidity sensor 

An ultrafast humidity sensor based on GO was tailored by Nokia in 
2013.138 The sensor is only 15 nm thick and approximately 10 mm in lateral di-
mensions. The two-photon oxidation patterning method could be utilized to 
fabricate a sensor chip with identical patterns that has 100 μm-size in lateral 
dimensions. Ten thousand sensors like this would fill the same area as the GO-
based sensor presented by the Nokia research team. The function of the sensor 
is based on change on the impedance when GO interacts with the water mole-
cules.138 They reported response and recovery times of ~30 ms. As the size of a 
water molecule against the surface area of the detecting GO stripe would be 
higher for smaller stripes, the humidity sensors fabricated using the photo-
oxidation patterning method would possess superior sensitivity to impedance 
changes and even faster response times. Also, significantly lower operational 
power consumption could be expected.139 

GO–graphene combination is a good starting point for a moisture sensor, 
as graphene is hydrophobic and GO is hydrophilic. Also, the other molecules in 
air do not affect the GO in a way similar to water, making the sensor selective 
for H2O. This type of sensor could be used in quality control of structures which 
should avoid contact with moisture. The measurements could possibly be con-
ducted averaging results from several sensors locally, in order to improve the 
validity of the measurement. Although the device has not been demonstrated 
yet, it should be done in the near future to push the change in technology to-
ward graphene based electronics. 

 

3.4.4 Observing electron / phonon movement on graphene 

The time-resolved CARS measurement of graphene G-band, achieved us-
ing BOXCARS geometry could be combined with the real-time wide-field imag-
ing. By this approach, spatial distribution of s CARS signal could be observed in 
graphene. Due to long coherence length of graphene, the carrier movement re-
sulted from pulsed excitation, could be monitored. Then again, by using longer 
collection times the spatially resolved phonon dephasing on graphene surface 
could be imaged. Also, an interesting aspect would be to see how CARS signal, 
either the electronic part or the vibration dephasing, behaves in graphene-GO 
interfaces or graphene-metal interfaces. 
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4 SUMMARY AND CONCLUSIONS 

Ultrafast light-matter interactions of graphene were investigated with femto-
second lasers. Irradiation of graphene with laser pulses in air led to photo-
oxidation of graphene, resulting to opened band gap. This phenomenon was 
used for controlled patterning of graphene. The structure patterns produced 
with the oxidation method were investigated with Raman, AFM, µ-XPS and 
phenomenological simulations. It was revealed that the oxidation initiates from 
point-like sources, which evolve into islands with increasing irradiation doses, 
ultimately leading to coalescence of islands after they reach ~30-40 nm diameter. 
During the initial steps of oxidation them, with the help of moisture, adsorbed 
oxygen molecules attach to graphene forming hydroxyl and epoxide groups, 
causing change in proportions of sp2 and sp3 carbons. Subsequently, the oxygen 
content of the patterned areas increases. Rapid increase of degree of oxidation 
occurs with coalescence of oxidized islands. Ultimately, ~65 % of carbon atoms 
are involved in these chemical groups. 
Also, nonlinear optical interactions were utilized to develop a characterization 
method for graphene, a wide-field FWM microscopy. Due to the strong third-
order non-linear response of graphene the images from 50 x 50 um2 area with 
high contrast are obtained within seconds and the oxidized patterns are ob-
served clearly. The potential of the method was demonstrated by observing re-
al-time photo-oxidation of graphene, which shows a promise for utilization the 
method for investigation of other processes, such as graphene growth in a CVD 
chamber, in real-time. 
Additionally, the dephasing dynamics of phonons in graphene were investigat-
ed with CARS measurements for the first time. Long-lived coherent signal was 
observed and it was assigned to the coherent excitation of the G-mode. The 
dephasing time of the G-mode was 325 fs, which is shortened by redistribution 
of photo-induced carrier density distribution, which affects dynamically the G-
mode frequency due to non-adiabatic decoupling between phonons and elec-
trons. 
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