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Abstract

Organic materials have been the focus of a growing body academic and industry
fields for more than 50 years. Up to only a short time ago, organic electronic and
optical phenomena have been the domain of pure research, somewhat removed from
practical application. Since the first demonstration in mid-1980s, with a low voltage
and efficient thin film light emitting diode by Ching Tang and Steven van Slyke
at Kodak [1], organic materials have proven useful in a number of applications.
Some of these applications are organic light emitter diodes (OLEDs), photovoltaic
devices (OPVs), sensors and biomedical, among others. In this thesis, organic fluo-
rophores BT3, ACN1, BT2, BT20 and DBBT3-Hex with blue, green and red were
processed as organic nanoparticles (ONPs) and doped silica nanoparticles (SNPs) by
reprecipitation and microemulsion techniques. Electronic molecular transitions for
BT3, ACN1, BT2, BT20 and DBBT3-Hex were calculated by theoretical methods
and also was established the molecular electronic density distribution on frontier
orbitals and bandgap data. Linear optical properties and morphological character-
istics for aqueous suspension of each nanomaterials were established by absorption
spectroscopy, photoluminescence, quantum efficiency measurements, dynamic light
scattering (DLS) and scanning electron microscopy (SEM). SNPs fabricated in this
work showed a narrow size distribution, around of 48.8±4.11 which was observed by
SEM images and confirmed with DLS measurement, while a wide size distribution
(around 43.8±21.88) was denoted for the nanomaterials fabricated by reprecipita-
tion. Molar ratios of these five organic materials in solution and aqueous suspension
were combined to obtain mixtures red-green-blue (RGB) with white-light emission
that was corroborated by determination of color coordinates of the Commission In-
ternationale de L’eclairage (CIE). Solution with white-light emission by excitation
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at 375 nm was fabricated by molar ratio of R:G:B = 0.5:1.5:2 with color coordinates
of (0.29, 0.30). In the solid state, fabricated aqueous suspension RGB of NPs present
(0.35, 0.38), and in the case of SNPs the coordinates were (0.21, 0.35).



Chapter 1

Introduction

During the last decade, fluorescent nanoparticle (FNPs) systems have appeared as
novel functional materials in several areas as biology, chemistry, material science,
optics, photovoltaic cells and biomedicine due to possible applications [2–4]. These
organic and inorganic FNPs are robust and can be surface-modified, however, emis-
sion of organic system has the advantage to be tunable-emission by chemical struc-
tural modification. There are a great of organic fluorophores that have been used in
the fabrication of nanoparticles [5], which include small organic dyes [6], metal-ligand
complexes [7, 8], hydrophilic polymers (hydrogels) [9, 10], hydrophobic organic poly-
mers [11], biological compounds and genetically encoded fluorescent proteins [12].
Although it is noteworthy that the inorganic nanoparticles (INPs) have excellent
photoluminescence properties, they also proven to be highly toxic to living tissue
and sometimes difficulties with respect to surface modification. Situation that pro-
motes the interest in study and fabrication of fluorescent nanoparticles based on
organic molecules, which might be easily chemically modified to enhance their pho-
tophysical properties [13]. In addition, the optical and electronic properties in or-
ganic nanomaterials depends on the intermolecular interactions of weak types, such
as hydrogen bonds, π − π stacking, Van der Waals contacts, and charge transfer
(CT) interactions [14]. A key to the design of high performance optical and elec-
tronic organic devices is the understanding of the electronic structure of molecular
structures. In general, is well known that changes in structure or composition of
an organic material can markedly alter its bulk properties (optical, chemical, me-
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Chapter 1. Introduction 11

chanical and physiochemical). The use of organic compounds as active materials in
electronic and optoelectronic devices opens the opportunity to develop the design
and study of these materials for a large number of applications [15]. In particular,
in photonics and biophotonics fields the interest for organic fluorophores is justified
by the fact that organic compounds offer a lot of species and are less cytotoxic for
biological tissue, these have fluorescence quantum yields that are high in the visible
light range, ONPs have mayor reproducibility, the fluorescence lifetimes of organic
molecules are bigger than quantum dots (QDs), making these molecules suitable for
applications involving lifetime measurements [5]. Recently, a large number of scien-
tific and technological groups are developing new nanomaterials with white-emission,
for possible applications in flexible full-color OLEDs, in backlights for liquid crys-
talline displays, bio-imaging to chemo- and biosensors. [16–18]. However, reports of
white-light emitting organic nanoparticles are very rare in the literature. The other
important approach is that ONPs can be fabricated by several methods, that are
very simple and with low economical cost [19]. Moreover, by microemulsion meth-
ods is possible covering the nanoparticles with silica increasing their photo-stability,
easy surface functionalization and decreasing the cytotoxicity, which has attracted
increasing attention in biomedical research [20]. Perspectives for the future develop-
ment of organic fluorescent nanoparticles is for bioimaging applications in particular
to decipher multiple biological events simultaneously [21, 22] or photodynamic ther-
apy, e. g. modified silica nanoparticles (SNPs), co-encapsulating a photosensitizing
drug [23, 24].

In particular, an ideal white light emitter materials demands simultaneous emis-
sion on red, green and blue color with nearly similar distribution of intensities cov-
ering the whole region of visible spectra [25, 26]. The designs of organic white light
emitters cover a large area of chemistry and this is based on some process as from en-
ergy transfer [27–29] where the interactions between blue, green and red fluorophores
often results in Förster resonance energy transfer (FRET) process improving emission
from the red-emitting fluorescent units which act as the energy acceptors and produc-
ing white-light emission. Other literature reports of white-light emissive molecules
are reported by simple protonation of species [30], here the optical behavior of the
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fluorophores depend whether they are in a basic or acid pH solution. In this way,
fluorophore with large spectral widths and considerably different emission features
in neutral and protonated (or deprotonated) forms can show full color RGB lumines-
cence at precisely optimized conditions. It has also been reported white-light emitters
organic materials by designed self-assembly [31], by weak bonding interactions, re-
sulting in broad emission profiles and in some cases, white-light is produced after
they are aggregated. [16, 32] Herein, we report the fabrication and photo-physical
characterization of molecules derivatives from benzothiadazole (ACN1, BT2, BT20
and DBBT3-Hex) and derivatives from fluorene (BT3). These substances are highly
fluorescent in solution and exhibit emission band in the blue, blue-green, yellow and
red region. The goal of our work is obtaining aqueous suspension of nanomaterials
with white light-emission, for this, firstly were performed RGB mixtures in solution
for BT3:ACN1:DBBT3-Hex (RGB1) and BT3:BT2:BT20 (RGBBTs) subsequently
were fabricated the RGB NPs by reprecipitation and microemulsion methods. Their
optical properties for these fluorophores were evaluated and compared with those
obtained in solution.



Chapter 2

Justification

During last decade there are a great number of applications for organic materials
such as sensors, solar cells and organics field effect transistor (OFETs) [33–37], the
attraction of this field has been the fact that organic compounds offer a variety of
species and can be modify structurally in ways to impact their properties. Situation
that have been stimulated the research of new organic materials, where design and
study of their properties are essential for the development of these systems. More-
over, increasing interest has been devoted to organic fluorescent nanoparticles for
applications as key components in display and lighting devices based on OLEDs,
biological imaging and photo-therapy [24, 38, 39]. Actually, organic nanoparticles
show an enhanced stability toward light and oxygen compared to isolated molecules,
appearing to be good candidates for many applications that involve interactions with
light [38]. White light-emitting organic materials have gained much attention owing
to their great potential for practical lighting applications, enhanced the brightness
of the fluorophore and as multiplex bioanalysis and molecular imaging [32, 40, 41].
In this work we develop the fabrication of organic nanomaterials with white light-
emission, through mixing three compounds that possess highly photoluminescence in
blue, green and red, by two methods: reprecipitation and microemulsion, the meth-
ods used are inexpensive and easy to manufacture. Although, by the microemulsion
method ONPs can be coated with silica increasing their photo-stability, uniformity
in size, easy surface functionalization and biocompatibility, which have attracted
increasing attention in biomedical research. The perspectives for the future de-
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Chapter 2. Justification 14

velopment of organic nanoparticles for bioimaging to decipher multiple biological
events simultaneously [21] using FRET-mediated emission signatures can be tuned
to have the nanoparticles to exhibit multiple colors under one single wavelength ex-
citation [22].

2.1 Objectives
1. To develop a family of highly fluorescent organic materials.

2. To develop methodology for the manufacture of fluorescent organic nanoparti-
cles whit a dispersion of small size and white light emission.

3. Perform characterization of photophysical properties of the materials in solu-
tion and nanostructure.

4. To study the structure-property relationship in these materials and their pos-
sible applications.

2.2 Goals
• Fabrication of nanomaterials, mixing five different organic molecules (BT3,

ACN1, BT2, BT20 and DBBT3-Hex), and obtain white light-emission. And
with this, to establish the relationship between structure and photophysical
properties of these materials.



Chapter 3

Theory

3.1 Electronic transitions of organic compounds

Organic molecules containing electron orbital π type in their structure, that means,
which contain double bonds, exhibit unique properties due to the high mobility of
the electrons in the system. The most important feature from these molecules is their
intense absorption in the ultraviolet-visible regimen of the electromagnetic spectrum
which causes electronic transitions that produce excited states, as shown in Fig. 3.1.
From these energy states the electrons decay to basal states through various mech-
anisms relaxation, either non-radiative, that is to say, no light is emitted state but
excited decays through vibrational and rotational mechanisms or through radiative
relaxation, by photons emission (luminescence).

h1v1

h2v2
band gap

ground state

excited state

Absorption Emission

Figure 3.1: Electronic phenomena caused by the absorption of photons.
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Through of molecular engineering is possible to orientate the relaxation process
to specific relaxation mechanism, for example, with the insertion of particular frag-
ments into the molecular structure which are known as fluorophores that are the
responsible to the photoluminescence properties, while the alkyl chains favor vibra-
tional relaxation [42, 43]. Additionally, the presence of certain molecular fragment
in the structure helps to tune the emission band [44–46]. The mechanistic to con-
trol the position of the emission band is the inclusion of electron-donors or –acceptor
groups that promotes a change of the occupied and empty energy levels (HOMO and
LUMO). In this point is necessary to mention that there are different transitions ob-
served in organic compound that involve bonding electrons σ or π, or n-electrons.
The possible electronic transitions for organic compounds are: σ → σ∗, these tran-
sitions requiere energy from the UV region to promote an electron to the excitate
state. Other type of transitions which occur are n → σ∗, these transitions derived
from the promotion of an electron of orbital called n to σ∗, this is observed due to
presence of the atoms O, N, S, Cl atoms, these transitions have a moderate intensity,
because the probability that happen are less likely to occur earlier. The transitions
from n → π∗ are of low intensity and are transitions from an electronic orbital n to
other one of antibonding π∗. Finally transitions type π → π∗ systems, which have
alternating double and single bonds in its carbon structure.

3.1.1 Fluorescence phenomenon

The luminescence is the emission of light from any substance, and comes from the
excited states of the compound. Luminescence is divided into fluorescence and phos-
phorescence, depending on the nature of the excited state Fig. 3.3. In a singlet
excited state, the electron is unpaired (with opposite spin) to the second electron is
located in the ground state. Therefore it back to the ground state is rapidly rotated
results in the emission of a photon. The fluorescence emission rates are typically
108s−1, so that a life time of fluorescence is typical about 10 ns (10 × 10−9 s).
The phenomenon of fluorescence is typically present on molecules that are aromatic.
Some common fluorescent substances are shown in Figure 3.2.

The phosphorescence is the emission of light from triplet excited states, in which
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Figure 3.2: Best known structures of fluorescent substances (taken from [49]).

the electron in the excited state has the same spin orientation as the electron in
ground states. Transitions to the ground state are forbidden and emission rates are
slow (103 a 100 s−1), the lifetime of phosphorescence are around of milliseconds to
seconds. Photoluminescence emission and excitation studies showed that the photo-
physical properties strongly depends on the supramolecular structure of the π con-
jugated backbone. Supramolecular order plays a critical role in device performance,
as both charge mobility and luminescent efficiency are influenced by molecular ag-
gregation and structural defects [47]. One fluorescence characteristic is the stokes
shift, where the emission is lower than the absorption. Therefore, the fluorescence
occurs at lower energies and longer wavelengths. The loss of energy between the
energy of excitation and emission are observed universally for fluorescent molecules
in solution. A common cause of Stokes shift is the rapid decay to lower energy levels
S1, Fig. 3.3. In addition to this, the fluorophores may show a shift due to effects of
solvent, in the excited state reactions, formation of complexes, or energy transfer.
One way of determining the Stokes shift, is through the equation (3.1). Where ν̃abs
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and ν̃em correspond to absorption and emission wavenumber, respectively.

Stokes shift =
ν̃em − ν̃abs
ν̃abs ∗ ν̃em

(3.1)

Ab
so

rp
tio

n
   Internal

conversion

s0 0

2

1

s1 0

2

1

s2 0

2

1

T1

Fluorescence

Phosphorescence

hvA

hvA hvF

hvF

hvF

hvF

Figure 3.3: Jablonski diagram.

Another property of the fluorescence are the similarities between the emission
spectrum and absorption spectrum. This is known as Kasha’s rule, generally the
symmetry of spectrum is the result of the same transition involved between the ab-
sorption and emission, and the vibrational energy is similar to the energy levels of
S0 y S1.

The quantum yield being the most important feature of a fluorophore last. The
quantum yield is the number of photons emitted by the number of absorbed pho-
tons [48].

ϕ =
# emitted photons

# absorbed photons
(3.2)

Substances with high quantum yields, close to unity, such as rhodamine, show a
very intense emission [49]. For photoluminescent species, the quantum yield (QY)
of its luminescence is a basic property, and its measurement is an important step
in the characterization of the species. According to the definition of the QY, only
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two quantities need to be known, the number of photons absorbed and the number
of photons emitted per unit of time. Unfortunately, reliable measurements of these
quantities can be hard to obtain. Here, were considered the easiest situation, namely,
for species in dilute solution. In this case, it is customary to measure the fluorescence
spectrum and compare its integrated intensity with the same quantity for a reference
system with a known QY. This measurement can be done using standard absorption
and emission spectrometers.

The QY can be calculated from eq. (3.3):

ϕs
f = ϕr

f

Ar(λ)Fsn
2
s

As(λ)Frn2
r

(3.3)

where ϕs
f and ϕr

f are the photoluminescence QY of the sample and the standard,
respectively. As(λ) and Ar(λ) are the absorption of the solution at the excitation
wavelength; Fs and Fr is the fluorescence integral; the refractive indexes of the
sample and reference solution are ns and nr, respectively. In principle, excitation
wavelengths for sample and reference can be different, but this is generally not ad-
visable because it introduces an additional uncertainty in the relative photon flux at
the two wavelengths.

3.2 Nanoparticle manufacturing methods
The importance of manufacturing nanomaterials relies on the interesting proper-
ties which show in aggregate, with dimensions in the range of about 10 nm to few
hundred nanometers [47]. The main advantage of nanomaterials are their specific
physical (optical, magnetic, optoelectronic), chemical (reaction activity, catalytic),
and biomedical (curing, delivery) properties, opening infinity of opportunities in
many fields. There are different methods of synthesis for obtain ONPs, one of these
methods is laser ablation [50, 51], in which an intense laser pulses is incident on the
organic microcrystals or amorphous material inducing their fragmentation. Nanopar-
ticles size is controlled by establishing the chemical and physics parameters such as
solvent concentration, temperature, wavelength and intensity of laser radiation [52–
54]. Other technique widely used is the reprecipitation, due to their low cost and it
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is not required sophisticated equipment, so that provides a very simple and versatile
way to prepare organic nanoparticle dispersions. Reprecipitation method was first
reported by Nakanishi and co-workers in 1992, they synthesized organic microcrys-
tals of several chromophores. The method consists mainly in manufacturing aqueous
suspensions from a solution of the molecule, the required elements are: i) organic
molecule (insoluble in water), ii) a water miscible organic solvent iii) deionized wa-
ter and iv) surfactant. The method involves a rapid mixing of a small amount of
concentrated stock solution of the target compound dissolved in a good solvent with
excess of a poor solvent, that get usually a surfactant, should be performed quickly
and whit vigorous stirring order to obtain a colloidal suspension, this is accomplished
usually in an ultrasonic bath. The great disparity between the solubility of the tar-
get compound in the good and poor solvents and the good compatibility of the two
solvents are essential for this method. The organic solvent used during the fabrica-
tion of nanomaterials is evaporated by vacuum, and the formation of nanoparticules
is accelerated. In this methodology is important that the materials used must be
highly hydrophobics to promote the formation of small aggregates in a aqueous me-
dia stabilized by the surfactant (Fig. 3.4). The size of the NPs can be manipulated
by controlling some important parameters of the synthesis such as: a) molecule con-
centration, b) surfactant concentration, the amount of the injected solution and the
aging time of the suspension.

By this method is quickly and easy produce NPs, but in the other hand, the
large size distribution of the NPs, due to the heterogeneous environment in which
are found, it becomes difficult precisely control the nucleation process and growth.
Consequently, the broad size and shape distribution of the ONPs prepared by this
method prevents them from has a better self-organization. Moreover, the most im-
portant disadvantage is that, the ONPs sometimes are no stable to biological en-
vironmental. In this way, other methods of synthesis as microemulsion where it is
possible to coat the nanoparticles with silica, which reduce the interaction with the
medium.

Microemulsion are colloidal ‘nano-dispersions’ of water in oil (or oil in water) sta-
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Surfactant micelles in

organic solvent

Evaporation

Suspension without 

organic solvente

a)

b)

Evaporation

vacuum

organic solvent

Figure 3.4: Reprecipitation method: a) scheme; b) mechanism.

bilized by a surfactant. These thermodynamically stable dispersions can be consid-
ered as nanoreactors which can be used to carry out chemical reactions to synthesize
nanomaterials, moreover by means of this technique it is possible to form of different
kind of core-shell structures of Organic/Inorganic composites, the structures reported
with this configurations have been employed in biological applications owing to their
biocompatibility and photo-stability [55, 56]. The microemulsion technique promises
to be one of the versatile preparation method which enables to control the particle
properties such as mechanisms of particle size control, geometry, morphology, homo-
geneity and surface area [57]. This method consists in mixing of an oil phase with an
aqueous phase or vice versa, oil or aqueous droplets are formed by stirring Fig. 3.5.
Generally, the shape (and size) of the dispersed nanodroplets depends mainly by the
curvature free energy and is determined by the elastic constant and the curvatures of
the surfactant, these nanodroplets have been used to prepare nanoparticles of differ-
ent kind of materials, where the size and principally the shape of these nanodroplets
could template the synthesis of nanomaterials [58], however, the size of nanoparticles
is controlled by parameters such as concentration of the organic molecules and the



Chapter 3. Theory 22

diameter of the water cores which is related to the ratio R = [H2O]/[surfactant], or
changing the type of agitation (mechanical or ultrasonic) [59].

micromicelle in water

add dye

in apolar solvent

remove 

surfactant

nanoparticule formation

dye 

nanoparticle

Figure 3.5: Schematic representation of the fabrication of organic nanoparticles.

Moreover, in the case of organic nanoparticles are fascinating as their size-dependent
optical properties on absorption and emission [47]. The electronic properties of
organic nanoparticles differ fundamentally from inorganic analogous, because each
molecule is linked by weak intermolecular forces of Van der Waals type or hydrogen
bonding.

3.2.1 Techniques for generating white light

Organic compounds that have emission in red, green and blue are used to obtain
white light emission because is possible to tune the wavelength and higher bright-
ness [41], these compounds are found applications as a white organic light emission
diodes (WOLEDs) [60], such materials can be used in biological applications as mark-
ers or contrast agents. The white light emission can be accomplished by mixing and
tuning the three primary color red, blue and green, other way is using the comple-
mentary colors, such as cyan and yellow [21]. There are almost two methods for
generate a color: The first is called additive process which adds the bands of visible
light in a single stimulus color. This method combining red, green and blue primary
colors, these combination produce the white color, also can be obtained through
the secondary colors (such as magenta, cyan and yellow). The second method is
the subtractive process occurs when one or more spectral components are removed
from the incident light by absorption and scattering phenomena. The resulting wave-
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length which is reflected in a surface produces the sensation of color. Fig. 3.6 [61, 62].

a) b)

Figure 3.6: a) additive mixture; b) subtractive mixture.

Furthermore, for indoor artificial lighting is possible to generate light of various
colors including white. The technique known as RGB is based on the combination
of red, green and blue is used for obtains the white (a) Fig. 3.6).

3.3 Applications of organic white light emitting
materials

Developments of organic white light emitting materials whit high outputs still re-
main a relatively explored area. Recent studies have led to better understanding
of the properties of such RGB-emitting materials to obtain white photoluminescent
materials. Unfortunately in many cases, the generation of white light is limited
in solution turning them unsuitable in practical applications, now have been stud-
ied the possibility to obtained them in solid-state. At present fluorescent organic
nanoparticles have found applications in the field of artificial lighting, displays sys-
tems and fluorescent bio-medical tools (bio-imaging by using one or two photon
absorption properties [23]). Organic materials are generally preferred about their
inorganic counterparts because its low cost, ease of fine-tuning, low toxicity and
enough flexibility for device fabrications [25, 32]. Current trends in organic-lighting
have boosted the demand for white emitting materials to fabricate efficient light-
ing devices such as LCD (liquid-crystal display) and OLEDs, and more recently
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the WOLEDs. Now, OLED technologies can be founded commercially by General
Electric and other companies increasing the demand for successful developments of
organic white-light emitting systems [63]; this technology will continue to inspire
scientists and designers to explore the potential of prototype products and subse-
quently introduce to trade. Such is the case of Junhong Zhou, et al. whom developed
a simple, low cost, and scalable process based on sandblasting to modify the OLED
substrate’s surface, the realize a rough surface on a 3.5 inch (Fig. 3.7) white lighting
panel demonstrating the possibility manufacturing scalability of the sandblasting
technique [18].

Figure 3.7: The picture of a 3.5 inch white light panel. Taken of [18]

Should be mentioned that, this area has been found considerable progress due
to the usage of phosphorescent and inorganic materials, Su-Hua Yang et al. re-
ported a fluorescent-phosphorescent hybrid emission layers (EMLs) these were used
to enhance the luminance and stability of the devices, which have blue-EML/CBP
inter layer/green-EML/phosphorescent-sensitized-EML/red-EML structures. Good
color tunability was achieved for the white OLEDs; the chromatic coordinates were
(0.300,0.398) to cold white (0.261,0.367) depending from the applied voltage [60].
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Other way to obtain white light emitting materials have been fabricate composites
with organic compounds and QDs, this combinations combine the desired properties
from both components, thus creating the new properties that may not be present
in each individual material. Bingxin Liu et al. synthesized a white light emitting
polymer nanocomposites (P-NCs) with color coordinates (0.32, 0.34), using a novel
fluorescent polymer and 5-(2-methacryloylethyloxymethyl)-8-quinolinol (MQ) these
materials were dispersed in vinyl monomers containing CdSe/ZnS NCs, for tune the
white light of material the ratios between P-NCs/MQ were changed [40]. Further im-
portant use with fluorescent organic compounds is in biomedicine because is possible
incorporate different functional groups allow make them selective to certain types of
cells e. g. cancer cells [24, 64]. Furthermore, these materials can be designed to a
specific target such as biomolecules and organelles within the cells [23].

Figure 3.8: PL spectra of P-NCs, P-NCs/MQ(10:1), P-NCs/MQ(5:1) and P-
NCs/MQ(1:1), on the left diagram coordinates of P-NCs/MQ(10:1) and imagen
under UV ilumination. Imagen taken of [40].

Other fabrication technique is based on the incorporation of fluorescent dyes in-
side the nanoparticles during the synthetic procedure [24]. Combining organic and
inorganic components, such as dye doped silica nanoparticles, often show improved
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photostability and higher brightness as compared to fluorescent molecules. This new
developed which involve hybrid nanoparticles with organic fluorescent core and bio-
compatible inorganic as the encapsulation matrix have emerged as a new generation
of promising probes for in vivo applications. Regarding, SNPs can achieved with the
presence of suitable functional groups e.g. alkoxysilanes, where organic dyes could
doped or coated SNPs depending on the desired application or inside the SNP cores.
More recently various scientific groups have been incorporated multiple dyes in one
nanoparticle, which allows the formation of ultrabright nanoparticles for bio-imaging
application to decipher multiple biological events simultaneously [21, 29]. For bio
imaging application Audebert et al. demonstrated the preparation of fluorescent
white-light emitting SNPs (Fig. 3.9) using only two dye constituents, Naphthalimide
(Napht) and tetrazine (Tz) derivatives, furthermore the compound naphthalimide
increase their emission when form excimer, and the emission suffers a shift to longer
wavelengths [29].

Figure 3.9: Representation of the co-grafting process: 1) formation of NP0; 2) Tz
grafting reaction. Emission spectra (λexc=330 nm) of Napht (blue), NP0 (green),
and NPB (orange). Taken of [29].

In general, FRET and other energy transfer processes can become dominant in
close proximity resulting in high intense emission from acceptor molecules at the
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cost of the emission intensity of the donor molecules. Further, at the surface, energy
transfer from the blue emissive NP to the yellow emissive tetrazenes further brightens
the yellow emission bands arising from SNP surface. With an increasing quantity of
tetrazine grafted, the nanoparticle gradually changes their photoluminescence to a
pure white emission (x=0.29, y=0.32).

Figure 3.10: (a) Schematic illustration of ONPs comprising of a TPEF matrix of
1,4-dimethoxy-2,5-bis(40-dichlorstyryl) benzene (DCSB) doped with dyes that emit
photons of different colors. (b) FRET energy diagram from the DCSB donor to the
dye acceptor. (c) Photograph of TPEF matrix of DCSB doped in a THF–water ¼ 1
: 9 (v/v) mixture (blue). (d–f) Photographs of aqueous dispersions of TPEF ONPs.
All the doped ONPs dispersed in the THF–water ¼ 1 : 9 (v/v) mixture. The red
arrows in (c–f) show 800 nm laser excitation. Taken of [41].

Two years ago, Zhenzhen Xu et al., preparate fluorescent white-light emitting
SNPs using dyes fluorescents commercially available doped in a two-photon excited
fluorescence (TPEF) host matrix Fig. 3.10. They demonstrated that FRET can



Chapter 3. Theory 28

enable highly emissive, photo-stable, low cytotoxicity and full-color tunable TPEF
ONPs for bio-labeling and imaging applications [41]. The brightness of the color
tunable ONPs which they can obtain was 4 orders of magnitude higher than con-
ventional fluorescent dyes and 3 orders of magnitude higher than quantum dots, and
ONPs exhibit TPEF action cross-sections of ≈ 1000 GM in the full color-tunable
range.
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Experimental

4.1 Materials

Molecules ACN1 (reported by Tsutomu Ishi-i, et. al [65]), BT3 and BT2 (reported
by Jesús Rodríguez, et. al [66]), DBBT3-Hex and BT20 were synthesized in our lab-
oratory by palladium cross coupling reactions from benzothiadiazol derivatives and
fluorene moieties, their molecular structures are showed in Fig. 4.1. All starting ma-
terials and solvents used for synthesis and optical characterization were purchased
from Sigma-Aldrich Company, these were employed without previous purification
process.

4.2 Instruments

Absorptions spectra in solution and nanoparticles were obtained by using a Perkin
Elmer LAMBDA 900 UV/Vis/NIR spectrophotometer. The emission spectra of so-
lutions, suspension (NPs) and silica nanoparticles (SNPs) were measured on Ocean
optics USB4000 spectrometer using as excitation source a diode laser of 375 nm. The
particle size distributions were measured in a Dynamic light scattering (DLS) with
a scattering angle of 173° (Malvern, Zetasizer Nanoscrips). To observe the surface
morphology of the NPs and SNPs were used Scanning electron microscope (SEM
JEOL-JSM-7800F) and transmission electron microscope (TEM JEOL-1230). By

29
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Figure 4.1: Chemical structure of molecules.

using theoretical methods were calculated the HOMO-LUMO energy levels through
GAUSSIAN 09 using the B3LYP functional and the bases used were 6-31G for all
atoms [67–72]. HOMO and LUMO levels were determined experimentally by cyclic
voltammetry (CV) the experiments were carried out by using an advanced electro-
chemical system, PARSTAT 2273 potentiostat. CV experiment can be done using
three electrodes consisting of a working electrode (Pt), a counter electrode (Pt in
filament) and a reference electrode (Ag/AgNO3). Silver is used in this experiment as
a known reference to calculate the Eox or Ered. The estimations can be done with the
empirical relation ELUMO = [−(Ered+4.4)+0.22] eV or EHOMO = [−(Eox+4.4)+0.22]

eV. The quantum yields were obtained by an integrating sphere and using as exci-
tation source a diode laser (Central wavelength 375 nm). The fluorescence quantum
yields of samples were measured in solution and solid state (NPs, and SNPs), for
DBBT3-Hex and BT20 were used as reference Rhodamine 6G (ϕref = 0.89) [73] dis-
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solved in ethanol and for the samples BT3, ACN1 and BT2 were used as reference
quinine sulfate (QS) (ϕref=0.6) [74] dissolved in water at 0.05 M sulfuric acid. The
color coordinates were calculated such as established by the CIE for a light source
(Appendix A) [61].

4.3 Preparation of aqueous suspension of organic
NPs and SNPs

NPs from compounds BT3, ACN1, BT2, BT20 and DBBT3-Hex, were prepared by
using typical reprecipitation method (molecular selfaggregation) [14, 75–77], a briefly
description, a small volumes of THF solution were injected into aqueous solution of
Cetyltrimethylammonium bromide (CTAB) at concentration of 8×104M under ul-
trasonic agitation, the CTAB is used to avoid coalescence of NPs. THF solvent was
removed from the NP system to reduce the exchange degree of the dynamic equi-
librium from the isolate molecules to NPs, moreover, the effect of the hydrophobic
environment on the NPs was also considered.

To obtain white light-emitting nanomaterials from RGB1-BT3:ACN1:DBBT3-
Hex and RGBBTs-BT3:BT2:BT20 by reprecipitacion method first, were prepared a
yellow suspension by combining DBBT3-hex:ACN1 and BT20:BT20, then BT3 in
solution were added until obtain white light, the molar ratio for white light emitter
were was 0.5:1:2 and 1:1:2 respectively. For RGB suspension also was used CTAB
as surfactant at concentration of 8× 104M and was maintained on magnetic stirring
all the time during the manufacturing process.

SNPs were synthesized according to methods described by L. Aparicio-Ixta et
al. [78]. The method consist in prepared microemulsions by dissolving Aerosol-
OT, 1-butanol and NMP in deionized water. Then, the molecule is dissolved in
N-Methylpyrrolidone (NMP) and added to the micellar solution under constant mag-
netic stirring, after half an hour the vinyltriethoxysilane (VTES) is added and the
silica nanoparticules (SNPs) are formed, afterwards was added (3-Aminopropyl) tri-



Chapter 4. Experimental 32

ethoxysilane (APTES) to precipitate the particles and modify the surface of the
SNPs with amine groups (NH2), the solution is kept in stirring vigorously for 20
hours. This methodology is carried out at room temperature. Finally, to remove
as much as possible surfactant eliminated the larger NPs, these suspensions were
centrifuged at once 4000 rpm and once 10000 rpm and redispersed in distilled wa-
ter. The white light emission SNPs were performance mixing the three molecules
(BT3:ACN1:DBBT3-Hex) the ratios employed were 0.15:1:0.15 and 1.1:1.5:1.2 re-
spectively.

4.4 Results and discussion

4.4.1 Characterization of molecules in solution and aqueous
suspension of organic NPs and SNPs

Molecules were prepared by synthetic methodologies, and spectroscopic characteriza-
tion by means of nuclear magnetic resonance (NMR) and IR spectroscopy techniques
was carried out to establish the molecular structure. Already synthesized and char-
acterized the molecules were prepared a solution (1 × 14 M) in THF from BT3,
ACN1, BT2, BT20 and DBBT3-Hex molecules. UV-Vis absorption spectra of chro-
mophore BT3, shows an intense band around 362 nm assigned to π → π∗ electronic
transition, due to molecular structure this molecule has poor intramolecular charge
transfer character. However the benzothiadiazole derivative ACN1, BT2, BT20 and
DBBT3-Hex, have a strong intramolecular charge transfer (ICT) transition toward
the acceptor core. In this case the spectra shapes are observed with two absorption
bands, one of them of greater intensity assigned to (π → π∗) electronic transition
at 272 nm for ACN1, 275 nm for BT2, 367 for BT20 and 332 nm for DBBT3-Hex
and the other absorbance band corresponding to ICT is found at 382, 444, 502 and
495 nm respectively for ACN1, BT2, BT20 and DBBT3-Hex. These main electron-
ics transitions are from peripheral aryl moieties (Donor) to central core (acceptor),
which indicative of the quadrupole architecture (D-π-A-π-D). These chromophores
in solution show a high photoluminescence emission in blue (BT3) at 390 nm, green
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(ACN1 and BT2) at 494 nm and 523 nm and red (BT20 and DBBT3-Hex) at 622
nm and 628 nm, respectively. As a first approximation, the mathematical mixture
of these emission in blue, green and red cover a broad spectrum from 390 to 800
nm (Fig 4.9), with the blends of fluorophores is possible to obtain white emission.
The calculated Stokes shift for each fluorophore in solution was from 1980 to 17800
cm−1. Normalized absorption and photoluminescence spectra of these molecules are
presented in Fig. 4.2, the mixtures of these molecules are used to obtain RGB solu-
tions with white-emission. This method to obtain white light is based on the blend
of an excellent donor material (in this case BT3) with an amount of narrow band gap
light-emitting molecules (here were used ACN1, BT2, BT20 and DBBT3-Hex), and
then using the incomplete energy transfer (ET) to achieve white light emission [79].
In addition, from the absorption spectra is observable the possibility the excitation of
all fluorophores with 375 nm. As a first approximation, for these fluorophores were
calculated optical band gap from absorption bands, values obtained were of 3.43,
3.25, 2.80, 2.47 and 1.51 for BT3, ACN1, BT2, BT20 and DBBT3-Hex, respectively.

In order to determine the HOMO and LUMO energy levels of molecules and estab-
lish the correlation with observed optical properties, electrochemical cyclic voltam-
metry technique was carried out, Table 4.1 summarized the calculated values by
cyclic voltammetry technique, optical techniques and theoretical methods. Geomet-
rical optimization of structure for molecules BT3, ACN1, BT2, BT20 and DBBT3-
Hex (for two monomers) were carried out by using DTT and DFT theoretical level
in general, the molecules showed a semi-planar conformation. Molecular modeling
was performed on the GAUSSIAN 09 program using the B3LYP functional. All
structures were fully optimized in gas phase without any symmetrical restriction
at 298.15 K. The HOMO-LUMO values were calculated theoretical and are plotted
over molecular structure Fig. 4.3. Frontier Molecular Orbitals (FMOs) of the five
derivatives are shown in the more stable molecular conformation. In particular, is
denoted that theoretical calculations indicate an electronic transition from HOMO
to LUMO promotes a quadrupole architecture D-A-D for BT3 and ACN1, BT2 and
BT20 molecules. The electronic densities in HOMO levels are localized around all
structure, contrary to what is observed in the LUMO levels where the electron den-
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a) b)

c) d)

Figure 4.2: a), c) Normalized absorption. b), d) Normalized PL of the molecules in
solution; The inset photography are corresponding at solutions under a UV excita-
tion.

sity is located in the center of the molecule. In the LUMO energy level the electronic
density for ACN1, BT2, BT20 and DBBT3-Hex is localized on the benzothiadiazole
(BT) and in the central fluorene for BT3. These results corroborate the two-photon
absorption (TPA) property which shows these three organic molecules [80].

The matching of the HOMO and LUMO energy levels of molecules as well as
electrical and optical properties are important in the RGB mixtures in aggrega-
tion state, so that the energy transfer between them. Analysis of the experimental
HOMO-LUMO levels indicates that the tendency on band gap is well reproduced
by theoretical calculations with nevertheless a maximum deviation of 0.17 eV. For
BT3 a high LUMO level and large band gap is required for intense absorption and
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Table 4.1: Energy levels HOMO-LUMO en Energy Gap.
Compounds Measured

by CV
HOMO
[eV ]a

LUMO
[eV ]a

Eg [eV ]a Simulated
HOMO
[eV ]b

LUMO
[eV ]b

Eg [eV ]b Eg [eV ]c

BT3 -5.08 -1.62 3.46 -5.1 -1.7 3.4 3.43
ACN1 -5.77 -2.71 3.06 -5.9 -2.8 3.1 3.25
BT2 -5.27 -2.86 2.41 -5.2 -2.9 2.3 2.80
BT20 -4.95 -2.91 2.04 -4.9 -3.0 1.9 2.47

DBBT3-Hex -4.69 -2.88 1.87 -4.8 -3.1 1.7 2.51
a HOMO, LUMO energy levels and band gap were calculated from the cyclic voltam-
mogram.
b HOMO, LUMO energy levels and band gap were simulated by theory calculations.
c Band gap measured optically, through UV-vis absorption spectra.

emission, which is indicate the possibility to be a donor material.

Moreover, aqueous suspensions of NPs (with a concentration around 1×10−4M)
of fluorescent organic molecules BT3, ACN1, BT2, BT20 and DBBT3-hex were pre-
pared by reprecipitation method using CTAB as a surfactant from THF solution at
concentration 1×10−3 M. These suspensions were fabricated to ensure that the or-
ganic substances conserve fluorescent properties inclusive in a presence of biological
medium such as saline solution. The aromatic molecules can lead to the formation
of amorphous aggregates due to amorphous internal structure and their character
hydrophobic π-conjugated. In most cases, the intermolecular π− π stacking induces
collisional interactions between molecules in the ground and excited states and sub-
sequent fluorescence quenching are present in aggregated state [2, 14]. The emission
bands for molecules BT3, BT2, BT20 and DBBT3-Hex is slightly red-shifted as a
consequence of the π − stacking involved in the chain collapse, unfortunately the
quantum yield is lower (≈ 50%) compare to the THF solution (100%). Although,
in the case of ACN1 there is a blue-shifted might be due to the internal organiza-
tion in the aggregate, and the quantum yield after aggregation is reduced at ≈ 86%
compared to the THF solution (100%). Whereas for BT2 the emission of the aggre-
gation is slightly red-shifted, and the quantum yield is about the same as the THF
solution. In most cases the absorption spectra of the nanoparticles shows red-shifted
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a)

b)

Figure 4.3: Gas-phase orbital pictures for the five molecules BT3, ACN1, BT2,
BT20 and DBBT3-Hex for two monomers. HOMO/LUMO undergo a redistribution
of electronic density from the entire frame to only the acceptor core center (D-A-
D; quadrupole architecture); a) RGB1-BT3:ACN1:DBBT3-Hex and b) RGBBTs-
BT3:BT2:BT20.

in comparison to the molecule dissolved in a good solvent. There are some reports
that show an increase in the conjugated length of the molecular backbone by inter-
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molecular interactions [17, 19, 31, 81, 82]. Optical properties of suspensions were
evaluated by absorption and PL spectra and are present in Fig. 4.4 and Fig. 4.5.
These spectroscopic data were taken as a first indication of the formation of NPs
from solutions of materials.

a)

100nm

ACN1

100nm

BT3

DBBT3-Hex

100nm

b)

Figure 4.4: a) Normalized absorption. b) Normalized PL of the molecules in aqueous
suspension for BT3:ACN1:DBBT3-Hex (RGB1). The inset photography are corre-
sponding at solutions under UV excitation. On the right, SEM micrographics of NPs
fabricated by reprecipitation.

The emission spectra of the aqueous suspension fabricated by reprecipitation
shows that the photoluminescence properties are conserved from solution to suspen-
sion, the CIE color coordinates were calculated in data are summarized in Table 4.3.
Analysis of the morphologies for NPs were carried out by scanning electronic mi-
croscopy (SEM), the results indicate that NPs obtained have amorphous morphol-
ogy (irregular shapes), on the right of Fig. 4.4 and Fig. 4.5, are showed the SEM
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Figure 4.5: a) Normalized absorption. b) Normalized PL of the molecules in aqueous
suspension for BT3:BT2:BT20 (RGBBTs). The inset photography are corresponding
at solutions under UV excitation. On the right, SEMmicrographics of NPs fabricated
by reprecipitation.

images of the NPs. Furthermore, from the images obtained by SEM microscopy were
calculated the size distributions of NPs employing image J software and compared
with those measured by DLS technique. The hydrodynamic diameter measured by
DLS are 189.8±97.18 nm for BT3, 159.2±39.38 nm for ACN1, 241.3±113.7 nm for
BT2, 305.4±127.0 nm for BT20 and 198.7±91.91 nm for DBBT3-Hex, analysis of
size dispersion of the NPs fabricated by reprecipitation technique shows a standard
deviation and high polydispersity (this index provides information on the sample
values close to 0 indicate that the sample is monodisperse and values close to unity
indicate that the sample has a wide variety of sizes). Size distributions by SEM
technique for five molecules were less (average diameters between 20-80 nm), this
disagreement is may be due to by DLS is measured the hydrodynamic diameters of
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nanoparticles and the samples are evaluated dry and are not hydrated, (Table 4.2).
In a) Fig. B.5 is shows the size distributions measured by DLS technique.

Table 4.2: Size of nanoparticles by reprecipitation (NPs) and microemulsion (SNP),
measured by SEM microscopy and DLS technique.

Sample DSEM

(nm)
DDLS

(nm)
PdlDLS

BT3NPs 26− 50a 189.8±97.18 0.185
BT3SNPs 44 106.0±42.95 0.265
ACN1NPs 24− 50a 159.2±39.38 0.347
ACN1SNPs 48 79.36±25.27 0.159
BT2NPs 14− 80 241.3±113.7 0.215
BT2SNPs 56 88.55±24.68 0.077
BT20NPs 38− 80 305.4±127.0 0.198
BT20SNPs 46 176.2±89.89 0.196

DBBT3−HexNPs 24− 52a 198.7±91.91 0.200
DBBT3−HexSNPs 50 212.6±116.0 0.219

a interval size distribution.

Unfortunately, the compounds BT3 in aqueous suspension is unstable, there are
some reports about degradation of fluorene moiety. Yuguang Ma et. al [83], pho-
todegradation of fluorene oligomers that poses alkyl and aromatic substitutions in the
bridged C-9 position under UV-light irradiation. Results indicate that the formation
of ketonic defects after degradation depends on the proportion of alkyl substitu-
tion. Marian Asantewah Nkansah et. al [84] investigate the direct photochemical
degradation of aqueous fluorene solution under UV-light irradiation, they found that
formation of among of hydroxyl radicals which are involved in the oxidation of fluo-
rene fluorophore. The possible initial oxidation chemical reaction of fluorene derivate
with hydroxyl radicals is expected to give rise to 9H-fluorene-9-one compound.

In this way to increase the stability of fluorophores in aqueous suspension were
fabricated nanoparticles coated with silica (SNPs), which provide a protective layer,
thereby reducing photo-oxidation of the molecules. Photophysical properties of SNPs
based on BT3, ACN1, BT2, BT20 and DBBT3-hex fluorophores were investigate and
are summarized on Table 4.3. On the right in Fig. 4.6 and Fig. 4.7 are showed the
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Figure 4.6: a) Normalized absorption. b) Normalized PL of the SNPs for
BT3:ACN1:DBBT3-Hex (RGB1). The inset photography are corresponding at so-
lutions under UV excitation. On the right, SEM micrographics of SNPs fabricated
by microemulsion.

SEM images to SNPs, their morphology shown are typically spherical. For analysis
of distribution size of NPs were used these micrographics, the size measured is about
44-50 nm. Moreover, DLS measurement shows the polydispersity data in average of
0.183 which are lower than obtained for NPs fabricated by reprecipitation method,
those results of the DLS measurements for SNPs are shown in Fig. B.5. A sum-
marized data obtained for organic fluorophores in solution, aqueous suspension and
SNPs are showed into Table 4.3. The photoluminiscence emission wavelength for
fluorophores in solution compared with NPs or SNPs present a bathochromic shift
of 23 nm for BT3, 25 nm for BT2, 16 nm for BT20 and 30 nm for DBBT3-Hex
molecules, is observed an exception for ACN1 in which a hypsochromic shift was
observed of 4 nm. These changes showed for emission bands are directly observed in
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Figure 4.7: a) Normalized absorption. b) Normalized PL of the SNPs for
BT3:BT2:BT20 (RGBBTs). The inset photography are corresponding at solutions
under UV excitation. On the right, SEM micrographics of SNPs fabricated by mi-
croemulsion.

the calculated color coordinates by using CIE 1931 method (Fig. 4.8). It is impor-
tant to note that SNPs exhibit a significant quenching of the quantum yield for the
five molecules compared with corresponding solutions or inclusive to NPs formed by
reprecipitacion, this behavior could be attributed to silica coating.

For those emission spectra with color coordinates in region of the equal energy
point (0.33, 0.33), can be called white light according to CIE 1931 [79]. According
to color theory, all the color spectra can be achieved by mixing the three primary
colors, so white light can also be obtained in this way. In general, each color have
a coordinate then link lines of color coordinates of three of them constitute one tri-
angle. As long as the triangle contains equal energy point, the white color can be
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Table 4.3: Photophysical parameters and color coordinates (xy) of five molecules.
Compounds λabs

(nm)
λem

(nm)
Stokes
shift

(cm−1)

ϕ Color
coordinates

(x, y)

BT3THF 362 390 1980 0.23 0.15, 0.06
BT3NPs 342 393 3620 0.15 0.16, 0.17
BT3SNPs 373 413 2600 0.05 0.16, 0.16
ACN1THF 272 494 16500 0.72 0.17, 0.43
ACN1NPs 276 491 15900 0.10 0.17, 0.42
ACN1SNPs 263 490 17600 0.13 0.17, 0.40
BT2THF 275 523 17200 0.87 0.35,0.62
BT2NPs 275 539 17800 0.83 0.38,0.59
BT2SNPs 348 548 10599 0.15 0.40,0.57
BT20THF 367 622 11200 0.46 0.63,0.37
BT20NPs 370 625 11000 0.24 0.65,0.35
BT20SNPs 380 638 10600 0.05 0.67,0.33

DBBT3− hexTHF 332 628 14200 0.20 0.63, 0.36
DBBT3− hexNPs 331 658 15000 0.17 0.67, 0.33
DBBT3− hexSNPs 350 643 13000 0.02 0.64, 0.35

achieved, of course the proportion will be adjusted [79]. The (x, y) values calculated
for the five chromophores of this thesis are between red, yellow, green and blue color,
and from combinations is accessible a broad range of colors (gamut). By using the
principle of mixing these compounds in correct proportions we can obtain white-light
emission, reproducing color in a molecular scale by simple mixing of different RGB
chromophores due to the inherent energy transfer between them.
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Figure 4.8: CIE color coordinates diagram of the molecules in solution, NPs and
SNPs.

4.4.2 White light emission of RGB mixtures in solution and
nanoaggregation

By using the principle of RGB mixtures the white light is made from the sum of
emission band in regions of the visible spectrum. The methods for producing white
light, can be classified according to the number of color molecules employed. It is
possible produce white light by mixing the three ”primary colors” i.e. by mixing red,
green and blue fluorescent materials, another approach is by using “complementary
colors” where the combination of only two colors can produce white light for exam-
ple the combination of yellow and blue colors [32]. The two complementary color
mixing method has the advantage of easy control of the CIE (x, y) color coordinates,
in contrast, on three primary color mixing method the control is more complicated.
The interest to obtaining white light in science and technology has increased due
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to the application of these materials as WOLED’s and biomedical markers. Cur-
rently, the most popular organic emitters are small molecule and exists a grand
variety of them such as carbazolyl, fluorene, benzothiadiazole derivatives [64]. The
emission of these molecules (or dyes), is often weakened or quenching after to fab-
ricate nanoaggregates, this phenomena is known as aggregation caused quenching
(ACQ) [24]. ACQ phenomenon is even more serious for molecules with emission
in the far-red/near-infrared (FR/NIR) which are interesting for having emission in
the tissue-transparency window. In addition, some molecules in which elongated
π − conjugation is promoted by using aromatic rings the photoluminescence prop-
erty is reduced due to strong π–π interaction that are responsible to quench the
fluorescence.

To investigate the possibility of fabricating RGB mixtures based on fluorophores
RGB1- BT3:ACN1:DBBT3-Hex and RGBBTs-BT3:BT2:BT20, as a first approxi-
mation were combined mathematically their emission spectra in solution, NPs and
SNPs. The corresponding graph to the sum of the emission spectra for possible com-
binations are showed in Fig. 4.9, to obtain these curves were considered the quantum
yields of each molecule on the environment in which they were found and also the
proportions of fluorophore used in the mixtures. However, in these graphs was not
considered the phenomena of energy transfer (eg Dexter or Förster Energy transfer,
radiative transfer) between organic molecules involved. Moreover, this approxima-
tion indicates that a possible white light-emission is achieved from combination of
BT3:ACN1:DBBT3-hex and RGBBTs-BT3:BT2:BT20 derivatives.

Fig. 4.9 shows the spectrum of white light emission, due to the summation of the
emission bands corresponding to the fluorophores in solution (a-b), SNPs (c-d) and
SNPs (e). The analysis of RGB1 spectra mixtures denotes that the most intense
band is around 500 nm, which corresponds to the emission of ACN1 molecule, in
comparison for mixture of NPs emission bands the maximum intensity emission cor-
respond to the band of the BT3 compound (around 400 nm). Is worthy to mention
that the emission band with lower intensity in all the summations correspond to the
molecule with emission in red color, which is DBBT3-Hex and BT20 on RGB1 and
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a) b)

c)

e) f)

d)

Figure 4.9: Prediction of white light emission derived from the sum of emissions for
the two triads: BT3:ACN1:DBBT3-Hex and BT3:BT2:BT20 in a) and b) solution;
c and d) NPs and e) SNPs and f) The diagram of the color coordinates.

RGBBTs mixtures, respectively. In order to achieve solutions showing white light
emission, a mixture was prepared from the three organic molecules with blue, green
and red emission color. After to investigate mixtures with different ratios of fluo-
rophores, a THF solution with white light emission was obtained for combination of
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DBBT3-hex:ACN1:BT3 in a molar ratio of 0.5:1.5:2 (Fig. 4.10). While, for RGBBTs
solution the mixture with similar emission was fabricated by using BT20:BT2:BT3
in ratio of 0.5:7:20 (Fig. 4.11). These emission spectra were obtained by using 375
nm as excitation source, to verify its emission in white the color coordinates were
calculated from emission spectra and the data are summarized on Table 4.4. To
compare the calculated with experimental spectra, we observed that in both mix-
tures BT3 compound is present in highest proportion, however, its emission band
is not the most intense, this suggests that there a possible energy transfer process
is happening. This electronic phenomenon could be due to different mechanism as
multiple excitation energy transfer (EET), through FRET or trivial mechanisms,
in all previous cases the resulting is the enhanced emission from the red-emitting
fluorescent units which acts as the energy acceptors.

The electrical and optical properties of the WOLED depends on the energy trans-
fer between the host (donor) and dopants (acceptors) and it is affected by the energy
band gap of the component [85, 86]. On the basis of these considerations, EET should
increase with smaller energy gaps between the LUMO energy levels of donor and ac-
ceptor components [85], To analyze this for chromophores used in this work, the
HOMO-LUMO energy band diagram was develop and is shown in Fig. 4.3. From
this figure is possible to predict the energy transfer process between the components
of the mixture. According to this assumption, a possible energy transfer process oc-
curs from BT3 fluorophore to ACN1 chromophore and from ACN1 to DBBT3-Hex
at the RGB1 mixture, experimentally was evaluated this energy transfer between
ACN1 and DBBT3-Hex in suspension, are showed in Fig. B.4. For the RGBBTs
mixture, the ET is possible to happen from BT3 to BT2 and from BT2 to BT20,
this due to the degree of overlap between the absorption and PL emission peaks of
the materials that are show in Fig. B.4 and Fig. B.3.

Absorption and emission spectra of the suspensions are show in Fig. 4.10 and
Fig. 4.11, the CIE coordinates are found in Table 4.4. The energy transfer evalua-
tion was only made for ACN1 and DBBT3-Hex in suspension (NPs), the study is
show in Fig. B.4. Fig. 4.10 morphological analysis of the NPs was develop by using
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b)a)

100nm 100nm

Figure 4.10: Normlized absorption and emission spectra for a) RBG solution; b) RGB
suspension. The emission spectra are recorded at 375nm and 343nm respectively,
the inset photography are corresponding at suspension under UV excitation. On the
bottom, are showed the SEM and TEM images of the NPs.

SEM and TEM techniques, results showed for RGB1 NPs with small size, commonly
not so large than 50 nm, again the result is not consistent with those obtained by
DLS technique, see Table 4.2. The size distribution obtained from DLS is shown
in Fig. B.7. Fig. 4.11 shows the SEM images for RGBBTs and RGBBTs NPs. By
comparing the SEM images and DLS measurements of the two suspensions (RGB1
and RGBBTs) is observed that the sizes of the nanoparticles RGBBTs are larger
than RGB1 NPs.

Fluorescent silica nanoparticles with multiple emission wavelengths by single
wavelength excitation have been studied for multiplex bioanalysis in recent years.
These multicolor silica nanoparticles can be used as barcoding tags for multiplexed
signaling [22]. For the SNPs fabricated from fluorophores used in this work was
evaluated their optical properties and then were prepared suspension with white
light emission by mixing the SNPs of each molecule (Fig. 4.12). Absorption and
emission spectra of suspensions were acquired, the proportions used of R:G:B SNPs
were 1:2:0.5, and its color coordinates were x=0.30, y=0.35, which is closer to the de-
sired pure white region. Comparing the predicted emission spectra shown in Fig.4.9
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a) b)

100nm 100nm

Figure 4.11: Normalized absorption and emission spectra of RGBBTs at a) RBG
solution; b) RGB suspension (NPs). The emission spectra are recorded at 375,
325nm, the inset photography are corresponding at suspension under UV excitation.
On the bottom, are showed the SEM images of the NPs.

and obtained experimentally is observed that the emission peak corresponding to
DBBT3-Hex molecule is more intense in the spectrum obtained experimentally than
the calculated. In the mixture for obtain white-light emission, the amount of DBBT3-
Hex was smaller than those used for ACN1, an explanation for why a large amount
of ACN1 is required in compared to DBBT3-Hex, is due to the overlap of the emis-
sion band of ACN1 and the absorption band of DBBT3-Hex (Fig. B.4), the green
emission from ACN1 (donor) is reabsorbed by DBBT3-Hex (acceptor). The green
and red emitters are in close enough proximity, energy transfer occurs from donor
to acceptor molecule and photoluminescence is obtained. The remaining green emis-
sion which are not involved in energy transfer is used to complete the white emission
spectra.

In Fig. 4.12 shows the absorption, emision and SEM micrography of the SNPs,
their color coordinates were 0.21,0.35 and 0.43,0.38. In Fig. B.7 shows the size dis-
tributions measured by DLS technique.
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a)

b) c)

100nm 100nm

Figure 4.12: Normalized absorption and emission spectra of RGB1SNPs: a) sep-
arately mixing the SNPs of each molecule; SNP samples with different molecules
combinations; b) and c) RGB SNPs at different ratios. The inset photography are
corresponding at SNPs under UV excitation. On the bottom, are showed the SEM
images of the SNPs.

Comparison of the mixtures RGB mixtures in solution, NPs and SNPs

In solution obtaining the white emission was easier because the distance between
molecules is higher than in aggregate so that the energy transfer is minimal, so in
the case of solution RGBBTs its color coordinates are very close to the region of
pure white. Afterwards, to obtain the white-light nanomaterials by reprecipitation
method was affected by several factors such as the order in which the molecules
were adding and the change of the ratios doe to energy transfer between molecules.
From the emission spectrum of RGB1 and RGBBTs NPs the color coordinates were
calculated to corroborate the white light emission, these fall in the white region
and the nanoparticles size distribution is acceptable around 128.9±49.55. While, by
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microemulsion method white-emission nanomaterials showed greater stability doe to
silica coating, so the photodegradation of BT3 was greatly reduced. All values are
shown in the following Table 4.2.

Table 4.4: Size of RGB nanoparticles by reprecipitation (NPs) and microemulsion
(SNP), measured by SEM microscopy and DLS technique.

Sample CIE
coordinates

(x, y)

Da
SEM

(nm)
DDLS

(nm)
PdlDLS

RGB1THF 0.29,0.30 - - -
RGBBTsTHF 0.31,0.33 - - -
RGB1NPs 0.35,0.38 16− 40 137.0±56.32 0.183

RGBBTsNPs 0.34,0.39 38− 92 128.9±49.55 0.121
RGB1− 1SNPs 0.21,0.35 15-50 40.37±19.58 0.305
RGB1− 2SNPs 0.43,0.38 15-75 278.5±152.7 0.463

a Interval size distribution. And color coordinates (x,y), of RGB solution, NPs and
SNPs.
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Conclusions

The purpose of this thesis was the study of the photoluminescent properties of five or-
ganic molecules (BT3, ACN1, BT2, BT20 and DBBT3-Hex) in solution and nanopar-
ticles, these organic molecules proved to be highly and moderately fluorescent in solu-
tion of organic solvent and aqueous suspension, respectively. Fluorescence quenching
after the formation of amorphous aggregates is probably due to amorphous internal
structure and their hydrophobic character. The compound having greater photolumi-
nescence in both solution and aggregate state was BT2, while less photoluminescent
emission is showed for DBBT3-Hex compound. Nanoparticles fabrication was car-
ried out by two methods: reprecipitation (NPs), and microemulsion (SNPs) methods
for these nanomaterials their sizes and morphologies were established by DLS and
SEM experiment. Reprecipitation method has some advantages such as: quick and
easy preparation, but in the other hand, makes difficult to precisely control the nu-
cleation process and growth, thus NPs morphological analysis of BT3, ACN1, BT2,
BT20 and DBBT3-Hex fluorophores showed variations in sizes from 14 nm to 80 nm
and the irregular shapes. In comparison by microemulsion method, nanoparticles
were coated with silica, for this method was obtained sizes distribution lower than
reprecipitation method and morphology observed was regular spherical shape.

Photophysical characterization of chromophores was developed in solution and
aqueous suspension, for compound BT3 in aqueous suspension was observed that is
unstable. Photodegradation of fluorene moety has been previously studied and is
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attributed to the oxidation reaction of C-9 owing to UV illumination. Then, after
BT3 derivative was coated with silica its stability increase approximately 60%, the
study is present in Appendix B Fig. B.2.

Finally, the specific focus of this thesis is the fabrication of nanomaterials with
white light-emission by combination of three three ”primary colors” red, green and
blue materials. For this work, we employ two different triads: RGB1-DBBT3-
Hex:ACN1:BT3 and RGBBTs-BT20:BT2:BT3. In solution the two triads present
a white light emission which is corroborate by color coordinates, important to note
that for RGBBTs was almost obtained a perfect white color. Moreover, by reprecip-
itation method also was obtained aqueous suspension of nanomaterials with white
emission. By the microemulsion method were obtained the nanomaterials with silica
coating, which protects the organic molecules, presenting greater stability mainly for
BT3 compound which it is unstable in aqueous suspension. Photophysical study of
these with light-emitter showed an energy transfer between the molecules by way
of RET or/and FRET process. The existence of ET in nanoclusters generates a
large Stokes shift favoring its application as biological labeling and imaging. For the
development of WOLEDs the electrical and optical properties depends on the en-
ergy transfer, so is important energy transfer existence between the host and dopants.
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Suplementary theory information

A.1 Colorimetry

In this apendice is intended to give a brief explanation of how we perceive color
and understand how the system of color measurement (tristimulus values, (XYZ),
chomaticity coordinates (xy) and chromaticity diagram) is performed.

A.1.1 Measurement system CIE 1931

The CIE is an international organization which is concerned with everything related
to color and color measurement, CIE for its French name Commission Internationale
de I’Éclairage. With the aim of developing a color standard CIE conducted numer-
ous experiments, the experiments were made in 1931 where at last a color matching
system based on the experimental results obtained by Guild and Wright was adopted.

The CIE standard is based on three imaginary primaries that can be mixed by
adding and form any color. For Standard 1931 primary agreement was picked as
computational limitations of the time, deciding that the XYZ values must always
give positive values for any stimulus actual color.
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Tristimulus values ��(XYZ), chromaticity coordinates (x, y) and chro-
maticity diagram

Tristimulus values defined the amount of the set of primary and are used to find the
color coordinates for a given stimulus. The bar on each variable indicates which is
the average value, such x̄ [87].

The magnitudes of the XYZ components are proportional to the radiometric
power, but its spectral composition corresponds to characteristics of color similar to
the human eye [61]. The graph of these functions are shown in a) Fig. A.1.

a) b)

Figure A.1: a) Color match functions x̄λ, ȳλ and z̄λ,of CIE 1931 b) Color diagram.

The concept of tristimulus values is based on the theory of the three color com-
ponents which states that the human eye has recipients of the three primary colors:
red, blue and green; and all the colors are mixtures derived from them. The XYZ
tristimulus are calculated with the color functions x̄λ, ȳλ and z̄λ from standard ob-
server using the equations [87]:
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X = k
830∑
390

ϕ(λ)x̄(λ)∆λ

Y = k
830∑
390

ϕ(λ)ȳ(λ)∆λ

Z = k
830∑
390

ϕ(λ)z̄(λ)∆λ

k = 100
830∑
390

ϕ(λ)ȳ(λ)∆λ

(A.1)

Where ϕ(λ) is the spectral distribution of the source to be measured, x̄(λ), ȳ(λ),
z̄(λ) are the color match functions and ∆λ equal to 1nm, CIE 1931, defined by the
observer pattern for each of the visible wavelengths and k is the relative luminance of
the source and directly indicates the value of Y, given a value of Y equal for an abso-
lute blank and a value equal to hundred for a perfect white, that defines the constant.

For the determination of the chromaticity coordinates must equations:

x = X
X+Y+Z

y = Y
X+Y+Z

z = Z
X+Y+Z

Any set XYZ can be represented in a chromaticity diagram. Even if only two
of the three need be given, since x + y + z = 1.00. With beams of light of equal
luminous intensity Y, the one with the highest value of y, also called the luminance,
is perceived as being brightest. Thus the greens and yellows of b) Fig. A.1 have a
higher luminance than blues and reds [88].

A.2 Energy transfer

A.2.1 Photoinduced Electron Transfer (PIET)

In organic systems, electron transfer to occur, the donor and acceptor should be suffi-
ciently close that their molecular orbitals become overlapped. In quantum mechanics
theory, this corresponds to a spatial overlap of the donor and acceptor wavefunc-



Appendix A. Suplementary theory information 56

tions. Long-range electron transfer may take place when the donor and acceptor
are linked through a bridge molecule. Therefore the PIET might be between two
molecules (intermolecular), or between two moieties of the same molecule. In such
process, the molecule or moiety providing an electron is called the donor (D), while
the other molecule/moiety receiving the electron is called the acceptor (A) [89].

The complex [ D• + A•− ] is generally termed a charge-transfer (CT) state.
When the donor and the acceptor are in the same molecule, this is termed an in-
tramolecular charge-transfer (ICT) state. This CT state possesses a larger dipole
moment as a result of charge separation and emits at a longer wavelength with a
broad, structureless emission band. Thus, it generally becomes more stable in a po-
lar medium, and its emission becomes remarkably red-shifted with increasing solvent
polarity [89].

A.2.2 Excitation Energy Transfer (EET)

An excited molecule/chromophore (D) can transfer the excitation energy to another
molecule/chromophore (A) under certain circumstances. The donor molecules typi-
cally emit at shorter wavelengths that overlap with the absorption spectrum of the
acceptor [90, 91], Fig. A.2.

In the general case, D∗ and A∗ are both singlet electronic excited states (S1),
a case that is often termed as singlet–singlet energy transfer. There are other pos-
sibilities, such as triplet–singlet energy transfer (transfer of excitation from an ex-
cited donor in triplet state to produce an excited acceptor in singlet state), and
triplet–triplet energy transfer [91], this energy transfer can be through radiative and
no-radiative processes, which are explained below. Energy transfer processes occur
typically on time scales that range from picoseconds to nanoseconds for singlet en-
ergy transfer up to milliseconds and seconds for triplet energy transfer, because of
the much longer lifetimes of triplet states [91].
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Figure A.2: Spectral overlap of the donor and acceptor required for EET.

Radiative energy transfer

This process is often called trivial transfer because of the simplicity of the phe-
nomenon, but in reality the quantitative description is quite complicated because it
depends on the size of the sample and its configuration with respect to excitation
and observation. Radiative transfer results in a decrease of the donor fluorescence
intensity in the region of spectral overlap. Such a distortion of the fluorescence spec-
trum is called the inner filter effect [92]. Upon photon emission the excited donor
D∗ returns to its ground state D while the ground state acceptor A will be promoted
to its excited state A∗ by the absorption process.

The efficiency of this process depends on the following four parameters: a) the
quantum yield ϕD of D∗ for emitting a photon, b) the number density nA of ground
state A molecules that can absorb the emitted photon, c) the absorption cross section
σA(λ), d) the overlap of the fluorescence emission spectrum of D∗ and the absorption
(or excitation) spectrum of A.
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Non radiative energy transfer

Non-radiative transfer of excitation energy requires some interaction between a donor
molecule and an acceptor molecule, and it can occur if the emission spectrum of the
donor overlaps the absorption spectrum of the acceptor, so that several vibronic tran-
sitions in the donor have practically the same energy as the corresponding transitions
in the acceptor. Moreover energy transfer can result from different interaction mech-
anisms: a) by collision, ei by intermolecular orbital overlap (Dexter energy transfer)
and b) by Coulomb interaction, via dipole-dipole interaction (Förster energy trans-
fer) [92].

For Dexter energy transfer the involved electronic orbitals �collide� and the ex-
cited donor electron is exchanged with an acceptor electron. The Dexter mechanism
requires very small donor-acceptor distances with an interpenetration of their or-
bitals, the distances are around r < 10 Å [90]. In contrast, the Förster mechanism
occurs for larger distances over up to 10 nm. The Förster energy transfer involves
a dipole–dipole coupling of the transition dipole moments for excited donor and the
aceptor in its ground state. As the excited donor relaxes, its energy is transferred
via a strong columbic interaction with the aceptor molecule [90].
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Supporting information

Figure B.1: Cyclic voltammetry curve for the five molecules.
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a)

b)

c)

Figure B.2: BT3’s degradation: absortion and photoluminiscence spectra of suspen-
sion at a) after preparing the suspension, b) one day after, approximately and c)
comparation of degradation of BT3 in solution, NPs and SNPs.

a)

b)

c)

d)

Figure B.3: The peak overlaps between PL and absorption spectra of RGBBTs emis-
sion materials; a) BT3→BT2 solution, b) BT3→BT2 NPs, c) BT2→BT20 solution,
d) BT2→BT20 NPs.
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a)

b)

c)

d)

e)

f)

g)

Figure B.4: The peak overlaps between PL and absorption spectra of RGB1 emission
materials; a) BT3→ACN1 solution, b) BT3→ACN1 NPs, c) BT3→ACN1 SNPs, d)
ACN1→DBBT3-Hex solution, e) ACN1→DBBT3-Hex NPs, f) ACN1→DBBT3-Hex
SNPs and g) photoluminiscence spectra of ACN1, DBBT3-Hex and ACN1:DBBT3-
Hex mixtures in suspension (NPs), changing the ACN1 concentration.
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BT3

ACN1

DBBT3-Hex

BT2

BT20

Figure B.5: Size distributions measured by DLS technique for the five molecules in
suspension fabricated by reprecipitacion method.
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DBBT3-Hex
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Figure B.6: Size distributions measured by DLS technique for the five molecules
coated with silica fabricated by microemulsion method.
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NPsRGB1

NPsRGBBTs

SNPsRGB1

SNPsRGB2

a) b)

Figure B.7: Size distributions measured by DLS technique for a) DBBT3-
Hex:ACN1:BT3 and BT20:BT2:BT3 mixtures by reprecipitacion method. b)
DBBT3-Hex:ACN1:BT3 mixtures changing the ratio between them by microemul-
sion method.
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Fakis, Peter Persephonis, and Pavol Zahradník. Benzothiazole-based fluo-
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