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ABSTRACT 

Luminescent lanthanoid complexes are widely utilized, especially in the medical 
diagnostics. The complexes have been much studied and ligands with high quantum 
efficiency have been developed for different lanthanoid ions and for different 
applications. However, the present ligands are not applicable for all applications, for 
example for biological imaging, which would require excitation by visible light, 
water solubility and stability in the aqueous environments. The development of 
ligands for these applications would require a better knowledge of the fundamental 
processes in lanthanoid luminescence. In spite of numerous studies, additional 
information is still needed, at least regarding the energy transfer in chelates. The role 
of different energy states in the energy transfer processes, especially, would require 
more studies. 

The aim of this thesis is to provide new information about the energy transfer 
phenomenon. The results show that the roles of the ligand energy states in the energy 
transfer processes are depended only on their relative positions with respect to the 
receiving Ln(III) states and the energy transfer rates between the states but not on 
the nature of the energy states. The determination of the singlet and intraligand 
charge transfer state energies with the help of absorption and emission spectra is an 
important result, which helps to show that the energy back-transfer takes place from 
Ln(III) to the emittive intraligand CT state. In addition, the method for the 
determination of the stability constant utilizing the luminescence intensity was 
developed. According to this work, it seems that the absolute values of the ligand 
energy states should not be taken into consideration in the ligand development but 
rather the information provided by the (deconvoluted) fluorescence and 
phosphorescence emission bands of the ligands. 

In addition, new efficient ligands and their complexes with Eu(III) and Tb(III) 
have been studied. These can be exited by visible light and used in aqueous media. 

 
 
 
 
 
 

KEYWORDS: energy transfer, lanthanoid, complex, luminescence, europium, 
terbium  
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TURUN YLIOPISTO 

Luonnontieteiden ja tekniikan tiedekunta 
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Materiaalikemian ja kemiallisen analyysin laboratorio 

Markus Räsänen: Energiavirtaus luminoivissa lantanoidikomplekseissa 

Väitöskirja, 107 s. 

Fysikaalisten ja kemiallisten tieteiden tohtoriohjelma 

Toukokuu 2020 

TIIVISTELMÄ 

Luminoivat lantanoidikompleksit ovat laajalti hyödynnettyjä erityisesti 
diagnostiikassa. Komplekseja on tutkittu paljon ja tehokkaita ligandeja on kehitetty 
eri lantanoidi-ioneille eri sovelluksiin, mutta vieläkään ei kaikkiin sovelluksiin ole 
sopivia kelaatteja. Erityisesti biologisiin näytteisiin soveltuville kelaateille olisi 
tarvetta. Näiden vaatimuksina ovat virittyminen näkyvän valon aallonpituudella sekä 
vesiliuokoisuus ja pysyvyys vesiliuoksissa. Ligandien kehittäminen näihin 
sovelluskohteisiin on mielekästä, kun luminesenssin muodostumisen perusteet ovat 
hyvin tiedossa. Perusteet ovatkin pääosin hyvin tutkitut, mutta erityisesti 
energiansiirron ymmärtämisessä on vielä puutteita. Kirjallisuuden perusteella on 
epäselvää, mitkä ovat erityyppisten energiatilojen roolit energiansiirrossa. 

Tämän väitöstyön tarkoituksena oli tutkia tietoa lantanoidikompleksien sisäistä 
energiansiirtoa. Lopputulema on, että eri energiatilojen rooli on riippuvainen vain 
energiatilojen suhteellisista energiatasoista ja energiansiirtonopeuksista riippumatta 
energiatilojen luonteesta. Väitöstyön merkittävimmät annit ovat (i) singletti- ja 
varauksensiirtotilojen energioiden määritys spektreistä, (ii) sen osoittaminen, että 
energia virtaa takaisin varauksensiirtotilalle sekä (iii) luminesenssiin perustuvan 
kompleksivakioiden määritysmenetelmän julkaiseminen. Erityisesti ensimmäinen 
kohta saattaa muodostua tärkeäksi anniksi, jos menetelmä saa laajan hyväksynnän. 
Tämän työn perusteella näyttää siltä, että ligandikehityksessä ei tarvitse ottaa 
huomioon absoluuttisia liganditilojen energioita vaan vain dekonvoloitujen 
luminesenssi- ja fosforesenssiemissiospektrien maksimien energiat. 

Lisäksi väitöstyössä julkaistiin useita uusia ligandeja eri sovelluskohteisiin sekä 
kompleksoitumisvakioiden määritysmenetelmä. 

 
 
 
 
 
 
 
 
 

ASIASANAT: energian takaisinvirtaus, lantanoidikompleksi, fotoluminesenssi, 
europium, terbium  
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Abbreviations 

A acceptor 

ACN acetonitrile 

aq aqueous solution, solvated in water 

CT charge transfer 

D donor 

DPA (dpa) dipicolinic acid 

DPAD dipicolinic acid derivatives 

ED electric dipole 

EDTA ethylenediaminotetraacetic acid 

EILCT energy of ILCT state 

Es energy of singlet state 

ET or 

ETriplet state energy of triplet state 

εmax molar absorption coefficient at absorption maximum 

εExmaxΦ molar absorption coefficient at excitation maximum 

FRAG freely rotating amino group 

HEPES 4-(2-hydroxyethyl)-1-piperazineethanesulfonic acid (buffer) 

HOMO highest occupied molecular orbital 

(H)nLx ligand 

ILCT intraligand charge transfer 

ISC intersystem crossing 

I/A285nm relative intensity 

LMCT ligand-to-metal charge transfer 

Ln(III) lanthanoid(III) ion 

LUMO lowest unoccupied molecular orbital 
abs

max  absorption maximum 
ex

max  excitation maximum 

M metal atom 

M3+ metal(III) ion 

MD magnetic dipole 

PCR polymerase chain reaction 
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PET photoinduced electron transfer 

phen phenanthroline 

RT room temperature 
1Sx* excited singlet state 
3T* excited triple state 

UV ultraviolet 

Y shorthand notation for EDTA in complexes 

z atomic number 
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Mathematical symbols 

A constant 

a proportionality constant 

Ax or y amplitude 

Ax(λex) absorbance of sample at the excitation wavelength 

As(λex) absorbance of standard at the excitation wavelength 

α combination of the temperature-independent high-frequency 

component and the diamagnetic contribution 

B amplitude 

β constant 

C constant or concentration 

Cref(t) reference signal 

ΔE energy difference 

Es integrated area of emission spectrum of standard 

Ex integrated area of emission spectrum of sample 

ε molar extinction coefficient / molar absorptivity 

εA(λ) extinction coefficient of the acceptor at wavelength λ 

εΦ brightness 

f frequency 

FD(λ) normalized (total area = 1) emission spectrum of the donor at 

wavelength λ to λ + Δλ 

g Landé splitting factor 

h amplitude 

ℏ Dirac constant 

ℏω energy of phonon 

θ phase shift 

Itot total intensity 

J total angular momentum quantum number 

K constant or stability constant 

k (= τ-1) decay rate constant 

k0 decay rate constant at T = 0 

k’ pre-exponential factor 
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kB Boltzmann constant 

kvibr decay rate in presence of vibrational quencher 

κ2 orientational factor 

L Bohr radius 

log β or K stability constant 

λ wavelength 

µB magnetic moment 

µef Bohr magneton 

n number of unpaired electrons 

NA Avogadro’s constant 

nr refractive index of medium 

ns refractive index of medium of standard 

nx refractive index of medium of sample 

PL photoluminescence 

q number of coordinated water molecule 

QD quantum yield of donor in the absence of the acceptor 

r distance between donor and acceptor 

S spin states 

Sin(t) emission signal 

Sref(t) reference signal 

Sx in-phase signal 

Sy out-of-phase signal 

σp
+ substituent constant 

T temperature 

t time 

τ luminescence lifetime 

τD luminescence lifetime of donor in the absence of the acceptor 

τD2O luminescence lifetime in the absence of water molecules 

τH2O luminescence lifetime in the presence of water molecules 

Φ quantum yield 

χM molar susceptibility 

ω angular frequency 
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1 Introduction 

This thesis deals with the energy transfer in luminescent lanthanoid chelates. The 

luminescence is emission of light by a substance without thermal excitation. The 

light is emitted from the material by the transition of electrons from a higher 

electronic energy state to a lower one. The higher electronic energy state, the ‘excited 

state’, can be produced by a chemical reaction (chemiluminescence), crystallization 

(crystalloluminescence), electric current (electroluminescence), mechanical stress 

(mechanoluminescence), ionizing radiation (radioluminescence), heat 

(thermoluminescence), flame (candoluminescence) and light (photoluminescence). 

This thesis concentrates on photoluminescence, which is conventionally divided into 

two categories: fluorescence and phosphorescence. In the fluorescence, the spin is 

not changed in the relaxation process (a singlet–singlet transition), whereas it is 

changed in phosphorescence (a singlet–triplet–singlet transition). Depending on the 

transition, the multiplicity may or may not change in the electronic transition of a 

lanthanoid ion, and so only the term ‘luminescence’ is used in this thesis in the case 

of emitting lanthanoid ions. The main luminescent transitions in lanthanoid ions are 

fluorescent in Pr(III), Nd(III), Ho(III), Er(III) and Yb(III) and phosphorescent  in 

Sm(III), Eu(III), Gd(III), Tb(III), Dy(III) and Tm(III). Lanthanoids from La to Lu 

are metallic. 

Lanthanoid chelates consist of an emitting central ion and one or more light 

harvesting organic ligands. The luminescence efficiency of the chelates is dependent 

mainly to three factors: i) the harvesting efficiency of the organic ligand, ii) the 

efficiency of energy transfer and iii) the shielding of the ions from quenching 

species. The first and last points are quite clear but the topic ii) is still not fully 

understood. This thesis tries to shed light on the topic of the energy transfer. The 

distance between the ligand and Ln(III) ion is typically so short that the energy 

transfer is very efficient and the knowledge of the energy transfer phenomenon 

brings probably additional value only to the shifting of the excitation maxinum 

towards visible wavelength. Later, the terms ‘chelate’ and ‘complex’ are used as 

synonyms because the studied ligands are at least bidentate. 
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1.1 Historical background 

The luminescence has occurred “always” in nature, e.g. the glow of glowworms 

(Lampyris noctiluca) is bioluminescence caused by the oxidation of the compound 

named luciferin[1], but humans have utilized the luminescence only for little more 

than hundred years. In 1859, Becquerel invented a fluorescent lamp.[2] This lamp 

consisted of a partially evacuated glass tube whose wall was coated with certain 

luminescent substances. When electric current passed through the tube it excited the 

gas molecules which relaxed emitting UV-light (electroluminescence). This light 

was absorbed by the luminescent material of the wall which in turn emitted light in 

the visible region (photoluminescence). These early luminescent lamps turned out to 

be very short-lived and thus they did not have commercial use. However, their 

operating principle was same as that of the modern fluorescent lamps. Nowadays, 

studies and applications of luminescence are rapidly increasing. This can be 

illustrated by Google.scholar search using ‘Luminescence’ as a key word. The search 

gives 350 000 results prior to 2000 and 644 000 results for the interval 2000 – 2019. 

The lanthanoids were discovered in the turn of the 19th and 20th centuries. The 

lanthanoids are also known as “rare earths” although they are not so rare. For 

example lanthanum, which is the first element in the lanthanoid series and which has 

given the name for the whole series, exists in the Earth’s crust at a concentration of 

29 ppm which is over 400-fold the concentration of silver.[3] The name “lanthanum” 

is of Greek origin and means “lying hidden”. The name of dysprosium is also derived 

from a Greek word, namely “dysprositos”, which means “hard to get”. These names 

may reflect the earlier impression that these naturally abundant elements are rare and 

they also imply why the lanthanoids were discovered relatively late. In 1787, C. A. 

Arrhenius discovered heavy black mineral at Ytterby in Sweden. A Finnish 

chemistry professor at University of Åbo (Turku), J. Gadolin, isolated an oxide from 

this mineral in 1794 and named it “ytterbia”. Half a century later, in 1843, Swedish 

C. G. Mosander further separated “ytterbia” by oxalate and hydroxide precipitation 

and named three fractions “yttria”, “erbia” and “terbia”. These “erbia” and “terbia” 

were further separated into many lanthanoid elements. The other branch of discovery 

of the lanthanoids is the separation of elements from “cerite”, a mineral found in 

1751. Figure 1 shows the outlines of the discovery of the lanthanoids. An interesting 

detail is that gadolinium is named after mineral gadolinite discovered by J. Gadolin 

and named after discoverer. 
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Figure 1. Outlines of discovery of lanthanoids.[4] 

The first application of lanthanoids in history was the use of lanthanum in gas 

lantern mantles since 1885. The gas mantles operate partly using 

candoluminescence.[5] 

The history of lanthanoid chelates stems from 1897 when G. Urbain prepared the 

first lanthanoid β-diketone chelate.[6] The history of the luminescence of the 

lanthanoid chelates stems from 1942 when S. I. Weissman discovered that lanthanoid 

ions (especially Eu(III) but also Tb(III) and Sm(III)) emit their typical luminescence 

when organic ligands complexed to them were excited.[7] At the beginning of the 

1960’s G. Crosby et al. investigated intramolecular energy transfer processes in these 

complexes[8,9] and during this decade the Ln(III) chelates were studied intensively 

because of their applicability as active material in liquid lasers.[10] The chelates 

suffered from weak operating efficiency and did not find wide use. At the beginning 

of the 1980’s the study of the lanthanoid chelates saw a new rise because they were 

found to be suitable as labels in fluoroimmunoassays.[11] At this time, the 

development of Ln(III) probes with long luminescence lifetime and in time-resolved 

photoluminescence (PL) spectroscopy together made a time-resolved PL-

immunoassays possible. This is again connected to Turku because a Finnish 

company Wallac from Turku has a big role in this advancement. The time-resolved 

PL-immunoassay is a powerful technique because the background fluorescence and 

the scattering of the excitation light can be effectively excluded in this technique.[10] 

This technique is still widely used[12] but it is not currently optimal e.g. for 

fluorescence imaging which can be disturbed by UV light. Therefore, there is still 

demand for new chelates. 
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1.2 Lanthanoid ions 

In aqueous solutions the lanthanoid ions exist in their trivalent state, Ln(III), due to 

the balance between the hydration enthalpy of trivalent cations and the sum of the 

first three ionization energies.[13] The trivalent lanthanoid ions have their electronic 

configurations of the form [Xe]4f n (see Table 1). The electronic wavefunctions of 

the 4f orbitals lie spatially (but not energetically) below the occupied 5s and 5p 

orbitals and are thus shielded from environment. The ionic radii of the lanthanoid 

ions decrease (lanthanoid contraction) and the hydration enthalpies increase linearly 

in the series.[13] The lanthanoid contraction is a result of the imperfect shielding of 

one 4f electron by another 4f electrons. As the nuclear charge, and thus the 4f electron 

population, increases, the imperfect shielding due to the geometry of these orbitals 

causes each 4f electron to experience added electrostatic attraction by the 

nucleus.[14] 

Table 1. Symbols, atomic numbers, M and M3+ configurations, M3+ radius and standard 
reduction potentials (Eo) of lanthanoids. 

ELEMENT SYM-

BOL 

Z M 

CONFIGURA-

TION 

M3+ 

CONFIGURA-

TION 

M3+ 

RADIUS 

[Å]A 

Eo (Ln3+(aq)  

+ e- → 

Ln2+(aq))[V]b 

LANTHANUM La 57 [Xe]5d16s2 [Xe]4f0 1,061 -3,74 

CERIUM Ce 58 [Xe]4f15d16s2 [Xe]4f1 1,034 -3,76 

PRASEODYNIUM Pr 59 [Xe]4f36s2 [Xe]4f2 1,013 -3,03 

NEODYNIUM Nd 60 [Xe]4f46s2 [Xe]4f3 0,995 -2,62 

PROMETHIUM Pm 61 [Xe]4f56s2 [Xe]4f4 0,979 -2,67 

SAMARIUM Sm 62 [Xe]4f66s2 [Xe]4f5 0,964 -1,57 

EUROPIUM Eu 63 [Xe]4f76s2 [Xe]4f6 0,950 -0,35 

GADOLINIUM Gd 64 [Xe]4f75d16s2 [Xe]4f7 0,938 -3,82 

TERBIUM Tb 65 [Xe]4f96s2 [Xe]4f8 0,923 -3,47 

DYSPROSIUM Dy 66 [Xe]4f106s2 [Xe]4f9 0,908 -2,42 

HOLMIUM Ho 67 [Xe]4f116s2 [Xe]4f10 0,894 -2,80 

ERBIUM Er 68 [Xe]4f126s2 [Xe]4f11 0,881 -2,96 

THULIUM Tm 69 [Xe]4f136s2 [Xe]4f12 0,869 -2,25 

YTTERBIUM Yb 70 [Xe]4f146s2 [Xe]4f13 0,858 -1,04 

LUTETIUM Lu 71 [Xe]4f145d16s2 [Xe]4f14 0,848 - 
a From ref. [15] 
b From ref. [13] 
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It is remarkable that the reduction potential of the reaction Eu3+(aq) + e- → Eu2+(aq) 

is quite high (see Table 1). This is due to the thermodynamic stability of the half-

filled (4f 7) subshell which Eu(III) (electronic configuration 4f 6) achieves by 

accepting one electron. 

1.2.1 Physical properties of lanthanoid ions 

Magnetic and photophysical properties of lanthanoid ions will be discussed in this 

chapter. The magnetic properties of Ln(III) ions are not at the centre of this thesis 

but they are strongly connected to the photophysical properties e.g. their effect on 

organic chromophores is discussed in the section 1.3.3. 

1.2.1.1 Magnetic properties of lanthanoid ions 

The magnetism can be devided into diamagnetism, paramagnetism and 

ferromagnetism. The electrons in atoms have magnetic orbital and spin dipole 

moments. The electrons are paired in diamagnetic species and thus the sum of the 

magnetic dipole moments is zero. The diamagnetic substances repel the magnetic 

field. Paramagnetic substances contain unpaired electrons and thus they have the 

magnetic moment. The magnetic field attracts the paramagnetic substances, but they 

are not permanently magnetized. Their magnetic regions are randomly ordered and 

thus they revoke each other. Ferromagnetic substances have the organized magnetic 

domains and thus they have permanent magnetization. 

The strength of magnetization can be described with the permanent magnetic 

moment, 𝜇𝐵, or molar susceptibility, 𝜒𝑀. The magnetic moment is related to the spin-

only formulation 

𝜇𝐵 = 2√[𝑆(𝑆 + 1)] = √𝑛(𝑛 + 2) (1) 

where S represents the total spin quantum number, n the number of unpaired 

electrons and 𝜇𝐵 is the moment in Bohr magnetons (B.M.). The above equation (1) 

is valid whenever the contribution of the orbital angular momentum can be ignored. 

This is not a case with lanthanoid ions but the calculation of their magnetic moments 

demands the second order Zeeman terms.[16] The value of 𝜒𝑀 can be calculated 

according to the equation 

𝜒𝑀 = 𝑁𝐴 (
𝑔2𝜇𝑒𝑓

2𝐽(𝐽+1)+𝛼

3𝑘𝐵𝑇
) (2) 

where NA is Avogadro’s constant, g is the Landé splitting factor, 𝜇𝑒𝑓 is the magnetic 

moment in Bohr magnetons (𝜇𝐵 from eq. 1 if it is valid), J is the total angular 
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momentum quantum number, kB is the Boltzmann constant, T is the temperature in 

Kelvin and α is a combination of the temperature-independent high-frequency 

component and the diamagnetic contribution. 

The lanthanoid ions are paramagnetic except the La(III) and Lu(III) ions, which 

are diamagnetic, because the other lanthanoid ions have unpaired 4f electrons and 

the La(III) and Lu(III) ions have closed-shell electronic configurations and no 

unpaired electrons. Table 2 shows the permanent magnetic moments (𝜇𝐵) for the 

Ln(III) ions. 

The rather good correlation between calculated and measured (in the different 

environments) 𝜇𝐵 values suggest either minor or no involvement of the 4f orbitals in 

bonding. Unexpectedly, the 4f  7 species, Gd(III), with the maximum number of the 

unpaired electrons is not the most strongly paramagnetic. Obviously the outer 5s25p6 

arrangement does not shield the 4f 7 electrons like other 4f n contributions.[14] 

Table 2. Permanent magnetic moments (μB) of Ln(III) ions at 20-30 ºC. 

Ln(III) CALCULATED 𝝁𝑩 

(B.M.)A 

MEASURED 𝝁𝑩 (B.M.) 

(Ln2(SO4)3•8H2O)b 

MEASURED 𝝁𝑩 (B.M.) 

([Ln(EDTA)]-)c 

La 0,00 diam. diam. 

Ce 2,56 2,37 - 

Pr 3,62 3,47 3,6 

Nd 3,68 3,52 3,6 

Pm 2,83 - - 

Sm 1,55-1,65 1,53 1,7 

Eu 3,40-3,51 - 3,6 

Gd 7,94 7,81 7,9 

Tb 9,7 9,4 - 

Dy 10,6 - - 

Ho 10,6 10,3 - 

Er 9,6 9,6 - 

Tm 7,6 - - 

Yb 4,5 4,4 - 

Lu 0,00 diam. diam. 
a From ref. [16] 
b From ref. [17] 
c From ref. [18] 
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All of the Ln(III) ions except Sm(III) and Eu(III) obey the Curie law 

𝜒𝑀 = 𝐶/𝑇  (3) 

where C is a constant and T the temperature. The lowest J states of Sm(III) and 

Eu(III) are near in energy (see Figure 2) resulting in a population of the upper J states 

even at room temperature. This causes these species to significantly depart from the 

Curie law in their magnetic behavior. 

1.2.1.2 Photophysics of lanthanoid ions 

The photophysics of the lanthanoid ions is characterized by the sharp emission lines 

and long luminescence lifetimes. These properties are based on the environmentally 

shielded 4f orbitals and the forbidden f-f transitions due to the Laporte rule, 

respectively. The forbidden nature of these transitions causes also another property 

of lanthanoid ions, low molar absorption coefficient (ε < 1 M-1cm-1). This makes the 

direct excitation of the ions very inefficient, but this drawback can be overcome by 

using strongly absorbing chromophores. 

1.2.1.2.1 Electronic energy levels 

Figure 2 shows the energy levels of Pr(III) – Yb(III) in energetic order. The term 

symbols are shown only for few lowest states of Eu(III) and Tb(III). The 

luminescence lifetime of the 5D1 state of complexed Eu(III) is of the order of 1 µs 

whereas that of the 5D0 state is of the order of 1 ms. The luminescence lifetime of the 
5D4 state of complexed Tb(III) is also of the order of 1 ms. The energy difference 

between the 5D1 and 5D0 states of Eu(III) is 1740 cm-1 and these can be easily bridged 

even by the low frequency vibrations, and thus, the 5D1 state relaxes quite fast to 5D0 

states. 
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Figure 2. The energy level scheme of Ln(III) ions.[19–22] 

The term symbols 2S+1LJ give three pieces of information[23]: 

I. The letter indicates the total orbital angular momentum quantum number, 

L. Letters correspond to the quantum numbers as follows: S, P, D, F, G, 

H, I… ↔ 0, 1, 2, 3, 4, 5, 6…, respectively. 

II. The left superscript gives the multiplicity (2S + 1) of the term. 

III. The right subscript is the value of the total angular momentum quantum 

number, J. 

As Table 2 shows, even Pr(III) has two f-electrons which give 7 total orbital angular 

momenta from S to I, let alone the Ln(III) species with more f-electrons. In addition 

to this electrostatic splitting, the electronic states are further split by spin correlation. 

For two unpaired electrons (e.g. in Pr(III)), this gives multiplets 1 and 3. These states 

are further split by spin-orbit –coupling that is expressed by the total angular 

momentum quantum number. Although the lanthanoid ions reasonably high atomic 

masses and thus they would require the use of an intermediate coupling scheme 

between Russel-Saunders and jj-coupling schemes, the Russel-Saunders scheme is 

usually used. It gives for example for the 3S state of Pr(III) two states 3S0 and 3S1. 

All calculated states are not allowed according to the Pauli Exclusion Principle but 

still Ln(III) ions have very many energy levels.[23] 
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1.2.1.2.2 Radiative transitions 

The Ln(III) ions which have incompletely filled 4f orbitals absorb electromagnetic 

radiation in the ultraviolet, visible and near-infrared regions. The absorption can be 

caused by the 4f n → 4f n-15d 1, charge transfer or intra-4f n transitions. The 4f n → 4f 
n-15d 1 transitions are allowed and therefore they have a reasonably high intensity (ε 

= 200 – 1000 M-1cm-1). Because the d orbitals experience more strongly the ligand 

field than the f orbitals, their energies much depend upon the surroundings of the 

metal-ion being order of > 50 000 cm-1 (λ < 200 nm). Thus they are rarely observed 

in coordination compounds except for quite easily oxidized Ce(III), Pr(III) and 

Tb(III) (see Table 1).[24,25] The excited 4f n-15d 1 state can be relaxed radiatively to 

the ground state either by the 4f n-15d 1 → 4f n or intra-4f n transitions. The charge 

transfer (CT) transitions can occur whenever an easily oxidized ligand is bound to 

Sm(III), Eu(III) and Yb(III).[26,27] The CT transition bands are usually broad. 

The most common transitions are intra-4f n transitions. As mentioned above, the 

f-f -transitions are the Laporte (or parity) forbidden. However, the magnetic dipole 

(MD) transitions are allowed according to ΔL = 0, ±1 and ΔJ = 0, ±1 (but J = 0 ↔ J 

= 0 and L = 0 ↔ L = 0 are forbidden) selection rules. This is because a selection rule 

ΔS = 0 is partly broken since the wave functions obey an intermediate coupling 

scheme instead of the Russel-Saunders coupling. These selection rules stem from the 

conservation of angular momentum during a transition and from the spin 1 for the 

photon. The intensities of the MD transitions are weak and practically independent 

on the surrounding matrix. For free ion, only the MD transitions are allowed but 

situation is changed when Ln(III) is in coordinative environment. In that case, the 

ligand field mixes odd-parity configurations slightly into the [Xe]4f n5d 0 

configuration allowing the electric dipole (ED) transitions.[28] The forced ED 

transitions are much weaker than allowed transitions (e.g. 4f n → 4f n-15d 1 transitions) 

but of the same order of magnitude than MD transitions. Because the ED transitions 

are induced by the ligand field their strengths are quite sensitive to it. Strongly 

asymmetric or interacting ligand fields lead to the relatively intense ED transitions. 

Also mixed MD/ED transitions occur and, e.g. the emission spectra of the Tb(III) 

complexes are dominated by the mixed MD/ED transitions. Some ED transitions are 

extremely sensitive to coordination environment (hypersensitive transitions).[29] 

Table 3 shows the emissive transitions of Eu(III) from the 5D0 state to the 7FJ (J 

= 0 – 6) states and their sensitivity to environmental factors. The 5D0 → 7F1,3,5 

transitions are forbidden by both ED and MD mechanisms but they frequently appear 

in the emission spectra of the Eu(III) complexes. A detailed analysis has shown that 

these transitions ‘borrow’ intensity from the 5D0 → 7F2 transition through higher 

order perturbations by the crystal field.[30,31] The 5D0 → 7F2 transition is 

represented usually by a main peak at 615 nm in the emission spectra of the Eu(III) 

complexes. Usually, when the energy transferring state of the ligand is above the 5D1 
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state of Eu(III), the emission spectrum of the complex can also contain the transitions 

from this state, and even transitions from the 5D2 state can be seen sometimes. The 

peak of the 5D0 → 7F1 MD transition at 590 nm is not sensitive to environment and 

it can be used as the internal standard e.g. for the calculation of the radiative rate 

constants.[29] 

Table 3. Emission transitions of Eu(III) from 5D0 state to 7FJ states. 

All of the emissive 5D4 → 7FJ (J = 0 – 6) transitions of Tb(III) are the ED transitions 

but at least the 5D4 → 7FJ (J = 3 – 5) transitions are also the MD transitions.[32] The 

energy of the 5D3 state of Tb(III) is so high that it is usually not involved. 

1.2.1.2.3 Nonradiative transitions 

The main mechanism of the nonradiative deactivation in the excited lanthanoid ions 

in crystal lattice is a process known as multiphonon relaxation.[33] In the 

multiphonon relaxation the electronic excitation energy is dissipated by the 

vibrations of the surrounding matrix. The similar processes occur also in the 

solutions of the Ln(III) complexes with organic ligands.[34] The efficiency of the 

vibrational quenching [kvibr (T)] is proportional to the number of the vibrational 

quanta (i) needed to bridge the energy gap between two electronic levels (ΔE). This 

can be descriped by the equation[29]: 

𝑘𝑣𝑖𝑏𝑟(𝑇) = 𝑘𝑣𝑖𝑏𝑟(0) ∙ (1 − 𝑒
−ℏ𝜔

𝑘𝐵𝑇⁄
)

−𝑖

       𝑤𝑖𝑡ℎ   𝑖 =
Δ𝐸

ℏ𝜔
. (4) 

Here ℏ𝜔 is the energy of phonon, kB Boltzmann’s constant (1,38×10-23 J/K ≈ 0.695 

cm-1/K), T temperature in Kelvin and kvibr(0) the spontaneous rate at 0 K. 

5D0 → 7FJ, J = WAVELENGTH (nm) ED/MD SENSITIVITY TO 

COORDINATION 

ENVIRONMENT 

0 580 - quite sensitive 

1 590 MD not sensitive 

2 615 ED hypersensitive 

3 650 -  

4 690 ED sensitive 

5 760 -  

6 810 ED  
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The most common vibrational quenchers are the OH (ν ≈ 3600 cm-1), NH (ν ≈ 

3400 cm-1) and CH (ν ≈ 2900 cm-1) groups. In the case of the class 3) (see 1.2.1.2.4), 

mainly only OH vibrations play a role, but in class 2), also other groups have a 

remarkable role. 

1.2.1.2.4 Classification of lanthanoid ions on the basis of luminescencing 

capability 

The lanthanoid ions can be devided in three groups according to their ability to 

luminesce in the complexes[9,35]: 

1) The La(III) (4f 0), Gd(III) (4f 7) and Lu(III) (4f 14) ions do not give the ion 

luminescence. The intra-4f transitions are, of course, impossible with 

La(III) and Lu(III) and the lowest-lying excited term of the Gd(III) ion is 

so high in energy, that its excitation is not feasible. 

2) The Pr(III), Nd(III), Ho(III), Er(III), Tm(III) and Yb(III) ions display only 

weak ion luminescence as a consequence of small energy differences 

between the terms (see Figure 2). This makes the nonradiative transitions 

efficient. These ions emit in the near-infrared wavelength region. 

3) The Sm(III), Eu(III), Tb(III) and Dy(III) ions exhibit strong ion 

luminescence because they have suitable energy differences between the 

terms with respect to the energy levels of  the ligands and nonradiative 

quenching routes (see Figure 2). These ions emit in the visible wavelength 

region. 

 

1.2.2 Chemical properties of lanthanoid ions 

The lanthanoid ions have very similar chemical properties. The small differences in 

their complex formation and solubility properties are based on their decrease in size 

along the series, i.e., on the lanthanide contraction. 

1.2.2.1 Coordination chemistry of lanthanoid ions 

The lanthanoid ions can be classified as “hard” Lewis acids. Therefore, they prefer 

“hard” Lewis bases and their binding preference is O > N > S. It is also generally 

agreed that the Ln(III)-ligand coordination occurs predominantly via ionic bonding 

interactions leading to a strong preference for negatively charged groups that are also 

“hard” bases. Therefore, water molecules and hydroxide ions are particularly strong 

Ln(III) ligands, and in aqueous solution only ligands with negatively charged oxygen 

atoms can bind strongly. In aqueous solutions, ligands containing neutral oxygen or 
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nitrogen atoms generally bind if they contain also at least one negatively charged 

oxygen donor group. The predominantly ionic character of Ln(III)-ligand 

interactions and the relatively low charge-to-ionic radius ratios of the Ln(III) ions 

result in little or no directionality in the Ln(III)-ligand interactions. Consequently, 

complex geometries are determined almost entirely by ligand characteristic 

(conformational properties and the number, sizes and charge of donor groups). The 

Ln(III) ions exhibit coordination numbers ranging from six to twelve with eight and 

nine being the most common.[36]  

1.2.2.2 Solubility of lanthanoid ions 

The Ln(III) ions are soluble in aqueous media but under basic conditions they start 

to precipitate as hydroxides. For example, the cumulative stability constants for the 

complexes between Eu(III) and OH- are log β1-1 = 7,4, log β1-3 = 19,3, log β1-4 = 26,2 

and log β2-3 = 15,4 [37] and the distribution diagram shown in Figure 3 can be drawn 

by using these values. As figure shows, Eu(III) can exist as a free below pH8. Thus, 

the preferred pH:s of the lanthanoid complex solutions is below pH8. The lanthanoid 

oxides, Ln2O3, are soluble only in very acidic aqueous solutions but the lanthanoid 

clorides, LnCl3, are easily soluble in aqueous solutions. 

 

Figure 3. Distributions of the complexes between Eu(III) and OH- as a function of log COH-. 

The log C(OH) value -2 corresponds to the pH value 12 and -8 to the pH value 6. 
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1.3 Organic ligands for lanthanoid ion complexes 

A wide variety of ligands can be used for sensitizing the lanthanoid ions, for example 

cryptans[38–40], podans[40–43], calixarenes[44,45], macrocyclic 

ligands[41,46,47], heterobiaryl ligands[48–50], multidentate pyridine[49,51–53], 

terpyridine[54,55], β-diketones and dipicolinic acid derivatives. Among these, β-

diketones form the most studied group, together with dipicolinic acid and its 

derivatives. This thesis concentrates on these groups. Figure 4 shows the general 

structures of these ligands. 

 

Figure 4. Structures of β-diketones (a) and dipicolinic acids (b). 

1.3.1 β-Diketones 

β-Diketones are chelated at charge -1 and are bidentate ligands. However, they form 

usually tris-complexes (Ln(III):ligand ratio is 1:3) with Ln(III) ions, maybe because 

tris-β-diketone-Ln(III) complexes are neutral. However, tris-β-diketone-Ln(III) 

complexes have three free coordination sites which will be filled if there are 

coordinative molecules available. The complex formation of the β-diketones with 

the lanthanide ions is surpressed in aqueous solutions because the water molecules 

significantly compete with β-diketones. This is reason why the tris-β-diketone-

Ln(III) complexes are not extremely bright in aqueous solutions. Ternary tris-β-

diketone-Ln(III) complexes that contain a Lewis base in the free coordination sites 

dissociate extremely easily in aqueous solutions. An exception is 1,10-

phenanthroline that coordinates to aromatic tris-β-diketone-Eu(III) complexes via 

synergistic effect.[56] In addition to the filling of the free coordination cites, the 

Lewis base may also bring about two additional advantages: It may enhance the 

brightness of the complex [57] and allow to extend the excitation wavelength 

towards visible wavelength region [58–63]. 

The lanthanoid complexes of β-diketones  are quite stable but they may undergo 

the electrophilic substitution reaction to the 2-position.[64–66] Moreover, the β-
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diketones may undergo the photochemical DeMayo reaction with molecules 

containing C=C bond [67], which must be taken into consideration if the lanthanoid 

complex solutions contain impurities. The β-diketones exhibit keto-enol 

tautomerism. In the enol form (Figure 4a), the H-atom of the alcohol function is 

hydrogen-bonded to the carbonyl O-atom. The position of the keto-enol equilibrium 

depends on a variety of factors e.g. substituent in the α-carbon, the fluorination of 

the molecule and the polarity of the solvent. When the β-diketone is deprotonated, 

the proton is removed from the α-carbon (in the keto form) or from the alcohol 

alcohol group (in the enol form). The acidity of the β-diketone depends on the 

substituent. Electron-withdrawing groups increase the acidity whereas electron-

donating groups decrease it. The negative charge of the β-diketone ligand in 

lanthanoid β-diketonates partly delocalize in the lanthanoid ion. Many β-diketones 

are commercially available at reasonably low prices. If new β-diketones are needed, 

the synthesis can usually be carried out by the Claisen condensation reaction between 

a deprotonated methylketone and an ethyl or methyl ester. The lanthanoid ion β-

diketonate complexes are kinetically labile, which results in the fast exchange of 

ligands in solutions. The lanthanoid β-diketones easily dimerize in non-polar 

solvents. More information about β-diketones can be found in an excellent review of 

K. Binnemans.[68] 

The tris-β-diketone-Ln(III) complexes can be applied to electroluminescent 

devices [69,70], sensors[63], lasers [71] and bioassays [12]. The ternary tris-β-

diketone-Ln(III) complexes expand the applicability of the β-diketone-Ln(III) 

complexes to the bioimaging [72,73] and make possible the use of glass in 

measurements. 

1.3.2 Dipicolinic acids 

Dipicolinic acid derivatives (dipicolinic acids) are tridentate ligands with charge -2 

in chelates. They form also tris-complexes (1:3) with Ln(III) ions. All forms, 1:1, 

1:2 and 1:3 forms, exist in relatively dilute solutions. The cumulative stability 

constants for the complexes between dipicolinic acid (dpa) and Eu(III) are log 

β1=8,83, log β2=15,98, and log β3=21,03.[74] The pKa values for dpa are pKa1 = 5,14 

and pKa2 = 2,29.[75] The complexes dissociate at pH below pKa1 and also in very 

basic conditions. 

Dipicolinic acid is a common reagent in organic chemistry. It exists also in 

nature, e.g. many bacteria contain dipicolinic acid. Dipicolinic acids form also the 

ternary complexes. For example, Choppin et.al. have studied the EuEDTA 

complexes with nitriloacetate [76], oxalate[77] and imido diacetic acid[78]. The 

stability constants for these complexes were determined to be log β = 25,96, log β = 



 27 

20,30 and log β = 22,95, respectively. The stability constant between Eu(III) and 

EDTA is determined to be log K = 17,29.[79] 

The dipicolinic acids have applications e.g. in the time-resolved dissociative 

enhancement spectroscopy [80,81], luminescent nanoparticle assays [82,83], NMR 

studies [84] and bioimaging [85–90]. 

1.3.3 Ligand energy states 

In this context, only the vibrational and electronic energy states must be taken into 

account. The vibrational and electronic energy level differences are of the order of 

1000 cm-1 and 10 000 cm-1, respectively. The vibrational states of the ligands serve 

mainly to quench the luminecence and only the electronic states have a role in the 

excitation of the Ln(III) ion complexes. The excited intra ligand energy states are the 

singlet, triplet and an intraligand charge transfer (ILCT) states. These states may 

correspond either to the π-π* or n-π* transitions. The π-π* transition is the excitation 

of the electron from the lower π-orbital to an antibonding one and n-π* transition the 

excitation of the electron from the orbital with a free electron pair to an antibonding 

π-orbital. Generally, the energies of the n-π* transitions are lower than those of the 

π-π* transitions and their absorption bands are at higher wavelengths. In principle, 

the electric field of Ln(III) ions affects the absorption spectra of the ligands but the 

effect is not usually strong. The large changes in the absorption spectra during the 

complexation indicates a short distance between the ligand and Ln(III) ion. In some 

cases, the complexation has the extremely strong effect on the absorption spectrum 

of the ligand, which is discussed on ‘Results and discussion’ section. The triplet 

state, which can be formed via ISC (intersystem crossing) from the excited singlet 

state, is lower in energy than the feeding singlet state. ISC usually requires the 

presence of either a heavy or paramagnetic atom close to (in electronic contact) the 

chromophore. The heavy atoms promote ISC by breaking the selection rule ΔS = 0 

because the quantum numbers S and L became ill-quantified. The Ln(III) ions are 

both heavy and paramagnetic and the organic chromophores are not expected to be 

luminescent in the Ln(III) complexes. The paramagnetic atoms generate the 

inhomogeneous magnetic field which causes the mixing of the singlet and triplet 

states of the ligand. However, the paramagnetic atoms have the more important 

effect on ISC via the exchange of the electrons between the ligand and metal.[91] 

The triplet state is efficiently quenched in solution at room temperature (RT) by 

O2[92] unless the energy transfer to the Ln(III) ion is faster than the quenching rate. 

The ILCT state is normally connected to the n-π* transition. If the Ln(III) ion is 

easily reducible (Eu(III) or Sm(III)) a LMCT (ligand-to-metal charge transfer) state 

may form instead of the ILCT state. 
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1.4 Luminescence of lanthanoid ions complexes 

As mentioned before, the molar absorption coefficients of the Ln(III) ions are very 

low but this drawback can be overcome by using the organic chromophores. The 

organic part of the complexes harvests light and the energy absorbed is transferred 

to the central ion. The luminescence is characterized by the excitation and emission 

spectra, emission lifetime(s) and quantum yield. The excitation spectra usually 

resemble the absorption spectra unless several chromophores contribute to the latter, 

for example absorption due to different ligands and/or both the singlet and ILCT 

absorption bands. The emission spectra of the lanthanide ion complexes show the 

sharp emission lines due to the shielded 4f-transitions. If measured without delay, 

the emission spectrum may show also the bands of the ligands due to incomplete 

complexation and/or to the incomplete quenching of the ligands by the Ln(III) ion 

induced ISC. The luminescence lifetime implies how long is the average delay 

between the absorption and emission of the chromophore, that is, is the average 

lifetime of the excited state. The quantum yield is expressed by 

𝜙 =
𝑛𝑢𝑚𝑏𝑒𝑟 𝑜𝑓 𝑒𝑚𝑖𝑡𝑡𝑒𝑑 𝑝ℎ𝑜𝑡𝑜𝑛𝑠

𝑛𝑢𝑚𝑏𝑒𝑟 𝑜𝑓 𝑎𝑏𝑠𝑜𝑟𝑏𝑒𝑑 𝑝ℎ𝑜𝑡𝑜𝑛𝑠
. (5) 

The diluted solutions should be used in the quantum yield determination in order to 

avoid the inner filter effect. There exists two kind of inner filter effects: i) exciting 

light can be absorbed before achieving the sample molecules or ii) the emitted light 

may be absorbed by the other molecules. The Stokes shifts of the lanthanoid 

complexes are large and the molar absorption coefficient of the Ln(III) ions are low 

so only the effect i) needs to be considered in lanthanoid chelate solutions. 

The efficiency of light production by the lanthanoid complexes can be expressed 

by the product of the molar extinction coefficient, ε, and the quantum yield, Φ. This 

product, εΦ, called brightness, describes the combined efficiency of the complexes 

to harvest and produce light. 

1.4.1 Photosensitization of luminescence of lanthanoid 
complexes  

Depending on the chelate, the excitation energy may be transferred from a 

chromophore to the Ln(III) ion by different mechanisms and pathways. The possible 

mechanisms are a multipolar [93], exchange [94] and step-by-step mechanisms [95]. 

The energy may be transferred directly from the singlet state [59,96] or the charge 

transfer (ILCT an LMCT) states [58,86,97], or via the triplet state [98–102]. 



 29 

1.4.1.1 Energy transfer pathways 

Figure 5 shows the schematic representation of the energy flow in lanthanoid 

complexes.[103] The light energy absorbed by a ligand excites it to some vibrational 

level of the excited singlet state, 1Sx
*. The excited state (1S2,3…

*) relaxes rapidly 

(within 10-12 – 10-14 s) to the lowest vibrational level 1S1
* by the non-radiative 

vibrational mechanism.[104] In the lanthanoid complexes, the 1S1
* state may either 

relax by the radiative or non-radiative routes directly to the ground state or the energy 

may be transferred to the lanthanoid ion. The energy transfer may occur either 

directly from the singlet state or via triplet state, 3T*. In the absence of energy 

transfer, 1S1
* relaxes to some vibrational levels of the ground state, 1S0, and is relaxed 

to the zero vibrational level via the thermal relaxation. The energy transfer is 

generally assumed to take place via the triplet state, but recent studies suggest that 

the routes involving the ILCT or LMCT states might also be possible. Figure 5 does 

not show the energy back transfer processes, but the energy may back-transfer from 

the lanthanoid ion to the triplet and LMCT states of the ligands. 

Figure 5.  Schematic representation of energy flow in lanthanide complexes. Absorption and 

emission are shown with plain arrows and non-radiative energy dissipation with 

dashed arrows. Energy transfer are shown with bold arrows and back transfer 

processes are not drawn for the sake of clarify. 1Sx
* = singlet state, 3T* = triplet state, 

ILCT = intra-ligand charge transfer state and LMCT = ligand-to-metal charge transfer 

state.[29] 
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1.4.1.1.1 Energy transfer involving ligand triplet state 

The heavy and paramagnetic lanthanoid ions strongly enhance ISC in the ligand, and 

it can be assumed that the triplet state has a central role in the energy transfer 

processes in the lanthanoid complexes. This energy transfer route was discovered 

shortly after lanthanide luminescence was observed [8,98,100] and have been further 

studied later [101,105,106]. Crosby et.al. noticed that the lanthanoid complexes 

luminesce when the energies of the triplet states of the ligands are above the emitting 

level of Ln(III) ions but not if the energy is below the emitting level. Thus, they 

concluded that the energy transfer is triplet mediated.[8,98,100] Bhaumik and El-

Sayed showed that if the lowest triplet level of EuHFA (HFA = 

hexafluoroacetylacetone) is excited by triplet-to-triplet intermolecular energy 

transfer from another donor, like benzophenone, the energy can be transferred to the 

lanthanoid ion excluding the energy transfer directly from the singlet state.[105] Sato 

and Wada [101] showed the participation of the triplet state in the energy transfer 

process of the lanthanoid complexes by proving that the excitation energy from the 

lanthanoid ion may thermally back-transfer to the triplet state. Latva et.al. [106] 

showed that the quantum yields of the complexes are dependent on the energy levels 

of the triplet states: the energy transfer is most efficient when the triplet state is 

energetically aptly above the excited energy levels of the lanthanoid ions. The triplet 

state should not to be too high or too close to the recieving state of Ln(III) ion 

because the feeding and receiving energy states must be in resonant levels but the 

energy back-transfer should not exist. Steemers et.al. [107] have pointed out that 

using the triplet mediated energy transfer the high-wavelength limit for the excitation 

maxinum is 385 nm for Eu(III). 

1.4.1.1.2 Energy transfer involving ligand singlet state 

In 1969, the direct energy transfer from the ligand singlet state to Ln(III) was 

suggested by M. Kleinerman.[108] According to him, the direct energy transfer from 

the singlet state is predominant in many cases and the triplet state mainly acts as a 

quencher only. He argued proposition by the fact that the energy transfer from the 

singlet state (rate constant is of the order of 1011 s-1) is usually faster than that of ISC 

(of the order of 109 s-1 [92]). C. Yang et.al.  proposed in 2004 that the Eu(III) ion in 

a visible light excitable ternary β-diketone complex could be excited directly from 

the singlet state.[59] They based their conclusion on the fact that the ligand 

fluorescence lifetime (1,8 ns) was equal to the rise time of the 5D1 of Eu(III) and that 

the ligand phosphorescence lifetime was six times longer than that of the 5D0 state 

of Eu(III). However, in 2010, they re-explained the results so that the energy 

transfers via the CT state and the lifetime of 1,8 ns represents the energy back-

transfer from the CT state to the ligand.[58] 
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1.4.1.1.3 Energy transfer involving charge transfer states 

The discussion in literature about the CT state mediated energy transfer in the 

lanthanoid complexes in focused mainly on the ILCT and LMCT states.[58,97,109–

112] In special cases, also metal-to-ligand CT (MLCT) and stacking-induced CT 

(SICT) [113] states can be taken into account but they were excluded from this thesis. 

According to the literature, both the ILCT [58,111] and LMCT states [112,113] can 

act as the energy donating or accepting states in the energy transfer in the lanthanoid 

complexes. 

1.4.1.2 Energy transfer mechanisms 

Generally accepted energy transfer mechanisms are Dexter’s electron exchange [94] 

and Förster’s multipolar [93] type mechanisms (see Figure 6 which shows very 

simplified models but they apply the presentation of the energy transfer 

mechanisms). 

A newer, but not widely accepted, energy transfer mechanism is Horrocks’ 

stepwise electron transfer mechanism (Figure 7).[95] 

 

Figure 6. Schematic presentations for multipolar a) and exchange b) energy transfer 

mechanisms. D = donor, A = acceptor. 
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In the exchange mechanism, the simultaneous electron transfers take place between 

LUMO:s (lowest unoccupied molecular orbital) and HOMO:s (highest occupied 

molecular orbital) of the donor and acceptor. In the case of lanthanoid complexes, 

both the excited singlet and triplet states (and also the ILCT state) of the ligands are 

shown as LUMO in Figure 6 and LUMO of the acceptor represents the recieving 

state of the Ln(III) ion. The rate equation for the exchange mechanism is [94] 

𝑘𝑇 = (
2𝜋

ℏ
)𝐾2𝑒

(−
2𝑟

𝐿
)

∫ 𝐹𝐷(𝜆) 𝜀𝐴(𝜆)𝜆4𝑑𝜆, (6) 

where ℏ is Dirac constant, K is a constant independent of the spectroscopic data, r is 

the distance between the donor and acceptor, L is Bohr radius, FD(λ) is the 

normalized (to total area = 1) emission spectrum of the donor at a wavelength range 

(λ to λ + Δλ) and εA(λ) is the extinction coefficient of the acceptor at wavelength λ. 

This equation shows that the energy transfer rate for this mechanism is exponentially 

dependent on the distance between the donor and acceptor and is directly 

proportional to the overlap of the emission spectrum of the donor and the absorption 

spectrum of the acceptor. The effective energy transfer distance with the exchange 

mechanism is < 10 Å. 

In the multipolar mechanism, the electrons in LUMO of the donor and HOMO 

of the acceptor interact coulombically resulting the electronic excitation of the 

Ln(III) ion. The rate equation for the multipolar mechanism is [93] 

𝑘𝑇 =
𝑄𝐷𝜅2

𝜏𝐷𝑟6 (
9000(𝑙𝑛10)

128𝜋2𝑁𝐴𝑛𝑟
4) ∫ 𝐹𝐷(𝜆)𝜀𝐴(𝜆)𝜆4𝑑𝜆,  (7) 

where QD is a quantum yield of the donor in the absence of the acceptor, nr is the 

refractive index of the medium, NA is Avogardo’s constant, r is the distance between 

the donor and acceptor, τD is the luminescence lifetime of the donor in the absence 

of the acceptor, FD(λ) and εA(λ) are as above and κ2 is an orientational factor. Again, 

the rate equation (7) shows the direct dependency of the rate constant on overlap of 

the emission spectrum of the donor and the absorption spectrum of acceptor. The 

energy transfer distance with the multipolar mechanism is < 100 Å. 

According to the theoretical treatment by De Sá et.al. [114], the strongest 

candidates for the electron transfer with the multipolar mechanism in the Eu(III) 

complexes are the energy states 5D2, 5L6, 5G6 and 5D4 of Eu(III) and with the 

exchange mechanism the state 5D1. The direct excitation of 5D0 is forbidden in both 

mechanisms. In the case of the Tb(III) complexes, the favored mechanism in the 

energy transfer involving the 5D4 and 5D3 states of Tb(III) is the multipolar 

mechanism. 
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 Figure 7 tries to show the stepwise energy transfer mechanism. In this case, LUMO 

of the donor represents the ILCT state and the state involving the energy transfer is 

the LMCT state. Depending on the relative positions of LUMOs of the donor and 

acceptor, the electron from LUMO may be transferred either to HOMO (the upper 

route in Figure 7) or LUMO (the lower route) of the acceptor. The upper route 

represents the PET (photoinduced electron transfer) process and demands the low-

lying ILCT state of the chromophore. In the upper case, the electron transfers from 

LUMO of the donor and HOMO of the acceptor must be quite simultaneous, and 

thus, the acceptor (Ln(III) ion) drops only formally to an oxidation state II. In the 

lower case, the electron from HOMO of the acceptor must be transferred before the 

electron relaxation from LUMO. In that case, the process leads to the reduction of 

the acceptor. 

1.4.2 Energy dissipation in lanthanoid ion complexes 

Commonly, distances in the Ln(III) complexes are so short that the energy transfer 

is the efficient process and the energy transfer is connected mainly to the shifting of 

the excitation maximum. Energy dissipation of the excited Ln(III) ion is the most 

important factor in determining the luminescence quantum yields of lanthanoid 

complexes. In this context, the fluorescence of the ligands can also be regarded as 

the energy dissipation. Usually, the ligand fluorescence is effectively quenched by 

the energy transfer to the Ln(III) ion and its observation implies incomplete 

complexation. However, the quenching of the ligand fluorescence of the Ln(III) 

Figure 7. Schematic presentations for stepwise energy transfer mechanism. D = donor, A = 

acceptor. 
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complexes is not always complete. Thus, the most significant energy dissipation 

processes in the Ln(III) complexes are the multiphonon quenching of the Ln(III) ion, 

the PET quenching and the energy back-transfer from the Ln(III) ion to the ligand. 

The former case has been discussed previously (chapter 1.2.1.2.3) but two other 

processes require further discussion. 

PET usually takes place when the ligand with an amino group is conjugated to 

the vicinity of Eu(III) (or Sm(III)). The phenomenon is enhanced if a twisted 

molecular conformation is possible. If the free electron pair of the amino group is 

not directly conjugated to the vicinity of the Eu(III) PET is not possible. Apparently 

only amino group has an electron donating ability strong enough to lead to the PET 

process.[92] 

The energy back-transfer can take place via the same routes and mechanisms as 

the excitation of the Ln(III) ion if the energy levels are close enough. The demanded 

condition is that the energy states are in appropriate level in relation to each other. 

The equation for the rate of the energy back-transfer is [115] 

τ-1 = k = k0 + k’exp(-ΔE/kBT). (8) 

Here k0 is the decay rate constant at the low temperature limit, k’ is the pre-

exponential factor, ΔE the energy difference between the feeding and receiving 

states, and kB is the Boltzmann’s constant (0,69503 cm-1/K). This equation can be 

applied to the experimental determination of the energy difference between the 

feeding and receiving states.  
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2 Aim of Thesis 

 

The luminescence of the lanthanoid complexes is an excessively studied topic 

(Google.scholar search gave 75 800 results for ‘Luminescence of lanthanide 

complex’) and plenty of bright complexes for different applications have been 

developed. However, there is still a need for new chelates that are suitable for new 

applications. Especially, the extension of the excitation wavelength towards longer 

wavelengths in the visible range is required for some applications. A few chelates 

suitable to the visible light excitation have been developed but they are often not 

stable in aqueous solutions. The rational development of chelates requires good 

knowledge of the fundamental processes involved in the lanthanoid luminescence, 

particularly understanding of the energy transfer processes, of which more detailed 

information is needed. The main aim of this thesis is to shed light on the energy 

transfer processes in the lanthanoid chelates. In addition, each publication included 

in the thesis have aim to produce the results of practical value for the different 

applications. Specified by publications, these are 

I. the study of new β-diketones for various applications, 

II. the incorporation of the visible light excitable ternary β-diketone chelates 

into polystyrene nanoparticles for bioimaging, 

III. the study of possible dipicolinic acid derivative candidates for Eu(III) in 

the homogenous polymerase chain reaction assay and 

IV. the study of the Tb(III) complexes of the dipicolinic acid derivatives as 

possible candidates for the homogenous polymerase chain reaction assay.
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3 Materials and Methods 

3.1 Materials 

The materials used have been specified in the corresponding papers I – IV. Schemes 

1 and 2 show the studied ligands. 

HL1 (HL1 in I) HL2 (HL2 in I and 

HL1 in II) 
HL3 (HL3 in I and HL2 

in II) 

HL4 (HL4 in I) 

HL5 (HL5 in I and 

HL6 in II) 

HL6 (HL6 in I and 

HL7 in II) 

HL7 (HL7 in I) HL8 (HL8 in I) 

HL9 (HL9 in I) HL10 (HL10 in I) HL11 (HL11 in I and 

HL5 in II) 

HL12 (HL12 in I) 

 

 

 

HL13 (HL13 in I and 

HL4 in II) 

 

 

 

HL14 (HL14 in I and 

HL3 in II) L15 (L8 in II) 

 

 

 

phen or L16 (L9 in II) 

Scheme 1. Structures and abbreviations of studied β-diketone and Lewis base ligands (in 

brackets abbreviations used in the corresponding papers I or II). Synthesis in paper 

I. 
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H4Y or EDTA 

 

 

 

 

 

 

 

dpa or H2L17 (HL1 in 

III and HL1 in IV) 

 

 

H2L18 H2L19 

 

H2L20 

 

H2L21 H3L22 H3L23 

H2L24 

 

H2L25 

 

 

 

H2L26 (HL10 in III 

and HL2 in IV) 

 

 

 

 

H2L27 (HL11 in III 

and HL3 in IV) 

H2L28 (HL12 in III 

and HL4 in IV) 

H2L29 (HL13 in III and 

HL5 in IV) 

 

H2L30 

 

Scheme 2. Structures and abbreviations of studied dipicolinic acids and EDTA (in brackets 

abbreviations used in the corresponding papers III or IV). Synthesis in paper III. 
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The β-diketone complexes were prepared using the following procedures, depending 

whether the ligand contains a freely rotating amino group (FRAG): 

General procedure for the preparation of FRAG complexes 

An aqueous solution (1 ml) of EuCl3 (0,1 mmol) was added into a methanol solution 

(5 ml) of β-diketone (0,3 mmol). After stirring for 10 minutes at RT, the pH was 

adjusted to 6,5 – 7,0 by 30 % aq. ammonia. After stirring overnight at RT, the product 

was centrifuged and dried under vacuum at 100 °C. 

General procedure for the preparation of non-FRAG complexes 

An aqueous solution (1 ml) of EuCl3 (0,1 mmol) was added into a methanol solution 

(5 ml) of β-diketone (0,3 mmol) followed by an addition of N,N-

diisopropylethylamine (0,9 mmol). After overnight stirring at RT, the solution was 

evaporated by an argon flow. The precipitate was washed with water, dried first in 

desiccator and then under vacuum at 100 °C with the exception of Eu(L13)3 and 

Eu(L1)3 which did not tolerate this temperature. 

The dipicolinic acids complexes were prepared directly by mixing the components 

in the aqueous solutions. Water used for solutions was distilled twice in quartz 

vessels after reverse osmosis. 

3.2 Methods 

Mainly absorption and luminescence spectroscopy were used in this work. An 

attempt was made to use thermal analysis for the determination of the water content 

of the β-diketone complexes but it was unsuccessful because of the volatility of the 

fluorinated β-diketone complexes [71]. The use of the mass spectroscopy (MALDI-

TOF) for the same purpose also failed. The used apparatus are explained in the 

corresponding papers I – IV. 

The triplet state energies (measured using the Gd(III) complexes at 77 K), 

corresponding to the 0-0 transition, were taken from the maxima of the lowest bands 

of the measured phosphorescence emission spectra. The phosphorescence 

measurements were made in HEPES:glycerol solutions (3:2 vol-%) (CHEPES = 10 mM 

in water, pH 8) with Ccomplex = 10 – 45 µM. 

The concentrations of the Eu(III) and Tb(III) solutions were determined by 

EDTA titration using xylenol orange as the indicator.[116] 

The concentrations of the measurement solutions were usually 15 µM unless 

otherwise specified in order to avoid the inner filter effect. 
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Special precaution was taken to avoid water in ACN (acetonitrile) in paper I 

because ACN is very hydroscopic. Neat ACN was used and all glassware was dried 

in oven and the solutions were made under argon atmosphere. 

The most used software in the study was Origin (OriginLab, U.S.A). 

3.2.1 Luminescence quantum yield determinations 

The quantum yields (Φ) were determined using the equation (9).[29,117] 

𝛷 = 𝛷𝑠
𝐸𝑥(1−10−𝐴𝑠(𝜆𝑒𝑥))𝑛𝑥

2

𝐸𝑠(1−10−𝐴𝑥(𝜆𝑒𝑥))𝑛𝑠
2. (9) 

Here the subscripts S and x refer to the standard and the sample, Ei is the integrated 

area of the emission spectrum, Ai(λex) is the absorbance at the excitation wavelength 

and ni the refractive index. The standard was the 7,5×10-5 M solution of a complex 

of Eu(III) with DPA, [Eu(DPA)3]3-, in TRIS buffer for which Φ = 0,24.[29] All the 

measurements were performed using the same measurement settings in the 

luminometer and the luminescence spectra used in the determinations were 

corrected. In paper IV, instead of quantum yields the relative intensities were used, 

which were calculated using the intensities from the frequency modulation 

measurements. The luminometer (Varian Cary Eclipse) allowed the measurements 

only with the integration time of 0 – 40 µs or 0,100 – … ms. For this reason, the 

lifetime of sample should be near to that of the standard. 

3.2.2 Luminescence lifetime measurements 

Both the time and frequency domain methods were used for the luminescence 

lifetime measurements. The time domain method is based on the measurement of the 

luminescence intensity decay after the excitation pulse whereas the frequency 

domain method relies on the phase shift of the modulated signals of the luminescence 

excitation and emission. Further information of the frequency domain method can 

be found in ref.[92] The frequency domain method was not conventional but it was 

based on either the out-of-phase or in-phase signals of the lock-in-amplifier. The 

instrumental details and the theory are presented in the literature[118,119] and only 

a short introduction is given here. 

These frequency domain measurements were performed using a lock-in-

amplifier. It generates the modulated ac signal used for the excitation of the sample. 

The excitation and reference signals are identical, and the lock-in-amplifier 

compares the phase of the reference signal to that of the response signal from the 

photomultiplier tube. Due to the delay caused by the luminescence lifetime the 
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emission signal has a phase shift θ with respect to the excitation signal, and can be 

expressed by 

Sin(t) = A sin(ωt + θ), (10) 

where the angular frequency ω is given by frequency f  

ω = 2πf. (11) 

The reference signal is either 

Sref(t) = B sin ωt or Cref(t) = B cos ωt. (12 and 13) 

The lock-in amplifier electronically multiplies the excitation and response signals. 

By using the trigonometric formulae we obtain 

Sin(t)Sref(t) = AB sin(ωt + θ) sin ωt = ½ABcos θ - ½ABcos(2ωt + θ) (14) 

and 

Sin(t)Cref(t) = AB sin(ωt + θ) cos ωt = ½ABsin θ - ½ABsin(2ωt + θ). (15) 

The main components of the lock-in-amplifier are a multiplier and low-pass filter. 

Depending on the cutting frequency of the low-pass filter, it removes more or less 

completely the time-dependent part of the signal, and thus, the lock-in-amplifier 

produces the signals 

𝑆𝑥 =
1

√2
𝐴 cos 𝜃 (16) 

and 

𝑆𝑦 =
1

√2
𝐴 sin 𝜃. (17) 

Here Sx is the in-phase and Sy the out-of-phase signal. 

Any harmonic signal of frequency ω can be described by 

𝑆(𝜔, 𝑡) = 𝐵𝑒𝑖(𝜔𝑡+𝜃) = 𝐵𝑒𝑖𝜃𝑒𝑖𝜔𝑡 = 𝐵(cos 𝜃 + 𝑖 sin 𝜃)𝑒𝑖𝜔𝑡. (18) 
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In many cases the signal after some mathematical procedures is given in the form 

 𝑆 = (𝑥 + 𝑖𝑦)𝑒𝑖𝜔𝑡. (19) 

Comparing with (18), we have equations 

𝑥 = 𝐴𝑥 = 𝐵 cos 𝜃 and 𝑦 = 𝐴𝑦 = 𝐵 sin 𝜃 (20 and 21) 

which gives 

𝐴𝑥
2 + 𝐴𝑦

2 = 𝐵2𝑐𝑜𝑠2𝜃 + 𝐵2𝑠𝑖𝑛2𝜃 = 𝐵2 (22) 

and 

𝐴𝑦

𝐴𝑥
=

𝐵 sin 𝜃

𝐵 cos 𝜃
= tan 𝜃. (23) 

Hence, inserting (22) in (18) 

𝑆 = √𝐴𝑥
2 + 𝐴𝑦

2(cos 𝜃 + 𝑖 sin 𝜃)𝑒𝑖𝜔𝑡. (24) 

In our case, for luminescence with a single time constant[118] 

𝑆 =
ℎ

𝑘+𝑖𝜔
𝑒𝑖𝜔𝑡 =

ℎ𝜏

1+𝑖𝜔𝜏
𝑒𝑖𝜔𝑡 =

ℎ𝜏(1−𝑖𝜔𝜏)

1+𝜔2𝜏2 𝑒𝑖𝜔𝑡. (25) 

Here τ is the luminescence lifetime. Thus, when inserting (25) in (24) we obtain: 

𝐴𝑥 =
ℎ𝜏

1+𝜔2𝜏2, (26) 

𝐴𝑦 = −
𝜔ℎ𝜏2

1+𝜔2𝜏2,   (27) 

√𝐴𝑥
2 + 𝐴𝑦

2 =
ℎ𝜏

√1+𝜔2𝜏2
 (28) 
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and 

𝐴𝑦

𝐴𝑥
= −𝜔𝜏 = tan 𝜃. (29) 

Thus, using trigonometric formulae, for the out-of-phase signal (17) 

𝑆𝑦 =
1

√2
A sin 𝜃 =

1

√2
A sin(arctan(−𝜔𝜏)) = −(

1

√2
A)

𝜔𝜏

√1+𝜔2𝜏2
= 𝐶

2𝜋𝑓𝜏2

1+(2𝜋𝑓)2𝜏2.  (30) 

In this study, only the out-of-phase signal was used. The out-of-phase signal 

reaches the minimum at f = (2πτ)-1 (C is negative), and conversely, the luminescence 

lifetime can be determined from the minimum according to τ = (2πfmin)-1. Hence Θ = 

45°. The frequency region of the lock-in-amplifier (10 – 100 000 Hz) allowed the 

luminescence lifetime measurements between 1 µs – 20 ms which is appropriate for 

the luminescence lifetimes measurements of the Eu(III) and Tb(III) complexes. 

The dependence of the luminescence lifetimes on temperature was measured in 

the papers I and IV. The fitting of the equation (8) to the τ vs. T data gave the ΔE 

value which represents the energy difference between the feeding/receiving energy 

state of the ligand and the emittive state of Ln(III). This information is valuable for 

the discussion of the energy transfer. The Peltier element enabled to use the 

temperature region from ⁓5 to 55 °C. This is an appropriate temperature region for 

the ΔE value over 1000 cm-1. 

Additional information about the energy transfer can be obtained by measuring 

the luminescence lifetimes before and after the argon treatment. This was done by 

deaerating the solutions for 20 min with argon. The molecular oxygen is an efficient 

triplet quencher and this method allows to study the participation of the triplet state 

in the energy transfer. This method is used in the paper IV. 

The luminescence lifetimes can also be used for the determination of the number 

of complexed water molecules. The equation[120] 

( ) −−= −− 11

22 ODOHAq  (31) 

where τi are the luminescence lifetimes in the presence (i = H2O) and absence (i = 

D2O) of the complexed water molecules and A is 1.11 and β 0.31 for Eu(III) [120] 

allows the determination of the number of coordinated water molecules, q. This was 

used in the papers I and II.
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4 Results and Discussion 

The main focus of thesis, the energy transfer in the lanthanoid complexes, is 

discussed throughout the whole chapter but the more application related special 

results are found in subchapters dealing with the corresponding papers. 

4.1 Energy transfer in lanthanoid complexes 

The articles (I – IV) shed a new light on the energy transfer processes in the 

lanthanoid complexes.  Table 4 from I shows the photophysical properties of 

complexes Eu(L1)3 – Eu(L14)3. 

Table 4. Photophysical properties and 
+

p  substituent constants of the chelates Eu(L1)3 – 

Eu(L14)3 (1 µM in ACN). 

COMPLEX 
+

p a 
abs

max  (nm) 
ex

max  (nm) εmax 

(M-1cm-1) 

Φ (%) Et (cm-1) 

Eu(L1)
3
 0,025 326 325 37 500 32 21 000 

Eu(L2)
3
 0 320 320 35 300 25 21 800 

Eu(L3)
3
 -0,164 340 340 63 000 28 21 600 

Eu(L4)
3
 -0,648 327 326 55 600 30 21 800 

Eu(L5)
3
 - 345 346 63 300 21 21 400 

Eu(L6)
3
 - 346 346 70 400 47 21 300 

Eu(L7)
3
 - 354 357 68 200 8,9 20 000 

Eu(L8)
3
 - 358 357 55 300 13 20 000 

Eu(L9)
3
 - 368 369 88 400 3,0 19 400 

Eu(L10)
3
 - 374 367 73 200 13 19 400 

Eu(L11)
3
 -1,7 368 375 90 400 7,2 19 400 

Eu(L12)
3
 -1,7 369 374 86 800 12 19 500 

Eu(L13)
3
 - 329 330 44 600 42 19 900 

EU(L14)
3
 - 337 337 42 900 40 20 400 

a From ref. [121] 
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Table 4 shows the complexes in the order of the increasing electron donating ability 

of the p-substituent in the ligand. This is presented by the substituent constant σP
+
 if 

found, otherwise the electron donating ability is evaluated on the basicity of the 

amino group. The substituent constant σP
+ represents a situation where the 

substituent is directly conjugated with a reaction center in an electron demanding 

transition state. Table 4 shows that the quantum yields of the complexes Eu(L2)3 – 

Eu(L4)3 and Eu(L6)3 follow the electron donating ability of the substituent rather 

than the triplet state energy although the triplet states are at the appropriate levels for 

an efficient energy transfer. Because only one luminescence lifetime was observed 

for these complexes (see paper I) their dissociation can be neglected. According to 

Latva et.al., the ligand triplet state must be 1500 cm-1 above the receiving state of 

the Ln(III) ion in order to avoid the thermal quenching of the Ln(III) ion via the 

energy back-transfer to the ligand triplet state.[102] The receiving state of Eu(III), 
5D1, is at 19 000 cm-1 [22] which means that the energy of the ligand triplet state 

must be > 20 500 cm-1 for good quantum yield. However, the ligand triplet state must 

also be close enough to the receiving state of the Ln(III) ion. The energy transfer to 

the emittive state of Eu(III), 5D0 at 17 270, is not possible.[114] Thus, the triplet state 

energy levels of the complexes Eu(L1)3 – Eu(L6)3 are ideal for a high quantum yield 

but the quantum yield seems to follow the electron donating ability of the p-

substituent, that is, the energy of the ILCT state. 

Paper IV shows that within similar ligand structures, the electron donating ability 

of the p-substituent correlates with the energy of the ligand ILCT state. The deviation 

of Eu(L1)3 from the general quantum yield order is understandable because the 

electron withdrawing capability of the bromo substituent is questionable. This can 

be seen in the fact that the molar absorptivity of Eu(L1)3 is higher than that of 

Eu(L2)3. The surprisingly low quantum yield of Eu(L5)3 is difficult to explain if the 

quantum yield of Eu(L6)3 is not higher than can be expected. Thus, in the Eu(III) 

complexes, the quantum yield is more strongly dependent on the ILCT than the 

triplet state provided that the energy of the triplet state is not too low. This means 

that the ILCT state is the favored energy transfer route in the Eu(III) (and probably 

also in the Sm(III) in which the stepwise energy transfer also possible) complexes. 

This may be attributed to the involvement of the proposed stepwise mechanism of 

energy transfer [95], which may increase its efficiency. In general, the ILCT state is 

the singlet state because it often corresponds to a n-π* transition (it is electronic 

transition from the free electron pair (of nitrogen) to π*-orbital) and the energy 

transfer from it may be faster than from the triplet state also with other mechanisms 

(the energy transfer from the singlet state may faster than ISC as can be seen later). 

The ligand/complex series in paper I shows nicely the effect of the amino group: 

when the amino substituent is directly conjugated to the ligand structure in the 

vicinity of Eu(III) ion and is freely rotating, it effectively quenches the luminescence 
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(via PET) (as in cases of Eu(L7)3 – Eu(L12)3) but if the rotation is hindered 

quenching does not take place even if the group were very close to the Eu(III) ion 

(as in cases of Eu(L5)3 and Eu(L6)3). However, the huge difference in the quantum 

yields between Eu(L5)3 and Eu(L6)3 demands an explanation. It could be thought 

that the CF2CF3 group is so strong an electron donator that it hinders the formation 

of the ILCT state (increase the energy of the ILCT state) but, in fact, it is an electron 

acceptor. The σP
+
 values for the CF3 and CF2CF3 groups are 0,54 and 0,52 [122], 

respectively, and the CF3 group might lower the energy of the ILCT state because it 

is a stronger electron attractor. In addition, it was shown in paper I that the 

complexation partly prevents the ILCT state formation. This must be connected to 

the rigidity of the ligand bound to Ln(III) but its effect on the observed properties is 

not fully understood. 

Paper II shows that the quantum yields in the series of the ternary complexes 

Eu(Lx)3L15 (x = 2, 4 – 6, 11, 13, 14) depend on the excitation wavelength, that is, 

the quantum yield is dependent on the ligand, either the β-diketone or Lewis’ base 

(L15). This suggests that the energy transfer does not take place between the ligands 

in the ternary complexes. Apparently the distances between the chromophores are 

much larger than the distances between the chromophores and the Eu(III) ion. In 

addition, the paper shows that the complexation has a remarkable effect on the 

absorption spectrum of L15 (the excitation maximum redshifted about 30 nm). This 

kind of large effect on the absorption spectrum by complexation can hardly be 

explained by the polarization effect of the ligand field of the Eu(III) [61] but suggests 

the coplanarization of the pyridine rings of L15 in the ternary complex. 

In addition, papers I and II together show that the tris-β-diketone complexes 

contain quenching water molecules in toluene but not in ACN although lanthanide 

ions are “hard” acids and prefer “hard” bases, e.g., oxygen. It seems that in “dry” 

acetonitrile water molecules are replaced by acetonitrile molecules, which are “soft” 

bases. Interestingly, Díaz-Torres and Alvarez have determined the coordination 

ability of solvents toward lanthanides by analyzing the previously published data on 

their complexes. They found that the coordination ability index aLn is 0,6 for water, 

-0,7 for acetonitrile and -1,2 for toluene.[123] Inspite of the much higher aLn value 

for water, acetonitrile molecules seem to replace the water molecules in neat 

acetonitrile due to their high concentration. 

Table 5 from paper III shows the photophysical properties of Eu(L17)3 – 

Eu(L30)3. The complexes EuY-L26 – EuY-L29 are shown in the order of the ILCT 

state energy (the substituent constant order is Ph > O > S > N [122], that is, the 

electron donating ability order is Ph < O < S < N) and it can be seen that the quantum 

yield again follows the order of the ILCT state energy. However, now the amino 

group of the carbazol quenches the luminescence via PET more strongly than in 

Eu(L5)3 (as compared to Eu(L6)3). In this case, the electron receiving part contains 
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two electron attracting groups (two COOH groups for which σP
+
 = 0,45 from ref. 

[122]) in dpa. 

Table 5. The absorption maxima, molar absorption coefficients at maxima, excitation 

maxima, quantum yields, brightness at excitation maxima and triplet state energy 

levels of the complexes EuY-Lx in TRIS or NH3 buffer (EuY-L3 and EuY-L9 in NH3 

buffer). CTRIS/NH3 = 50 mM, pH = 7,75 and emission wavelength 615 nm. 

COMPLEX 𝝀𝒎𝒂𝒙
𝑨𝒃𝒔  (nm) εmax 

(M-1cm-1) 

𝝀𝒎𝒂𝒙
𝑬𝒙  

(nm) 

Φ (%) εExmaxΦ  

(M-1cm-1) 

ETriplet state (cm-1) 

EuY-L17 271 5280 271 13 690 25 300 

EuY-L18 304 15 100 317 23 2600 21 400 

EuY-L19 315 20 000 327 12 2100 20 100 

EuY-L20 303 20 700 322 25 3200 20 900 

EuY-L21 285 20 300 308 21 3000 21 500 

EuY-L22 303 21 600 323 21 3000 20 700 

EuY-L23 321 20 100 337 23 3500 20 400 

EuY-L24 316 16 800 332 24 3200 20 700 

EuY-L25 335 10 900 344 19 2000 20 200 

EuY-L26 317 14 500 331 14 1600 20 000 

EuY-L27 288 24 100 295 18 3700 22 200 

EuY-L28 288 30 800 334 26 5800 21 300 

EuY-L29 295 19 100 343 13 1500 21 000 

EuY-L30 310 16 500 324 28 3700 19 800 

Paper III introduces a method for the determination of the stability constant by 

measuring the total luminescence intensity as a function of concentration. Fitting the 

equation 

𝐼𝑡𝑜𝑡 = 𝑎
2𝐾𝐶+1−√4𝐾𝐶+1

2𝐾
 (32) 

to the Itot vs. C data yields the stability constant K for the reaction LnY + Lx ⇌ LnY-

Lx. Here a is a proportionality constant that comprises all instrumental factors 

involved. The stability constant for EuY-L17 was determined with the FD-method 

to be log K = 5,38 ± 0,16 (paper III) and with the pulse excitation method 5,30 ± 

0,12 (paper IV). These values are reasonable as they are within the range of stability 

constants previously reported for similar systems.[76–78] In addition, the stability 

constant of TbY-L17 was found to be log β = 5,40 ± 0,34 which is close to the value 
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of EuY-L17 (the stability constants of the Tb(III) and Eu(III) complexes of the same 

ligands can be assumed to be similar). This method was used for the relative 

luminescence intensity determination of the complex series in the paper IV. 

Table 6 from paper IV shows the complex formation and σp
+ values for the 

complexes TbY-Lx (x = 17 and 26 – 29). 

Table 6. Substituent constant values (σp
+), stability constant (log β) for reaction TbY + Lx → 

TbY-Lx (x = 17 and 26 – 29) and calculated fraction of complexed ligand in 25 µM 

solutions. 

TbY + Lx → 

TbY-Lx 

log β COMPLEXED FRACTION IN 25 

µM SOLUTIONS 

σp
+a (value for) 

L17 5,40 ± 0,34 0,68 ± 0,12 - 

L26 4,10 ± 0,03 0,20 ± 0,01 -0,18 (Ph) 

L27 3,85 ± 0,27 0,15 ± 0,07 -0,50 (OPh) 

L28 5,55 ± 0,24 0,70 ± 0,06 -0,55 (SPh) 

L29 4,83 ± 0,15 0,46 ± 0,04 -1,40 (NPh) 
a From ref. [122] 

Table 7 from paper IV shows the singlet (ES), ILCT (EILCT) and triplet state (ET) 

energies of the ligands Lx and the I/A285nm values (where I and A285nm are the intensity 

from the FD curves and the absorbance value at 285 nm, respectively) for the 

complexes TbY-Lx (x = 17 and 26 – 29). The values of ES and EILCT are determined 

from the deconvoluted absorption and emission spectra. 

Table 7. Singlet (ES), ILCT (EILCT) and triplet state (ET) energies of the ligands Lx and I/A285nm 

values for TbY-Lx (x = 17 and 26 – 29). 

a From convoluted spectra; b From the paper III; c Calculated from the absorbance values at 285 nm (A285nm, 

Figure 1) and emission intensities at 545 nm (I, from FD curves) (The absorbance values were multiplied 

with the fraction of complexed ligand (Table 6)); - Missing value. 

(TbY-)Lx ES (cm-1)a  EILCT (cm-1)a ET (cm-1)b I/A285nm
c 

L17 - - 25 300 1,9 

L26 27 700 26 100 20 000 0,16 

L27 30 000 26 500 22 200 42 

L28 29 200 26 500 21 300 0,30 

L29 - 25 200 21 000 0,030 
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The EILCT, ET, and I/A285nm values in Table 7 show that this TbY-Lx (x = 26 – 29) 

series follows the triplet state energy contrary to the corresponding EuY-Lx series. 

This may be the result of energy back transfer to the triplet state because the 

receiving (and at the same time the emittive) energy state of the Tb(III) ion is 

relatively high in energy, at 20 545 cm-1 [21]. Thus, only the energy of the triplet 

state of H2L27 is high enough to exclude the energy back transfer. Thus, it cannot be 

concluded on the ground of these results if the energy is transferred mainly via the 

triplet state or if the energy is only thermally back transferred to the triplet states of 

the ligands when it is possible. In the case of the Tb(III) complexes, the energy 

cannot be transferred from the ILCT state via the stepwise mechanism which might 

make the energy transfer less efficient than in the case of the Eu(III) complexes. 

The energy transfer is further studied in the paper IV by measuring the effect of 

the oxygen removal on the luminescence lifetimes. The results are shown in Table 

8. 

Table 8. Luminescence lifetimes of 25 µM TbY-Lx:s in TRIS (pH = 7,75) before and after 

argon treatment (solutions passed 20 min with argon flow). The values in brackets 

are relative intensities. Excitation wavelength was 285 nm and emission wavelength 

545 nm. 

 IN THE PRESENCE OF O2 DEAERATED 

COMPLEX τ1 (µs) (I) τ2 (µs) (I) τ1 (µs) (I) τ2 (µs) (I) 

TbY-L17 1878±7 (86) - 1724±4 (116) - 

TbY-L26 1449±11 (165) 4,4 (-43) 1150±7 (225) 3,9 (-24) 

TbY-L27 1359±13 (341) 765±11 (209) 982±5 (59) 262±8 (9) 

TbY-L28 358±13 (213) 25±19 (19) 885±15 (203) 233±16 (64) 

TbY-L29 17±1 (3) 6,64±0.05 (25) 37±3 (4) 11,1±0,1 (24) 

The luminescence of the Ln(III) complexes usually proceeds via the triplet state, and 

argon treatment would be expected to increase the luminescence lifetimes because 

O2 is an efficient triplet quencher. The complex TbY-L17 exhibited only one 

lifetime, which decreased after argon treatment, although its amplitude slightly 

increased. This is consistent with the general fact that oxygen does not quench the 

luminescence of 𝑇𝑏(𝐿17)𝑛(=1−3)
+3−2𝑛 .[124] It suggests that the energy is either transferred 

directly from the singlet state of L17 to Tb(III), or that the lifetime of the L17 triplet 

state in the complex is too short for O2 quenching. Paper IV shows that the singlet 

energy transfer rate constant between dpa and Tb(III) can be estimated to be of the 

order of k > 1010 s-1 and the rate constant of the ISC (inter system crossing) is of the 

order of 1010 s-1 [92]. Therefore, the direct energy transfer from the singlet state and 
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the triplet mediated energy transfer routes may compete with each other in the 

absence of other factors. The determined luminescence lifetime of L17 in the ternary 

complex deviates from the previously reported value (2250 µs), measured with 

Tb(L17)3 [102]. This is probably due to the symmetry effect of different coordinative 

environments, additional C-H quenching groups in the vicinity of Tb(III) or fast 

ligand exchange.[34,57,125] 

The luminescence of the complex TbY-L26 exhibited two processes, a decay and 

rise of the luminescence intensity (a negative amplitude in the FD method can be 

interpreted to represent a rise time). Because the ligand triplet state is below the 

emitting 5D4 state of Tb(III) the observed luminescence lifetime must represent 

emission via the ILCT state or the temperature driven upstream energy flow from 

the triplet state, or both. However, in the latter case, the removal of oxygen should 

increase the luminescence lifetime for long enough lifetimes (above several 

microseconds).[126] On the contrary, the observed decrease in the lifetime implies 

that the emittive state excitation must, at least partially, take place from the ILCT 

state. Therefore, we attribute the observed rise time to the upward energy flow from 

the triplet state, and suggest that the luminescence of Tb(III) in the TbY-L26 

complex is mediated by both the ILCT and triplet state. Because the rise time 

represents the upward energy flow from the triplet state to the Tb(III) 5D4 state, it is 

also the lifetime of the triplet state of L26 in TbY-L26. 

Two observed luminescence lifetimes in the TbY-L27 – TbY-L29 complexes are 

attributed to the ternary TbY-Lx complex (longer τ) and to the intermediates 

introduced in paper III in case of EuY-Lx complexes (shorter τ). The increase of the 

luminescence lifetimes of TbY-L28 and TbY-L29 after oxygen removal suggests 

that the energy transfer in these complexes occurs mainly via the triplet state, and 

the triplet state of the ligands is long-lived enough for the O2 quenching. On the 

contrary, oxygen increases the luminescence lifetimes in TbY-L26 and TbY-L27 and 

this must be connected to the involvement of the ILCT state in the energy transfer. 

However, the detailed description cannot be derived from these results. The shorter 

luminescence lifetime (
1 ) of the TbY-L28 complex can be explained by a low-lying 

triplet state (800 cm-1 above the 5D4 state of Tb(III)) but it is not clear if a decrease 

of 300 cm-1 in the triplet state energy can alone cause the observed large decrease in 

the luminescence lifetime between complexes TbY-L28 and TbY-L29. 

In order to obtain further information about the energy transfer processes, the 

temperature dependence of the luminescence lifetimes of the complexes were 

determined in paper IV. The measured temperature dependence is shown in Figure 

8. 
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The fitted curves in Figure 8 yield ΔE = 1731 ± 141 cm-1 for TbY-L17, ΔE = 3046 ± 

246 cm-1 for TbY-L26 and ΔE = 2267 ± 500 cm-1 for TbY-L27. The anomalously 

low value of ΔE obtained for TbY-L17 would require an explanation, which is, 

however, beyond the scope of this thesis. Figure 9 shows the luminescence and 

phosphorescence emission spectra and the energy corresponding to the sum of the 

energy of the lanthanoid emissive state (5D4 for Tb(III)) and the ΔE value obtained 

from the fit above. Figure 9 a suggests that, in the ternary Tb(III) complex, energy 

can be transferred back to the emittive state of the ligand L26, and according to the 

deconvoluted emission spectrum in Figure 9 a, rather the emittive ILCT state than 

singlet state because it can be assumed that the back-transfer include a “potential” 

wall. This must mean that energy from the excited Tb(III) ion back-transfers to the 

ligand faster than the thermal relaxation occurs from the higher vibrational levels of 

the ground electronic state of the ligand (to which ligand ends up after the energy 

transfer to Tb(III)) to the zero vibrational level of the ground state. The energy back-

transfer must be faster because otherwise the energy back-transfer would demand 

Figure 8. Temperature dependencies of luminescence lifetimes. Filled squares, TbY-L17 (τ); 

hollow squares, TbY-L26 (τ1); blue crossed circles, TbY-L27 (τ1) (all in 25 µM in 

TRIS at pH 7,75). Lines are the fits to the energy back-transfer equation (8). 
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that the vibrational level 4480 cm-1 (EILCT - EILCT em.max = 26100 cm-1 - 22420 cm-1 =             

4480 cm-1) above the lowest state should be populated at room temperature, which 

is impossible. The emittive ILCT state is a singlet state but, due to its charge transfer 

nature, it may increase the efficiency of the energy transfer in the Eu(III) complexes 

via the stepwise mechanism. However, energy can be transferred between the ligand 

ILCT state and 5D4 state of Tb(III) by a multipolar mechanism, and the short distance 

between the chromophore and Tb(III) in the complex can be assumed to enhance this 

process.[114] 

 

  

According to Figure 9 b, the energy back-transfers to the triplet state of the ligand 

L27 rather than to the ILCT state because the sum E(5D4 of Tb(III)) + ΔE is just 

above the phosphorescence maximum and coincides with the ILCT emission 

maxima. These results imply that also in the Tb(III) complexes the energy transfer 

depends on the relative energy of the states involved and is independent of the nature 

of those states. 

4.2 Paper I: Study on photophysical properties of 
Eu(III) complexes with aromatic β-diketones 

β-Diketones are probably the most studied chelating ligands for lanthanides and 

these luminescent chelates have plenty of applications, e.g. in electroluminescent 

devices[69,70], sensors[63], lasers[71] and bioassays[12]. The specific aim of paper 

Figure 9. Luminescence spectrum (with deconvolution; singlet emission with dotted line and 

ILCT emission with dashed-dotted line) of TbY-L26 (solid line) and 

phosphorescence spectrum of Gd(L26)3 (dashed line) (a), and those of TbY-L27 

and Gd(L27)3 (b). The energy level of the Tb(III) 5D4 state and sum of 5D4 and ΔE 

from energy back transfer equation (8) are shown for both complexes. 
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I was to develop a brighter and longer-wavelength excitable tris-β-diketone-Eu(III) 

chelate than those presently used. One of the studied chelates, Eu(L6)3 was much 

brighter than Eu(L13)3 and Eu(14)3 (see Table 4). The complex Eu(L5)3 is published 

earlier [127] but Eu(L6)3 is not and Eu(L6)3 is brighter than Eu(L5)3, probably due 

to the lower σP
+
 value for the CF2CF3 than for CF3 (0,52 and 0,54, respectively). In 

addition, Eu(L6)3 can be excited efficiently at 360 nm (see Figure 10). 

The paper II shows that Eu(L6)3L15 is degradable but it is unclear this is due only 

to the presence of the additional ligand L15. 

4.3 Paper II: Photophysical study of blue-light 
excitable ternary Eu(III) complexes and their 
encapsulation into polystyrene nanoparticles 

Recently, much attention has been paid to the ternary β-diketone complexes 

containing an additional bi- or tridentate Lewis base, e.g. 1,10-phenanthroline or 

bispyrazol-triazine.[58,59,61–63,128] The additional ligand has at least two 

advantages: it replaces the quenching water molecules and, therefore, increases the 

Figure 10. Excitation spectrum of 1 µM Eu(L6)3 in ACN. Emission wavelength 615 nm. 
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luminescence intensity. Moreover, in some cases the complex can be excited at 

longer wavelength, even in the visible region. This broadens the application field of 

the lanthanide complexes for example in bioimaging[72,73] and facilitates the use 

of semiconductor light sources for their excitation. A drawback with the ternary 

complexes is their low stability and solubility in aqueous solutions. This can be 

overcome by incorporating them into protective environment e.g. inside nano- or 

microparticles.[129] Polystyrene nano/microparticles are commercially available 

with amino and carboxylic acid surface modifications, which allow covalent 

conjugation of proteins e.g. antibodies on their surface and the particles can be used 

in bioanalysis.[130,131] In this study, ternary tris-β-diketone-Eu(III) complexes 

were prepared by using 1,10-phenanthroline (L16) and 4’-(4- diethylaminophenyl)-

2,2':6',2''-terpyridine (L15) as the Lewis bases and the incorporation of the ternary 

complexes inside the polystyrene particles was also demonstrated. The β-diketones 

used in this study were those found to be the most interesting in the previous work. 

The toluene solutions were used as a model environment for the nonpolar 

polystyrene cavities. 

Table 9. The absorption maxima (𝝀𝒎𝒂𝒙
𝒂𝒃𝒔 ), quantum yields (Φmax) and molar absorption 

coefficients (εmax) of 5 µM Eu(Lx)3 and Eu(Lx)3L15 at maximum wavelength in 

toluene. 

Table 9 from paper II shows the photophysical properties of the complexes 

studied. As the table shows, Eu(L6)3L15 was the brightest complex but its quantum 

yield decreased 54 % after standing a week in dark at room temperature, and thus its 

brightness decreased below the that of Eu(L13)3L15  and Eu(L14)3L15. An increased 

temperature, air flow and UV exposure (285 nm) did not affect the redshift, leaving 

the reason for the shift unsolved. In any case, one possible explanation is 

intercomplex stacking or association of ligands, which can take place in more 

COMPLEX WITHOUT L15 WITH L15 

 𝜆𝑚𝑎𝑥
𝑎𝑏𝑠  (nm) εmax 

(M-1cm-1) 

Φmax 𝜆𝑚𝑎𝑥
𝑎𝑏𝑠  (nm) εmax 

(M-1cm-1) 
Φmax (εΦ)max 

(M-1cm-1) 

Eu(L2)3 327 25800 0,016 341 39900 0,22 8800 

Eu(L4)3 338 43400 0,016 348 61400 0,16 9800 

Eu(L14)3 342 28300 0,12 352 48600 0,33 16000 

Eu(L13)3 340 33000 0,084 348 59400 0,32 19000 

Eu(L11)3 410 58700 0,010 376 57900 0,057 3300 

Eu(L5)3 381 42500 0,026 372 57100 0,16 9100 

Eu(L6)3 381 55400 0,059 372 73200 0,37 27000 
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concentrated solutions, and changes the absorption spectrum and quantum yield, and 

breaks up within time. Thus, the encapsulation of the polystyrene nanoparticles was 

done with the complexes Eu(L14)3L15, and also Eu(L13)3 for comparison. 

Table 10 shows the luminescence lifetimes of the complexes Eu(L14)3L15 and 

Eu(L13)3 (synthetized and commercial) in polystyrene nanoparticles. Because of the 

scattering in the colloidal solution the quantum yield could not be determined 

Table 10. Luminescence lifetimes of Eu(L13)3 (synthetized and commercial) and Eu(L14)3L15 

with the lifetime fractions in polystyrene nanoparticles in 1:5 EtOH-H2O solution. The 

excitation at 335 nm and emission at 615 nm. 

COMPLEX IN THE 

NANOPARTICLES 

Τ1 

(µS) 

[FRACTION (%)] 

Τ2 

(µS) 

[FRACTION (%)] 

Τ3 

(µS) 

[FRACTION (%)] 

Eu(L13)3 (commercial) 800 (83) 356 (17) - 

Eu(L13)3  750 (51) 370 (49) - 

Eu(L14)3L15 1300 (33) 600 (59) 223 (6) 

 

The luminescence lifetimes of the synthetized and commercial particles loaded with 

Eu(L13)3 are nearly equal but not their luminescence fractions. The bigger fraction 

of τ1 of commercially available particles with Eu(L13)3 indicates that the complexes 

have penetrated deeper inside the particles. Polystyrene cavities are so non-polar 

environments that the complexes probably do not have any water molecules and, 

therefore, the lifetime distribution can be assumed to represent the complexes in 

different environments. The longest lifetime may be attributed to partially 

immobilized complexes and the shorter lifetime to more freely moving complexes. 

The long luminescence lifetimes imply good quantum yields. The luminescence 

lifetime of Eu(L14)3L15 lengthened even more, implying their potential use in 

particles for other applications. Figure 11 shows the excitation spectrum of 

Eu(L14)3L15. The encapsulation technique makes the visible light excitation 

possible in aqueous environments. 
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4.4 Paper III: Study on luminescent ternary 
EuEDTA complexes with dipicolinic acid 
derivaties 

A ternary complex of terbium cation has been used in a DNA-hybridization assay 

for ca. 25 years.[132] In this assay a specific nucleic acid sequence is identified by 

using two oligonucleotide sequences, one labelled with a Tb(III) complex of 

diethylenetriamine pentaacetate and the other with aminosalicylate. The oligo 

sequences have been chosen to be complementary to the DNA strand in such a way 

that, when hybridized, the labels are in direct proximity to form a ternary complex 

where the aminosalicylate moiety functions as an antenna for Tb(III). The assay is 

then accomplished by measuring the intensity of the long-lived Tb(III) emission. The 

method has been later improved by replacing Tb(III) by Eu(III)  and aminosalicylate 

by an aromatic β-diketone.[133] Even higher sensitivity was obtained by Karhunen 

et.al. by using a dipicolinic acid derivative as the light-harvesting antenna.[134] The 

method, called “switchable lanthanide probe technique”, was further successfully 

extended into homogeneous PCR (polymerase chain reaction) assays.[135,136] 

Figure 11. The excitation spectra of Eu(L14)3L15 in polystyrene particles. Emission 

wavelength 615 nm. 
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Derivatives of dipicolinic acid (DPAD) are tridentate ligands and, together with 

a hexadentate carrier ligand, such as ethylenediaminetetraacetic acid (EDTA, or Y 

in the complexes of this work), interesting model systems for ternary complexes and 

their applications are formed. In this work 14 DPAD:s were studied with an aim to 

find brighter antennae for Eu(III) than the currently used 4-[(4-

isothiocyanatophenyl)ethynyl]-pyridine-2,6-dicarboxylic acid (used as 4-[(4-

thioureido)ethynyl]-pyridine-2,6-dicarboxylic acid (H2L19)).[136] The comparisons 

were made using the basic form of H2L19, H2L18, as the reference ligand. The 

brighter ligand would decrease the number of required PCR cycles and thus would 

reduce the assay time. Table 5 (in chapter 4.1) shows the quantum yields, molar 

absorptivities and brightnesses at the excitation maxima of the ternary Eu(III)-EDTA 

complexes of the studied ligands. The table shows that most of the studied ligands 

form a brighter ternary Eu(III)-EDTA complex than H2L18. Especially, the complex 

EuY-L28 (Y = EDTA) is more than two times brighter than EuY-L18. Moreover, its 

excitation maximum is redshifted compared to that of EuY-L18 (see Figure 12). 

However, the introduction of the linking isothiocyanato group may affect the 

quantum yield and be synthetically challenging. 

Moreover, paper III introduces the method for the stability constant determination. 

The method is based on the nonlinearity of the luminescence intensity vs. 

concentration curve, caused by complexation. The fitting of the equation (32) to the 

luminescence intensity vs. concentration data yields the stability constant. The 

Figure 12. Excitation spectra of 25 µM EuY-L18 (solid line) and EuY-L28 (dashed line) in TRIS 

buffer (CTRIS = 50 mM, pH = 7.75). Emission wavelength 615 nm. 
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method is applicable to the determination of the stability constants of the 1:1 

complexes, that is, either the ternary complexes or complexes with more than 

pentadentate ligands. The concentration range should be chosen in such a way that 

the bending in the curve is strong enough. The concentration range 5 – 25 µM is 

suitable for a stability constant around log K = 5. 

4.5 Paper IV: Study on luminescent ternary 
TbEDTA complexes with dipicolinic acid 
derivaties 

In paper IV we tried to find a more efficient Tb(III) chelate for the DNA-

hybridization assay than the currently used 4-{3-[2-(4-isothiocyanatophenyl)ethyl]-

2,4,6-trimethoxyphenyl}-pyridine-2,6-dicarboxylic acid.[136] Table 7 shows the 

I/A285nm values for the complexes TbY-Lx (x = 17 and 26 – 29). The I/A285nm values 

suggest that H2L27 may be a good candidate for the DNA-hybridization assay 

because they imply a high quantum yield. However, it is again unclear how the   

linking isothiocyanato group can be attached and how it would affect the quantum 

yield.
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5  Summary and Conclusions 

This thesis contributes to the development of the lanthanoid chelates by providing 

new information on the energy transfer processes. Especially, the advantages of 

deconvoluting the absorption and luminescence spectra are emphasized. The energy 

transfer in the lanthanoid complexes studied seems to depend only on the relative 

levels of the energy states involved and not on their nature. The singlet, triplet and 

ILCT states of the ligands, and the LMCT state, contribute to the energy transfer, 

depending on their relative levels. More importantly, it seems that the absolute 

energies of the states should not be taken into consideration in the development of 

the chelates but only the (deconvoluted) emission bands of ligands. In addition to the 

energy levels, also the energy transfer rates bring their own contribution to the 

energy transfer route preferences. Depending on the reduction potential of the Ln(III) 

ion and the energy level of the ligand  ILCT state, energy transfer may take place via 

the LMCT state or the ILCT/LMCT state may be a quenching state (in case of PET). 

It is not clear if the stepwise mechanism enhances the energy transfer but it is, at 

least, a requirement for PET. 

Paper I presented a new β-diketone ligand for Eu(III) with a high quantum yield. 

This complex, Eu(L6)3, is both brighter and can be excited at longer wavelength than 

the complexes commonly used, i.e., Eu(L13)3 and Eu(14)3. 

Paper II demonstrated the encapsulation of visible light excitable ternary β-

diketone complexes in polystyrene nanoparticles. 

Paper III introduced many good ligand candidates for Eu(III) in the homogenous 

PCR assay. Especially the ligand H2L28 is much brighter than the currently used 

H2L18. Moreover, the paper presented the stability constant determination method 

based on the nonlinear dependence of the luminescence intensity on concentration. 

The method yielded the stability constants for the ternary Eu(III)-EDTA-DPAD 

complexes. 

In paper IV, the ligand H2L27 was suggested as a good ligand for Tb(III) in the 

DNA-hybridization assays, based on the estimated high quantum yield. However, 

the required isothiocyanato linker may affect the quantum yield and its introdution 

may be synthetically challenging.



 59 

Acknowledgements 

This thesis is based on the knowledge of the excellent group in the lanthanoid 

luminescence field. The core of this group is comprised of prof. emeritus Jouko 

Kankare and adjunct professor Harri Takalo. Jouko was the factual supervisor during 

the work and Harri brought about starting the practical work and was responsible for 

producing the needed materials needed; these “gurus” need very special 

acknowledgements. The deepest acknowledgements belong also to prof. Jukka 

Lukkari and prof. emeritus Keijo Haapakka who have had considerable role in the 

actualization of this thesis acting as directors/supervisors. Additionally, I gratefully 

mention that prof. Tero Soukka has been the member of the follow-up committee 

and he has kindly participated also otherwise in this project. All of the above-

mentioned scientists have made it possible to publish the articles ot the thesis. 

Moreover, following persons are gratefully mentioned: the ligand synthesis is partly 

done by Jaana Rosenberg, Qi Wang and Joonas Mäkelä; Iko Hyppänen kindly 

acquainted me with the frequency-modulation instrumentation. The conversations 

with Sergio Domínquez and Lauri Marttila have been instructive. The technical 

personnel have been very helpful, Kari Loikas, Mauri Nauma and Kirsi Laaksonen 

many thanks to you. 

The financial support from the graduate school DIA-NET, the Wallac Fund of 

Turku University Foundation and Magnus Ehrnrooth Foundation are gratefully 

acknowledged.  

I want to thank warmly also Tapani, Jukka, Pertti and Risto outside the academic 

world. We have been having many relaxing activities in the field of exercising, 

birding, fishing and picking of mushrooms and berries. 

Finally, I express my deepest gratitude to my dear wife Silja for her 

overwhelming amount of support for finalizing the thesis project. 

31.1.2020 

Markus Räsänen



 60 

List of References 

 

[1]  E.H. White, M.G. Steinmetz, J.D. Miano, P.D. Wildes, R. Morland, Chemi- and 

bioluminescence of firefly luciferin, J. Am. Chem. Soc. 102 (1980) 3199–3208. 

https://doi.org/10.1021/ja00529a051. 

[2]  E. Becquerel, LXI. Intelligence and miscellaneous articles, London, Edinburgh, Dublin Philos. 

Mag. J. Sci. 17 (1859) 383–384. https://doi.org/10.1080/14786445908642690. 

[3]  A.A. Yaroshevsky, Abundances of chemical elements in the Earth’s crust, Geochemistry Int. 

44 (2006) 48–55. https://doi.org/10.1134/S001670290601006X. 

[4]  T. Moeller, The Lanthanides, in: J.C. Bailard, H.J. Emeleus, R. Nyholm, A.F. Trotman-

Dickenson (Eds.), Compr. Inorg. Chem., Pergamon, New York, 1973. 

[5]  C.K. Jørgensen, Narrow band thermoluminescence (candoluminescence) of rare earths in auer 

mantles, in: Rare Earths, Springer Berlin Heidelberg, Berlin, Heidelberg, 1976: pp. 1–21. 

[6]  G. Urbain, Chimie Minerale. Recherches sur les sables monazites, Comptes Rendus. 124 

(1897) 618–621. 

[7]  S.I. Weissman, Intramolecular energy transfer - The fluorescence of complexes of europium, 

J. Chem. Phys. 10 (1942) 214–217. https://doi.org/10.1063/1.1723709. 

[8]  G.A. Crosby, R.E. Whan, R.M. Alire, Intramolecular energy transfer in rare earth chelates. 

Role of the triplet state, J. Chem. Phys. 34 (1961) 743–748. https://doi.org/10.1063/1.1731670. 

[9]  R.E. Whan, G.A. Crosby, Luminescence studies of rare earth complexes: Benzoylacetonate 

and dibenzoylmethide chelates, J. Mol. Spectrosc. 8 (1962) 315–327. 

https://doi.org/http://dx.doi.org/10.1016/0022-2852(62)90031-0. 

[10]  A. Lempicki, H. Samelson, C. Brecher, Laser Action in Rare Earth Chelates, Appl. Opt. 4 

(1965) 205–213. https://doi.org/10.1364/AO.4.S1.000205. 

[11]  E. Soini, T. Lövgren, C.B. Reimer, Time-Resolved Fluorescence of Lanthanide Probes and 

Applications in Biotechnology, C R C Crit. Rev. Anal. Chem. 18 (1987) 105–154. 

https://doi.org/10.1080/10408348708542802. 

[12]  I. Hemmilá, V.-M. Mukkala, Time-Resolution in Fluorometry Technologies, Labels, and 

Applications in Bioanalytical Assays, Crit. Rev. Clin. Lab. Sci. 38 (2001) 441–519. 

https://doi.org/10.1080/20014091084254. 

[13]  L.R. Morss, Thermochemical properties of yttrium, lanthanum, and the lanthanide elements 

and ions, Chem. Rev. 76 (1976) 827–841. https://doi.org/10.1021/cr60304a007. 

[14]  I.D. Hughes, M. Däne, A. Ernst, W. Hergert, M. Lüders, J. Poulter, J.B. Staunton, A. Svane, 

Z. Szotek, W.M. Temmerman, Lanthanide contraction and magnetism in the heavy rare earth 

elements, Nature. 446 (2007) 650–653. https://doi.org/10.1038/nature05668. 

[15]  D.H. Templeton, C.H. Dauben, Lattice Parameters of Some Rare Earth Compounds and a Set 

of Crystal Radii, J. Am. Chem. Soc. 76 (1954) 5237–5239. 

https://doi.org/10.1021/ja01649a087. 



 

 61 

[16]  J.H. Van Vleck, A. Frank, The Effect of Second Order Zeeman Terms on Magnetic 

Susceptibilities in the Rare Earth and Iron Groups, Phys. Rev. 34 (1929) 1494–1496. 

http://link.aps.org/doi/10.1103/PhysRev.34.1494. 

[17]  J. Zernike, C. James, The Magnetic Susceptibilities of the Rare Earths, J. Am. Chem. Soc. 48 

(1926) 2827–2831. https://doi.org/10.1021/ja01690a010. 

[18]  T. Moeller, E.P. Horwitz, Observations on the rare earths—LXX, J. Inorg. Nucl. Chem. 12 

(1959) 49–59. https://doi.org/http://dx.doi.org/10.1016/0022-1902(59)80092-0. 

[19]  W.T. Carnall, P.R. Fields, K. Rajnak, Electronic Energy Levels in the Trivalent Lanthanide 

Aquo Ions. I. Pr3+, Nd3+, Pm3+, Sm3+, Dy3+, Ho3+, Er3+, and Tm3+, J. Chem. Phys. 49 

(1968) 4424–4442. https://doi.org/http://dx.doi.org/10.1063/1.1669893. 

[20]  W.T. Carnall, P.R. Fields, K. Rajnak, Electronic Energy Levels of the Trivalent Lanthanide 

Aquo Ions. II. Gd3+, J. Chem. Phys. 49 (1968) 4443–4446. 

https://doi.org/http://dx.doi.org/10.1063/1.1669894. 

[21]  W.T. Carnall, P.R. Fields, K. Rajnak, Electronic Energy Levels of the Trivalent Lanthanide 

Aquo Ions. III. Tb3+, J. Chem. Phys. 49 (1968) 4447–4449. 

https://doi.org/http://dx.doi.org/10.1063/1.1669895. 

[22]  W.T. Carnall, P.R. Fields, K. Rajnak, Electronic Energy Levels of the Trivalent Lanthanide 

Aquo Ions. IV. Eu3+, J. Chem. Phys. 49 (1968) 4450–4455. 

https://doi.org/http://dx.doi.org/10.1063/1.1669896. 

[23]  P. Atkins, J. Paula, Atkins’ Physical Chemistry, 7th ed., Oxford, New York, 2002. 

[24]  J. Ryan, C. Jorgensen, Absorption Spectra of Octahedral Lanthanide Hexahalides, J. Phys. 

Chem. 70 (1966) 2845. https://doi.org/- 10.1021/j100881a021. 

[25]  P. Dorenbos, The 4f n↔4f n−15d transitions of the trivalent lanthanides in halogenides and 

chalcogenides, J. Lumin. 91 (2000) 91–106. https://doi.org/http://dx.doi.org/10.1016/S0022-

2313(00)00197-6. 

[26]  M. V Hoffman, Alkaline Earth Aluminum Fluoride Compounds with Eu+2 Activation, J. 

Electrochem. Soc. 118 (1971) 933–937. https://doi.org/10.1149/1.2408227. 

[27]  G. Blasse, On the Nature of the Eu2+ Luminescence, Phys. Status Solidi. 55 (1973) K131–

K134. https://doi.org/10.1002/pssb.2220550254. 

[28]  J.H. V Vleck, The Puzzle of Rare-earth Spectra in Solids, J. Phys. Chem. 41 (1937) 67–80. 

https://doi.org/10.1021/j150379a006. 

[29]  J.-C.G. Bunzli, S. V Eliseeva, Basics of Lanthanide Photophysics, in: P. Hänninen, H. Härmä 

(Eds.), Lanthanide Luminescence, Photophysical, Analytical and Biological Aspects, 

Springer, Berlin, 2011, 1–43. https://doi.org/ 10.1007/978-3-642-21023-5 

[30]  A.F. Kirby, F.S. Richardson, Detailed analysis of the optical absorption and emission spectra 

of europium(3+) in the trigonal (C3) Eu(DBM)3.H2O system, J. Phys. Chem. 87 (1983) 2544–

2556. https://doi.org/10.1021/j100237a018. 

[31]  A.F. Kirby, D. Foster, F.S. Richardson, Comparison of 7FJ←5DO emission spectra for Eu(III) 

in crystalline environments of octahedral, near-octahedral, and trigonal symmetry, Chem. 

Phys. Lett. 95 (1983) 507–512. https://doi.org/http://dx.doi.org/10.1016/0009-

2614(83)80342-X. 

[32]  T. Yamashita, Y. Ohishi, Concentration and temperature effects on the spectroscopic 

properties of Tb3+ doped borosilicate glasses, J. Appl. Phys. 102 (2007) 123107. 

https://doi.org/10.1063/1.2821789. 

[33]  M.J. Weber, Multiphonon Relaxation of Rare-Earth Ions in Yttrium Orthoaluminate, Phys. 

Rev. B. 8 (1973) 54–64. http://link.aps.org/doi/10.1103/PhysRevB.8.54. 

 



 

62 

[34]  G. Blasse, N. Sabbatini, The quenching of rare-earth ion luminescence in molecular and non-

molecular solids, Mater. Chem. Phys. 16 (1987) 237–252. https://doi.org/10.1016/0254-

0584(87)90101-5. 

[35]  G.A. Crosby, Luminescent Organic Complexes of the Rare Earths, Mol. Cryst. 1 (1966) 37–

81. https://doi.org/10.1080/15421406608083261. 

[36]  G.R. Choppin, Comparison of the solution chemistry of the actinides and lanthanides, J. Less 

Common Met. 93 (1983) 323–330. https://doi.org/10.1016/0022-5088(83)90177-7. 

[37]  E. Bentouhami, G.M. Bouet, J. Meullemeestre, F. Vierling, M.A. Khan, Physicochemical 

study of the hydrolysis of Rare-Earth elements (III) and thorium (IV), Comptes Rendus Chim. 

7 (2004) 537–545. https://doi.org/10.1016/J.CRCI.2004.01.008. 

[38]  B. Alpha, J.-M. Lehn, G. Mathis, Energy Transfer Luminescence of Europium(III) and 

Terbium(III) Cryptates of Macrobicyclic Polypyridine Ligands, Angew. Chemie Int. Ed. 

English. 26 (1987) 266–267. https://doi.org/10.1002/anie.198702661. 

[39]  G. Blasse, G.J. Dirksen, N. Sabbatini, S. Perathoner, Photophysics of Ce3+ cryptates, 

Inorganica Chim. Acta. 133 (1987) 167–173. https://doi.org/http://dx.doi.org/10.1016/S0020-

1693(00)84390-X. 

[40]  N. Sabbatini, M. Guardigli, J.-M. Lehn, Luminescent lanthanide complexes as photochemical 

supramolecular devices, Coord. Chem. Rev. 123 (1993) 201–228. 

https://doi.org/http://dx.doi.org/10.1016/0010-8545(93)85056-A. 

[41]  N. Sabbatini, M. Guardigli, I. Manet, R. Ungaro, A. Casnati, R. Ziessel, G. Uldrich, Z. Asfari, 

J.-M. Lehn, Lanthanide complexes of encapsulating ligands: Luminescent devices at the 

molecular level, Pure Appl. Chem. 67 (1995) 135. https://doi.org/10.1351/pac199567010135. 

[42]  P.L. Jones, A.J. Amoroso, J.C. Jeffery, J.A. McCleverty, E. Psillakis, L.H. Rees, M.D. Ward, 

Lanthanide Complexes of the Hexadentate N-Donor Podand Tris3-(2-

pyridyl)pyrazolyl]hydroborate: Solid-State and Solution Properties, Inorg. Chem. 36 (1997) 

10–18. https://doi.org/10.1021/ic960621m. 

[43]  N. Armaroli, V. Balzani, F. Barigelletti, M.D. Ward, J.A. McCleverty, Luminescence 

properties of Eu3+, Tb3+, and Gd3+ complexes of the hexadentate N-donor podand tris-[3-

(2-pyridyl) pyrazol-lyl]hydroborate, Chem. Phys. Lett. 276 (1997) 435–440. 

https://doi.org/http://dx.doi.org/10.1016/S0009-2614(97)00865-8. 

[44]  J.C.G. Bunzli, P. Froidevaux, J.M. Harrowfield, Complexes of lanthanoid salts with 

macrocyclic ligands. 41. Photophysical properties of lanthanide dinuclear complexes with p-

tert-butylcalix8]arene, Inorg. Chem. 32 (1993) 3306–3311. 

https://doi.org/10.1021/ic00067a019. 

[45]  J.-C.G. Bünzli, E. Moret, V. Foiret, K.J. Schenk, W. Mingzhao, J. Linpei, Structural and 

photophysical properties of europium(III) mixed complexes with β-diketonates and o-

phenanthroline, Proc. 20th Rare Earth Res. Conf. 207–208 (1994) 107–111. 

https://doi.org/http://dx.doi.org/10.1016/0925-8388(94)90188-0. 

[46]  A. Beeby, S. Faulkner, Luminescence from neodymium(III) in solution, Chem. Phys. Lett. 266 

(1997) 116–122. https://doi.org/http://dx.doi.org/10.1016/S0009-2614(96)01520-5. 

[47]  A. Beeby, R. Dickins S., S. Faulkner, D. Parker, J. Gareth Williams A., Luminescence from 

ytterbium(iii) and its complexes in solution, Chem. Commun. (1997) 1401–1402. 

https://doi.org/10.1039/A702388J. 

 

 

 

 



 

 63 

[48]  G.F. De Sá, L.H.A. Nunes, Z.-M. Wang, G.R. Choppin, Synthesis, characterization, 

spectroscopic and photophysical studies of ternary complexes of Eu(III) with 3-

aminopyrazine-2-carboxylic acid (HL) and heterobiaryl ligands (2,2′-bipyridine and 1,10-

phenanthroline), J. Alloys Compd. 196 (1993) 17–23. 

https://doi.org/http://dx.doi.org/10.1016/0925-8388(93)90563-3. 

[49]  H. Mikola, H. Takalo, I. Hemmila, Syntheses and Properties of Luminescent Lanthanide 

Chelate Labels and Labeled Haptenic Antigens for Homogeneous Immunoassays, Bioconjug. 

Chem. 6 (1995) 235–241. https://doi.org/10.1021/bc00033a001. 

[50]  H. Takalo, V.-M. Mukkala, L. Meriö, J.C. Rodríguez-Ubis, R. Sedano, O. Juanes, E. Brunet, 

Development of Luminescent Terbium(III) Chelates for Protein Labelling: Effect of triplet-

state energy level, Helv. Chim. Acta. 80 (1997) 372–387. 

https://doi.org/10.1002/hlca.19970800204. 

[51]  H. Takalo, V.-M. Mukkala, H. Mikola, P. Liitti, I. Hemmila, Synthesis of Europium(III) 

Chelates Suitable for Labeling of Bioactive Molecules, Bioconjug. Chem. 5 (1994) 278–282. 

https://doi.org/10.1021/bc00027a015. 

[52]  H. Takalo, E. Hänninen, J. Kankare, The influence of substituents on the luminescence 

properties of the Eu(III) and Tb(III) chelates of 4-(phenylethynyl)pyridine derivatives, Proc. 

2nd Int. Conf. f-Elements. 225 (1995) 511–514. 

https://doi.org/http://dx.doi.org/10.1016/0925-8388(94)07097-0. 

[53]  M. Kwiatkowski, M. Samiotaki, U. Lamminmäki, V.-M. Mukkala, U. Landegren, Solid-phase 

synthesis of chelate-labelled oligonucleotides: application in triple-color ligase-mediated gene 

analysis, Nucleic Acids Res. 22 (1994) 2604–2611. https://doi.org/10.1093/nar/22.13.2604. 

[54]  V.-M. Mukkala, C. Sund, M. Kwiatkowski, P. Pasanen, M. Högberg, J. Kankare, H. Takalo, 

New Heteroaromatic Complexing Agents and Luminescence of Their Europium(III) and 

Terbium(III) Chelates, Helv. Chim. Acta. 75 (1992) 1621–1632. 

https://doi.org/10.1002/hlca.19920750517. 

[55]  V.-M. Mukkala, M. Helenius, I. Hemmilä, J. Kankare, H. Takalo, Development of 

Luminescent Europium(III) and Terbium(III) chelates of 2,2':6?,'2"- terpyridine derivatives 

for protein labelling, Helv. Chim. Acta. 76 (1993) 1361–1378. 

https://doi.org/10.1002/hlca.19930760323. 

[56]  S.T. Frey, M.L. Gong, W.D. Horrocks, synergistic Coordination in Ternary Complexes of 

Eu3+ with Aromatic .beta.-Diketone Ligands and 1,10-Phenanthroline, Inorg. Chem. 33 

(1994) 3229–3234. https://doi.org/10.1021/ic00093a006. 

[57]  N.B.D. Lima, S.M.C. Gonçalves, S.A. Júnior, A.M. Simas, A Comprehensive Strategy to 

Boost the Quantum Yield of Luminescence of Europium Complexes, Sci. Rep. 3 (2013) 2395. 

http://10.0.4.14/srep02395. 

[58]  L.-M. Fu, X.-C. Ai, M.-Y. Li, X.-F. Wen, R. Hao, Y.-S. Wu, Y. Wang, J.-P. Zhang, Role of 

Ligand-to-Metal Charge Transfer State in Nontriplet Photosensitization of Luminescent 

Europium Complex, J. Phys. Chem. A. 114 (2010) 4494–4500. 

https://doi.org/10.1021/jp9103189. 

[59]  C. Yang, L.-M. Fu, Y. Wang, J.-P. Zhang, W.-T. Wong, X.-C. Ai, Y.-F. Qiao, B.-S. Zou, L.-

L. Gui, A Highly Luminescent Europium Complex Showing Visible-Light-Sensitized Red 

Emission: Direct Observation of the Singlet Pathway, Angew. Chemie Int. Ed. 43 (2004) 

5010–5013. https://doi.org/10.1002/anie.200454141. 

 

 

 



 

64 

[60]  M. Werts H.V., M. Duin A., J. Hofstraat W., J. Verhoeven W., Bathochromicity of Michler’s 

ketone upon coordination with lanthanide(III) small beta-diketonates enables efficient 

sensitisation of Eu3+ for luminescence under visible light excitation, Chem. Commun. 0 

(1999) 799–800. http://dx.doi.org/10.1039/A902035G. 

[61]  F. Xue, Y. Ma, L. Fu, R. Hao, G. Shao, M. Tang, J. Zhang, Y. Wang, A europium complex 

with enhanced long-wavelength sensitized luminescent properties, Phys. Chem. Chem. Phys. 

12 (2010) 3195–3202. http://dx.doi.org/10.1039/B920448B. 

[62]  P. Kadjane, L. Charbonnière, F. Camerel, P. Lainé, R. Ziessel, Improving Visible Light 

Sensitization of Luminescent Europium Complexes, J. Fluoresc. 18 (2008) 119–129. 

https://doi.org/10.1007/s10895-007-0250-9. 

[63]  S.M. Borisov, I. Klimant, Blue LED excitable temperature sensors based on a new 

Europium(III) chelate, J. Fluoresc. 18 (2008) 581–589. https://doi.org/10.1007/s10895-007-

0302-1. 

[64]  R. W. Kluiber, Inner Complexes. III. Ring Bromination of β-Dicarbonyl Chelates, J. Am. 

Chem. Soc. 82 (2002) 4839–4842. https://doi.org/10.1021/ja01503a022. 

[65]  J. P. Collman, R. A. Moss, H. Maltz, C. C. Heindel, The Reaction of Metal Chelates. I. 

Halogenation of Metal Chelates of 1,3-Diketones1,2, J. Am. Chem. Soc. 83 (2002) 531–534. 

https://doi.org/10.1021/ja01464a006. 

[66]  P.R. Singh, R. Sahai, Chemical and spectroscopic studies in metal β-diketonates. I. Preparation 

and study of halogenate metal acetylacetonates, Aust. J. Chem. 20 (1967) 639–648. 

https://doi.org/10.1071/CH9670639. 

[67]  P. De Mayo, J. P. Pete, M. F. Tchir, Photochemical Synthesis XX.  Cyclopentenone 

photocycloaddition.  Reaction from a higher triplet state, J. Am. Chem. Soc. 89 (2002) 5712–

5713. https://doi.org/10.1021/ja00998a043. 

[68]  K. Binnemans, Rare-earth beta-diketonates, Handb. Phys. Chem. Rare Earths. 35 (2005) 107–

272. https://doi.org/10.1016/S0168-1273(05)35003-3. 

[69]  J. Kido, H. Hayase, Bright red light-emitting organic electroluminescent devices having a 

europium complex as an emitter, Appl. Phys. Lett. 65 (1994) 2124. 

https://doi.org/10.1063/1.112810. 

[70]  D. Zhao, Z. Hong, C. Liang, D. Zhao, X. Liu, W. Li, C.S. Lee, S.T. Lee, Enhanced 

electroluminescence of europium(III) complex by terbium(III) substitution in organic light 

emitting diodes, Thin Solid Films. 363 (2000) 208–210. https://doi.org/10.1016/S0040-

6090(99)01038-X. 

[71]  K.C. Joshi, V.N. Pathak, Metal chelates of fluorinated 1,3-diketones and related compounds, 

Coord. Chem. Rev. 22 (1977) 37–122. https://doi.org/10.1016/S0010-8545(00)80433-6. 

[72]  Z. Li, H. Zhang, J. Shen, Synthesis of ultrastable eu-complex/polystyrene composite 

luminescent nanoparticles using a solvent swelling method, Polym. Compos. 32 (2011) 1712–

1717. https://doi.org/10.1002/pc.21185. 

[73]  L. Zhang, L. Tian, Z. Ye, B. Song, J. Yuan, Preparation of visible-light-excited europium 

biolabels for time-resolved luminescence cell imaging application, Talanta. 108 (2013) 143–

149. https://doi.org/http://dx.doi.org/10.1016/j.talanta.2013.02.065. 

[74]  I. Grenthe, Stability Relationships Among the Rare Earth Dipicolinates, J. Am. Chem. Soc. 83 

(1961) 360–364. https://doi.org/10.1021/ja01463a024. 

[75]  C. Tissier, M. Agoutin, Influence de l’acidité du milieu sur la réduction polarographique des 

acides pyridinedicarboxyliques, J. Electroanal. Chem. Interfacial Electrochem. 47 (1973) 499–

508. https://doi.org/http://dx.doi.org/10.1016/S0022-0728(73)80202-5. 

 



 

 65 

[76]  J.N. Mathur, P. Thakur, C.J. Dodge, A.J. Francis, G.R. Choppin, Coordination Modes in the 

Formation of the Ternary Am(III), Cm(III), and Eu(III) Complexes with EDTA and NTA:  

TRLFS, 13C NMR, EXAFS, and Thermodynamics of the Complexation, Inorg. Chem. 45 

(2006) 8026–8035. https://doi.org/10.1021/ic052166c. 

[77]  P. Thakur, J.N. Mathur, C.J. Dodge, A.J. Francis, G.R. Choppin, Thermodynamics and the 

structural aspects of the ternary complexes of Am(iii), Cm(iii) and Eu(iii) with Ox and EDTA 

+ Ox, - Dalt. Trans. (n.d.) 4829. https://doi.org/- 10.1039/B605321A. 

[78]  G.R. Choppin, P. Thakur, J.N. Mathur, Complexation thermodynamics and the structure of the 

binary and the ternary complexes of Am3+, Cm3+ and Eu3+ with IDA and EDTA + IDA, 

Inorganica Chim. Acta. 360 (2007) 1859–1869. 

https://doi.org/http://dx.doi.org/10.1016/j.ica.2006.09.033. 

[79]  R. Smith, A. Martel, Critical Stability Constants, Plenum Press, New York, 1974. 

[80]  S. Dakubu, R. Hale, A. Lu, J. Quick, D. Solas, J. Weinberg, Time-resolved pulsed fluorescence 

immunometric assays of carcinoembryonic antigen, Clin. Chem. 34 (1988) 2337. 

[81]  S.E.J. Bell, J.N. Mackle, N.M.S. Sirimuthu, Quantitative surface-enhanced Raman 

spectroscopy of dipicolinic acid—towards rapid anthrax endospore detection, Analyst. 130 

(2005) 545–549. https://doi.org/10.1039/B415290E. 

[82]  I. Hemmilä, V.-M. Mukkala, M. Latva, P. Kiilholma, Di- and tetracarboxylate derivatives of 

pyridines, bipyridines and terpyridines as luminogenic reagents for time-resolved fluorometric 

determination of terbium and dysprosium, J. Biochem. Biophys. Methods. 26 (1993) 283–290. 

https://doi.org/http://dx.doi.org/10.1016/0165-022X(93)90029-N. 

[83]  C. Gaillard, P. Adumeau, J.-L. Canet, A. Gautier, D. Boyer, C. Beaudoin, C. Hesling, L. Morel, 

R. Mahiou, Monodisperse silica nanoparticles doped with dipicolinic acid-based luminescent 

lanthanide(iii) complexes for bio-labelling, J. Mater. Chem. B. (n.d.) 4306. https://doi.org/- 

10.1039/C3TB20515K. 

[84]  Y. Chen, Y. Zhang, Synthesis and Characterization of Multicolor Lanthanide Luminescent 

Nanoparticles Based on Dipicolinic Acid, Nanosci. Nanotech. Lett. 5 (2013) 237. 
ttps://doi.org/10.1166/nnl.2013.1508. 

[85]  X.-C. Su, B. Man, S. Beeren, H. Liang, S. Simonsen, C. Schmitz, T. Huber, B.A. Messerle, G. 

Otting, A Dipicolinic Acid Tag for Rigid Lanthanide Tagging of Proteins and Paramagnetic 

NMR Spectroscopy, J. Am. Chem. Soc. 130 (2008) 10486–10487. 

https://doi.org/10.1021/ja803741f. 

[86]  A. D’Aléo, A. Picot, P.L. Baldeck, C. Andraud, O. Maury, Design of Dipicolinic Acid Ligands 

for the Two-Photon Sensitized Luminescence of Europium Complexes with Optimized Cross-

Sections, Inorg. Chem. 47 (2008) 10269–10279. https://doi.org/10.1021/ic8012975. 

[87]  H. Xiao, H. Li, M. Chen, L. Wang, A water-soluble D–π–A chromophore based on dipicolinic 

acid: Synthesis, pH-dependent spectral properties and two-photon fluorescence cell imaging, 

Dye. Pigment. 83 (2009) 334–338. 

https://doi.org/http://dx.doi.org/10.1016/j.dyepig.2009.05.012. 

[88]  M. Delbianco, V. Sadovnikova, E. Bourrier, G. Mathis, L. Lamarque, J.M. Zwier, D. Parker, 

Bright, Highly Water-Soluble Triazacyclononane Europium Complexes To Detect Ligand 

Binding with Time-Resolved FRET Microscopy, Angew. Chemie Int. Ed. 53 (2014) 10718–

10722. https://doi.org/10.1002/anie.201406632. 

[89]  V. Placide, D. Pitrat, A. Grichine, A. Duperray, C. Andraud, O. Maury, Design and synthesis 

of europium luminescent bio-probes featuring sulfobetaine moieties, Tetrahedron Lett. 55 

(2014) 1357–1361. https://doi.org/http://dx.doi.org/10.1016/j.tetlet.2014.01.025. 

 



 

66 

[90]  M. Soulié, F. Latzko, E. Bourrier, V. Placide, S.J. Butler, R. Pal, J.W. Walton, P.L. Baldeck, 

B. Le Guennic, C. Andraud, J.M. Zwier, L. Lamarque, D. Parker, O. Maury, Comparative 

Analysis of Conjugated Alkynyl Chromophore Triazacyclononane Ligands for Sensitized 

Emission of Europium and Terbium, Chem. A Eur. J. 20 (2014) 8636–8646. 

https://doi.org/10.1002/chem.201402415. 

[91]  S. Tobita, M. Arakawa, I. Tanaka, Electronic relaxation processes of rare earth chelates of 

benzoyltrifluoroacetone, J. Phys. Chem. 88 (1984) 2697–2702. 

https://doi.org/10.1021/j150657a006. 

[92]  J. Lakowicz, Principles of Fluorescence Spectroscopy, Third, Springer, New York, 2006. 

[93]  T. Förster, Transfer Mechanisms of Electronic Excitation Energy, Radiat. Res. Suppl. 2 (1960) 

326–339. https://doi.org/10.2307/3583604. 

[94]  D.L. Dexter, A Theory of Sensitized Luminescence in Solids, J. Chem. Phys. 21 (1953) 836–

850. https://doi.org/http://dx.doi.org/10.1063/1.1699044. 

[95]  R.M. Supkowski, J.P. Bolender, W.D. Smith, L.E.L. Reynolds, W.D. Horrocks Jr, Lanthanide 

ions as redox probes of long-range electron transfer in proteins, Coord. Chem. Rev. 185–186 

(1999) 307–319. https://doi.org/http://dx.doi.org/10.1016/S0010-8545(98)00276-8. 

[96]  M. Kleinerman, Energy Migration in Lanthanide Chelates, J. Chem. Phys. 51 (1969) 2370–

2381. https://doi.org/http://dx.doi.org/10.1063/1.1672355. 

[97]  A. D’Aléo, F. Pointillart, L. Ouahab, C. Andraud, O. Maury, Charge transfer excited states 

sensitization of lanthanide emitting from the visible to the near-infra-red, 19th Int. Symp. 

Photophysics Photochem. Coord. Compd. 256 (2012) 1604–1620. 

https://doi.org/10.1016/j.ccr.2012.03.023. 

[98]  G.A. Crosby, M. Kasha, Intramolecular energy transfer in ytterbium organic chelates, 

Spectrochim. Acta. 10 (1958) 377–382. https://doi.org/http://dx.doi.org/10.1016/0371-

1951(58)80105-8. 

[99]  G. Crosby, R. Whan, A. R., Intramolecular Energy Transfer in Rare Earth Chelates. Role of 

the Triplet State, J. Chem. Phys. 34 (1961) 743–748. 

[100] G.A. Crosby, R.E. Whan, J.J. Freeman, Spectroscopic Studies of Rare Earth Chelates, J. Phys. 

Chem. 66 (1962) 2493. https://doi.org/- 10.1021/j100818a041. 

[101] S. Sato, M. Wada, Relations between Intramolecular Energy Transfer Efficiencies and Triplet 

State Energies in Rare Earth beta-diketone Chelates, Bull. Chem. Soc. Jpn. 43 (1970) 1955–

1962. 

[102] M. Latva, H. Takalo, V.M. Mukkala, C. Matachescu, J.C. RodriguezUbis, J. Kankare, 

Correlation between the lowest triplet state energy level of the ligand and lanthanide(III) 

luminescence quantum yield, J. Lumin. 75 (1997) 149–169. https://doi.org/10.1016/S0022-

2313(97)00113-0. 

[103] S. V Eliseeva, J.-C.G. Bunzli, Lanthanide luminescence for functional materials and bio-

sciences, Chem. Soc. Rev. 39 (2010) 189–227. http://dx.doi.org/10.1039/B905604C. 

[104] J.C. Owrutsky, D. Raftery, R.M. Hochstrasser, Vibrational Relaxation Dynamics in Solutions, 

Annu. Rev. Phys. Chem. 45 (1994) 519–555. 

https://doi.org/10.1146/annurev.pc.45.100194.002511. 

[105] M.A. El-Sayed, M.L. Bhaumik, Inter-Intra- (Intera) Molecular energy transfer to rare-earth 

ions in chelates, J. Chem. Phys. 39 (1963) 2391–2393. https://doi.org/10.1063/1.1701465. 

[106] M. Latva, H. Takalo, V.-M. Mukkala, C. Matachescu, J.C. Rodríguez-Ubis, J. Kankare, 

Correlation between the lowest triplet state energy level of the ligand and lanthanide(III) 

luminescence quantum yield, J. Lumin. 75 (1997) 149–169. 

https://doi.org/http://dx.doi.org/10.1016/S0022-2313(97)00113-0. 



 

 67 

[107] F.J. Steemers, W. Verboom, D.N. Reinhoudt,  der T. van, J.W. Verhoeven, New Sensitizer-

Modified Calix4]arenes Enabling Near-UV Excitation of Complexed Luminescent Lanthanide 

Ions, J. Am. Chem. Soc. 117 (1995) 9408–9414. https://doi.org/10.1021/ja00142a004. 

[108] M. Kleinerman, Energy Migration in Lanthanide Chelates, J. Chem. Phys. 51 (1969) 2370–

2381. https://doi.org/10.1063/1.1672355. 

[109] A. D’Aléo, A. Picot, A. Beeby, J.A. Gareth Williams, B. Le Guennic, C. Andraud, O. Maury, 

Efficient Sensitization of Europium, Ytterbium, and Neodymium Functionalized Tris-

Dipicolinate Lanthanide Complexes through Tunable Charge-Transfer Excited States, Inorg. 

Chem. 47 (2008) 10258–10268. https://doi.org/10.1021/ic8012969. 

[110] W.M. Faustino, O.L. Malta, G.F. de Sa, Intramolecular energy transfer through charge transfer 

state in lanthanide compounds: A theoretical approach, J. Chem. Phys. 122 (2005) 54109–

54110. http://dx.doi.org/10.1063/1.1830452. 

[111] Y.H. Kim, N.S. Baek, H.K. Kim, Sensitized Emission of Luminescent Lanthanide Complexes 

Based on 4-Naphthalen-1-yl-Benzoic Acid Derivatives by a Charge-Transfer Process, 

ChemPhysChem. 7 (2006) 213–221. https://doi.org/10.1002/cphc.200500291. 

[112] D. Nie, Z. Chen, Z. Bian, J. Zhou, Z. Liu, F. Chen, Y. Zhao, C. Huang, Energy transfer 

pathways in the carbazole functionalized [small beta]-diketonate europium complexes, New J. 

Chem. (n.d.) 1639. https://doi.org/- 10.1039/B705666D. 

[113] L.N. Puntus, K.A. Lyssenko, I.S. Pekareva, J.-C.G. Bünzli, Intermolecular Interactions as 

Actors in Energy-Transfer Processes in Lanthanide Complexes with 2,2'-Bipyridine, J. Phys. 

Chem. B. 113 (2009) 9265–9277. https://doi.org/10.1021/jp902390z. 

[114] G.F. de Sá, O.L. Malta, C. de Mello Donegá, A.M. Simas, R.L. Longo, P.A. Santa-Cruz, E.F. 

da Silva Jr., Spectroscopic properties and design of highly luminescent lanthanide coordination 

complexes, Coord. Chem. Rev. 196 (2000) 165–195. 

https://doi.org/http://dx.doi.org/10.1016/S0010-8545(99)00054-5. 

[115] G. Liebsch, I. Klimant, O.S. Wolfbeis, Luminescence Lifetime Temperature Sensing Based 

on Sol-Gels and Poly(acrylonitrile)s Dyed with Ruthenium Metal?Ligand Complexes, Adv. 

Mater. 11 (1999) 1296–1299. https://doi.org/10.1002/(SICI)1521-

4095(199910)11:15<1296::AID-ADMA1296>3.0.CO;2-B. 

[116] S.-C. Hung, S.-C. Liang, Consecutive chelatometric micro-determination of scandium and the 

sum of other rare earths, Sci. Sin. 8 (1964) 1619. 

[117] K. Binnemans, Lanthanide-Based Luminescent Hybrid Materials, Chem. Rev. 109 (2009) 

4283–4374. https://doi.org/10.1021/cr8003983. 

[118] I. Hyppänen, T. Soukka, J. Kankare, Frequency-Domain Measurement of Luminescent 

Lanthanide Chelates, J. Phys. Chem. A. 114 (2010) 7856–7867. 

https://doi.org/10.1021/jp103119w. 

[119] J. Kankare, I. Hyppänen, Frequency-Domain Measurements, in: P. Hänninen, H. Härmä 

(Eds.), Lanthanide Luminescence Photophysical, Analytical and Biological Aspects, Springer, 

Berlin, 2011, 279–312. https://doi.org/ 10.1007/978-3-642-21023-5 

[120] R.M. Supkowski, W.D. Horrocks Jr., On the determination of the number of water molecules, 

q, coordinated to europium(III) ions in solution from luminescence decay lifetimes, Inorganica 

Chim. Acta. 340 (2002) 44–48. https://doi.org/10.1016/S0020-1693(02)01022-8. 

[121] C.G. Swain, E.C. Lupton, Field and resonance components of substituent effects, J. Am. 

Chem. Soc. 90 (1968) 4328–4337. https://doi.org/10.1021/ja01018a024. 

[122] C. Hansch, A. Leo, R.W. Taft, A survey of Hammett substituent constants and resonance and 

field parameters, Chem. Rev. 91 (1991) 165–195. https://doi.org/10.1021/cr00002a004. 

 



 

68 

[123] R. Diaz-Torres, S. Alvarez, Coordinating ability of anions and solvents towards transition 

metals and lanthanides, Dalt. Trans. (n.d.) 10742. https://doi.org/- 10.1039/C1DT11000D. 

[124] F.G. Prendergast, J. Lu, P.J. Callahan, Oxygen quenching of sensitized terbium luminescence 

in complexes of terbium with small organic ligands and proteins., J. Biol. Chem. 258 (1983) 

4075–4078. http://www.jbc.org/content/258/7/4075.abstract. 

[125] D.L. Rosen, S. Niles, Chelation Number of Terbium Dipicolinate: Effects on 

Photoluminescence Lifetime and Intensity, Appl. Spectrosc. 55 (2001) 208–216. 

https://doi.org/10.1366/0003702011951524. 

[126] H. Lemmetyinen, E. Vuorimaa, A. Jutila, V.-M. Mukkala, H. Takalo, J. Kankare, A time-

resolved study of the mechanism of the energy transfer from a ligand to the lanthanide(III) ion 

in solutions and solid films, Luminescence. 15 (2000) 341–350. https://doi.org/10.1002/1522-

7243(200011/12)15:6<341::AID-BIO625>3.0.CO;2-1. 

[127] P. He, H. Wang, S. Liu, J. Shi, G. Wang, M. Gong, Effect of Different Alkyl Groups at the N-

Position on the Luminescence of Carbazole-Based Î2-Diketonate Europium(III) Complexes, J. 

Phys. Chem. A. 113 (2009) 12885–12890. https://doi.org/10.1021/jp908416q. 

[128] L. Jiang, J. Wu, G. Wang, Z. Ye, W. Zhang, D. Jin, J. Yuan, J. Piper, Development of a Visible-

Light-Sensitized Europium Complex for Time-Resolved Fluorometric Application, Anal. 

Chem. 82 (2010) 2529–2535. https://doi.org/10.1021/ac100021m. 

[129] T. Soukka, H. Härmä, No Title, in: P. Hänninen, H. Härmä (Eds.), Lanthan. Lumin. 

Photophysical, Anal. Biol. Asp., Volume 7, Springer, Berlin, 2011. 

[130] H. Härmä, T. Soukka, T. Lövgren, Europium Nanoparticles and Time-resolved Fluorescence 

for Ultrasensitive Detection of Prostate-specific Antigen, Clin. Chem. 47 (2001) 561–568. 

http://www.clinchem.org/content/47/3/561.abstract. 

[131] T. Soukka, K. Antonen, H. Härmä, A.-M. Pelkkikangas, P. Huhtinen, T. Lövgren, Highly 

sensitive immunoassay of free prostate-specific antigen in serum using europium(III) 

nanoparticle label technology, Clin. Chim. Acta. 328 (2003) 45–58. 

https://doi.org/http://dx.doi.org/10.1016/S0009-8981(02)00376-5. 

[132] A. Oser, G. Valet, Nonradioactive Assay of DNA Hybridization by DNA-Template-Mediated 

Formation of a Ternary TbIII Complex in Pure Liquid Phase, Angew. Chemie Int. Ed. English. 

29 (1990) 1167–1169. https://doi.org/10.1002/anie.199011671. 

[133] G. Wang, J. Yuan, K. Matsumoto, Z. Hu, Homogeneous Time-Resolved Fluorescence DNA 

Hybridization Assay by DNA-Mediated Formation of an EDTA–Eu(III)–β-Diketonate 

Ternary Complex, Anal. Biochem. 299 (2001) 169–172. 

https://doi.org/http://dx.doi.org/10.1006/abio.2001.5354. 

[134] U. Karhunen, L. Jaakkola, Q. Wang, U. LamminmÃ¤ki, T. Soukka, Luminescence Switching 

by Hybridization-Directed Mixed Lanthanide Complex Formation, Anal. Chem. 82 (2010) 

751–754. https://doi.org/10.1021/ac9020825. 

[135] A. Lehmusvuori, U. Karhunen, A.-H. Tapio, U. Lamminmäki, T. Soukka, High-performance 

closed-tube PCR based on switchable luminescence probes, Anal. Chim. Acta. 731 (2012) 88–

92. https://doi.org/http://dx.doi.org/10.1016/j.aca.2012.04.027. 

[136] A. Lehmusvuori, A.-H. Tapio, P. Mäki-Teeri, K. Rantakokko-Jalava, Q. Wang, H. Takalo, T. 

Soukka, Homogeneous duplex polymerase chain reaction assay using switchable lanthanide 

fluorescence probes, Anal. Biochem. 436 (2013) 16–21. 

https://doi.org/http://dx.doi.org/10.1016/j.ab.2013.01.007. 

 

 

 



 

 

  



M
arkus Räsänen

A
I 625

A
N

N
A

LES U
N

IV
ERSITATIS TU

RK
U

EN
SIS

ISBN 978-951-29-8077-2 (PRINT)
ISBN 978-951-29-8078-9 (PDF)

ISSN 0082-7002 (Print)
ISSN 2343-3175 (Online)

Pa
in

os
al

am
a 

O
y, 

Tu
rk

u,
 F

in
la

nd
 2

02
0

TURUN YLIOPISTON JULKAISUJA – ANNALES UNIVERSITATIS TURKUENSIS

SARJA – SER. AI OSA – TOM. 625  |  ASTRONOMICA – CHEMICA – PHYSICA – MATHEMATICA  |  TURKU 2020

ENERGY TRANSFER IN
LUMINESCENT

LANTHANOID CHELATES
Markus Räsänen


	Abstract
	Tiivistelmä
	Table of Contents 
	Abbreviations 
	Mathematical symbols 
	List of Original Publications 
	1 Introduction 
	1.1 Historical background 
	1.2 Lanthanoid ions 
	1.2.1 Physical properties of lanthanoid ions 
	1.2.1.1 Magnetic properties of lanthanoid ions 
	1.2.1.2 Photophysics of lanthanoid ions 
	1.2.1.2.1 Electronic energy levels 
	1.2.1.2.2 Radiative transitions 
	1.2.1.2.3 Nonradiative transitions 
	1.2.1.2.4 Classification of lanthanoid ions on the basis of luminescencing capability 


	1.2.2 Chemical properties of lanthanoid ions 
	1.2.2.1 Coordination chemistry of lanthanoid ions 
	1.2.2.2 Solubility of lanthanoid ions 


	1.3 Organic ligands for lanthanoid ion complexes 
	1.3.1 β-Diketones 
	1.3.2 Dipicolinic acids 
	1.3.3 Ligand energy states 

	1.4 Luminescence of lanthanoid ions complexes 
	1.4.1 Photosensitization of luminescence of lanthanoid complexes  
	1.4.1.1 Energy transfer pathways 
	1.4.1.1.1 Energy transfer involving ligand triplet state 
	1.4.1.1.2 Energy transfer involving ligand singlet state 
	1.4.1.1.3 Energy transfer involving charge transfer states 

	1.4.1.2 Energy transfer mechanisms 

	1.4.2 Energy dissipation in lanthanoid ion complexes 


	2 Aim of Thesis 
	3 Materials and Methods 
	3.1 Materials 
	3.2 Methods 
	3.2.1 Luminescence quantum yield determinations 
	3.2.2 Luminescence lifetime measurements 


	4 Results and Discussion 
	4.1 Energy transfer in lanthanoid complexes 
	4.2 Paper I: Study on photophysical properties of Eu(III) complexes with aromatic β-diketones 
	4.3 Paper II: Photophysical study of blue-light excitable ternary Eu(III) complexes and their encapsulation into polystyrene nanoparticles 
	4.4 Paper III: Study on luminescent ternary EuEDTA complexes with dipicolinic acid derivaties 
	4.5 Paper IV: Study on luminescent ternary TbEDTA complexes with dipicolinic acid derivaties 

	5  Summary and Conclusions 
	Acknowledgements 
	List of References 


 
 
    
   HistoryItem_V1
   TrimAndShift
        
     Range: all pages
     Trim: fix size 6.929 x 9.843 inches / 176.0 x 250.0 mm
     Shift: none
     Normalise (advanced option): 'original'
      

        
     -4
            
       D:20150206130427
       708.6614
       B5
       Blank
       498.8976
          

     Tall
     1
     0
     No
     1802
     467
     QI2.9[QI 2.9/QHI 1.1]
     None
     Right
     14.1732
     -0.2835
            
                
         Both
         2
         AllDoc
         113
              

       CurrentAVDoc
          

     Uniform
     0.0000
     Top
      

        
     QITE_QuiteImposingPlus3
     Quite Imposing Plus 3.0k
     Quite Imposing Plus 3
     1
      

        
     105
     107
     106
     107
      

   1
  

    
   HistoryItem_V1
   TrimAndShift
        
     Range: all pages
     Trim: fix size 7.717 x 10.630 inches / 196.0 x 270.0 mm
     Shift: none
     Normalise (advanced option): 'original'
      

        
     -4
            
       D:20200428094213
       765.3543
       Blank
       555.5906
          

     Tall
     1
     0
     No
     1802
     467
     QI2.9[QI 2.9/QHI 1.1]
     None
     Right
     14.1732
     -0.2835
            
                
         Both
         2
         AllDoc
         113
              

       CurrentAVDoc
          

     Uniform
     0.0000
     Top
      

        
     QITE_QuiteImposingPlus3
     Quite Imposing Plus 3.0k
     Quite Imposing Plus 3
     1
      

        
     105
     107
     106
     107
      

   1
  

    
   HistoryItem_V1
   InsertBlanks
        
     Where: before current page
     Number of pages: 2
     Page size: same as page 1
      

        
     Blanks
     0
     Always
     118
     2
     /E/Työt/Yksityiset/Rantaralli 2018/aikakortti_takasivu_2018.pdf
     1
            
       D:20200406135050
       765.3543
       Blank
       21.2598
          

     LAST-1
     Tall
     1289
     415
     AllDoc
     qi3alphabase[QI 3.0/QHI 3.0 alpha]
     1
            
       CurrentAVDoc
          

     SameAsPage
     BeforeCur
      

        
     QITE_QuiteImposingPlus3
     Quite Imposing Plus 3.0k
     Quite Imposing Plus 3
     1
      

   1
  

    
   HistoryItem_V1
   TrimAndShift
        
     Range: all pages
     Trim: fix size 6.929 x 9.843 inches / 176.0 x 250.0 mm
     Shift: none
     Normalise (advanced option): 'original'
      

        
     -4
            
       D:20150206130427
       708.6614
       B5
       Blank
       498.8976
          

     Tall
     1
     0
     No
     1802
     467
    
     QI2.9[QI 2.9/QHI 1.1]
     None
     Up
     0.0000
     -0.2835
            
                
         Both
         99
         AllDoc
         113
              

       CurrentAVDoc
          

     Uniform
     0.0000
     Top
      

        
     QITE_QuiteImposingPlus3
     Quite Imposing Plus 3.0k
     Quite Imposing Plus 3
     1
      

        
     0
     72
     71
     72
      

   1
  

 HistoryList_V1
 qi2base





