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Luminescent metal‐organic frameworks (LMOFs) are a class of supramolecular 

material composed of metal ions connected by organic ligands to form crystalline frameworks 

that emit light when excited. In these organic‐inorganic frameworks, single metal ions or metal 

ion clusters serve as ‘nodes’, with rigid multidentate ligand molecules linking these nodes into 

an ordered three‐dimensional lattice. Luminescence can arise from the metal nodes, organic 

ligands, or interactions between these components. Because the properties of an LMOF 

depend on both the characteristics of the building blocks used to construct it and how these 

building blocks interact with each other, altering these building blocks can impart an incredible 

degree of tunability to an LMOF’s properties. However, the complex interactions that are 

possible between framework components render the rational design of LMOFs with specific 

luminescent properties challenging.  
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This work used a combination of spectroscopic, crystallographic, and theoretical 

methods to understand the chemical and optoelectronic processes that take place within 

LMOFs. This understanding was then used to develop broadly‐applicable strategies for the 

rational design of LMOFs for commercial applications, which were in turn used to design and 

synthesize several new LMOFs with record‐breaking performance as optical sensors and 

phosphor materials. LMOF‐241 was designed for the detection of common food‐

contaminating mycotoxins using a photoinduced electron transfer mechanism. It was used to 

optically detect mycotoxins with unprecedented speed and sensitivity, with detection limits on 

the ppb‐scale. A chromophoric‐ligand strategy was previously used to design LMOF‐231 for 

use as a blue‐excitable, yellow‐emitting phosphor material in white LED bulbs, and it 

demonstrated the highest quantum yield for any yellow‐emitting LMOF reported (76%). This 

exceptional quantum yield was improved to 88% in LMOF‐231‐F0.2, which was designed using 

a bandgap–modulation strategy. Finally, the effect of post‐synthetic structural rigidification on 

LMOF quantum yield was studied using the isostructural LMOFs‐263 and 301. This work 

demonstrated that rigidification via structural packing is an effective strategy for increasing 

luminescence efficiency, with LMOF‐263 demonstrating a nearly five‐fold increase in 

quantum yield. 
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Chapter 1: Introduction 

1.1 Luminescent Metal-Organic Frameworks 

Metal-organic frameworks (MOFs) are crystalline solids composed of single metal ions 

(primary building units, PBUs) or metal ion clusters (secondary building units, SBUs) linked 

together by organic ligands with multiple binding sites to form extended network structures. 

As MOFs are crystalline materials, diffraction techniques can provide precise information 

about their structure, while their chemical and physical properties can be well tuned by varying 

the identity of the metal ions, organic ligands, and overall connectivity of the framework. 

Additionally, their porous nature allows guest species to be encapsulated within them. As a 

result, functional MOF materials have been reported for a wide variety of applications, 

including gas separation and storage,1,2,3 proton conduction,4,5 catalysis, 6,4 and drug delivery, 7,8 

among others.  

This tunability also extends to their luminescent properties. Luminescence in MOFs 

can arise from the organic ligands, metal centers, guest species, or from processes that involve 

multiple structural components. Luminescent MOFs (LMOFs) have found promising 

applications in imaging,9,10  sensing,11-14 and optoelectronics,15,16 as well as in solid state lighting 

(SSL) devices. 

1.2 MOF Luminescence Mechanisms 

Photoluminescence occurs when the absorption of light creates an excited electronic 

state, which then emits a photon as it decays back to a ground state. Photoluminescence can 

be broadly characterized as fluorescence or phosphorescence. In fluorescence, an electron is 

excited into some singlet excited state (Sn) and quickly relaxes into the lowest singlet excited 

singlet state (S1). Emission then occurs when the electron makes the spin-allowed transition 
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from S1 to the ground state (S0) (fig. 1). This process is fast, usually taking less than 1 

microsecond to occur. In phosphorescence, an electron is again excited into some singlet state 

(Sn) and relaxes into the lowest excited singlet state S1—however it then undergoes 

intersystem crossing into the triplet excited state (T1). Emission is associated with the spin-

forbidden transition from T1 to the ground state (S0) (fig. 1). As the emissive transition is 

spin-forbidden, this process is slower, typically on the order of milliseconds or longer. 

However, as there is no an exact cutoff in terms of the excited state lifetimes in fluorescence 

and phosphorescence, identifying which process is at work can be nontrivial.  These emission 

processes also compete with non-radiative excitation decay processes, for example, transitions 

associated with vibrational states provide avenues for excited states to relax through releasing 

heat, rather than a photon (fig. 1). Quantum yield is used to quantify the efficiency of 

photoluminescence processes. The internal quantum yield (IQY) of a material is the 

percentage of absorbed photons which are emitted, while the external quantum yield (EQY) 

is the percentage of incident photons which, following absorption, result in the emission of a 

photon from the phosphor.15 The difference between the two is that the internal quantum 

yield describes only the efficiency of the emissive step in photoluminescence, while the 

external quantum yield provides the efficiency of the entire photoluminescence process, 

including the initial absorption of the photon. 
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Figure 1. Jablonski diagram showing the processes active in photoluminescence. Excitation (purple 
arrow) is followed by fast relaxation (blue arrow) to the S1 singlet state, which can emit a photon 
through fluorescence (green arrow), decay via a non-radiative process (dashed arrow) or undergo 
intersystem crossing (grey arrow) to the T1 triplet state, which can in turn emit a photon through 
phosphorescence (red arrow) or decay nonradiatively (dashed arrow). 

In LMOFs, the composite nature of the frameworks can result in complex 

photoluminescence processes. Broadly speaking, LMOF and LCP luminescence can involve 

metal ions, ligand molecules, and guest molecules, and the process can either be localized on 

one species or result from charge transfer between multiple species (fig. 2). 

 

 

Figure 2. Diagram showing the luminescence processes most commonly active in LMOFs and LCPs. 
Excitation is shown in purple. Charge and energy transfer processes are indicated by yellow arrows. 
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Emission from ligands is shown in blue, while emission from metals is shown in red, and emission 
from guests is shown in green. 

Ligand-centered emission is a fairly common mechanism in LMOFs and LCPs, as the 

majority of MOFs and CPs are constructed on rigid ligand molecules, and the vast majority of 

rigid ligands are aromatic. In large, the extended conjugation of ligand molecules can often 

bring ligand HOMO/LUMO (highest occupied molecular orbital/lowest unoccupied 

molecular orbital) energy gaps into the visible range, potentially resulting in emission energies 

falling in the visible range.17 In LMOFs and LCPs with purely ligand-centered emission, there 

is neither orbital mixing between ligand molecules and the metal ions they are coordinated to, 

nor energy transfer processes between ligand molecules. These frameworks can be considered 

to be arrays of single luminescence centers. The differences in luminescence between these 

frameworks and the bulk ligand are primarily related to the immobilization of the ligand 

molecules, as upon incorporation into a framework, certain molecular motions pertinent to 

the free ligand are prevented or otherwise limited. This in turn can lead to an increased 

quantum yield, as fewer non-radiative excitation decay pathways are available, as well as 

broadened emission peaks.18   

Metal-centered emission in LMOFs and LCPs generally stems from lanthanide ions 

within a framework. Lanthanide ion luminescence can produce emission covering the 

spectrum from UV to NIR emission—in the case of most trivalent lanthanide ions, this 

emission comes from a f-f electronic transition.  Because only f orbitals participate in the 

transition, and because these orbitals are shielded by the closed 5s and 5p orbitals, these 

transitions are insulated from environmental and ligand effects; luminescence resulting from 

these transitions is therefore extremely sharp and characteristic for each lanthanide. However, 

as f-f transitions are parity-forbidden, most lanthanide ions have extremely poor absorption, 

resulting in weak emission under direct excitation.15  
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Sensitization is an important process that can be used to circumvent this, in which 

excitation energy is absorbed by a ligand molecule, then transferred to a metal ion that would 

otherwise have weak absorption. This is also referred to as an antenna effect, and enables 

strongly-emissive LMOFs and LCPs to be constructed which take advantage of lanthanide 

luminescence. In this process, initial absorbance occurs on the (antenna) ligand, and is 

followed by intersystem crossing from the ligand singlet state into the ligand triplet state. This 

in turn is followed by energy transfer from the ligand triplet state to the lanthanide triplet state 

(fig. 3). The nature of the interaction between the antenna species and the lanthanide ion 

determines the type of energy transfer process that is active in the mechanism. For lanthanide 

ions which are bonded to antenna ligands, Dexter energy transfer mechanisms predominate, 

while Förster resonance energy transfers are responsible for most energy transfer for non-

bonded antenna/emitter pairs.15 Following the injection of excitation energy from the ligand 

triplet state into the lanthanide triplet state, characteristic La(III) emission occurs. Because the 

excitation event occurs on the ligand species, the parity-forbidden f-f transitions that are 

responsible for La(III) species’ poor absorption can be avoided, drastically increasing the 

emission from the lanthanide.19 
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Figure 3. Jablonski diagram showing the processes involved in sensitization, with excitation on the 
sensitizer/antenna species undergoing intersystem crossing from the S1 into the T1 state, followed by 
transfer into the acceptor species. 

Guest-centered emission occurs when guest species present in the pores of the 

framework serve as luminescence centers within a LMOF or LCP. The identity of this guest 

species can vary widely from molecular organic phosphors, to fluorescent metal complexes, 

to metal ions or nanoparticles. These guests can either provide the entirety of an LMOF or 

LCP’s emission, or the guest’s emission energy can be chosen to compliment the emission 

from the framework, resulting in broad spectrum emission from the material.20-21 These guests 

can be introduced into the framework in several different ways. In “ship in a bottle” synthesis, 

guest components are taken up into LMOF pores before self-assembly into an emissive guest 

species, while in “bottle around a ship” synthesis, guest species are present in the initial 

synthesis of the framework, and the framework forms around the guest species, incorporating 

them formation of the framework. These two methods are more common for large, electrically 

neutral guests (molecular phosphors, metal nanoparticles), while ion exchange processes are 

more common for ionic guests.22-23 In these, charge-bearing frameworks undergo ion exchange 

between the guest species and charge-balancing ions present in the framework’s pores. 

Additionally, guests whose size is smaller than the pore windows in a porous MOF can often 

be incorporated through diffusion-mediated processes, wherein the MOF is soaked in a 
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solution containing the guest for some period of time, allowing the guest molecules to diffuse 

into the material.24 

The previously described luminescence mechanisms focus on processes with 

absorption and emission on the same species. However, more complex emission mechanisms 

are often present in LMOFs and LCPs, with absorption by one species followed by charge 

transfer to another species, with emission occurring on that secondary species. Additionally, 

emission can occur between molecular orbitals with contributions from more than one 

component of the framework.  

Ligand-ligand charge transfer (LLCT) emission mechanism involve luminescence 

from orbitals with contributions from multiple ligand molecules, or luminescence resulting 

from energy transfer from an absorber ligand to an emitter ligand. As ligands of LMOF and 

LCP are typically aromatic, frameworks which result in ligand stacking can exhibit orbital 

mixing between ligand molecules based on pi-pi interactions. If multiple ligands with different 

oxidation/reduction potentials participate in stacking, this can also lead to charge transfer 

emission processes. For ligand molecules with greater separation, Förster resonance energy 

transfer (FRET) mechanisms can move excitation from one ligand to another.12 However, this 

would depend on overlap between the emission and absorbance spectra of the two ligands, 

and that the ligands are oriented appropriately for dipole-dipole coupling. 

Ligand to metal charge transfer (LMCT), like LLCT, can either result from orbital 

mixing between metal ions and ligand molecules, or from absorbance on ligands followed by 

energy transfer onto the metal, where emission occurs. In LMCT luminescence through orbital 

mixing, the LUMO is primarily based on orbitals from the metal ion, with the HOMO 

primarily composed of ligand orbitals. Transition metal ions with closed d subshells (i.e. d0 

and d10 metals) are known to participate in LMCT luminescence, as the large gap between their 
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HOMO and LUMO that comes from having a closed d subshell effectively prevents metal-

centered emission processes.25 However, as metal ions with closed-d subshells have high-lying 

LUMO energy levels, ligand molecules with similarly high-lying HOMO energy levels are 

generally required for LMCT in the visible range. As a result, a combination of closed-subshell 

metals that can be partially reduced, such as the d10 metals Zn(II) or Cd(II) used in 

combination with ligand molecules that can be easily/partially oxidized and have high-lying 

HOMO energy levels can often lead to LMCT luminescence.15  

In metal to ligand charge transfer (MLCT), transitions between mixed metal/ligand 

orbitals are responsible for luminescence, with the majority of the HOMO being contributed 

by metal orbitals, and the majority of the LUMO being contributed by ligand orbitals. Like 

LMCT, d10 metals can participate in MLCT as their large HOMO/LUMO gap prevents metal-

centered luminescence in the visible range. However, as the metal and ligand contributions to 

the framework HOMO/LUMO are inverted relative to LMCT, so too are the 

oxidation/reduction requirements. Metals that can be partially oxidized, such as Cu(I) and 

Ag(I) can participate in MLCT luminescence with ligands that have low-lying LUMO and can 

be partially reduced.26  

Mechanisms of host-guest charge transfer depend primarily on the nature of the guest 

species, but follow the general patterns laid out in previous mechanisms. Dyes with conjugated 

or aromatic moieties can interact with the aromatic ligands of the framework through pi-pi 

interactions, resulting in Dexter energy transfer mechanisms which can transfer excitation 

energy between the host framework and guest species. Through careful selection of guest and 

ligand molecules with appropriate reduction/oxidation potentials, redox-mediated charge 

transfer can also play an important role in charge transfer, as can Förster resonance energy 

transfer over longer distances.27 When the guest species is a metal ion, often a lanthanide, it 
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can be chelated by free oxygen or nitrogen containing moieties in the ligand, or it can be 

located more generally in the pore.23, 28 As with the previously described sensitized LMCT 

luminescence, chelated lanthanides participate in luminescence through a Dexter energy 

transfer process, while free lanthanides participate in luminescence through Förster resonance 

energy transfer. 

1.3 LMOFs as Optical Sensors 

In optical sensing, the presence of a given analyte is detected through the modulation 

of luminescence from a probe material. This typically involves emission turn-on, emission 

turn-off, or shifts in the emission energy/wavelength from the luminescent probe. This type 

of sensing is advantageous in that it combines technical simplicity with the potential for 

extremely powerful performance. The instrumentation required only consists of an excitation 

source, probe material, emission detector, and signal output. The resulting devices can be 

extremely cost effective, and depending on the specific application, can often be compact 

enough for mobile use. Moreover, despite their low cost, small size, and ease of use, selective 

ppb-level sensitivity can be achieved through careful design of the probe material.  

An effective luminescent probe should have short response time, good sensitivity and 

selectivity for the analyte, strong emission when in the on-state, high stability and reusability 

in real-world conditions. Because of their exceptional tunability, luminescent metal-organic 

frameworks (LMOFs) are especially effective in this role.  

Porosity, pore geometries, and pore surface chemistry can be controlled to maximize 

selective interactions between the framework and the analyte material. This allows for the 

sensitivity, selectivity, and recyclability of the probe to be optimized. Simple adjustments of 

the pore dimensions allow for size-based selectivity. This can be accomplished by adjusting 

the actual pore size and geometry, or by partially occluding the pore through functionalization 
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of the inner surface or the inclusion of guest molecules.29 Similarly, controlling the chemical 

environment of the pore through ligand design, ligand functionalization, or specific guest 

inclusion can allow for the selection of species by their chemical properties. Through the use 

of hydrophobic ligands, for example, hydrophilic molecules may be excluded from the pores 

of the material, further increasing its selectivity for a given hydrophobic analyte.30 In addition 

to tuning the broad chemical environment, specific functional groups that interact strongly 

with the desired analyte may be included in the pore to enhance selectivity for that material. 

Ligands with Lewis-basic moieties, such as amine-based functional groups, can be used to 

increase interactions with Lewis-acidic analytes.31 Post-synthetic removal of terminal ligands 

may expose open metal sites, allowing for the coordination of Lewis-basic analytes.32 Ligands 

with large, planar, aromatic regions can increase π-π stacking interactions between the 

framework and aromatic analyte molecules.33 These optimizations not only impact selectivity, 

but sensitivity as well. By improving the ability of an LMOF to selectively interact with the 

analyte material, preconcentration of the analyte within the LMOF can be achieved.34 This 

increases the local concentration of the analyte, allowing for extremely efficient sensing even 

when the general concentration of the analyte might otherwise be too low to detect. 

LMOFs are also well suited as luminescent probe materials because of their capacity 

for strong emission and the diversity of luminescence mechanisms available to them. Until 

now, these charge transfer and energy transfer mechanisms have been discussed as functioning 

between ligand molecules and metal ions. However, the inherent porosity of MOFs permits 

analyte molecules within the pores to participate in—or interfere with—these mechanisms as 

well. Guest molecules can act as independent luminescence centers, or they can participate in 

charge transfer to and from ligands or metals. Finally, multiple emission mechanisms can occur 

simultaneously within a single LMOF. 
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In designing an LMOF-based probe material to take advantage of these mechanisms, 

many options are available. As an analyte interacts with an LMOF it may induce changes in 

the emission wavelength, emission quenching, or emission enhancement. Shifting the emission 

energy occurs when interactions between the analyte and LMOF alter the LMOF electronic 

structure.22 This can be accomplished through including functionality that directly interacts 

with the targeted analyte as described above. Additionally, it is possible to take advantage of 

solvochromic behavior in an LMOF, where the adsorption of polar or nonpolar molecules 

can stabilize or destabilize the excited state and thereby alter LMOF excited state energy levels 

and the wavelength of resulting emission.35  

The most common quenching mechanisms are charge transfer, in which a 

photoexcited electron is transferred from the higher-lying LUMO of the LMOF into the 

lower-lying LUMO of the (typically electron-deficient) analyte, and FRET, in which overlap 

between the emission spectra of the LMOF and absorbance spectra of the analyte permits 

transfer of excitation energy from the LMOF to the analyte, where it decays non-radiatively. 

While direct orbital overlap between LMOF and analyte molecules is required for charge 

transfer, FRET can take place over longer distances on the nanometer scale, and so requires 

only that the analyte be present in or near the LMOF’s pore.36 Emission enhancement can 

occur through a similar mechanism, with photoexcited electrons from the higher-lying analyte 

LUMO transferred into the lower-lying LMOF LUMO.  

In either case, modulation of emission intensity from the LMOF requires specific 

relationships between the LUMO energy levels of the target analyte and LMOF, or spectral 

overlap between the LMOF emission and analyte absorbance. Using a chromophoric ligand-

based strategy to prepare LMOFs with LC-based emission is useful method of designing an 

LMOF sensor with the appropriate LUMO energy levels or emission wavelength to interact 
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with a targeted analyte.25 This strategy entails preparing an emissive ligand based on an organic 

chromophore with the optoelectronic properties and functionality necessitated by the target 

analyte, then constructing it into a MOF with d0 or d10 transition metals. These closed d 

subshell species have relatively low-lying HOMOs (highest occupied molecular orbitals) and 

high-lying LUMOs that usually preclude their participation in luminescence. The resulting 

MOF should then possess similar properties (emission and excitation spectra, HOMO and 

LUMO energy levels) as the initial chromophore. 

1.4 LMOFs as Phosphor Materials 

Global efforts to improve energy efficiency are important for reducing energy cost and 

consumption, decreasing carbon dioxide emission and slowing down global warming. A 

significant portion of global energy is directed towards infrastructure – transportation of goods 

and people, lighting, and heating/cooling are responsible for the bulk of energy use37-38. 

Improving the energy efficiency of these processes will lead to significant payoffs in global 

energy savings. Lighting is an especially attractive target, as it accounts for a significant portion 

of energy use. Developing more efficient lighting technologies has already begun, and 

addressing its energy efficiency requires less alteration of global infrastructure. Currently, three 

main types of general lighting technologies exist. Conventional incandescent bulbs generate 

white light by heating a filament to incandescence. Fluorescent bulbs function by ionizing 

mercury vapor through the use of an electric current, which produces UV radiation. This UV 

radiation excites a phosphor material on the interior surface of the bulb, which emits white 

light. Solid state lighting based on light-emitting diodes (LEDs) uses an electroluminescent 

diode to produce narrow emission peaks, which can be converted into white light in a variety 

of ways. In multi-chip LEDs, white light is produced by mixing emission from red, green, and 

blue LED chips. However, using three LED chips drastically increases the cost of these bulbs. 
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In phosphor-converted white LEDs (pc-WLEDs), phosphors excited by a single-chip LED 

produce white light, either directly or by combining the emission of the selected chip. There 

are three main varieties of pc-WLEDs. In the first, a UV-emitting LED chip is used to excite 

a mix of red, green, and blue phosphor materials to produce white light. The second is similar, 

with the UV-emitting LED chip exciting a phosphor which directly produces white light. The 

third common variety is a blue chip based pc-WLED, in which a blue-emitting LED chip is 

used to excite a yellow phosphor or multi-component phosphors. The combined emissions 

from the blue chip and phosphor(s) give the white light. 

When qualifying the light produced by a lighting device, two important 

characterization metrics are the color temperature and chromaticity. The color temperature of 

an emissive material relates the color of light produced to the temperature at which an ideal 

black body radiator would produce light of the same color. As such, it is only of use when 

describing light colors produced by black body radiators, from red, through orange and yellow, 

and into white light. It is most commonly used to indicate whether a bulb produces “cold” 

blue-white light (higher color temperatures) or “warm” yellow-white light (lower color 

temperatures), and is provided for most commercial light bulbs. Chromaticity describes the 

color of light more completely. The international standard method of plotting chromaticity 

was developed by the International Commission on Illumination (CIE) in 1931, which uses a 

coordinate system to indicate a specific color (fig. 4).39 The CIE coordinates of a given light 

source may be calculated using its spectral power distribution and three color matching 

functions, allowing the hue of light perceived by the human eye to be determined from spectral 

data. Of special note is the coordinate (0.333, 0.333), which is ideal white light. 
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Figure 4. CIE chromatography plot, showing the colors corresponding to each region of the plot.  

While LED bulbs are the most energy efficient and longer-lasting general lighting 

technology, their highest initial cost has slowed their adoption. This is unfortunate, as the US 

Dept. of Energy has estimated that if the United States switched to entirely LED lighting, over 

300 TWh of energy would be saved annually, which is nearly double the amount expected to 

be generated by wind and solar power generation plants by 2030.40 As the phosphor materials 

currently used in WLEDs rely on rare-earth elements (REEs), which contribute significantly 

to their high cost,  developing new, more efficient phosphors materials that have little or no 

dependence on REEs could reduce the cost of these devices, resulting in faster adoption of 

the technology and major global energy savings. 

LMOFs are an ideal material with which to replace REE-based phosphors, as their 

excitation and emission properties can be carefully tuned by engineering appropriate metal 

centers, organic ligands, guest molecules, and structural connectivity. Constructing a 

framework provides an opportunity to orient and arrange absorber and emitter species for 

effective luminescence processes. Additionally, studies have shown that the luminescence 

efficiencies (e.g. internal quantum yield, IQY) of LMOFs/LCPs that exhibit ligand-based 
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emission can be significantly enhanced by rigidification or immobilization of the ligands to 

minimize molecular motions such as vibration and rotation that contribute to nonradiative 

decay. This is especially noteworthy in the case of ligands based on aggregation-induced 

emitters (AIE phosphors). LMOFs and LCPs provide a unique opportunity to create high 

quality, precisely tuned phosphors for applications in solid-state lighting technologies. 
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Chapter 2: Detection of Mycotoxins by a Highly Luminescent 

MOF 

2.1 Introduction 

Each year, over one billion tons of food products, or one quarter of the global food 

supply, are disposed of following colonization by fungi which produce harmful mycotoxins.41 

These mycotoxins are a fungal waste produce which can be extremely toxic to both humans 

and animals.42 The most commonly produced variety of mycotoxins are aflatoxins and 

ochratoxins.43 Four common varieties of aflatoxins are B1, B2, G1, and G2, while the most 

common Ochratoxin is Ochratoxin A (OTA). AFB1 is both the most hazardous and the most 

common aflatoxin, and low-level exposure can induce cancer of the liver.44,43  

Because of their common occurrence and exceptional hazardousness, detecting 

mycotoxins in foodstocks is an important food safety application. with the US FDA limiting 

the allowable concentration of AFB1 in cattle feed to 300 ppb.45 Detecting mycotoxin is 

generally done using immunoassays and mess spectrometry, which—while effective—are also 

prohibitively expensive and technically complex. This limits their applicability in developing 

areas where mycotoxin poisoning is most common. 46  Developing more economical, practical, 

and functionally simple detection methods for mycotoxins is therefor of great interest. 

As described in chapter 1, optical sensing is both a powerful and simple method of 

chemical detection which luminescent MOFs (LMOFs) are extremely well suited to. We 

designed and synthesized the first LMOF for the fast optical detection of a collection of 

mycotoxins with an exceptional detection limit of 46 ppb. 

2.2 Experimental Methods 

All reagents are used as purchased unless specified otherwise. 
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2.2.1 Synthesis of tppe Ligand 

Synthesis of the ligand 1,1,2,2-tetrakis(4-(pyridin-4-yl)phenyl)ethane (tppe)47 began 

with the reaction of solid 1,1,2,2-tetraphenylethene (tpe) with liquid bromine to produce 

1,1,2,2-tetrakis(4-bromophenyl)ethene (Br4-tpe), which was purified via recrystallization in 

dichloromethane/methanol. A Suzuki coupling reaction between Br4-tpe and pyridine-4-

boronic acid, catalyzed by palladium (II) acetate, was used to attach the pyridine moiety to the 

tpe moiety.  The final product was extracted with chloroform and purified using column 

chromatography (stationary phase = silica, mobile phase = 30:1 CHCl3:MeOH). 

 

Figure 5. tppe synthetic scheme. 

2.2.2 Synthesis of Zn2(bpdc)2(tppe) (LMOF-241) 

In a 20 mL glass vial, Zn(NO3)2·6H2O (0.015 g, 0.05 mmol), biphenyl-4,4’-dicarboxylic 

acid (H2bpdc, 0.012 g, 0.05 mmol), and tppe (0.013 g, 0.02 mmol) were added. Then N,N-

dimethylacetamide (DMA, 8 mL), dimethyl sulfoxide (2 mL), and isopropanol (2 mL) were 

added to the mixture. The reaction mixture was kept under ultrasonication until all solids 

dissolved. The glass vial was sealed and kept at 150 °C for 24 hours. The transparent light 

yellow needle-shaped crystals were harvested by filtration after the reaction mixture cooled 

down to room temperature.  
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2.2.3 Structure Analysis of LMOF-241 

Single crystal diffraction data for LMOF-241 were collected on a Bruker APEXII 

CCD diffractometer using the synchrotron source (λ = 0.7749 Å) at the Advanced Light 

Source 11.3.1 Chemical Crystallography beamline. All non-hydrogen atoms were refined 

anisotropically; hydrogen atoms were placed geometrically, constrained and refined with a 

riding model. The unresolvable electron density from the void space in the structure was 

removed by SQUEEZE. The powder X-ray diffraction (PXRD) patterns were collected on a 

Rigaku Ultima-IV diffractometer using monochromatic Cu Kα radiation (λ= 1.5406 Å). Data 

were collected between a 2θ of 3 – 50° with step size of 0.02° at scanning speed 3.0°/min 

(Table 1). 

Table 1. Single crystal data of LMOF-241 

Compound LMOF-241 

Formula C111H72N6O12Zn3 
M 1877.85 
Crystal system Monoclinic 
Space group C 2 
a/Å 44.091(2) 
b/Å 25.4060(14) 
c/Å 17.1248(9) 
α/o 90 
β/o 91.176(4) 
γ/o 90 
V/Å3 19178.7(17) 
Z 4 
Temperature/K 260(2) 

(radiation wavelength)/Å 0.7749 

D (g/cm3) 0.650 
Reflections collected 83865 
R1a [I > 2σ(I)] 0.0598 
wR2b [I > 2σ(I)] 0.1463 
Goodness-of-fit 0.983 
CCDC No. 1006120 

a R1= ∑│Fo- Fc│/ ∑│Fo│ 

b wR2= ∑[w(Fo
2- Fc

2 )2] / w(Fo
2)2]1/2 
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2.2.4 Porosity Characterization of LMOF-241 

Gas sorption isotherms were collected on a volumetric gas sorption analyzer 

(Autosorb-1 MP, Quantachrome Instruments). Ultra-high purity N2 (99.999%) was used for 

the experiment. Liquid nitrogen was used as coolant to achieve cryogenic temperature (77 K). 

As-made LMOF-241 (200 mg) was immersed in 15 mL dichloromethane (DCM) in a glass 

vial for 2 hours, then the supernatant was decanted and 15 mL fresh DCM was replenished. 

This process was repeated 6 times. About 150 mg DCM exchanged sample was outgassed at 

333 K overnight under dynamic vacuum and the subsequent degassed sample (LMOF-241’) 

was used. The N2 isotherm was collected in a pressure range from 10-7 to 1 atm at 77 K. 

Surface area was analyzed using Autosorb v1.50 software. The Brunauer–Emmett–Teller 

(BET) surface area of LMOF-241’ is 1268 m2/g. 

2.2.5 Computational Study of LMOF-241 and Mycotoxins 

To quantitatively measure the interactions between LMOF-241 and Aflatoxin B1 and 

B2, a simulation of mycotoxin loaded LMOF-241 structures was performed, and 

configurations with closest analyte-MOF contacts were chosen for each toxin. The Materials 

Studio Sorption package was used to simulate adsorption of Aflatoxin B1 and B2 into the 

pores of LMOF-241, generating an optimized toxin-loaded MOF structure. The simulation 

utilized the GCMC method and Burchard Universal Force Field, and was performed at room 

temperature for 107 equilibirum steps.  The LMOF-241 supercell used in the simulation was 

composed of 2x3x3 unit cells (approximately 90x75x50 Å). Six and five configurations, chosen 

on the basis of close contact of toxin with the MOF, were selected for Aflatoxin B1 and B2 

respectively.  A fragment of the overall structure (toxin@LMOF-241) was taken for Extended 

Hückel calculations.  The LMOF-241 fragments were chosen such that the closest PBU to the 
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toxin molecule was included, with all Zn clusters full coordinated. H atoms were manually 

added to any non-coordinated carboxylate groups for charge balancing purposes.  

The electronic properties of LMOF-241 and selected mycotoxins were evaluated using 

extended Hückel (EH) method.48-49 A fragment containing a complete LMOF-241 primary 

building unit (PBU), composed of 1 Zn2+, 2 tppe, and 2 bpdc, was used in the calculations, 

with dangling carboxylates terminated with hydrogen to ensure a neutral framework. 

2.2.6 Optical Characterization 

The optical band gap, fluorescence internal quantum yield (IQY), and solid state 

excitation and emission spectra were measured for LMOF-241 at room temperature in air. 

Diffuse reflectance data were collected using a Shimadzu UV-3600 spectrophotometer, and 

the Kubelka-Munk function was used to estimate the optical band gap.  IQY measurements 

were collected using a Hamamatsu C9220-03 spectrophotometer with integrating sphere.  

Solid state excitation and emission spectra were collected using a Varian Cary Eclipse 

spectrophotometer. 

2.2.7. Fluorescence Titration 

Following solvent exchange with DCM to remove the solvent remaining in the 

structure following its synthesis, LMOF-241 was added to DCM and the mixture was kept 

under ultrasonication to form a suspension (4 mg/mL), and stock solutions of Aflatoxin B1 

(AFB1) Aflatoxin B2 (AFB2), Aflatoxin G1 (AFG1) and Ochratoxin A (OTA) dissolved in 

DCM were prepared. DCM was used as the solvent because of its photo-inactivity and LMOF-

241’s stability in it. The fluorescence titration was performed by adding analyte aliquots to the 

LMOF-241 suspension. The initial photoluminescence (PL) spectrum of the suspension and 

spectra after each analyte aliquot addition were recorded on a Varian Cary Eclipse 
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spectrophotometer. The suspension was thoroughly stirred before each PL measurement. 

Each measurement was repeated three times and the average value was used. 

2.3 Results and Discussion 

2.3.1 Framework Structure 

LMOF-241forms monoclinic crystals with C2 symmetry. The framework has primary 

building unit metal nodes, with the tetrahedral zinc (II) ion coordinated with carboxylates from 

two bpdc molecules and two tppe molecules (Fig. 6a). Each individual framework consists of 

a network of one-dimensional, hexagonal pores oriented along the c axis (Fig. 6b). Three of 

these frameworks then interpenetrate to give the final structure of LMOF-241, with the 

remaining pores measuring 16.6 Å across. 
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Figure 6. (a) The PBU of LMOF-241, showcasing a tetrahedrally coordinated Zn center bound to two 
tppe molecules and two bpdc molecules. (b) A single net of LMOF-241 framework viewed along the 
c -axis, composed of edge-sharing hexagonal channels.  (c) A single net of LMOF-241 framework 
viewed along the b-axis, showing pores that are closed upon the interpenetration. (d) Overall crystal 
structure demonstrating the 3-fold interpenetration and 1D pore running along the c-axis. (e) LMOF-
241 drawn as 2-nodal (4,4)-c net (mog type), with tppe and bpdc simplified as a 4-c node and 2-c node, 
respectively.  The different colors (red, blue, and aqua) indicate the three distinct interpenetrated 
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networks that form the complete structure of LMOF-241. In all structures, H atoms are omitted for 
clarity. 

2.3.2 Optical Properties 

The UV-Vis reflectance spectra of the ligand tppe and LMOF-241 were collected using 

a Shimadzu UV-3600 spectrophotometer, after which conversion to the Kubelka-Munk 

function allowed their optical band gaps to be estimated. The estimated optical HOMO-

LUMO gaps are 2.3 and 2.6 eV for tppe and LMOF-241, respectively. Photoluminescence 

excitation and emission spectra were collected for samples of tppe and LMOF-241 at room 

temperature. Both samples showed strong blue-green emission when excited by UV light (λex 

= 340 nm), with tppe having an emission maximum at 490 nm, while that of LMOF-241 was 

slightly redshifted to 500 nm.  In designing LMOF-241, we desired to preserve the strong 

emission from the tppe ligand in the final structure. Specifically, we intended that the 

immobilization of the chromophore ligand in the MOF framework would not alter the nature 

of ligand based emission.  The Zn2+ ion was chosen for this purpose because, as a d10 metal 

with low-lying d-orbital energies, it is known to contribute negligibly in the luminescence of 

the resulting LMOFs.47, 50-54 

A Hamamatsu C9220-03 spectrophotometer with integrating sphere was used to 

determine the IQY of both samples at 360 nm excitation. The values are 76.7% and 92.7% 

for tppe and LMOF-241, respectively. To the best of our knowledge, the latter represents the 

highest value reported so far for green-emitting MOFs. The significant increase (16%) in 

quantum yield is consistent with previous findings, indicating that immobilizing molecular 

chromophores (such as tppe) into rigid frameworks can improve the material’s fluorescence 

efficiency by eliminating non-radiative relaxation pathways, such as some vibrational and 

rotational motions.11, 47, 50-53The high efficiency makes LMOF-241 an excellent candidate as 

fluorescence-based sensory material. 



24 
 

 
 

2.3.3 Mycotoxin Detection 

The mycotoxin detection assay was performed by observing how emission from 

LMOF-241 changed before and after exposure to the mycotoxin in question. Upon addition 

of the mycotoxins, the emission intensity of LMOF-241 was quenched. An example of the 

change in photoluminescence across one complete sensing titration is given in Figure 7b, 

demonstrating that the degree of quenching increases as a function of AFB1 concentration. 

The quenching efficiency was quantified using the Stern-Volmer (SV) equation: 

 

𝐼𝑂 = 𝐾𝑆𝑉[𝑄] + 1 

  

IO is the initial emission intensity, I is the quenched emission intensity, [Q] is the 

concentration of the quenching mycotoxin, and KSV is a constant indicating the efficiency of 

quenching. As shown in Figure 7c, at low concentrations, the IO/I is linearly proportional to 

concentration for both AFB1 and AFB2; the slope is the KSV. The KSV plots for AFG1 and 

OTA are also shown in Figure 7c.  

The KSV = 54227 M-1 for AFB1, which is among the highest values reported for the 

known sensory materials. This value is also nearly twice of that of AFB2 (32436 M-1), indicating 

a high selectivity of LMOF-241 toward AFB1. The detection limit for AFB1 is estimated to 

be 46 ppb, which is significantly better than 300 ppb, the tolerant level set by the FDA for 

corn and peanut feeds for beef cattle.45  

Unlike AFB1 and AFB2, the Stern-Vollmer plots for AFG1 and OTA initially have a 

negative slope, which bends back upwards at higher concentrations.  This is because both 

AFG1 and OTA are fluorescent under 340 nm excitation while both AFB1 and AFB2 are 

non-fluorescent under the same conditions. As a result, at low concentration, these two toxins 
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add to the overall emission intensity, causing a decrease in their SV curves.  However, once a 

certain concentration threshold is reached, interactions between the toxins and LMOF-241 

lead to a net quenching. When compared with OTA, AFG1 emits more efficiently and also 

acts as a stronger quencher, as evident from the shape of both slopes. The concentration of 

AFG1 at which the PL behavior shifts from enhancing to quenching is also lower OTA’s. 

 

Figure 7. (a) The excitation (dotted blue) and emission (solid red, λex = 340 nm) spectra of LMOF-
241 suspended in DCM. (b) Emission spectra of LMOF-241 with the incremental addition of AFB1 
in DCM, with toxin concentrations given in the key to the right of the figure. (c) The Stern-Volmer 
curves acquired at λex = 340 nm and λex = 410 nm (insert) for AFB1 (red dot), AFB2 (orange triangle), 
AFG1 (green diamond), and OTA (blue square). (d) Excitation (dotted) and emission (solid, λex = 340 
nm) spectra of AFG1 (green) and OTA (blue) in DCM. 
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2.3.4 Mycotoxin Detection Mechanism 

Emission quenching upon exposure to AFB1 and AFB2 takes place via the photo-

induced electron transfer (PET) mechanism.54 Based on the results obtained from our 

molecular orbital calculations, the bottom of the LUMO (or CB) energy states of LMOF-241 

lies above the LUMO energies of AFB1 and AFB2, allowing an efficient electron transfer from 

the MOF to both toxin molecules (Fig. 8). In addition, the LUMO of AFB1 is lower in energy 

compared to that of AFB2, which results in more efficient electron transfer and partially 

accounts for the stronger observed quenching behavior..   

 

Figure 8. Schematic demonstrating electron transfer from LMOF-241 to mycotoxin LUMO resulting 
in quenched emission. 

The extent of analyte-sensor interactions also plays an important role in the electron-

transfer process. With LMOF-241’s channel diameter being approximately 16.6 Å, we expect 

that the aflatoxin molecules (measuring approximately 13.3 Å at their widest) would be able 

to enter the pores.  To confirm this and quantitatively assess the analyte-sensor interactions, 

we first carried out a structure optimization process on AFB1 and AFB2 loaded LMOF-241, 

using the Materials Studio Sorption Package, which utilized the GCMC method and Burchard 

Universal Force Field. Analyte sites located within the LMOF pore with the shortest distances 
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to the MOF were identified for each of AFB1 and AFB2 by the GCMC simulation method. 

We then performed overlap population calculations using EH method to quantitatively 

measure such interactions.  The absolute fragment molecular orbital overlap population 

(SAFMOOP) and absolute reduced overlap population (AROP) between the analytes and the 

MOF were obtained.  The average of the summed absolute orbital overlaps between AFB1 

and LMOF-241 is 0.57, whereas that between AFB2 and LMOF-241 is 0.17, indicating that 

AFB1 interacts significantly stronger with the MOF framework than AFB2.  The reduced 

overlap population follows the same order, with the AFB1 value 1.4 times of that for AFB2. 

The stronger orbital overlap of AFB1 with LMOF-241 is due to the higher π-conjugation of 

AFB1, creating more π-type overlap with the conjugate π-orbitals of LMOF-241. As a result, 

it facilitates a more efficient electron transfer and higher extent of fluorescence quenching. 

Energy transfer often contributes significantly in fluorescence quenching and should 

also be considered.  As can be seen in Figure 9a, the spectral overlap between the mycotoxin 

absorption and LMOF-241 emission is very limited, which hinders the energy transfer from 

LMOF-241 to AFB1 and AFB2, indicating that it does not likely play a role in the mycotoxin 

detection.  However, when comparing the excitation spectrum of LMOF-241 with the 

emission spectra of AFG1 and OTA (note: AFB1 and AFB2 are non-emissive), it is apparent 

that there is significant overlap, especially in the case of AFG1 (Fig. 9c).  The energy transfer 

between the excited toxins (AFG1 and OTA) and LMOF-241 is likely to contribute 

appreciably to the apparent increase in the fluorescence intensity of LMOF-241 at low 

concentrations of AFG1 and OTA (Fig. 9c).  AFG1 causes a higher degree of increase in 

LMOF-241 fluorescence intensity, as its emission overlaps more strongly with LMOF-241’s 

excitation spectrum than that of OTA. 
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Figure 9. (a) Molar absorptivity of AFB1 (dotted red), AFB2 (dotted orange), AFG1 (dotted green), 
and OTA (dotted blue), and the emission spectrum of LMOF-241 in DCM (solid black, λex = 340 nm).  
(b) Ksv plot for the titration of a 4 mg/mL solution of tppe with AFB1. (c) Excitation spectrum of 
LMOF-241 in DCM (dotted red) overlaid on the emission spectra (solid lines, λex = 340 nm) of AFG1 
(green), and OTA (blue) in DCM. 

Also noted in Figure 9a is that all four mycotoxins absorb the excitation energy used 

in the sensing experiment (λex = 340 nm).  This suggests that competition between the MOF 

and the toxins for excitation energy may also contribute to the quenching of LMOF-241’s 

emission. However, it is unlikely that competition for excitation energy plays a significant role 

in the observed emission quenching, as the toxins are present in extremely low amounts 

relative to LMOF-241 throughout the sensing titration. Additionally, if competition for 
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excitation energy was occurring to a significant degree, non-specific quenching of any 

fluorophores under 340 nm excitation in the presence of the mycotoxins would be observed. 

Figure 9b demonstrates that luminescence from tppe linker, itself a strong fluorophore, is not 

affected by titration with AFB1.  The strong and continuing decrease in LMOF-241 emission 

intensity is primarily due to the electron transfer process described above.   

Figure 9b also reveals that incorporating the fluorophore into a metal-organic 

framework is vital for the selective emission quenching to occur.  While the tppe molecule is 

a strong fluorophore, it does not strongly interact with the toxin molecules. By anchoring the 

fluorophore into a crystalline, porous framework using the metal oxide PBU, we create a well-

characterized material that has both an intense emission signal and a strong interaction with 

the target mycotoxins. 

3.4 Conclusions 

We have designed and synthesized a new luminescent MOF and investigated its 

luminescent properties as well as related applications in chemical sensing.  LMOF-241 is a 

blue-green emitting LMOF with an exceptionally high internal quantum yield (92.7%). We 

have demonstrated for the first time the use of this compound for the effective and selective 

optical detection of mycotoxins via a luminescence quenching mechanism.  LMOF-241 is 

capable of quickly and efficiently detecting and differentiating several major Aflatoxins and 

Ochratoxin A and is most sensitive towards Aflatoxin B1. With a detection limit of 46 ppb, 

LMOF-241 makes one of the best performing luminescence-based chemical sensors to date. 

We have also studied the electronic properties of LMOF-241 and the selected mycotoxins by 

theoretical methods. A possible detection mechanism via electron, rather than energy, transfer 

processes is elucidated. These results suggest that LMOFs have immense potential as simple, 

low-cost, easily-portable and readily-available luminescence-based sensors for the detection of 
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biochemical hazards such as toxins and other toxic molecular species, which can be particularly 

useful for developing countries.  This study opens a new direction for practical applications 

making use of multifunctional MOFs. 
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Chapter 3: Chromophore-based LMOFs as Lighting Phosphors 

3.1 Introduction 

There are a variety of strategies that may be used in designing an LMOF for 

applications as a lighting phosphor, as the wide variety of possible LMOF luminescence 

mechanisms allows for a wide degree of tunability. However, complex luminescence 

mechanisms make rational design difficult. With this in mind, the design of LMOFs with 

ligand-centered emission is ideal for phosphor applications, as it builds upon the significant 

work done in building organic phosphors. Our strategy to develop organic chromophore-

based MOFs is centered on the following consideration: By using chromophoric ligands in the 

synthesis, highly luminescent metal-organic frameworks (LMOFs) can be constructed that not 

only can maintain the emission from their ligands but also enhance and tune their emission 

proper-ties. LMOF quantum yields (QYs) can be higher than their chromophoric ligands 

because their rigid structures limit the molecular vibrations, torsions, and rotations that often 

lead to nonradiative excitation decay in the molecular chromophore. In addition, binding 

chromophores into a rigid framework can improve their thermal stability. Third, including a 

second ligand in the framework construction may contribute to fine-tuning of emission energy 

and color. Finally, as many MOFs are porous, it also provides an opportunity to tailor 

chromophore emission via host-guest interactions. 

3.2 Overview of LMOF Design and Synthesis 

3.2.1 LMOF-231 

In order to design a high performing LMOF, we began by selecting a strongly emissive 

organic chromophore that could be functionalized with carboxylate groups to provide binding 

sites for its eventual construction into a framework structure. Our starting point was the 
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chromophore tetraphenylethene (tpe), which is well-known to fluoresce through aggregation-

induced emission (AIE).55-57 An AIE chromophore was initially chosen because it was known 

that restricting the molecular movement available to the chromophore would result in 

markedly improved luminescent efficiency (such a restriction should occur upon incorporation 

into a framework); however, this process is generalizable to non-AIE chromophores as well.58 

 

Table 2.  Calculated HOMO/LUMO energy levels and estimated band gap of 
chromophores, co-ligands, and LMOF fragments. 

Species HOMO (eV) LUMO (eV) dE (eV) 

H4tcpe -6.40 -2.68 3.72 

H4tcbpe -5.87 -2.46 3.41 

H4(tcbpe-F) -6.10 -2.68 3.42 

tppe -6.03 -2.25 3.78 

btc -8.19 -2.53 5.66 

azpy -7.15 -3.34 3.81 

bpe -7.24 -1.17 6.07 

3 fragment -6.01 -2.48 3.53 

 

One drawback of using tpe as the chromophore in constructing an LMOF is its high 

emission energy.59 As described above a blue-excitable, yellow-emitting LMOF would be 

preferable for use in PC-WLEDs, and the chromophore emission should be consistent with 

that goal. In order to shift the emission into the yellow region, DFT calculations were 

performed to estimate the impact of structural changes to the tetracarboxylated tpe 

chromophore tetrakis(4-carboxyphenyl)ethylene (H4tcpe) on its emission energy (table 2). 

These calculations indicated that the extension of each H4tcpe arm by an additional phenyl 

ring should redshift the molecule’s emission energy. This led to the synthesis of a yellow 

chromophore 1,1,2,2-tetrakis(4-(4-carboxy-phenyl)phenyl)ethene (H4tcbpe) (fig. 10). As 

desired, H4tcbpe exhibits strong yellow emission at 540 nm, with a high quantum yield of 

70.3% under 365 nm excitation (fig. 11).  
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Figure 10. (a) The structure of H4tcbpe. (b) The simplified representation of the tcbpe ligand. (c) The 
structure of 1’, viewed along the c axis, demonstrating the pi-pi stacking of the tcbpe ligand. (d) A view 
of the tetrahedrally-coordinated Zn infinite PBU, with two carboxylate groups bridging between each 
of the Zn2+ ions, viewed from the b axis.  The Zn2+ ion is the blue tetrahedron, oxygen atoms are red, 
and carbon atoms are grey. 

Finally, in designing a LMOF with chromophore-based emission, it was important that 

the metal ions used in constructing the framework do not interfere with the chromophore’s 

optical properties. The Zn2+ ion was chosen for this purpose, as density of states (DOS) 

calculations indicate that the fully occupied 3d subshell lies far below the valence band (VB) 

region, preventing the metal ion from participating in MOF luminescence.53, 60-61 
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Figure 11. The excitation (dotted) and emission (solid) spectra for the H4tcbpe chromophore (blue), 
1’ (red), and the commercial phosphor YAG:Ce (black).  Peak emission and excitation intensity is 
scaled to internal quantum yield. 

LMOF-231, with the formula Zn2(tcbpe)·xDMA (1), was synthesized in solvothermal 

conditions; 0.3 mmol Zn(NO3)2·6H2O reacted with 0.03 mmol H4tcbpe in 2 mL DMA at 120 

°C for 48 hours.62 The residual solvent molecules were then removed by heating under vacuum 

at 100 °C overnight to give 1’, with structural stability confirmed via powder X-ray diffraction. 

The structure is composed of an infinite zinc-carboxylate primary building unit (PBU) running 

in the c direction, with stacked columns of tcbpe molecules bridging four zinc-carboxylate 

chains. The zinc ions are tetrahedrally coordinated, with two carboxylates bridging between 

each Zn2+ ion and its two neighboring ions. The tcbpe layers are closely packed, with interlayer 

H-H distances between 2.4 and 3.2 Å (fig. 10). 

1’ has exceptional optical properties; its performance clearly demonstrates the value of 

incorporating the H4tcbpe chromophore into a met-al-organic framework. While maintaining 

the H4tcbpe’s desirable emission energy with only a slight redshift to 550 nm, the 

immobilization of the molecule enforced by the framework increased the internal quantum 
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yield from 70.3% under 365 nm excitation for the bulk chromophore to 82.5% for the solvated 

framework 1 by preventing phenyl ring rotation and C=C bond torsion at the central ethene 

moiety, which dominate non-radiative excitation decay pathways in tpe-based 

chromophores.63 Outgassing to yield 1’ eliminates emission-quenching due the solvent 

molecules, further increasing the internal quantum yield to 95.1% under 365 nm excitation 

and 76.4% under 455 nm excitation, which is competitive with the commercial phosphor 

YAG:Ce (fig. 11).  

In addition to improving the chromophore’s optical qualities, incorporating H4tcbpe 

into a metal-organic framework significantly enhanced its thermal stability, as indicated by 

thermogravimetric (TG) analysis. While molecular H4tcbpe began to decompose around 340 

°C, 1’ remained thermally stable until about 450 °C. 

3.2.2 LMOF-241  

In addition to carboxylate-based chromophores like H4tcbpe, chromophores with 

appropriately positioned pyridine groups (and other nitrogen-based groups) can also be 

incorporated into LMOFs. However, in order to construct a neutral framework using a 

pyridine-based ligand, a secondary carboxylate-based ligand is needed for charge balancing.  
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Figure 12. (a) The structure of the chromophore tppe. (b) The tetrahedral Zn2+ ion, bpdc co-ligand 
in grey, and tppe in gold combining to form the PBU. (c) Structure of a single LMOF-241 framework, 
with hexagonal channels running along the c axis. (d)  Three distinct LMOF-241 frameworks which 
interpenetrate to form the complete structure.  Color scheme: key: C, grey or gold; N, blue; O, red; Zn, 
aqua. 

We constructed an example of this type of LMOF using the pyridine derivative of 

H4tcbpe, which is 1,1,2,2-tetrakis(4-(pyridin-4-yl)phenyl)ethene (tppe) (fig. 12), synthesized 

according to a method described in chapter 2.64 Bulk tppe emits at 490 nm under 340 nm 

excitation, with an internal quantum yield of 76.7% The secondary carboxylate ligand chosen 

for this structure is [1,1'-biphenyl]-4,4'-dicarboxylic acid (bpdc). As observed with 1’, the 
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emission from the chromophore tppe is preserved in 2 with only a slight redshift of 10 nm 

(from 490 nm to 500 nm), while the internal quantum yield is in-creased from 76.7% to 92.7% 

under 340 nm excitation (fig. 13).  

 

Figure 13. The excitation spectra (dotted) and emission spectra (solid) for the tppe chromophore (red) 
and 2 (blue).  Peak intensity is scaled to internal quantum yield. 

3.2.3 LMOF-302  

In order to investigate the impact of structural changes on chromophore performance, 

we sought to incorporate pyridine-based co-ligands intro structures containing the fluorinated 

H4tcbpe analog, H4tcbpe-F (fig. 14). Being fluorinated at the ortho position relative to the 

carboxylic acid group, it was hoped that the fluorine would moderately reduce electron density 

on the carboxylate groups, thereby reducing the electron density available for coordination to 

the Zn2+ ions, making the Zn2+ in turn more amenable to coordination with the pyridine lone 

pair. Additionally, DFT calculations indicated that while functionalization with fluorine would 

decrease the chromophore’s HOMO and LUMO energy levels, the chromophore’s 

HOMO/LUMO gap should be essentially unchanged (table 1). As expected, the fluorinated 
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ligand fluoresced at 540 nm under 455 nm excitation, which is identical to the non-fluorinated 

ligand. However, while the emission energy was unchanged, the internal quantum yield of 

H4tcbpe-F is only 46.5% under 455 nm excitation, as compared to 62.3% for H4tcbpe. Despite 

this decrease, the H4tcbpe-F chromophore is still an effective model with which to study 

structural effects on chromophore behavior. 

 

Figure 14. (a) Zinc paddlewheel (top left), azpy co-ligand (bottom left), and tcbpe-F fluorophore 
combining to form a fragment of 4. (b) Structure of a single framework in 4, viewed along the b-axis. 
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(c)  Two identical frame-works interpenetrate to form the complete structure of 4, viewed along the b 
(top) and c (bottom) axes.  Color scheme: key: C, grey or gold; N, blue; O, red; F, green; Zn, aqua. 

Following synthesis of H4tcbpe-F, the first pyridine ligand to be incorporated into a 

structure with H4tcbpe-F was 4,4’-azopyridine (azpy). 0.05 mmol azpy was introduced into 

solution with 0.05 mmol H4tcbpe-F and 0.10 mmol Zn(NO3)2·6H2O in DMA. Following 48 

hours at 100 °C, the non-fluorescent crystalline product LMOF-302 (4) with formula 

Zn2(tcbpe-F)(azpy) was recovered. Single crystal X-ray analysis showed that the resulting 

structure is formed by two interpenetrated frameworks, which are related to each other 

through a center of inversion. Each framework consists of the classic Zn2+ paddlewheel SBUs, 

in which two Zn2+ atoms are bridged by four roughly orthogonal carboxylate groups from 

tcbpe-F. These SBUs are each coordinated to four tcbpe-F molecules, which are in turn 

coordinated to four more SBUs (etc.), forming a two-dimensional sheet in the ac plane. These 

sheets are linked by pillaring azpy ligands in the c direction, which coordinate through the 

pyridyl nitrogen and connect each of the SBUs to those above and below (fig. 14). 

As shown by thermogravimetric analysis (TGA), 4 decomposes at approximately 330 

°C, which is 120 °C lower than 1. A decrease in thermal stability is to be expected when 

comparing 1 and 4, as the SBUs in 4 contain Zn-N bonds, which are relatively weaker than 

the Zn-O bonds which make up the entirety of ligand-metal bonds in 1.65 Additionally, the 

high degree of tcbpe pi-pi stacking in 1 increases its thermal stability, whereas gaps of 

approximately 5.7 Å separate every two layers of tcbpe-F in 4, limiting the effectiveness of the 

pi-pi stacking as a thermal stabilization mechanism. 

3.2.4 LMOF-304  

The second pyridine-based ligand to be incorporated into a structure with tcbpe-F was 

1,2-bis(4-pyridyl)ethane (bpe). Un-der the same reaction conditions as 4 (but with bpe 

replacing azpy), the crystalline product Zn2(tcbpe-F)(bpe)·nDMA was recovered. PXRD was 
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used to confirm that the product is isoreticular with 4 (fig. 15). Solvent exchange with acetone 

was performed to remove residual DMA from the pores, followed by outgassing under 

vacuum. TGA was used to confirm the full removal of the solvent, giving LMOF-304 (5), with 

the formula Zn2(tcbpe-F)(bpe). 

 

Figure 15. Overlaid PXRD patterns for 4 (red) and 5 (blue).  The simulated pattern for 4 is in black. 

Unlike 4, 5 is strongly luminescent, with a peak emission of 527 nm and an internal 

quantum yield of 64.0% under 455 nm excitation (fig. 16).  This increase from 46.5% in the 

fluorinated chromophore H4tcbpe-F to 64% in 5 is commensurate with the increased quantum 

yields observed between H4tcbpe and 1, suggesting that the lower quantum yield of 5 when 

compared to 1 is due primarily to the lower quantum yield of H4tcbpe-F, rather than being 

due to some structural factor. This consistency in the face of structural differences implies that 

it is possible to significantly alter LMOF structures and connectivity without affecting the base 
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chromophore luminescence.  The result also suggests that introducing a co-ligand can alter the 

electronic structure and consequently emission energy of a LMOF. 

 

Figure 16. The excitation spectra (dotted) and emission spectra (solid) for the tcbpe-F chromophore 
(blue) and 5 (red).  Peak excitation and emission intensity is scaled to internal quantum yield. 

In addition to the positive influences that incorporating a chromophore into a MOF 

has on fluorescence quantum yield and stability, MOFs can often possess permanent porosity. 

This presents an opportunity to further influence LMOF emission through loading guest 

molecules into the structure. In order to investigate the influence that potential host-guest 

interactions could have on emission from 5, aromatic solvents with varying functional groups 

were loaded into this LMOF using a solvent-exchange procedure. Under 365 nm excitation, 

the emission from 5 was tunable based on which guest molecule was present (fig. 17).  
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Figure 17. Overlaid normalized emission spectra for guest-loaded samples of 5. In order of decreasing 
emission energy, the guest molecules are: Butylbenzene (violet), 1,2,4-Trimethylbenzene (blue), p-
Chlorotoluene (aqua), p-Xylene (light green), Bromobenzene (dark green), Chlorobenzene (yellow), 
Toluene (orange), and outgassed 5 (red, no guest molecule). 

Interestingly, the electron donating or with-drawing character of functional groups on 

the guest molecules had little effect on the observed emission shift; instead, guest molecule 

size appears to have had the largest impact. In the presence of butylbenzene and 1,3,5-

trimethylbenzene, emission from 5 was strongly blueshifted to 488 and 489 nm, respectively. 

A more moderate blueshift was observed in the presence of p-chlorotoluene and p-Xylene, 

with emission at 508 and 509 nm, while the smallest blueshift was observed in the presence of 

bromobenzene, chlorobenzene, and toluene, with emission peaks at 517, 519, and 520 nm. 

This relationship between guest size and emission shifting may be related to the closer 

interactions that are expected between larger guest molecules and the LMOF pore. 

3.3 Conclusions 

Chromophore-based LMOFs present an exciting opportunity to develop high-

performance, rare-earth free phosphor materials. Upon immobilizing organic chromophores 
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into a rigid framework, both their luminescence quantum efficiency and thermal stability can 

be greatly improved. Various LMOF structures can be obtained by incorporating different 

chromophores, and adjustments to the chromophore emission energy can be achieved 

through the careful selection of co-ligands. Additionally, the inherent porosity of the LMOF 

system presents the opportunity to further tune phosphor emission through the interaction 

with selected guest molecules. 
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Chapter 4: Tuning QY under Blue Excitation in a Multivariate 

MOF 

4.1 Introduction 

We reported the best LMOF candidate for a phosphor material in PC-WLEDs in 

2015—LMOF-231, or Zn2(tcbpe)—which has strong yellow emission with a peak at 550 nm 

and a quantum yield of 76% under 455 nm excitation, which is the peak emission wavelength 

for the most common InGa LED chip. This is the highest reported quantum yield for a yellow-

emitting LMOF under blue excitation. However, this is still lower than the quantum yield of 

the current commercially available phosphor YAG:Ce, a cerium-doped yttrium-aluminum 

garnet, which has a quantum yield of 95% under the same conditions. In order to produce a 

material which could more effectively rival the performance of YAG:Ce, it was necessary to 

improve the material’s quantum yield under blue excitation. In this work, photoluminescence 

spectroscopy is used to probe the luminescence mechanism in LMOF-231, and DFT 

calculations are used to identify a secondary ligand with the appropriate electronic structure to 

improve the LMOF’s quantum yield. Based on the information from these spectroscopic and 

theoretical studies, a ligand doping strategy is used to incorporate this secondary ligand into 

LMOF-231, creating LMOF-305, which sets a new record for LMOF PC-WLED phosphors 

with a quantum yield of 88% under 455 nm excitation and an ideal emission peak of 550 nm. 

4.2 Materials & Methods 

All materials were used as received from Sigma Aldrich. The chromophoric ligand 

H4tcbpe and the chromophoric ligand H4tcbpe-F (fig. 18), as was LMOF-231.66-67  
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Figure 18. Synthesis of H4tcbpe-F 

LMOF-305 was synthesized solvothermally. H4tcbpe (0.0305 g, 0.0375 mmol), 

H4tcbpe-F (0.0332 g, 0.0375 mmol), and Zn(NO3)2·6H2O (0.149 g, 0.400 mmol) were 

dissolved in a glass vial with dimethylacetamide (DMA, 2 mL). The resulting solution was 

heated in a reaction oven at 120 ° C for 24 hours, after which the product was collected via 

filtration as large, slightly yellow translucent crystals. Solvent exchange was performed by 

immersion in approximately 15 mL ethyl acetate for 24 hours, with the solvent being refreshed 

every two hours for the first eight hours, after which the sample was heated under vacuum at 

50 ° C overnight to give the outgassed product. 

For the single crystal analysis, the selected crystal was mounted on MiTeGen® loops 

in Paratone oil on a Bruker D8 diffractometer equipped with a PHOTON100 CMOS detector 

and Oxford Cryosystems Cryostream 800 plus, on Beamline 11.3.1 of the Advanced Light 

Source at LBNL. A sphere of data were collected at 100K using Bruker APEX3 software68 in 

shutterless mode with ω rotations at fixed φ values at λ= 0.7749Å, from a channel cut Silicon 

[111] monochromator. The intensity data were integrated and corrections applied with SAINT 

v8.34a,69 absorption and other corrections were made using TWINABS 2012/1.70 Dispersion 

corrections appropriate for this wavelength were calculated using the Brennan method in 

XDIP with in WinGX.71 The structures were solved with a dual space method with SHELXT 
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2014/4 and refined using SHELXL 2014/7.72 Once the refinement had converged, 

SQUEEZE was used to mask the electron density in the pores.73 

A Rigaku Ultima IV diffractometer was used to collect all powder X-ray diffraction 

(PXRD) data. Data collection was performed at room temperature using Cu Kα radiation (λ 

= 1.5406 Å), scanning across a 2θ range from 3° to 35° with a scan speed of 2° 2θ/min and a 

step size of 0.2°. A TA Instruments Q5000 was used to perform thermogravimetric analyses 

(TGA) of all samples. Samples were loaded into a Pt pan and heated under constant N2 flow 

(20 mL/min) from 30 °C to 600 °C, with the temperature increasing at a constant rate of 10 

°C/min. SEM images were obtained using a Zeiss Sigma Field Emission SEM with Oxford 

INCA PentaFETx3 EDS system. Several crystals were tried, and the best crystal was used. 

The diffraction pattern showed twinning. Using Cell_now, two orientation matrices were 

determined. The data were integrated using the two matrices in SAINT. SAINT determined 

the transformation between the two cells to be -1 0 -1 0 -1 0 0 0 1. TWINABS was used to 

produce a merged HKLF4 file, for structure solution and initial refinement, and HKLF5 file 

for final structure refinement. The HKLF5 file contained the merged reflections first 

component and those that overlapped with this component, which were split into 2 

reflections. TWINABS indicated the twin faction to be 50:50. The structure was solved using 

the HKLF4 file, however the best refinement was given by the HKLF4 file. All non-hydrogen 

atoms were refined anisotropically. Hydrogen atoms were placed geometrically, then 

constrained and refined using a riding model. One FLAT comment was used to keep F1' in 

the plane with is phenyl ring. Once the modelling of the framework was complete attempts 

were made to locate the solvent molecules (DMA) and water. However, no meaningful 

molecules could be found in the difference map, so SQUEEZE was used. SQUEEZE 

reported Solvent Accessible Volume of 6290 Å3 and Electrons Found in S.A.V. to be 1245. 
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As there is a mixture of solvents used, it was not possible to approximate the amount of 

solvent, and no solvent was included in the chemical formula. 

Table 3. Single crystal data for LMOF-305 at 100 K 

 

aR1 = ∑│Fo- Fc│/ ∑│Fo│ 
                                                         bwR2 = ∑[w(Fo

2- Fc
2 )2] / w(Fo

2)2]1/2 

Steady-state photoluminescence emission and excitation spectra were collected in the 

solid state using a Varian Cary Eclipse spectrophotometer at room temperature. Diffuse 

reflectance data were collected at room temperature using a Shimadzu UV-3600 

spectrophotometer. Internal quantum yield was measured at room temperature for all samples 

with a Hamamatsu C9220-03 spectrophotometer, using a 150 W Xenon monochromatic light 

source and integrating sphere.  

DFT calculations were performed on Gaussian 09, using the B3LYP3 hybrid 

functional and DGDZVP basis set.74-79 The geometries of all ligand molecules were optimized, 

Compound Zn2(tcbpe)0.8(tcbpe-F)0.2·xDMA (LMOF-305) 

Formula C54H31.02O8F0.8Zn2 

M 953.93 

Crystal system Monoclinic 

Space group C 2/c 

a/Å 37.1066(17) 

b/Å 31.733(15) 

c/Å 11.8903(6) 

α/o 90 

β/o 99.208(2) 

γ/o 90 

V, Å3 13533.1(11) 

Z 8 

Temperature (K) 100 

λ(radiation wavelength) Å 0.7749 

D,  g/cm3 0.936 

Reflections collected 12941 

R1a [I > 2σ(I)] 0.0807 

wR2b [I > 2σ(I)] 0.2512 

Goodness-of-fit 1.24 

CCDC No. 1946919 
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with a frequency calculation performed after geometry optimization to confirm that the 

calculations resulted in a true minimum. 

4.3 Results & Discussion 

4.3.1 Structure and Luminescence mechanism of LMOF-231 

LMOF-231 or Zn2(tcbpe) is composed of a zinc-carboxylate chain forming an infinite 

secondary building unit running in the c direction, with each tcbpe4- ligand linking four of these 

chains linked together. The Zn2+ ions display a distorted tetrahedral geometry, with each ion 

bound to oxygen from four different ligand molecules, and the ligand molecules organized 

into close-packed columns running in the c direction (fig. 19).  

Within each ligand, the dihedral angles of the four phenyl rings connected to the 

ligand’s central ethenyl moiety vary. Two phenyl rings bonded to one of the ethenyl carbons 

having dihedral angles of 42.2° relative to the central ethene, while the two phenyl rings 

bonded to the other ethenyl carbon have dihedral angles of 58.7° (fig. 19). Each ligand is 

symmetrically related to its neighbors above and below it in the column through an inversion 

center; this results in the neighboring phenyl rings on different ligands being arranged in an 

edge-face-edge fashion, with close H-H interactions (atom-atom distances of approximately 

2.4 Å) preventing significant rotation of the phenyl rings in the structure (fig. 19). Additionally, 

DFT calculations indicated that the lowest energy configuration of a single ligand molecule 

has ethene-phenyl dihedral angles of 49.4°. The observed displacement from that value 

supports the identification of rigidifying H-H interactions. 

The average layer spacing between ligands within these stacks, determined by 

simplifying the tcbpe ligand into a 2D rectangular surface with its corners defined by the four 

carboxylate carbons and measuring the distance separating these surfaces, is 5.4 Å. And since 

the ligands are arranged in a tilted fashion, the closest centroid-centroid distance between 
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phenyl rings in neighboring ligands is 5.93 Å, which is distant enough to prevent significant 

pi-pi interactions that could lead to quenching.80 

 

Figure 19. a) A single tcbpe molecule coordinated to eight Zn2+ ions, with the pink-colored phenyl 
rings having a dihedral angle of 42.2° with respect to the central ethene, and the blue colored phenyl 
rings having dihedral angles of 58.7° with respect to the centra l ethene. b) A segment of LMOF-
231’s infinite secondary building unit, which runs parallel to the c axis. c) A section of LMOF-231 
viewed along the b axis, showing a single column of tcbpe ligands linking four zinc-carboxylate 
chains parallel to the c axis. Pink-colored phenyl rings indicate an ethene-phenyl dihedral angle of 
42.2°, while blue-colored phenyl rings indicate an ethene-phenyl dihedral angle of 58.7°. d) The 
complete structure of LMOF-231 viewed along the c axis. e) The structure of LMOF-231 viewed 
along the b axis using a space-filling model to illustrate the tight packing of the ligand molecules. f) 
The central tetraphenylethene cores from three neighboring tcbpe ligands within a column, 
illustrating the edge-face-edge arrangement, with green lines showing close H-H interactions. Pink-
colored phenyl rings indicate an ethene-phenyl dihedral angle of 42.2°, while blue-colored phenyl 
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rings indicate an ethene-phenyl dihedral angle of 58.7°. Hydrogen have been omitted from figures 
19a, 19c, and 19d for clarity (Zn = blue, O = red, C = grey, H = white). 

LMOF-231 emits yellow light at 550 nm under both blue and UV excitation, with an 

internal quantum yield of 96% under 420 nm excitation and a quantum yield of 76% under 

455 nm excitation.62 Given the scale of Stokes shift, it is apparent that the absorbance of both 

455 nm and 420 nm photons excites an electron from the ground state to a higher energy state 

than the state involved in emission, after which the electron rapidly relaxes to the emissive 

state. As the emission energy (fig. 20) is independent of the excitation wavelength, it is likely 

that electrons excited by both 420 nm and 455 nm relax to the same state before emitting (fig. 

21).  

 

Figure 20. Emission spectra from LMOF-231 under 365 nm (black) and 455 nm (red) emission. 

The only clear difference between excitation at 420 nm and excitation at 455 nm is the 

energy level of the orbital containing the excited electron immediately after absorbance of the 
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photon, which is higher for the 420 nm photon. However, fact that absorbance of the 420 nm 

photon resulted in emission with a higher quantum yield suggests that the “higher energy 

pathway” through which it decays is more efficient than the “lower energy pathway” available 

to the 455 nm photon (Figure 21).  

There are slight differences between the photoluminescent lifetimes of LMOF-231 

under 380 nm (UV) and 440 nm (blue) excitation, supporting the existence of these two 

pathways (table 4). In both cases, the average amplitude weighted lifetime for LMOF-231 is 

approximately 4 ns—4.14 ns under UV excitation and 3.81 ns under blue excitation—with the 

total decay being the sum of two processes (τ1 and τ2). However, under UV excitation, the 

faster τ1 process is more significant, while the slower τ2 dominates under blue excitation. 

Additionally, both τ1 and τ2 are approximately 1 ns slower under UV excitation than under 

blue excitation. 

Table 4. Room temperature excited state lifetime data for LMOF-231, LMOF-305, and the 
two ligands under 440 nm excitation. 

Excitation Average amplitude weighted τ τ1 (ns) τ2 (ns) 

UV 4.14 ns 3.02 (56.3%) 5.59 (43.7%) 

Blue 3.81 ns 1.98 (35.6%) 4.80 (64.4%) 

 

This suggests that the quantum yield of LMOF-231 under 455 nm excitation could 

potentially be improved by altering the material’s electronic structure such that absorbance of 

a 455 nm photon activates the “higher energy pathway”, mimicking absorbance of a 420 nm 

photon. One possible way to accomplish this is through an adapted bandgap modulation 

approach,47 in which a functionalized tcbpe ligand with an offset HOMO-LUMO energy gap 

relative to the non-functionalized ligand is introduced into the LMOF as a secondary ligand 

to create a new dual-ligand MOF. This could achieve the desired change in one of two ways. 

If the ligand with higher-lying HOMO-LUMO energy levels is excited by a 455 nm photon, 
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that excited electron could be transferred to the ligand with the lower-lying HOMO-LUMO 

energy levels at a higher energy state than was possible in the original absorbing ligand (fig. 

21c). Alternatively, absorbance of a photon may directly excite an electron between the 

primary and secondary ligands, with the offset HOMO-LUMO gaps of the two permitting the 

455 nm photon to directly excite the electron into the “higher energy pathway” (fig. 21d). 

Experimentally, these two mechanisms can be distinguished by their optical bandgaps; for the 

first mechanism, the optical bandgap will be identical to native LMOF-231, while in the second 

mechanism, a decreased optical bandgap would be observed for the dual-ligand MOF. 

 

Figure 21. (a) Schematic illustrating a possible fluorescence mechanism for the more efficient “higher-
energy pathway” in LMOF-231 following absorbance of a 420 nm photon. (b) Schematic illustrating a 
possible fluorescence mechanism for the less efficient “lower-energy pathway” in LMOF-231 
following absorbance of a 455 nm photon. (c) Schematic demonstrating a possible fluorescence 
mechanism in a dual-ligand MOF composed of both tcbpe and a functionalized tcbpe with an offset 
HOMO-LUMO, in which absorbance on a 455 nm photon on one ligand is followed by electron 
transfer to a neighboring functionalized tcbpe ligand with lower-lying HOMO/LUMO energy levels. 
(d) Schematic demonstrating a possible fluorescence mechanism in a dual-ligand MOF composed of 
both tcbpe and a functionalized tcbpe with an offset HOMO-LUMO, in which absorbance on a 455 
nm photon results in direct excitation from the non-functionalized ligand to the functionalized ligand, 
injecting an excited electron directly in to the “higher-energy pathway”. 

However, for bandgap modulation with a functionalized tcbpe as a secondary ligand 

to be effective, the luminescence process in the modulated LMOF must involve electron or 

energy transfer between the primary and secondary ligands. Given the close spacing between 
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neighboring tcbpe ligands within LMOF-231 and the electron-rich aromatic core of the ligand, 

it was hypothesized that the luminescence process may involve interactions between 

neighboring ligands. This suggests that bandgap modulation would be an effective strategy, as 

long as the functionalized tcbpe ligand replace some of the non-functionalized tcbpe ligands 

without disturbing the overall framework structure. 

4.3.2 Development of Secondary Ligand 

Density Functional Theory (DFT) calculations were used as a screening method to 

identify the functionalized tcbpe-analogue with the appropriate electronic structure, and the 

version of tcbpe fluorinated at the ortho position relative to the carboxylate was found to meet 

the design requirements. Calculations indicated that this ligand, 1,1,2,2-tetrakis(4-(3-fluoro-4-

carboxy-phenyl)phenyl)ethane or H4tcbpe-F, possessed HOMO and LUMO energy levels that 

are approximately 0.23 and 0.22 eV lower than those of H4tcbpe, respectively. This is ideal, as 

the offset energy levels in combination with a multi-ligand excitation process should allow the 

ligand to function as a bandgap modulator for excitation, while the nearly identical HOMO-

LUMO energy gap should limit changes to the emission wavelength. 

Following synthesis, spectroscopic study indicated that the electronic properties of the 

fluorine-functionalized ligand were consistent with the relevant calculations. Diffuse 

reflectance data indicated that the two ligands had nearly identical optical bandgaps, and their 

excitation and emission spectra were nearly identical as well (Figure 22). 
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Figure 22. Absorbance-analogue Kubelka-Munk function for H4tcbpe and H4tcbpe-F. b) Excitation 
(dotted line) spectra for H4tcbpe and H4tcbpe-F at 550 nm emission, and emission spectra (solid line) 
for H4tcbpe and H4tcbpe-F under 455 nm excitation. 

4.3.3 Structure of LMOF-305 

The multivariate LMOF-305 or Zn2(tcbpe)0.8(tcbpe-F)0.2 was synthesized 

solvothermally with a 1:1 molar ratio for H4tcbpe and H4tcbpe-F. The resulting single crystals 

grew up to 2 mm long, in bloom-like bunches of rectangular crystals. Both PXRD and single 

crystal analysis confirmed that inclusion of the tcbpe-F ligand did not alter the crystal structure 

or phase of the LMOF, and fragments of multiple crystals were analyzed using SEM-EDS to 

ensure that the distribution of tcbpe-F within the LMOF was homogenous (fig. 23). The 

elemental analysis data confirmed that, although the synthetic ratio between H4tcbpe and 

H4tcbpe-F being 50:50, the resulting LMOF-305 crystal was composed of approximately 80% 

H4tcbpe and 20% H4tcbpe-F. This was consistent with the single crystal data, which yielded a 

20% occupancy of F atoms at the relevant crystallographic site.  

Despite the relatively low loading of the fluorinated ligand into the LMOF, the 

replacement of 20% of the tcbpe ligands with tcbpe-F leads to a structure in which 

approximately 50% of the remaining non-functionalized tcbpe ligands have one neighboring 

tcbpe-F ligand either above or below within the c-oriented ligand stacks. This assumes that 

two tcbpe-F ligands rarely neighbor each other, which is reasonable given the low 
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functionalized ligand loading level and the fact that attempts to further increase the percentage 

of H4tcbpe-F within the structure were not successful, which is likely due to steric crowding 

around the zinc-carboxylate chain in the presence of multiple fluorinated ligands. This is 

consistent with the thermal stability of LMOF-305 as measured by TGA, which was slightly 

reduced relative to LMOF-231 and would be expected in the event that the inclusion of the 

fluorine increased steric strain near the zinc-carboxylate PBU (fig. 23). TG analysis also 

indicated that less solvent was present within the LMOF pore, which is consistent with the 

presence of fluorine slightly decreasing the available space (fig. 23). 
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Figure 23. PXRD patterns of LMOF-231 and LMOF-305 overlaid with the simulated PXRD pattern 
(top), SEM-EDS images of fragments from three different LMOF-305 crystals, mounted on graphite 
tape, showing the distribution of C, Zn, N, O, and F atoms within the samples (middle), and 
thermogravimetric decomposition curve for LMOF-231 and LMOF-305 (bottom). 

4.3.4. Optical Properties of LMOF-305 

Following the successful inclusion of H4tcbpe-F into the Zn2(tcbpe) framework at 

20% occupancy to give LMOF-305, the material’s optical bandgap decreased by approximately 

0.3 eV based on diffuse reflectance measurement, and the absorption intensity at 455 nm 

increased significantly (fig. 24a). The excitation spectrum similarly redshifted to increase 
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coverage at 455 nm, while changes to the emission spectrum were minor, as desired (fig. 24b). 

Most importantly, the quantum yield of LMOF 305 under 455 nm excitation increased to 88%, 

a 12% increase over that of LMOF-231 (76%) under the same excitation energy. 

 

Figure 24. (a) UV-Vis absorbance analogue Kubelka-Munk function derived from diffuse reflectance 
for LMOF-231 (red) and LMOF-305 (blue). (b) Excitation (dotted) and emission (solid) spectra for 
LMOF-231 (red), LMOF-305 (blue), and the commercial phosphor YAG:Ce (black). Excitation 
spectra were monitored at 550 nm emission, and emission spectra were collected under 455 nm 
excitation. 

To probe any differences in emission mechanism, temperature dependent excitation 

lifetime data were collected for the bulk ligands H4tcbpe and H4tcbpe-F, as well as LMOF-231 

and LMOF-305, from 77 K to 295 K under 440 nm excitation. Lifetime data and decay curves 

are given below, in tables 5-8 and figures 25-28. 
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Figure 25. Luminescence decay profiles for H4tcbpe at various temperatures under 380 (left) and 
440 nm (right) excitation. 

 

 

Table 5. Excited state lifetime data for H4tcbpe under 440 nm excitation at various 
temperatures. 

 380 nm excitation 440 nm excitation 

Temp 
Avg. amp. 

weighted τ 
τ1 (ns) τ2 (ns) 

Avg. amp. 

weighted τ 
τ1 (ns) τ2 (ns) 

77 K 3.40 2.38 (57.3%) 4.76 (42.7%) 3.29 ns 2.56 (69.0%) 4.91 (31.0%) 

150 K 3.54 2.51 (58.0%) 4.97 (42.0%) 3.21 ns 2.23 (55.9%) 4.47 (44.1%) 

200 K 3.65 2.45 (51.8%) 4.95 (48.2%) 3.30 ns 2.25 (54.1%) 4.54 (45.9%) 

273 K 3.63 2.31 (48.8%) 4.90 (51.2%) 3.43 ns 2.08 (42.7%) 4.43 (57.3%) 

295 K 3.67 2.30 (48.7%) 4.98 (51.3%) 3.44 ns 2.11 (44.2%) 4.49 (55.8%) 
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Figure 26.  Luminescence decay profiles for H4tcbpe-F at various temperatures under 380 nm (left) 
and 440 nm (right) excitation. 

 

 

Table 6. Excited state lifetime data for H4tcbpe-F under 440 nm excitation at various 
temperatures. 

 380 nm excitation 440 nm excitation 

Temp 
Avg. amp. 

 weighted τ 
τ1 (ns) τ2 (ns) 

Avg. amp. 

 weighted τ 
τ1 (ns) τ2 (ns) 

77 K 3.61 2.30 (47.0%) 4.78 (53.0%) 3.52 ns 2.73 (66.5%) 5.08 (33.5%) 

150 K 3.63 2.65 (60.3%) 5.12 (39.7%) 3.55 ns 2.38 (49.0%) 4.68 (51.0%) 

200 K 3.86 2.97 (69.6%) 5.89 (30.4%) 3.60 ns 2.38 (47.7%) 4.71 (52.3%) 

273 K 3.67 2.49 (55.2%) 5.16 (44.8%) 3.58 ns 2.10 (41.7%) 4.63 (58.3%) 

295 K 3.80 2.58 (58.0%) 5.48 (42.0%) 3.57 ns 2.34 (50.5%) 4.83 (49.5%) 
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Figure 27. Luminescence decay profiles for LMOF-231 at various temperatures under 380 nm (left) 
and 440 nm (right) excitation. 

 

 

Table 7. Excited state lifetime data for LMOF-231 under 380 and 440 nm excitation at 
various temperatures. 

 380 nm excitation 440 nm excitation 

Temp 
Avg. amp. 

weighted τ 
τ1 (ns) τ2 (ns) 

Avg. amp. 

weighted τ 
τ1 (ns) τ2 (ns) 

77 K 3.64 ns 3.07 (82.0%) 6.23 (18.0%) 3.85 ns 3.13 (69.1%) 5.47 (30.9%) 

150 K 3.73 ns 3.04 (76.7%) 6.00 (23.3%) 3.90 ns 2.82 (47.0%) 4.87 (53.0%) 

200 K 3.82 ns 3.36 (89.2%) 7.63 (10.8%) 3.24 ns 1.38 (43.5%) 4.67 (56.5%) 

273 K 4.07 ns 3.22(69.2%) 6.00 (30.8%) 3.81 ns 2.10 (36.3%) 4.79 (63.7%) 

295 K 4.14 ns 3.02 (56.3%) 5.59 (43.7%) 3.80 ns 1.98 (35.6%) 4.80 (64.4%) 
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Figure 28. Luminescence decay profiles for LMOF-305 at various temperatures under 380 nm (left) 
and 440 nm (right) excitation. 

 

 

Table 8.  Excited state lifetime data for LMOF-305 under 380 nm and 440 nm excitation at 
various temperatures. 

 380 nm excitation 440 nm excitation 

Temp 
Avg. amp. 

weighted τ 
τ1 (ns) τ2 (ns) 

Avg. amp. 

weighted τ 
τ1 (ns) τ2 (ns) 

77 K 3.92 3.39 (84.2%) 6.74 (15.8%) 3.96 ns 3.44 (85.5%) 7.05 (14.5%) 

150 K 3.78 2.92 (65.2%) 5.38 (34.8%) 3.97 ns 2.66 (47.8%) 5.16 (52.2%) 

200 K 3.92 3.12 (74.3%) 6.23 (25.7%) 3.97 ns 3.15 (69.9%) 5.86 (30.1%) 

273 K 4.09 3.41(78.6%) 6.61 (21.4%) 3.98 ns 3.00 (66.2%) 5.91 (33.8%) 

295 K 3.99 2.87 (64.6%) 6.04 (35.4%) 4.05 ns 3.05 (66.2%) 6.00 (33.8%) 

 

At room temperature, both LMOF samples possessed similar average amplitude 

weighted lifetimes of approximately 4 ns (3.81 ns for LMOF-231 and 3.98 ns for LMOF-305) 

at 273 K, with the total decay being the sum of two processes (τ1 and τ2). LMOF-305 showed 

longer lifetimes for τ1 and τ2, with τ1 (3.05 ns) being 54 % longer than that of LMOF-231 

(1.98 ns) and τ2 (6.00 ns) being 25 % longer than that of LMOF-231 (4.80 ns). Despite this, 
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the average amplitude-weighted lifetimes were very similar because the longer τ2 lifetime was 

dominant in LMOF-231, while the shorter τ1 lifetime was dominant in LMOF-305.  

Importantly, the lifetime behavior displayed by LMOF-305 under 440 nm excitation 

is identical to the previously-discussed lifetime behavior of LMOF-231 under 380 nm 

excitation. This is strong evidence that inclusion of the fluorinated ligand helped push 

emission towards the more efficient “higher-energy pathway”. It should also be noted that the 

lifetime of LMOF-305 is independent of excitation wavelength, which further indicates that 

the luminescence mechanism for the material is identical for both blue and UV photons, unlike 

LMOF-231.  

Furthermore, the same trend can be observed when comparing the lifetime of H4tcbpe 

and H4tcbpe-F; both the τ1 and τ2 processes are slower at room temperature in H4tcbpe-F, 

but the relatively faster τ1 process plays a larger role in the fluorinated ligand. This suggests 

that the H4tcbpe-F ligand plays a relatively large role in the emission from LMOF-305, despite 

the fact that it is present at a much lower concentration than H4tcbpe, and is convincing 

evidence that excitation energy moves to the H4tcbpe-F ligand before emission. furthermore, 

the fact that LMOF-305 has both a higher quantum yield than LMOF-231 and slower excited 

state decay processes indicates that the inclusion of H4tcbpe-F within LMOF-231 weakens 

nonradiative excited state recombination. 

 

4.4 Conclusions 

In order to develop LMOF-based phosphor materials capable of competing with the 

commercial yellow phosphor YAG:Ce for applications in PC-WLEDs, it is necessary to be 

able to develop a yellow-emitting LMOF with quantum yield comparable to YAG:Ce under 

blue (455 nm) excitation. We have previously developed LMOF-231, based on the 
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chromophoric ligand H4tcbpe. With a quantum yield of 76% (ex = 455 nm), it became the 

highest performing yellow phosphor among all LMOFs reported to date. However, further 

improvement was necessary to increase the material’s competitiveness. To address this, 

spectroscopic measurements were used to assess the potential excitation mechanisms at work 

within the LMOF, and DFT calculations were performed to help design a ligand that could 

be doped into the LMOF-231 structure and function as a bandgap modulator. The ligand 

H4tcbpe-F was synthesized, and spectroscopic studies indicated that it possessed the qualities 

predicted by DFT calculations; namely, reduced HOMO and LUMO energies and a largely 

unchanged HOMO-LUMO energy gap. H4tcbpe-F was successfully doped into LMOF-231 

at 20% occupancy, and the resulting LMOF-305 showed increased blue light absorption and 

a significantly higher quantum yield of 88.2% under blue excitation. This material is the 

strongest blue-excitable yellow-emitting LMOF phosphor yet reported, and serves as an 

example of how understanding luminescence mechanisms within LMOFs can guide the 

rational design of materials with higher performance. 

  



64 
 

 
 

Chapter 5: Improving LMOF QY via Guest-Mediated 

Rigidification 

5.1 Introduction 

It is extremely important for LMOF applications for it to have strong emission 

properties, so a significant amount of research has been focused on producing LMOFs with 

exceptional quantum yields;66, 81-85 however, it can be challenging to develop an LMOF that 

possesses both the chemical stability and emission profile required by a given application and 

a high quantum yield. As shown previously, introducing bandgap modulating ligands can be 

an effective method for accomplishing this. However, as that strategy requires specific 

circumstances, it is important to develop more general methods for improving quantum yields.  

In LMOFs, quantum yields can often be depressed by framework flexibility.86-87 Upon 

excitation, vibrational and rotational modes are often available to return the excited electron 

to the ground state in a non-radiative fashion. This can be addressed using rigidification 

strategies first developed for improving quantum yield in flexible organic chromophore 

molecules; for example, ligand design can be altered to increase rigidity.88-90 However, solutions 

like this typically place a design limit on the types of LMOFs which can be used in applications 

requiring strong photoluminescence. In situations where these strategies cannot work, it is 

necessary to develop post-synthetic methods for rigidifying the frameworks. One way that this 

can be accomplished is through “guest-packing”, in which loading the porous LMOF with a 

guest molecule serves to prevent certain vibrational or rotational modes from being available. 

This chapter reports the synthesis and structure of [Zn2(tcbpe)(bpy) or LMOF-263; 

H4tcbpe = 1,1,2,2-tetrakis(4-(4-carboxy-phenyl)phenyl)ethene, bpy = 4,4’-bipyridine] and its 

framework rigidification by a post-synthesis guest-packing approach. For comparison 
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purpose, a previously-discussed isoreticular LMOF, [Zn2(tcbpe-F)(bpy) or LMOF-301; 

H4tcbpe-F = 1,1,2,2-tetrakis(4-(4-carboxy-3-fluoro-phenyl)phenyl)ethene] is also included in 

the study.67 The two LMOFs possess nearly identical ligands, with the only difference being 

the replacement of one of the hydrogen vicinal to the carboxylate group with fluorine; both 

structures have formulas of Zn2(tcbpe-R)(bpy), with R = H in LMOF-263 and F in LMOF-

301. This difference permits rotation of a pyridyl moiety in a neighbouring bpy ligand in 

LMOF-236, while the rotation is sterically prevented in LMOF-301. These two LMOFs serve 

as an ideal model system for testing a guest-packing rigidification effect. Guest molecules with 

various functional groups and of various shapes and sizes are loaded into these two LMOFs, 

and it is determined that quantum yield is significantly improved in the rotation-allowed 

LMOF-236 upon loading with n-pentane, as the solvent rigidifies the framework by inducing 

a framework shift that brings the rotating bpy moiety into contact with the neighbouring 

framework. 

5.2 Materials and Methods 

The ligands H4tcbpe and H4tcbpe-F were synthesized according to previously 

published reports.66-67 All solvents, reagents, and catalysts used in the synthesis of these two 

ligands were purchased from Sigma Aldrich and used without further purification. The ligand 

bpy, Zn(NO3)2·6H2O, Zn(ClO4)2·6H2O dimethylacetamide (DMA), and HBF4 used in the 

synthesis of the LMOFs 236 and 301, as well as all solvents used in the solvent exchange/guest 

packing experiment, were also purchased from Sigma Aldrich and used without further 

purification. 

To synthesize LMOF-236, 0.050 mmol Zn2(NO3)2·6H2O was added to 0.025 mmol 

H4tcbpe and 0.050 mmol bpy in a glass vial. 4 mL DMA was added, followed by 2 drops of 

HBF4, and the solution was sonicated until clear. The vial was sealed and placed in a 100 °C 
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oven for 72 hours, after which the crystals were recovered via filtration. LMOF-301 was 

synthesized using the reported method.67 

Solvent exchange was achieved by immersing the LMOF samples in 20 mL of the 

exchange solvent, and replacing the solvent five times over the course of 10 hours. Solvent 

was exchanged with a pipet, and without filtering. The samples were then left immersed in the 

exchange solvent for at least another 24 hours, and stored in the exchange solvent until 

analysis. Outgassed samples of LMOF-236 and LMOF-301 were prepared by placing the 

pentane-exchanged samples in a vacuum oven at 40 °C overnight. 

Single crystal diffraction data for LMOF-236 were collected at 100 K on a Bruker 

APEXII CCD diffractometer using the synchrotron source (λ = 0.7749 Å) at the Advanced 

Light Source 11.3.1 Chemical Crystallography beamline, Berkeley National Lab. All non-

hydrogen atoms were refined anisotropically. Hydrogen atoms were placed geometrically, 

constrained, and refined with a riding model. The unresolvable electron density from the 

framework’s void space was removed by SQUEEZE (Table 9). 

All powder X-ray diffraction (PXRD) data was collected on a Rigaku Ultima IV 

diffractometer with a wavelength of 1.5406 Å, scanning from 3° to 35° 2θ at a rate of 2° 

2θ/min and with and a step size of 0.2° 2θ. All thermogravimetric analysis data was collected 

using a TA Instruments Q5000 TGA. Samples were loaded into a Pt pan and heated under a 

constant dry N2 flow of 20 mL/min. The temperature was gradually increased from ambient 

to 600 °C at a constant rate of 10 °C/min.  

All photoluminescence emission and excitation spectra were collected in the solid state 

using a Varian Cary Eclipse spectrophotometer at room temperature.  Internal quantum yield 

was measured in the solid state at room temperature for all samples, using a Hamamatsu 
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Quantarus-QY spectrophotometer with a 150 W Xenon monochromatic light source and 

integrating sphere.  

Density functional theory (DFT) calculations were performed using Gaussian 09, with 

the B3LYP3 hybrid functional and 6-311++(3df,3pd) basis set.74-75, 77-78, 91 The geometries of 

bpy, H4tcbpe, and H4tcbpe-F were optimized, and a frequency calculation was performed after 

the geometry optimization to confirm that all calculations resulted in a true minimum. 

Table 9. Single crystal data of LMOF-236 

Compound LMOF-263 

Formula C64H40N2O8Zn2 

M 1002.07 
Crystal system Triclinic 
Space group P -1 
a/Å 13.9511(6) 
b/Å 16.5329(7) 
c/Å 20.1599(9) 
α/o 89.937(3) 
β/o 82.221(2) 
γ/o 88.827(2) 
V, Å3 4606.16(35) 
Z 2 
Temperature (K) 100 
λ(radiation wavelength) Å 0.7749 
D,  g/cm3 0.722459 
Reflections collected 39877 
R1a [I > 2σ(I)] 0.0607 

wR2b [I > 2σ(I)] 0.1779 

Goodness-of-fit 0.983 
CCDC No. 1947629 

a R1= ∑│Fo- Fc│/ ∑│Fo│ 

b wR2= ∑[w(Fo
2- Fc

2 )2] / w(Fo
2)2]1/2 
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5.3 Results and Discussion 

5.3.1 LMOF-236 and LMOF-301 Structure 

LMOF-236 is triclinic and crystallizes in the space group P-1. It is composed of 2D 

layers of the tcbpe ligand, with each ligand linked to four more through classic zinc-

paddlewheel SBUs to form a sheet in the bc plane. The pillaring bpy ligand links these sheets 

into a three dimensional framework by bonding to the axial SBU position in neighbouring 

layers. Two of these frameworks interpenetrate to give the complete structure (fig. 29). 

LMOF-301 is nearly identical to LMOF-236, with the primary difference being the presence 

of a fluorine atom on the ligand carbon vicinal to the carboxylate group instead of a hydrogen 

atom. 
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Figure 29. (a) Structures of the ligands H4tcbpe, bpy, and H4tcbpe-F (b) 2D sheet of tcbpe ligands in 
the bc plane linked by zinc paddlewheel SBUs, showing pillaring bpy ligands extending above and 
below the sheet. (c) Single 3D net of LMOF-236. (d) Schematic of two interpenetrated nets (red and 
blue), giving the final structure of LMOF-236. 

In the structure of LMOF-236, one of the two pyridyl rings in the ligand bpy has a 

large degree of rotational freedom (fig. 30). At its closest, the H-H distance between this 

(

a) 

(

a) 
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pyridine group’s hydrogen and the closest atom on the neighbouring framework—a hydrogen 

located on the tcbpe ligand—is 3.8 Å measuring from nucleus to nucleus, which is sufficient 

to permit free rotation of the pyridine moiety. In fact, the only significant steric interaction is 

the H-H interaction between pyridyl rings within the same bpy ligand. However, given the 

exceptionally low thermal barrier to rotation in non-substituted biphenyls at room 

temperature,92 it is reasonable to consider this interaction trivial.  

The same is not true for LMOF-301, in which the presence of fluorine on the tcbpe-

F ligand plays a major role in preventing free rotation of the bpy pyridyl ring (fig. 30). In 

LMOF-301, the distance between the pyridyl hydrogen and fluorine on the neighbouring 

framework is just 2.54 Å, suggesting the formation of a weak H-F interaction,93 and preventing 

rotation of the pyridyl ring, as continued rotating would further decrease the H-F distance. 

This is consistent with the single crystal data for LMOFs 236 and 301, as the pyridyl ring in 

the structure of LMOF-301 shows no disorder, while the same pyridyl ring in LMOF-236 

shows significant rotational disorder, even when cooled to 100 K. 

 

 

Figure 30. (a) Fragment of LMOF-236 showing the interaction between the two frameworks (red and 
blue) around a highlighted pyridyl moiety (pink) with significant rotational freedom. The dotted green 
line shows the closest interaction between the highlighted pyridine and the neighbouring framework 
(3.8 Å), while the dotted orange lines indicate the closest intramolecular interaction of the bpy via the 
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two H atoms located at the two pyridyl rings (red and pink) of the same framework. (b) Isolated view 
of the H—H interaction between the highlighted pyridine (pink) and the neighbouring framework. (c) 
Isolated view of the intramolecular H—H interaction between the two pyridyl groups of bpy (pink and 
red) within the same framework. (d) Fragment of LMOF-301 showing the interaction between the two 
frameworks (red and blue) around a highlighted pyridyl moiety (pink), with the H-F interaction (2.54 
Å) shown as a bond between the fluorine atom (green) and the pyridyl hydrogen on the neighbouring 
framework. All distances given are measured between atom centers. 

5.3.2 Guest-mediated rigidification 

The luminescence properties of the chromophoric ligands in LMOF-236 (tcbpe) and 

LMOF-301 (tcbpe-F) are very similar,38 as both ligands have nearly identical HOMO-LUMO 

energy gaps. And although a second ligand (bpy) is present within the structure, it is expected 

to have minimal effect on the excitation and emission transitions, as DFT calculations 

indicated that bpy’s LUMO is located significantly higher than that of H4tcbpe and H4tcbpe-

F, while its HOMO is lower than those of the chromophore ligands (table 10).  

Table 10. Calculated LUMO and HOMO energy levels for the ligands bpy, H4tcbpe, and 
H4tcbpe-F. 

Ligand LUMO HOMO 

bpy -2.02 eV -7.39 eV 

H4tcbpe -2.46 eV -5.87 eV 

H4tcbpe-F -2.68 eV -6.10 eV 

 

Both LMOF-263 and LMOF-301 emit at approximately 520 nm when excited by 455 

nm light (fig. 31). For LMOF-301, the quantum yield is fairly consistent regardless of the 

solvation state of the LMOF, dropping from 50.9% in the as-made state (DMA-solvated) to 

45.1% upon solvent removal under 455 nm excitation (table 11). This performance is 

consistent with ligand-centered emission from the free chromophoric ligand H4tcbpe-F, 

which has a quantum yield of 46.5% under the same excitation conditions (table 12).25 For 

LMOF-263, the quantum yield shows a much stronger dependence on the presence of guest 

molecules within the pore, with the as-made (DMA-solvated) sample’s quantum yield under 
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455 nm excitation of 42.5% dropping to just 12.2% upon removal of the solvent (table 8). 

Both of these values are significantly lower than the  free H4tcbpe ligand’s quantum yield of 

62.3% under the same excitation conditions (table 12).66 

In both cases, the trends in luminescent efficiency are consistent with our 

understanding of the LMOFs’ structures. In the case of LMOF-301, strong interaction 

between the fluorine located on the chromophore ligand and the hydrogen located on the bpy 

ligand serves to rigidify the structure in the absence of pore solvent, which helps to maintain 

the activated structure’s quantum yield.  In the case of LMOF-236, the ability of the bpy pyridyl 

ring to freely rotate in the absence of pore solvent induces a significant drop in the activated 

structure’s quantum yield.  

In order to assess how effectively the rotation of the bpy pyridyl moiety could be 

suppressed, solvent exchange was performed on both LMOF-236 and LMOF-301 with a 

variety of solvents. Solvents were selected to represent a diverse group of functionalities, 

molecule size, and molecule shape. Following activation and solvent exchange, quantum yield 

measurements were taken, PXRD was used to confirm that the samples remained crystalline 

(fig. 32), and TGA decomposition curves were collected for selected samples to assess the 

degree of solvent exchange (fig. 33). The results are summarized in Table 11. 

Table 11. Quantum yields of samples of LMOF-236 and LMOF-301 following solvent 
exchange under 455 nm excitation 

Solvent QY (LMOF-236) QY (LMOF-301) 

Dimethylacetamide 42.5 % (as made) 50.9 % (as made) 

Outgassed 12.2 % 45.1 % 

Acetone Not stable Not tested 

Ethanol Not stable Not tested 

Isopropanol Not stable Not tested 

Glycerol Not stable Not tested 

Triethylamine Not stable Not tested 

Dichloromethane Not stable Not tested 
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Ethyl Acetate 27.3 % 49.3 % 

N-Pentane 59.3 % 48.5 % 

Cyclohexane 44.2 % 44.9 % 

Dodecane 43.7 % 41.6 % 

Benzene 32.5 % 28.2 % 

Toluene 21.7 % 16.7 % 
Durene 35.1 % 33.8 % 

 

Table 12. Ligand quantum yield data 

Ligand Internal quantum yield 

H4tcbpe 62.3% 

H4tcbpe-F 46.5 % 

 

 

Figure 31. Excitation (left) and emission (right) spectra of DMA-solvated LMOF-236 (blue), DMA-
solvated LMOF-301 (red), pentane-solvated LMOF-236 (green), and pentane-solvated LMOF-301 
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(gold). Excitation spectra were monitored at 520 nm emission, and emission spectra were collected 
under 455 nm excitation 
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Figure 32. (Top) Powder X-ray diffraction patterns for as-made LMOF-263 (dark green), benzene-
loaded LMOF-263 (dark blue), toluene-loaded LMOF-263 (gold), cyclohexane-loaded LMOF-263 
(light green), n-dodecane-loaded LMOF-263 (light blue), and ethyl acetate-loaded LMOF-263 (red). 
The simulated pattern for LMOF-263 is shown in black. (Bottom)   Powder X-ray diffraction patterns 
for as-made LMOF-301 (dark green), benzene-loaded LMOF-301 (dark blue), toluene-loaded LMOF-
301 (gold), cyclohexane-loaded LMOF-301 (light green), n-dodecane-loaded LMOF-301 (light blue), 
and ethyl acetate-loaded LMOF-301 (red). The simulated pattern for LMOF-301 is shown in black. 
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Figure 33. (Top) Thermogravimetric analysis data for LMOF-236 as made (black), outgassed (red), 
pentane-loaded (blue), cyclohexane-loaded (green), n-dodecane-loaded (yellow). (Bottom) 
Thermogravimetric analysis data for LMOF-301 as made (black), outgassed (red), pentane-loaded 
(blue), cyclohexane-loaded (green), n-dodecane-loaded (yellow). 

For LMOF-301, aliphatic solvents had little impact on the quantum yield, indicating 

that any electronic interactions between the solvent and the LMOF were limited, and that any 

changes in the general rigidity of the framework itself had no appreciable effect on the 

quantum yield. Aromatic solvents significantly decreased quantum yield, which may be due to 

an electronic interaction between the solvent molecules and the LMOF framework.67 For 

LMOF-263, quantum yield was significantly decreased upon activation where DMA solvent 

molecules were removed from the LMOF pores.  Upon solvent exchange, quantum yield was 

significantly increased for both aliphatic and aromatic species, indicating that the 

presence/inclusion of any solvent molecule was sufficient to restrict the rotation of the bpy 

pyridyl moiety at different extent. The quantum yields in the presence of aromatic solvents 

was in trend with those of LMOF-301, and it is possible that these solvents effectively 

deactivated the pyridyl rotation, but that the same electronic interaction observed in LMOF-

301 limited emission. The only solvent to significantly improve on the as-made quantum yield 

in LMOF-236 was n-pentane, which lifted the quantum yield to 59.3%.  

Comparing the PXRD patterns of the pentane-loaded LMOF-263 and LMOF-301 

with the activated and simulated patterns, it is apparent that framework flexibility allows both 

LMOFs to expand upon solvation with n-pentane (Fig. 34). In both pentane-loaded LMOFs, 

the 001 peak shifts to a lower angle, corresponding to an expansion along the c axis (20.01 Å) 

of 0.95 Å in LMOF-263 and 1.01 Å in LMOF-301, respectively. Simultaneously, the 010 peak 

shifts to a higher angle, corresponding to a contraction along the b axis (16.55 Å) of 0.83 Å 

for LMOF-263 and 0.87 Å for LMOF-301. This combination of expansion in the c direction 

and contraction in the b direction is consistent with a shifting in the relative positon of the two 
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interpenetrated frameworks, which has been previously observed in interpenetrated MOFs.94-

95 With the frameworks sliding in the negative b/positive c direction, it would bring LMOF-

263’s free-rotating pyridyl moiety from one framework nearly into contact with the tcbpe 

ligand in the other framework, as the nucleus-nucleus H—H distance would shrink to just 2.0 

Å, effectively rigidifying the ligands. 

 

Figure 34. (a) Simulated PXRD pattern of LMOF-263 (black), overlaid with the PXRDs of the 
activated LMOF-263 (blue), activated LMOF-301 (red), the pentane-loaded LMOF-263 (purple), and 
pentane-loaded LMOF-301LMOF-301 (gold). The first four peaks are indexed, and the peak changes 
observed in the pentane-loaded samples are marked with red circles. As LMOF-263 and LMOF-301 
are isoreticular with nearly identical unit cells, only the simulated pattern for LMOF-263 is shown. (b) 
A crystallographic shift that could be responsible for the expansion along the c axis and contraction 
along the b axis observed in the pentane-loaded samples. 

5.4 Conclusions 

Developing strategies for the post-synthetic rigidification of LMOFs provides another 

useful tool to fine-tune and enhance their luminescence. In this chapter, two isoreticular 

LMOFs having very similar structure but different framework rigidity are selected as ideal test 

materials to examine the solvent-packing effect to rigidification. LMOF-236 emission is 

severely weakened because of a freely-rotating pyridyl ring on the bpy ligand, while LMOF-

301 shows very limited flexibility-related emission quenching due to limited rotation of the 

same pyridyl ring as a result of strong inter-framework hydrogen-fluorine interaction. The 
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structural similarities were discussed, and the structural basis for their divergent behavior was 

elucidated. Solvents with various functional groups and of various shapes and sizes were 

loaded into the two LMOFs, and n-pentane was able to enhance the emission from LMOF-

236 by 40% with respect to the as-made sample and 386% with respect to the activated sample. 

Changes in the unit cells of their crystal structures demonstrate that n-pentane shifts the 

interpenetrated nets in both LMOF-263 and LMOF-301. In LMOF-263, this pushes the 

freely-rotating pyridyl ring from one net closer to the second net, restricting rotation and 

restoring emission intensity from the material, while in LMOF-301, the rotation of the pyridyl 

ring was already restricted, so the same shift does not result in noticeable changes in 

luminescent efficiency. 
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Chapter 6: Conclusions 

Metal-organic frameworks are crystalline, typically porous materials composed of rigid, 

multitopic organic ligands linking together metal ions or metal ion clusters. The properties of 

metal-organic frameworks are extremely diverse, and arise from the interactions between 

various MOF building blocks. Luminescent MOFs are especially interesting for applications 

in sensing and as phosphor materials, as they combine a large surface area, strong signal, and 

highly tunable chemistry with a crystalline nature that enables precise, atomistic understanding 

of the material. 

When designing an LMOF for sensing applications, strong luminescence is ideal to 

provide an easily detectable signal that can be modulated by the presence of the analyte. 

Ensuring a strong interaction between the sensor LMOF and the analyte is also important; 

specific functional groups within an LMOF can improve the specificity of LMOF-analyte 

interactions, but significant porosity and a high surface area are equally important. Finally, it 

is necessary to ensure that the electronic properties of the LMOF will allow its luminescent 

properties to change in a detectable fashion when exposed to the analyte in question. By 

combining porosity with the appropriate LUMO energy levels, the first LMOF optical sensor 

for mycotoxins was developed, with a LOD significantly lower than FDA requirements. 

Designing a phosphor material can be more challenging, as there are fewer specific 

design requirements, and LMOFs can have complex emission mechanisms. As such, using a 

chromophore-based approach is one of the more reliable options. Using this strategy, an 

organic chromophore—ideally with aggregation-induced-emission qualities—is selected and 

converted into a ligand molecule, which is in turn immobilized into an LMOF using either a 

d0 or d10 metal. Using a metal with either a completely filled or completely empty d orbital 

often prevents the metal from participating in luminescence, so the emissive properties of the 
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LMOF will be based on those of the chromophoric ligand. These can be more easily designed, 

especially using DFT calculations as a fast screening method to identify promising structures. 

Incorporation of the chromophore into the MOF will likely improve both thermal stability 

and quantum yield through rigidification. 

Additionally, if the photoluminescence behavior of the chromophoric ligand requires 

fine tuning, it is possible to include additional ligands within the LMOF to influence the 

material’s behavior. In the event of strong ligand-ligand charge transfer behavior, it is possible 

to alter the material’s band gap by doping in a functionalized version of the ligand with offset 

HOMO-LUMO energy levels. Polarized photoluminescence spectroscopy can assist in 

identifying when this would be the case, as well as identify if the LLCT behavior is stronger 

after the bandgap modulating ligand is installed. This strategy was used to rationally develop a 

blue-excitable yellow-emitting LMOF with the highest quantum yield yet reported. 

The structural diversity of metal-organic frameworks enables many approaches to 

similar issues. In cases where the quantum yield must be improved but changes cannot be 

made to the framework character, post-synthetic rigidification methods can often be 

successful. This can be accomplished because of MOF porosity. To demonstrate this, a pair 

of extremely similar isoreticular LMOFs were identified, in which only one exhibited strong 

non-radiative excitation decay as a result of framework flexibility. Solvent-packing was 

successfully used to fill the pore and stop the rotation that led to nonradiative decay, while 

having no significant effect on the control LMOF luminescence. 

The strategies reported here represent examples of how improving our understanding 

of LMOF luminescence mechanisms can enable rational LMOF design and significant 

advances in LMOF performance. My research has focused on developing this understanding 
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and rationally design optical sensors and phosphor materials in phosphor-converted white 

LED bulbs. 
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