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Abstract of Thesis

Iridium complexes have been widely studied for their photophysical properties. However, previous studies mostly focused
on mononuclear or dinuclear complexes with rigid platform, due to the generally accepted view that these type of complexes
have better emission quantum efficiency. This established consensus made the research on dinuclear iridium complexes
incorporating flexible linkers becoming scarce despite the potential for structural control that they have. Our research group
focuses on the study to develop functional organometallic materials with three-dimensional superstructures. In our previous
researches, we demonstrated the strength of flexible linkers in terms of structural tuning to achieve distinct
aggregation/association properties, molecular mobility, and also unique emission properties owing to the intermolecular
interactions in the platinum or palladium complexes. In this dissertation, I studied the synthesis, structure, and photophysical
properties of dinuclear iridium complexes containing phenylpyridine cyclometalating ligand and bridged with salicylaldimine-
derived ligand bearing flexible polymethylene spacers (1, n=2;2,n=15;3,n=28). Although iridium may not be able to have
extended intermolecular interactions like palladium or platinum, I expect the flexible linker to invoke unique photophysical
characteristics that correlate to the spacer’s length, by means of intramolecular interactions. Experimental and computational
results revealed an undeniable effect of spacer length towards the molecular structure, intra- and intermolecular interactions, and
emission properties of the complexes, as a remarkable redshift of emission from green in complexes 2-3 to yellow in complex
1 at 77 K was observed. It was also found that these complexes exhibit aggregation-induced emission enhancement.

In Chapter 1, the background of phosphorescence in organometallic complex, specifically in iridium complexes, was
discussed. Previous studies on dinuclear and mononuclear iridium complexes were compiled and the discrepancy between the
two classes of compound was analyzed. The concept of fine-tuning of emission properties by structural alteration, especially
in the aspect of emission quantum yield and emission wavelength maxima, was also explored in this chapter along with the
philosophy behind this study.

In Chapter 2, synthesis of the aforementioned iridium complex was described. Structure, intramolecular, and intermolecular
interaction of the complexes were established by X-ray crystallographic analyses, 'H nuclear magnetic resonance (NMR)
spectroscopy, correlation spectroscopy (COSY), and nuclear Overhauser effect spectroscopy (NOESY). Photophysical
properties of the complexes were measured by ultraviolet-visible (UV-Vis) absorption and emission spectroscopy. Theoretical
study was conducted with time-dependent density functional theory (TD—DFT) calculations to gauge the orbital energy of the
complexes. The analyses revealed that the proximity between the two iridium cores causes the stabilization of orbital energies
that are involved in the T; — S transition by the virtue of through-space interactions.

In Chapter 3, the comparison between various kinds of spacers — i.e. rigid, flexible, or imbued with heteroatom — was
thoroughly explored by using time-dependent density functional theory (TD-DFT) calculations. The theoretical studies
revealed that alteration to the properties of the spacers have a direct impact on the through-space interaction and subsequently
modifies the emission properties.

Aggregation-induced emission enhancement (AIEE) of complexes 1-3 was investigated in Chapter 4. The emission of 1-3
in solution state at room temperature was found to be weak in Chapter 1, and it is clearly demonstrated in this Chapter that these

complexes undergoes an increase in emission intensity in aggregated state, created by a mixture of tetrahydrofuran and water.




kR 7
MNEAEOEREOER K OVHEYE

K 4 ( Bijak Riyandi AHADITO )

(k) K 4
¥ & %o O
FROCHEAEMY | B & % 2 BB &
= B & % 2 F A
MXBEOEROER

AL OIFK 2R ATF LV UVEHTRBEINTVVTFATA I VENTFEET DA U 7 AJID DN TO
MERREE DL OTH D,
F—mTIE, Fime LTRBEHE, FFioA Y U LRI LIZ D LR EEDBREE L Db O TH D,
EOWRIZE T D 2 BE&BEHEOR R OB & LT, BLBMESCRIEEN SRS T&EE ED X
WCBMET 20N HNTC, JES T E BT,
BT, KRB ERT ORI AFLUVHTEBINZT Y FAT ALY IF AU U0 AR DGR
&L RBIEMRAT ORI DWW TE LA TER L O B SXREIITEE B LI R TNWD, EHICE LN
KoL LC, WRREBICE T 2]IN, B8LOBEAXT bAZHIEL., HEEGEEEZHZWZ LTS, #HE
IR LT E OB LIZDFTHRIC L D BEFEE Y I 2L —va VICk o THL#T L, 4 ) Y0 AR O EE
RN G725 FMBEOHEMEHIC OV TiEm LTV 5,

BT, AV Uy A TESERIC BT D 3R L ORIE 22 RGN ORI DWW, DFTRHEAEZITH 2 & TH
HEL, SEIERMEEZFTH4A4 Y VUL BRI T, BB ESREEERL TV D,

BUETE, H_RmTHR LA U DU AR OBEREFLI KIS AIEE) IZOWTHRFI L, 4 U YU AR
RISk L CKREZRM UGS, BEROBRIZL D BEBRENERKT 2HRBICOVWTAHE LTS,

PlED X Hic, AELGHSERY AF LV UEHTREB L2 A Y U w A RO EHICE T ir R L O
BRIGEAL D FHIEIZ OV TE L OB D THY | Fik (L%F) OFMiwmLE L THIMEDH 2D LRD D,

it
p)




