mXAREE (Fn30)

WEL 1 TEEAY RERELRARE DREELFFR EWERLFRE
FEES 05522208
K 4 FmE 7L (HED)

LB Synthesis of Star- and Graft-Polymers Using Thiol Compounds Derived from
Five-Membered Cyclic Dithiocarbonates and Amines, and Characterization of the
Polymers
(BRCFAI—RF—1 RHLETIVEIOHELONOIT I N ZEHBLETHERE ¢
VT 77 bR = — O EHEHE)

BRSFAH—RT— b E—H|T IV EDORISICE Y, BIREICFA—NELOTAY L E
BELND, JORBIEEL BREERFA—NLVOAKEE LTERTHD, AR TR, BT
BLUOBSFOLERBRUFAI—RT— T IVORKBICIVERBIVS 7 MED
SiEE) = —DERETV. FOIRAERF L, ARXIE, F—ErOELETHERIND,
LTI, XOWMEERT,

BT, AFEOEFRITONTERAL,

womek, BRBESGAERAVW 2 2 XL AT 4 ROT =4 v ERICES, BR
RKY AT 4 ROERIZOWTHRAT, ZHET, EERVFALI— R — b FELIZFE
BeF A —IT 1,8- T FEL 7 1540177 7 -7-= (DBUOEMAZFRBAIRICE D, &EFREY
DT &L HBNENSFESHE2 L ORBERY AT 4 FRELAL Z LBHMbATNS, K
WETiE, AESORBELEIT, BoNizR ) v —OIEIRFEICE-S < DIEEEOfFT L R Y
< —DE &Y ORI 21T o 7z,

EoETIR, RRICEAMEEZFTAEAMR ) 7= ) 7oL AT 0 ROABEERIS
L. ZHBRT 4 PLUA MADISAICONWTIRARZ, RY ANVT 4 NiX, BEITE - @RERLE
OEWERMY - BEE RO OERETF FLURA ME LTHIFTE 5. ERFY 20
7 4 ROFE~TE2 O EHEOEA LRI LI L A, BEICHEMEORINEEALER
RY AT 4 ROBREZERTET, BONZERRY LT 4 FOJIEEIG O Bl
FHOMCL, SY—VEERATRETHLZ L ERLRE L,

ENET, BRBUF AT — KT — MEEEbOAF 7 U ARIRY v — ERWT I LAY ~—
ORI LS, AR S 7 FaR) 0GRz W Tik~e, IERVFAI—FF— MMEER
boAF L INLRIRY v—i, AEBUFAI—RT— 1 %2 b2AF 27V T— LA H 27 VILEE n-
TFAOSCANKEESICLVER L, BohizR) w—iz, FRE7 I /bR =—F A2 KIEE
HAZIIEN IS 7 raRYw—% BRI LNTERE, B F7 bafl)<w—7 4 LADHN
M D . Bk - BAMOIMEZTV, B Z—FAOEARPREVELBAE LA L2HALREL




Yo
EBRETIR, FHETTELNTEMEERIET 2L b, §HBOBEIC YD Thib~<i,




RXNEREE (FEX)

YLl TEEASY KERELRARE DEHAETESR EWMAEHRIFHEE

FAEE 05522208

& 4 wE #L(EY)

$3CEE B Synthesis of Star- and Graft-Polymers Using Thiol Compounds Derived from
Five-Membered Cyclic Dithiocarbonates and Amines, and Characterization
of the Polymers

Chapter 1.

Chapter 2.

Chapter 3.

General Introduction

Synthesis of Refractive Star-Shaped Polysulfide by Anionic Polymerization of
Phenoxy Propylene Sulfide Using an Initiating System Consisting of Trifunctional
Thiol Derived from Five-Membered Cyclic Dithiocarbonate and Amine
ABSTRACT: Star-shaped poly(phenoxy propylene sulfide) (poly(PPS)) were
synthesized by anionic polymerization using a trifuncitional initiator (I;) derived
from a trifunctional five-membered cyclic dithiocarbonate and benzyl amine.
Conditions for the anionic polymerization of PPS were optimized to obtain
polymers with desired Mys and narrow M, /M;s. The best catalyst and solvent were
DBU and DMF, respectively. The star-shaped structure of the resulting star
poly(PPS) were supported by SEC analysis. The refractive indexes (np) of the star
poly(PPS) were relatively high (> 1.64).

Formation of Negative Photo-Resist Patterns by Photo-Cross-Linking Reaction of
Star-Shaped Polysulfides Bearing Polymerizable Groups at Chain-ends
ABSTRACT: Various star poly(phenoxy propylene sulfide) (PPS) with curable
end groups was synthesized by the functionalization of the propagating ends of
star poly(PPS) wusing various electrophilies. The functionalization with
chloromethyl styrene proceeded quantitatively, and afforded polymers with M,
almost agreed with theoretical value and narrow M,/M,. The photo-curing
conditions were optimized, and the addition of 10 wt% of poly(ethylene glycol)
diacrylate was effective to attain sufficient cross-linking. The photo-curing
reaction of the end-functionalized poly(PPS) films cast on silicon wafers was

conducted by UV irradiation. Developing this polymer yielded negative
photo-resist patterns..




Chapter 4. Synthesis of Amphiphilic Graft Copolymer by Reaction of Poly(methacrylate)s

Bearing Cyclic Dithiocarbonate Moieties with Amine-functionalized Polymers and
Application of the Resulting Polymers _
ABSTRACT: Amphiphilic graft copolymers consisting of polymethacrylate stems
and polyether graft chains were synthesized by the reaction of mono-amino
terminated polyether and precursor copolymers prepared by the copolymerization
of n-BuMA and a methacrylate bearing five-membered dithicarbonate moieties.
The graft-onto reaction proceeded successfully, and graft copolymers were
obtained in high vields. The wettabilities of the graft copolymer film were
increased as the polyether content. ’

Chapter 5. Summary




