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Figure 1-1. Inhomogeneity of cross-link in cross-linked polymers
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E L, EFEICR ST ) LEMEZ wRT 2 FEL RS TWa, Fl 2 IXEHF I,
4 ARG D PEG RIIZT S 02 EA LD EIERT AT L EEA L LD EETNETNA
L, TNHEKFTRAT DI & TIIITHEAEN 2L B MG %249 5 Tetra-PEG Gel”
WESND Z L &S LTV 5 (Scheme 1-1), *

Scheme 1-1. Synthesis of tetra-PEG gel.
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Tetra-PEG Gel

BFoNL T MEIEmWIREZA L, 22D ZOBERIL PEG USAOR Y v~ —IZbEHTE 5729
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DRSS L72WE D 2y Fakit ko bivd, £7o, (7 NBIEFERV Q-7 27 VT I R-2-
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BEINT TNV EMAEDED Z & T, #iE5#E 7 /L (Double network gel, DN %7 /W)235 5 41
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Figure 1-2. Structural image of DN Gel.
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Figure 1-3. Structural image of nanocomposite gel (NC gel).
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Figure 1-4. (a) Model structure of “sliding gel” proposed by de Gennes. (b) Structural image of
“slide-ring gel” reported by Ito et al.
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Figure 1-5. Tllustrational structure of (a) [2]rotaxane, (b) polyrotaxane, (c) pseudo[2]rotaxane, and
(d) pseudopolyrotaxane.
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(@) Chemical network
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(b) Rotaxane network
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Figure 1-6. Schematic comparison of (a) chemical network with (b) rotaxane network. Rotaxane

cross-link generates the mobility of the polymer chains at the cross-link points, resulting in dispersing
the stress in the polymer chain on tensile deformation, while the tensile stress is concentrated on short

chains in the chemical network.
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2-1 THIST Lem 2 % U E 24 UG RIS H T om0 T2 AR TiEe & &3 246 &
/7 -¥-(Rotaxane Cross-linked Polymer, RCP) & EEFE L. LA T RCP L5t 9, AEiCIXZNE TIZ
W STV D RCP DA RIE & 2 DFHBIZ DWW TN T 5, Gibson DI, BRIk &2 & T
) v—HFEAGTIERCE AR v —OBREMOBE I, 7T m—T LNLE E
D 2 VIO EHESFEAER T2 Z L Z2FIH L7z RCP OHRUIZDOWTHE LT
%, &D—fl% Schemel-2 \Z~7,

Scheme 1-2. Synthesis of RCP by esterification of poly(acryloyl chloride) with crown ether.
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WHEEZ T 522 EICX VD ZO—FHB T b T 5, ZOHREITERATIEH L0, F v
b U725y OEFTIIAT > CTE 5T, OG0B EHIEHT 52 L b REETH - 7=,
Fo. AMESITRY P AF LT a3 PDMS)E AT HBIC, REIRORY 2F 1L
72U PDMS A ¥ 5E /v —& 4 BRMELZFODMS £/ ~v— L2 EHEIELHZ &
TSREEIC & D RCP DA Z #E LTV 5 (Scheme 1-3),

Scheme 1-3. Synthesis of RCP by ring-opening polymerization of cyclic oligodimethylsiloxane

monomer.
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AR A R4y & L (Cyclic Host Liquid), ¥ 7 ¥ RERIDOKRY 7 FF & Fu~”Z (PTHF) %
TANRY) =L LR v 2 XY DG EZEDOREIT LD RCP DEUT DOV THAE
L T\ % (Figure 1-7), "
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Figure 1-7. Synthesis of polyrotaxane and topological gel prepared form pillar[5]arene-based cyclic
host liquid.



ZOFEIL, 7 vk AFC Pillar[S]arene & PTHF 22578 Y 1 & 40 2 L (IR
22%), E DBEEISEAT 9 K0 b 251X EmWIER(R Y 1 & 4 RN T 44%) T RCP
EERTED DD, My DOEBSEMPNEMETH D720, fwpk sy & sy & ORI E)
BN EERZRIA LR TRY a2 0 U2 A8KT 5501, Tk LTikEmdhEg
Thde&EXBND,

ZIVE TSR LI FER T I Sy & ek sy O O BAERN 20, HoThH
DTN THLZ N, 2 Z2b 2 XV VB ONENHE D B W & REA &
LTCETOND, —FHalEbiX, O V24750082 —F )L L 2 kT =L
DSFERRPES I T m & - IS 2 RSB T 2 Z 2RI L, T“@ﬁ?xw7
4 RIEREEUE 12 K D RCP DA & Z DFZEAEIZ DWW TS LT 5 (Scheme 1-4),

Scheme 1-4. Synthesis and degradation of RCP via disulfide bond formation reaction.
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BENTNWD, UL, EHPICEwROZEATILERHD, ANDZENTEHRY <
—OREENFIRINTLE S, ZORMBEEZRT <, YALT 4 NiEGEAT LIRS T
Dr Ly XYk UGS &L, 7V AVEERASIINL T RCP DA & & OfZEREIC D
WTHHENRENTWD (Figure 1-8), '° 72k, A KA OLENEE /5 1 & O 72
IR STV, T 9 LTeAUERA 2 Rt IT R 2N R iz D,

hv

G 0

Deslippage

Figure 1-8. Synthesis of cross-linked polymer having rotaxane cross-links using [3]rotaxane cross-
linker and photodegradation of the cross-linked polymer by photoirradiation through the

decomposition of rotaxane-cross-links via the photocleavage of disulfide linkages.

EHICEES VX Huang & 13, BEDOSM T CO R D3 R 5y O Kb A T 0k
R BEXYUREEN ST D T A it e ¥ 24 ) 24845 51CF 9 5 RCP ITDW
THHMELTEBY, a2 XV 0fMEEN LT, AR ZUNTD 2L R<@BRY <
—Z AL L TV 5 (Figure 1-9),
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Figure 1-9. Stimuli-degradable cross-linked polymer prepared by radical polymerization of a vinyl
monomer in the presence of a [3]rotaxane cross-linker and its degradation via deslippage of the size-

complementary [3]rotaxane moiety by chemical stimuli. '”°

Frlowm & %3 U 4UERIZ -V D FIEE, BRI CoMrTRe 228 otk s e =1
R ~—ZEA L E W) S TERLTW DN, IEESSHZEER SICE S 2 Y Tl
FHRRE L O BT /e ST ey,

F7-. 2011 FEICEHOIZ, NILICE Y DU Ofifim L 725 Pd Z5HF L2~ 7 o
A T IVERRER LT D RCP DEFRIC OV THE LTV 5 (Scheme 1-5), ° Z O#HALIZ L D
&L IEBRIRD B RRT Dy AU A E AW TIA S VTS bW, BRI X
STEBNEZ > TWND I ENDND, SHIZZEDBORE T, BIRDFOHIT IR & 72
HNIENE =T ) v —DIEEZ/NSLSTHZ L CREERDIBBEENRES 2D Z
EAVHIALTEY, P ZIUXRCP A D, ZHUESICBIT Dm0 8O T8 & otk & o
FARS 2B U 7= B 72T & B (Figure 1-10), L7> L7035 ZEREE AT 2 720121
PAdIZHNLCE DE /) ~—%2 M TOEIIANVDIVLERHY O EDTEHaE )
~ =X, WS ONILEY /SR DO TRITFIUTRSRNE VI HIRRH 5,

SHICEE LI, Mo FH LI =272 Ty 2 B Llcmm 217 & F 3 o iG]
W7o m 2 X L BERI & 5 B = L% RCP DA RRIZ DWW T LT 5 (Scheme 1-6), 2!
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Scheme 1-5. Synthesis of cross-linked polymer having mobile rotaxane cross-link points introduced

with dynamic Pd-containing macrocycle cross-linker.
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Figure 1-10. The effect of the movable region of macrocycle on the swelling property of RCP.

Scheme 1-6. Synthesis of RCP using macromolecular [2]rotaxane-type cross-linker.
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O DLEHEIK (covalently cross-linked polymer, CCP) L ¥ & & WM FESO5 [ RIRFE &2 7~ 9,
if:\ ZERBAIE LTHNW WD R v — DR SIFHEEICIZEAERELRZNL OO, 5
RRBRICE VDT, ZBEAICE VR Y ~—% HU ) 5 (RCPs—RCPs) T E ALY, A8
BE &IN5 (Figure 1-11),
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Figure 1-11. (Left) Degree of swelling of RCPs and CCPs with CHCls. (Right) S-S curves RCPs and
CCPs. Longer cross-linkers afford tougher network polymers.
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&##/kwowﬁ@ VTN REANTN DD, vy Y U AUERE DN AUE IR D
WIPEIZ G 2 2R AT 2 DI2H LT\ 5,

ZZFE T, WL ODDBRIRG 1% 72 RCP DAL & DRHEIZ DWW TGRRTE 72, #F
2, 770 =TI 2 BT E=T L EOREREEERZF OO, 2 kAR
Gl Z2F 20D, MERHE LG OG R & e V2886 & 7+ DOiRe
EMBZER SN TS, 2 LRSS, 2 R—32 hOEE N2 BB ICHETE 57
HIZHdHHDOD, %ﬁ YZEDHLDODERNEREEOEANEHTH D20, 1555546
RDFEA 72 R Jﬁifﬁ5®il%?%é®ﬂﬁ%?%é #&on%%EL%%w
DFETITNEN ERNIC< Wed, X0 >@EmhE o & X3 o iE 2 2480 A
ANT LG - Aﬁk/ﬁb‘%im& —Ji, v XY Oy ORERTHLT T 137*3?2
NU AL, WM EERSZEASTT ELREOE D FHEGE)RY v & 9 U #iEs
T 52 ENFBLILTWND T, B & X4 UREEDLEKE S A~OFFE 728 N2 LT\ b,
ZZTREITIE, e 2o olka s LTy 7 as A MY & HVT- RCP OAK E %
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3. ¥/ TR M) VU ERAR XY UV EBE ST
3-1. Y/ aTXA LY v

EiRo Loz, v & Xt ool offFEE LTy 77X 2 M A(CD)BET LD,
CD ZZ7 Va2t Z ) —AHMDa-1,4 f55 CERIRICOR D 724 Y THETH Y | BALH T
ZEENL I a—Aa=y M6~ L o TEANEN R 72 Ha-CD, B-CD, y-CD &
% (Table 1-1), CD D4 T D/KERELIZIMA Z [0 TN D 72 DA ME DGR < | K05 i
PED Gk LN TR E 2 7R3, — CRALNENTBOKEI CTh D720, BRI
HIEAZBE S & LTI A XS L7 A My 20T 5 2 nmbnTtng, »
3-2. VIaTFRAN) AR a2 Y

Table 1-1. Cyclodextrins and their properties.

Ll e @& &

HO O Jes o-CD B-CD v-CD
Molecular weight 972.85 1134.99 1297.13
Number of glucose unit 6 7 8
Width of the cavity (A) 4.7 6.0 7.5
Height of the cavity (A) 7.9 7.9 7.9

CD OEFERNITHLS MM TWen, R ~—2a#ET 52 ENRBRINTZDF
ZZ30FIFEDOZETHD, 1990 FIZFHGIE, AU =F L7 Y 22—/ (PEG)% a-CD
DOEIFIRKIEIE TIN5 Z & TCDWNFLIZ PEG 28 LR U o X 9 U BN S
HZLERELTWD (Scheme 1-7), **

Scheme 1-7. Formation of pseudopolyrotaxane composed of a-CD and polyethylene glycol.

Hot~O%n
P = - Bascpee-

ZHUE CD OWNILBEKTH D Z & & PEG BAKEHETIEDH 5 b OO It RBUK 72 R
V~w—Tbob5dIZ LI HBKMAEEERNEREN ) & 72> TE Y., CD 2 PEG #HAZE - EIS
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NREL DL, REMEOEARY a2V UoRniERE LTELILD EVv ), BLBREWEIS
DT 5, 728, ZOHRED 2 FRIZFEHGIFER LAY v & 30 o oRmEHIz o
WTHAE L TEBY, CO-ma R ¥ X O L7 o058 L L ThEMIT BTy
% (Scheme 1-8), » Z DA FHIV 2, CD Z¥apky & T 5EH)AR Y 1 & 4% DL
Wra LHEEND LT otz, X ZOFTHAMIZE L FHCEEOR Y D% Table 1-2 12
i_\n,gx—o 25,27-38

Scheme 1-8. Synthesis of pseudopolyrotaxane and its end-cap reaction.

End-cap reaction n
60 %

Table 1-2. Formation of CD-tethering (pseudo)polyrotaxanes with various polymers.

MW of included ratio of CD to polymer
Polymer CD ) ) Ref.
polymer repeating unit
25,
o 1000-35000 1:2
27-29
Poly(ethylene glycol)
B Not described 1:3 30
Y ~2300 1:4 (double threaded) 31
Poly(propylene
y{propy B,y 1000 1:2 32
glycol)
o ~10000 1:1.5 33
Poly(tetrahydrofuran) Y 1400-7800 1:4 33
PMe- a 1400 1:2 34
_ o, B,y 1000 Not determined
Poly(butadiene) . 35
Y 1000-5000 Not determined
PEG-PPG-PEG o 1100-13300 Not determined 36
block copolymer B 10650 Not determined
PEG-PPG-PEG . ‘
o 2500 1:2 (with PEG unit) 37
random copolymer
polyisoprene Me-f3 7000-12000 1:2(theoretical) 38
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Table 1-2 /)>% .CD (ZZ OWNILY A XS L THA OR ) ~—2 08T 252 EB¥bhb,
ZO LI CD IIHfEREEEHAZEAET LA L u XX UBEELERT 57
. RCP /ERID MMM & U TIEFITFIEMELRE Y, 512, CD EAFR Y a4 103
BT EICAFET D CD OFIE N DR NGA, ?@b%%%éﬂﬁ%ﬁA 21X CD 3
B EEATAT 4 7 TH5Z NN TEY, ¥ 20k ) A EEIIZEAE A O K
b RERBRERITTEEZOND,

WHHTITERICZ D LR n 2 Y U EL M L 525 RCP OB L DILDEEE
ROKERE & DRHEIZ DWW TR R 5,

3-3. v/uaT XA Y e XX U BEE SO AR & BERE

1-1 TiR~_7= X 92, RCP OFEZR AL 2001 4E, (FHEDSIC L » THIO CER ST,
5 1Za-CD & PEG 625KV a X X4 o CD &) LazdfEds 2 & ¢, RES
L EREHEN D RCP & &% LTV 5 (Scheme 1-9),

Scheme 1-9. Synthesis of slide-ring gel.

BONDEE VL, AU e ZxH o LERRIC CD BAam FH EEATAT 47T 5

CERT D, ZBESICB T AmESREA L, P TOBEEHE D 400 FOEEDOKE
o> TREICIAET 2 Z ERMEIN TS, B, HTESCHER, RiftiEh &aL
b &R HL OB B Hadziioannou B 0@ HES Mt ko THE SN TWD, 29 LTHEDL
NHEREN T WL, HERBAMOZ NV ERENEN EOBEZE LR b b, IEEES
BB FE IS U CRIIERBRICH T 2IBHEEORE INEI L, ¥ FEOLKM T TIdy
HZEBIR LRI LT ] FRION S ER D 2T, B AT UV RERS RN EORE AR
LTW5b, ® i, @ OBRBEEROBIFRHEMERE CIXR OV K 5 72, 2 AREE)
BEBIC—BERVER TH LI AT AT 4 V7B~ OEB BB TRY, “ 25 Lk
FEBUIIERD TF VAT R OGN NS D TH D, FrIZ, BEVVOFIBEKE 25K m &%
P OWEEREZIRTFTSED L, ThzE AV TELNDREN /7 VITHBN R ERBIZEET T L

16



I VIEE R T E AL N E S TEY . Y 20X 9 R A BRI R B D
FEFICHETH D,

Fo RS NLVOBKE TR D FIEZHWT, CD &6 1 ¥ X9 4GRS % &5y 18
HZFEICEA L7 b WL DR bivd, Hawker BIdF 4 — V%8 A L7-B-CD
EARVTINT ) o —=T )R (= F LT ) a— ) Rw U (T I AT ) vm
—T B ABABIO N T ay 7 afR) v—%&2KPTRAG LERY v X% 2K
R S TDRRECTT A — V- VKR EAT H 2 & T, KBS & ZRE UG % [FIRF IS BT &
H % 7slide-ring gel” DAL Z L LTV D (Scheme 1-10), * AFEICIVESNT-7 VT
HKHEREEBOLO LY LENTEPEEZ RL TS Z ENE, ZOREZIFRY v xx4
VEARICEBT DR T m e A TH D ARIME N2 . B RO A 7 b fEIC
K L 72 BLIRR O EHERFITH D,

Scheme 1-10. Synthesis of RCP via thiol-ene reaction of 3-CD with axle polymer.

0 Ov*q
S
%) SH 1) sonication j\o
2) hv (365 nm)
gt () 5 ket et
‘\|| l?)'CD Ho\ﬁo‘©)l\l(OH H\S S
0 Q@ o™

F72. Wenz HIFATFAB-CDAFAER, A VTV EATF LU E2T7 A LEEIELZ L
TAF LN CD OHKITIEDE L THEET IR n 2 XY O E ., Ehilfi< CD M
DEEFEFINZ DO WTHE LTS (Scheme I-11), *® AFETIT, ST ERDEZAF LV
2=y MRTUXNITEANENDTZD CD DAT AT 4 2 7RO C&E & ) i
RO, RIVA VT Lo ZBR)v—E LTHOWTWDTED, =T AT 4y 77
BRENTEL 2 HIET 2 & W 9 B BITIEF I BLBRTR VY,

ZOEHIZ, CD BKFPTERIRWIZE S THEH L WIEE /) ~— 20T 5582 FHT
% Z & T RCP DfEfEIZE BN D7D, CD M\ % RCP D& RMFFEIZEE A T i T
Do

W
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Scheme 1-11. Synthesis of polyrotaxane via random copolymerization of isoprene and polystyrene

and sequential RCP synthesis by Cross- linking reaction of CDs with diisocyanate.

9 =@ PGl cone

Me-g-CD

;1 u
OCN~SANCO
: \ﬂ A J{ -4
“ ‘
o
Fedkd X oz, CD I XV ofiEs Lo TV AEAIIEESFHEEZRAT AT 0

7 L EIITRGE R T b Rk %ﬁﬁéozﬁLté%%mmbt%%@wﬁikbf

JFHSIET7 Y _RoPrEd AT —3 g, a-CD 2l & 5[5 A ¥—F =—2Mon
2 X U HiE % Tetra-PEG OZEFGERIEA L, FHHHIZ L > TUHET 5 N LA 2 SEEL L
TV 5 (Figure 1-12)®, Z D% TIZ CD & OMEAERENL THD TV RN ZZEA LR
TR BN E DD, UVIBHICK > THANINET 2 Z L2 LNnELTEY, CD D
ATGAT 4 TRHEDRMBIORFHEICER L TV A EERFIZ L F 2 5,

n

SR

V\%O\/)O’q(\o(.\oé_\_[‘l_\»owo\»of\/* NO
H

uv Vis
(365 nm) (430 nm)

N’N

‘ H '\/Owo'\/*N
S 2 o>m.o ........ 5 o?...o_ NJ\,OwO'\,
HO OH SHrf OH
+
N’N

Figure 1-12. Chemical structure and photoisomerization scheme of an a-CD-based [c2]daisy chain

with an azobenzene moiety in the axle.
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ZDOXHITCD EHpky ETHOR Y ))e XY 2446 LTz RCP G OMEIT L <17
TELTERY ., FANH - EENBENSEETHDH, LOLERDL, TNETICHENMLET
BEIZT T, CD &R v X XY UMELEET 5 PEG EDORY ~—, HDHVNECD D
NILZBETHAZENTELY A XAORY ~—IZ LT 52 B TE Rz, LA
PEIZRIT D E W) BEREZRA TS, TNEMRIRT 2 FEE LT, CD EOKEEEEZ &R
L. TZEBFEFR)~—L0HEfERET D ENETOND, FEESIZa-CD & PEG 705D
RAHRNYuZ XY D CD FOKBEAGAE LTe-h 7T 7 N ORBRESZI1TV,
FOEEREERBLIEZVA Y T 2 — MIEDZEBICIVRE =T A h~—%285kL
T 5 (Scheme 1-12), ° Z OFZ TIIEAFORE 7LD K 5 e BtE( T S-S #hifg7e &)L R
Lo T b DD, AP T H Rk RCP B oNTE W) . ZLTARY X X4
Hkia &> T CD EoKEREEZRAE LT, R d X oml | IfiRsRKY) v—
Z RCP O'Fk L L TEALILRIFIERICEETH D, 2B, ROHRE THEOEHRH =T X L
~—& PLA Z#AHDOE D2 L TPLA OMELAE LT Z L IEMMEE 5552 &I
R LTV D, 2 ZOENCHITE, WAL T 2 BRIEM SNBB S VoK E . 5
BTz 7V ORZE (pH ARTEMESCIRE RAFIEA TR BL L T DNC OV THE LT D, 2

Scheme 1-12. Synthesis of slide-ring elastomer.

BB A-va ,%}S?%{Jj»

o} 1D e pymoraio
Lo
Nl

OCN A =

cat. Bu,Sn(OCOC1Ha3)

toluene, r.t., overnight
105°C,2h

—J7. AU XY U R OBRE SV ERRE L TENEEMT 21X Tided, AUnm
Xk THER) L LTHWAIE L RS Tn 5, M SR Y v & X% Ho CD
T U LE =L, EivE NIPAM OESGRZRPIZIRINT 5 Z & T 19 o5 BIOZEEHE
EZAT5H RCP DA EWE LT 5 (Scheme 1-13), > Z 5 LTH 55 RCP ILi#E#H D
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{LEERKE S L7z NIPAM 7V K0 SRR CHFEMZRBE L H Y . M ORBRIREY v 7
IZR L TIBREMEET 2 2 L 72K T A 2 En@mESNTna, ZUi@ARY ~—H T
72 <HIBHIC CD A v & XV G2 AT 5 Z 12X - TH RCP R et %
RETHZLERTHRTHY, FEHHAE= AR v—IZx L TH e ¥ 4 2GR E
HBATELZEZWALNE LD THS, S HITEE, MHLIEA A HEOERELZ

B R =w—7200 LAY B X FH U NEATH I LT RCP ITHRK 1500%FEE O & i fH
PEZATETEHZEEHLNE LTINS,

Scheme 1-13. Synthesis of PNIPAM-based RCP having “figure-of-nine” rotaxane cross-links.

/\./\ {’\/ ]\/\ O/\n’ \@ \)I\O/\/Nb\
cat. BuzSn(OCOC11Hz3) ‘
DMSO, 40 °C, overnight @_ _@

ﬁwg@zgﬁwg
e o Ao

MM

ZOEIZRY v XY R BEAE LeZomople LTiE, Brr—X LD AT
v MEE T2 b0, P BZ IS Z I Lz RS 7L > AT AHICEA L6 0 0 7 L
MG SN TND

D OWEIT CDE RCP DIHMEEZ RE M ESELbDOTH L0, £ OZERKRKIC
T, L LEERMENRH D, i, [F—0 CD 72 #%ui® LGB 54
LE, ZIIARAHMORER EFRHOBE LT LLOICRoTLEI, EWVOHETH
% (Figure 1-13), EEEICHEREEMOEE RN X XV VUG LIRET H X 4 48
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BONENHRLRoTLEI LV o2 b MEY SNTHEY, ZoMEZ BT
LIETE AR,

Figure 1-13. Schematic comparison between (a) rotaxane network with a free ring and (b) rotaxane
network with triply-cross-linked rings. (a) Free ring hardly affects the stretchability of the network
polymer, while (b) triply-cross-linked point restricts the mobility of the polymer chain, resulting in

showing CCP-like response to tensile stress.

—J. BHELIX CD LOKBEIEEZ SR L, MEE2TAT /L LIS D&k &
L C. %7 PTHF Z iy & LTHWDRY v & 4o OEpk L i< ZRERSIZ & 5 RCP
DB DN THE LTV D (Scheme 1-14), > AFETHNIZCD 283 DL EERELTL
T OBV, BBERICET D EE 2 R RIRICHERESRES, Lo, AWERY
V=D FENNEDS ORI R O TE LS, £#%et L. CD OWNILE
HHEARERRNY) v —ICOAEATE L FETH LD, WHHEREWE i:w%w zZ
T, BHLIIE=VARY ~w—~CD Mo %X AEEEZEANTH-0 LNG X724
ﬂjkw5ﬁk&ﬁ%%%wkaMMwLH)”AHﬂﬁMCD®ﬁJ37~kHXm
ZEH LT PEG O~/ nE® /) ~—%/KPTIRAETHZ & CRIESNTMEL AT o1
712G A (Vinylic Supramolecular Cross-linker, VSC)23 5 5315 Z &, B X ONZ OLEEH %
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Scheme 1-14. Synthesis of RCP using methylated o-CD having one hydroxyl group for cross-link.

OAc
Ac.O
pyridine

MeO OMe 5Meo‘f OMe

HOJ’\/\’OtH OAc 5 OAc o
Ma = 2000 OCN—_)-CPh, Q H
> HO F > Nigo N
water n water OOO H .]n\g OOO
sonication 43%
OH

K>CO3 O O H O
- OO u“O@iﬁgN 1O
MeOH/CHCl3 O O

topological gel

E=LE /) v —OEGRIZHEMT 5 Z & THEMEIZ RCP B E6NLZ Ea@mELTWD

ZOFETITe XY ORGEBHEIT O MEN e, BEICRA R E= AR v — b
a4y XY URENEATELIRTHEHATHS, EBEICNN-ATFATZ I LT IR
(DMAA)X N-A Y 7a )7 7 U7 I RINIPAM)Z2 EOBUKMEE /) ~—%2H\W5Z & T
X5 RCP MG 50 TH D | FFIZ NIPAM % AW 5E8125 54 5 RCP I XGH 22 1R FE AR
WA RTZEEHLNE LTS, ¥ EBIC, a-CD AV Z~v—%y-CDIZEEX#HZ TH
[FIREIC RCP MG HND ZENHLMNER->TEY O X #ECLHRY ~—725 RCP
AT D HENMEBENS0oH D, L LRt ZUERIOEERI#EF] 2 1Ea-CD Y
A~ —|% CD 23RS S VBTN 2 TR PERR 72 EDTRRBMAR A EL TV D L,
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Scheme 1-15. Synthesis of vinyl polymer-based RCP using VSC as a cross-linker.

\Q/Hxnzo\/\o{'\/o‘]{\oj\u/\/oxnjj\ .
) e R %:)

= x,Lft ;

H20

| UV irradiation for 3 min.
84%

PEG D~ 7 v /) ~—ITHHOFE L S OFREINKREETH )T L Tixd £ 0 Kt
INTELT, WX VSC Ol & RCP & OWMEOFEIIZ DUV CTUHE R 72 O M3 BLR
Thbd, b L VSC DL RCP OFHEE OMBEEZHALNET D Z LN TEIIE, RCP A
ROFEES 22D EFIZ, VEOZBEBAIOWIC X 0 BA Y2 BRI 595
TEMTED, DD, VSC & 7= RCP DAL E & B D RCP ORFEIZRIT 5 BF5E
ZATH 2 &0, R R R DX B A A MEREROBLE D b IEF IR |
B TH D,

4., BEFZEO B L R

ZE T, BI3DOEBEETH 52 MBIRFEEIT L o TG SN2 RCP DAL & Z D
P _ou\ﬂ%ﬁlbko FRlZ CD w8 EDHAMEMEZ > E<LFMHT 5 Z & TRfEIC
RCPBHFOLNDHZ L, BLORY B & X0 28054 LTHWAS Z E THHARY ~—~
12 U AUERENEANTE D 2 &1d, 4% RCP OMEHRFAZZ 2 5 LTt n, T
bbb, B A X AL DAEEIE, DT DRREOIRNTH L 25K Y ~—OWik % KiEIC
A s M ESEOLNDAREMEZMD TS, 29 LEBSA»L, ESHLICE > THY. S
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72 VSC % A % RCP DA IEIL, CD 2T 5 Z & bFHE - T, BEEOBLE D G
FHEB T2 ETHEHTHDL E 525, LHLARNEL, VSC OFEENHIBEITE 2o 720
515 RCP OWtk & DN R T o7 0 LIz £ E T, B2 3 V4RI K> T
KE ﬁ EDXIMRMENIToE, EOXI ML REL T L0080 b7, JHo
=Wtk ﬁ%ﬁ%%%mﬁ ELREETH D720, v XXV U AREE R A T DR REM
@%%@k IFELETAREZENLFE LTS,

9 LtF‘ﬁ%%ﬁtrﬂ%ﬁ”\< AHFFETIL, CD &A1 & 3 U AER ORER, Zh i v
THHD RCP OYMEIZ G X D REHALMNITLH 2B E L, CD HDHWFZE D
ke RNV Z—FT N~ a® ) ~v—nb75 VSC &RV 5 24EE 0 T DA & FrtERE
Mz1T > 70, AWFEOME % Figure 1-14 12777,

$B3IE EéoafaavaD-‘E/?—*&Fﬁ\.\éRCPa}eﬁftﬁE%ﬁﬁ

PEG . ~=  PTHF
fixed length ®@—~" ™\ o o .
o variable length
4 N r

F2E MWEHRECEEAZAWVS 4

RCPODARL & it S T— /(“

AN s \s,/ N N ~“—e

r/

\ — e l - ’

Rl

y

\
‘ Simplify
3
b ,.\,‘\ -
CLy

\. AN J
$FA4E RCPADEBX7O—TRUF/77AIN\—DBALZFDHR
L a
2 S = q;
Strengthened RCP
with cellulose

g, 7 OFF e
RCP with AIE

Figure 1-14. Outline of the present work

nanofiber

AL S ETHRINTEBY, AEZF1ELET D,

B2 ETIE, o-CD O _EE L =\RE 8- Ic@#kGt,. akl, 2 e PEGRl~7 u®
J <= b72% VSC OREED %I % RCP DTkl _Efzzssdﬁ'% ZOWTim L b,

B3 E T, AR TE, ORI OHBICHEITE 5 PTHF O~/ 1€ /) ~—
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BREL, TNHZEHAND RCP DG L FHEICONWTIRR S, £, v ¥ %4 U 2UEHE
WAEZRET, ZERICBT D80 FHOATEEOBEMEIC OV THim LD

H4ETIT, BBAIOa L R—3x 2 e LTHWTWS CD IZEH L, BEEREMEASR
?D CD E~OEAIZ LD CD OB ZRFHERE & . AT 4 7 —DOIRINZ L D RCP D5
FEALIZOWTIR R, CD &4 VSC % 5 RCP O & 572 5 HD ATREMEIC W Tk~ 5,
B S ECIIRAECTHONMBRERIE L, fBREBET S,

25



2% 3CHR

1. () BEHF, RESEH, BRIKSNNRT 7, T —TA 2008, 4-8; (b) RHF, RIFEMHE, #
RIRTINAR T >, T e T 4 — T A 2008, 9-16.

2. (a) T. Sakai, T. Matsunaga, Y. Yamamoto, C. Ito, R. Yoshida, S. Suzuki, N. Sasaki, M. Shibayama, U.-
i. Chung, Macromolecules 2008, 41, 5379-5384; (b) H. Kamata, Y. Akagi, Y. Kayasuga-Kariya, U.-i. Chung,
T. Sakai, Science 2014, 343, 873-875.

3.(a) J. P. Gong, Y. Katsuyama, T. Kurokawa, Y. Osada, Adv. Mater. 2003, 15, 1155-1158; (b) J. P. Gong,
Science 2014, 344, 161-162.

4. (a) K. Haraguchi, T. Takehisa, Adv. Mater. 2002, 14, 1120-1124; (b) K. Haraguchi, T. Takehisa, S. Fan,
Macromolecules 2002, 35, 10162-10171; (¢c) K. Haraguchi, Macromol. Symp. 2007, 256, 120-130; (d) K.
Haraguchi, H.-J. L1, J. Polym. Sci., Part B: Polym. Phys. 2009, 47, 2328-2340.

5. Q. Wang, J. L. Mynar, M. Yoshida, E. Lee, M. Lee, K. Okuro, K. Kinbara, T. Aida, Nature 2010, 463,
339-343.

6. T. L. Sun, T. Kurokawa, S. Kuroda, A. B. Ihsan, T. Akasaki, K. Sato, M. A. Haque, T. Nakajima, J. P.
Gong, Nat. Mater. 2013, 12, 932-937.

7. P. G. de Gennes, Physica A 1999, 271, 231-237.

8. Y. Okumura, K. Ito, Adv. Mater. 2001, 13, 485-487.

9. H. W. Gibson, M. C. Bheda, P. T. Engen, Prog. Polym. Sci. 1994, 19, 843-945.

10. (a) Y. Delaviz, H. W. Gibson, Macromolecules 1992, 25, 4859-4862; (b) H. W. Gibson, D. S. Nagvekar,
J. Powell, C. Gong, W. S. Bryant, Tetrahedron 1997, 53, 15197-15207; (c) C. Gong, H. W. Gibson, J. Am.
Chem. Soc. 1997, 119, 8585-8591.

11. C. Gong, H. W. Gibson, J. Am. Chem. Soc. 1997, 119, 5862-5866.

12. K. Miki, Y. Inamoto, S. Inoue, T. Uno, T. Itoh, M. Kubo, J. Polym. Sci., Part A: Polym. Chem. 2009,
47, 5882-5890.

13. T. Ogoshi, T. Aoki, S. Ueda, Y. Tamura, T.-a. Yamagishi, Chem. Commun. 2014, 50, 6607-6609.

14. F. Yoshio, H. Toshihide, T. Akiyoshi, K. Nobuhiro, T. Toshikazu, Chem. Lett. 2000, 29, 18-19.

15. T. Oku, Y. Furusho, T. Takata, Angew. Chem. Int. Ed. 2004, 43, 966-969.

16. Y. Koyama, T. Yoshii, Y. Kohsaka, T. Takata, Pure Appl. Chem. 2013, 85, 835-842.

17. (@) Y. Kohsaka, K. Nakazono, Y. Koyama, S. Asai, T. Takata, Angew. Chem. Int. Ed. 2011, 50, 4872-
4875; (b) K. Iijima, Y. Kohsaka, Y. Koyama, K. Nakazono, S. Uchida, S. Asai, T. Takata, Polym. J. 2014,
46, 67-72.

18. M. Zhang, D. Xu, X. Yan, J. Chen, S. Dong, B. Zheng, F. Huang, Angew. Chem. Int. Ed. 2012, 51,
7011-7015.

19. M. Ogawa, A. Kawasaki, Y. Koyama, T. Takata, Polym. J. 2011, 43, 909-915.

26



20. M. Ogawa, H. Sogawa, Y. Koyama, T. Takata, Polym. J. 2015, 47, 580-584.

21. dJ. Sawada, D. Aoki, S. Uchida, H. Otsuka, T. Takata, ACS Macro Lett. 2015, 4, 598-601.

22. fTHE, FEE, RSEH, HAKE, TEMmF, mEER, &2 FamXE 2015, 72, 93-103.

23. M. V. Rekharsky, Y. Inoue, Chem. Rev. 1998, 98, 1875-1917.

24. A. Harada, M. Kamachi, Macromolecules 1990, 23, 2821-2823.

25. A. Harada, J. Li, M. Kamachi, Nature 1992, 356, 325-327.

26. J. Araki, K. Ito, Soft Matter 2007, 3, 1456-1473.

27. A. Harada, J. Li, T. Nakamitsu, M. Kamachi, J. Org. Chem. 1993, 58, 7524-7528.

28. A. Harada, J. Li, M. Kamachi, J. Am. Chem. Soc. 1994, 116, 3192-3196.

29. A. Harada, J. Li, M. Kamachi, Polym. Adv. Technol. 1997, 8, 241-249.

30. K. A. Udachin, L. D. Wilson, J. A. Ripmeester, J. Am. Chem. Soc. 2000, 122, 12375-12376.

31. A. Harada, J. Li, M. Kamachi, Nature 1994, 370, 126-128.

32. A. Harada, M. Okada, J. Li, M. Kamachi, Macromolecules 1995, 28, 8406-8411.

33. A. Harada, S. Suzuki, T. Nakamitsu, M. Okada, M. Kamachi, KOBUNSHI RONBUNSHU 1995, 52,
594-598.

34. M. Okada, M. Kamachi, A. Harada, Macromolecules 1999, 32, 7202-7207.

35. T. Michishita, M. Okada, A. Harada, Macromol. Rapid Commun. 2001, 22, 764-767.

36. dJ. Li, X. Li, Z. Zhou, X. Ni, K. W. Leong, Macromolecules 2001, 34, 7236-7237.

37.d. Li, X. Li, K. C. Toh, X. N1, Z. Zhou, K. W. Leong, Macromolecules 2001, 34, 8829-8831.

38. G. Kali, H. Eisenbarth, G. Wenz, Macromol. Rapid Commun. 2016, 37, 67-72.

39. C. Zhao, Y. Domon, Y. Okumura, S. Okabe, M. Shibayama, K. Ito, J. Phys.: Condens. Matter 2005, 17,
S2841-5S2846.

40. G. Fleury, G. Schlatter, C. Brochon, G. Hadziioannou, Polymer 2005, 46, 8494-8501.

41. J. Watanabe, T. Ooya, K. D. Park, Y. H. Kim, N. Yui, J. Biomater. Sci. Polymer Edn. 2000, 11, 1333-
1345.

42. T. Karino, Y. Okumura, K. Ito, M. Shibayama, Macromolecules 2004, 37, 6177-6182.

43. G. Fleury, G. Schlatter, C. Brochon, C. Travelet, A. Lapp, P. Lindner, G. Hadziioannou,
Macromolecules 2007, 40, 535-543.

44.Y. Shinohara, K. Kayashima, Y. Okumura, C. Zhao, K. Ito, Y. Amemiya, Macromolecules 2006, 39,
7386-7391.

45. K. Ito, Polym. J. 2007, 39, 489-499.

46. K. Kato, T. Yasuda, K. Ito, Macromolecules 2013, 46, 310-316.

47. K. Kato, Y. Okabe, Y. Okazumi, K. Ito, Chem. Commun. 2015, 51, 16180-16183.

48. T. Murakami, B. V. K. J. Schmidt, H. R. Brown, C. J. Hawker, Macromolecules 2015, 48, 7774-7781.
49. K. Iwaso, Y. Takashima, A. Harada, Nat. Chem. 2016, 8, 625-632.

27



50. J. Araki, T. Kataoka, K. Ito, Soft Matter 2008, 4, 245-249.

51. X. Li, H. Kang, J. Shen, L. Zhang, T. Nishi, K. Ito, C. Zhao, P. Coates, Polymer 2014, 55, 4313-4323.
52. J. Araki, N. Sainou, Polymer 2015, 74, 133-143.

53. (a) A. B. Imran, T. Seki, T. Kataoka, M. Kidowaki, K. Ito, Y. Takeoka, Chem. Commun. 2008, 41,
5227-5229; (b) A. B. Imran, T. Seki, K. Ito, Y. Takeoka, Macromolecules 2010, 43, 1975-1980.

54. A. Bin Imran, K. Esaki, H. Gotoh, T. Seki, K. Ito, Y. Sakai, Y. Takeoka, Nat. Commun. 2014, 5, 1-8.
55. A. Garavand, A. Dadkhah Tehrani, Carbohydr. Polym. 2016, 152, 196-206.

56. H. Zhou, Y. Wang, Z. Zheng, X. Ding, Y. Peng, Chem. Commun. 2014, 50, 6372-6374.

57. N. Kihara, K. Hinoue, T. Takata, Macromolecules 2005, 38, 223-226.

58. T. Arai, K. Jang, Y. Koyama, S. Asai, T. Takata, Chem. Eur. J. 2013, 19, 5917-5923.

59. (a) T. Arai, Y. Ozawa, S. Shoshi, T. Takata, Y. Koyama, K. Jang, Japan Patent 2012, JP 2012_188524
A; (b) T. Arai, Y. Ozawa, S. Shoshi, T. Takata, Y. Koyama, K. Jang, Japan Patent 2012, JP 2012_188523
A.

60. “Fpk 25 AR REE RS0 RO LHERT).

28



2R

a-¥7aFEA M) VBB X =B 2R S
L35 o)V FREBHRIORE L 2 W THE
bhbda kY L 2kEEn O



B e

FE TR X DT, v & X9 U 2E &7 T (RCPIIZEFE RIZB W TE g FHEMA FTEI CTh
HEWVWI RO, EOIAEMECEN IS TR RRE, o7 EE RS TE D,
Brizemn e E LTORBAHIFGESNTWS, CD Z444E51CHF 45 RCP (CD &/
RCPYDAERUTIZAR Y v & X4 2B L7122 CD RlL A4 EfE T 2 FEN X< mbiTn
%, CD Ziipksr &3 HARY) v &2 2% OFRIT, JHLIZE > TRIIZHE Sz, JRH

HlE, MAKSEZ 7 2 /b L7 PEG(r T-& #J3400)% Hiliksy. o-CD # sy & LTEhE
AVH, CD OEIFIKEEIRIZ PEG OKEKRZMZ 5 Z L TR mn 2 o2 L, =
& DMF T 24-YV= a7t uxXo P b RBRTBRICSE 5 2 & TRz S
EWEHELZEAL TS, ZAUCKY | ko kT H2R< R0 RY a2 x4 00315
515 (Scheme 2-1), !

Scheme 2-1. Synthesis of polyrotaxane using a-CD and PEG as a wheel and an axle component,

respectively.
HaN A~ %\/OMNH —_— > - ‘G’@ - . ..... ....NH2
H20, sonication
n
Pseudopolyrotaxane

DMF C {.W ;:
end-cap

60%

Polyrotaxane

(2. D 1 Scheme 2-1 | 2R3 FIETHONZAY o ¥ %4 % IM NaOH H THifk
VT XNV ERIEESE, CD OKBERLEA#EET L2 LIk -oT 8 OFHORRER AT
BUBREN SV B R LT (Scheme 2-2), 2 ZHUTX CD &ARY n & %9 %AW TRCP 24
R L7 RO OBITH 5, 29 LTHLIS RCP IEE OIS SRR & o 72 45
BRI EZ IR T ZEBRHLNE RS TWDED, P WD Z R TE DED T8 PEG 12
ROHNDZ &, BIOWRKRS DAY 0 & X0 OB 725 DY E gL HfEd 5
TENEELL, MEHE LCOIAMBHIR S D &) ESRH 5,
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Scheme 2-2. Synthesis of slide-ring gel.

—HIZ O LRV a XY 24U HWFE LT, 7 oIERY v & oo
CD ICE= VA2 BEAL, ThE N-A Y Fae 727 VLT I RNIPAM)D T 2 VEA
RICHINT 5 2 LT, B =L RCP BEHND Z L 2 LTV 5 (Scheme 2-3), * B
TR ~—L 725 PEG IZA[EMWEZ (TG L TWDoizxt L, 17 6232 L7z RCP

ZARE R E DV ICHEINEE TS L CEBY (Figure2-1), £7- 2 9 L2286 T HHEMESS
BRI, S BICIEEMAR Y = —"Toh 5 PNIPAM OiREINERMEL M ET 5 Z E RN E o
Tn5,

Scheme 2-3. Synthesis of PNIPAM gel using polyrotaxane as a cross-linker.

l b w@ o,
cat. BuzSn(OCOC+11Hzs)
DMSO, 40 °C, overnight @_ l( ’\ {j| !I‘ _@
J <

NS

e p A

Mﬁw@g
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F PESEIRV e XX HOCD 0 be- 7T 7 hoEBREASL, T5 &
T HZET, rARY GBI BE= I X M~—] BEONDL T LEmE LT
% (Scheme2-4), °> 126N 7-R ) ~—DEBEL LTUIR U (e-H 71T 27 bYHED L DD
HENRKEL RS TNDHLOD, ZEEHEAE L TIL Figure 2-1(a)\Zr L7-H O LI L T
BY. CD &I Lammy FHTHER LAGESE LRI ELE A3 Z e TE D,

(a) (b)

Vat LA . 8
A N R S
(

k_Aﬂf2§IL\\ I\\\

Figure 2-1. Difference of cross-linking style of (a) slide-ring gel and (b) RCP reported by Takeoka

et al. * Slide-ring gel cross-links trunk polymers directly to generate the mobility of the whole trunk

polymer, while cross-link style like (b) endows the cross-link points with the mobility.

Scheme 2-4. Synthesis of slide-ring elastomer.

oA3-893-va %}5?&%?

Ring-opening

&/F}TH,{ !%"" polymerization

OCN A co
cat. BuzSn(OCOC11Hzs)

toluene, r.t., overnight
105°C,2h

INHEDOTEIZL VAR E= LR ~—, HDHWIIKEBENLEA LAY ~—|Z
Lo Z XV U AUEHEENEANTE L2 ENRENEN, FHEHE CD AR a4
VEHEWME L L TEY, —ECD EARY) a XXV EET D DI K E KR &
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ITHORERSH D, 5T, CD EOKEBENT X MIZEBIZES L Tnb 2o, 3ELLE

@ CD 3EfE &4, HREG & B O BN HIIR S L7 2UE S 2 U T 5 FTREME S &

% (Figure2-2), = Z CEHEGIX, CD OKEEEZ —2K L TETAT L LS D EHmk

%&Lf%wt$)m&%ﬁ/®Aﬁ&%h%%wéImP®Am_owTﬁ%LTm5

(&mmuJ) ZOFETHIUX EFROMBEA R TE 2525, ks & LTHW R =
SFENNE L BRAYMEORBIIMER SN TVAR,

(@)

(b)

Figure 2-2. Schematic comparison between (a) rotaxane network with a free ring and (b) rotaxane
network with triply-cross-linked rings. (a) Free ring hardly affects the stretchability of the network
polymer, while (b) triply-cross-linked point restricts the mobility of the polymer chain, resulting in

showing CCP-like response to tensile stress.

EHICE B OIERRE MR NI L L e X 2 885K & LT, o-CD oA Y =
~— L REEEEH L PEGE O~/ vt /)~ ‘*(termlnal bulky macromonomer, TBM) % 7K
HCIRATDHIE CREINT-HEZ AT A2 ﬁﬁi (Vinylic Supramolecular Cross-
linker, VSC)Z &k L, Z D4R ﬁ%%tﬁw%/v~®é I35 Z & Cfif#Eiz RCP
WESND Z L AWE LTV 5 (Scheme 2-6), '
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Scheme 2-5. Synthesis of topological gel using mono-hydroxy a-CD as a wheel component of

OH OAc
ACzO
_—
pyridine
Ho'l/\/\'o nH OAc O OAc O
M, = 2000 OCN—< >—CF’h (0] H
————— ot [ > OOy MR OO
water n water O H S O

sonication 43%

polyrotaxane.

K2CO3

MeOH/CHCl3

topological gel

Scheme 2-6. Synthesis of RCP using VSC consisting of a-CD oligomer and terminal bulky

macromonomer as a cross-linker.

bdeort e vty
T;f”worvowko o~ b}jf S AL

HO  ©OH

BM /a\ ”
A P5 -

| UV irradiation for 3 min.
84%

Lo
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RCP
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7 CHHo-CD OF Y A~v—|IEIZCAKRTE, xR =R ~—HlZr ¥ X
VBB EEAT DI ENTE DL VS ANS, AFERIAATHIEE 2D, EHICZ
Da X XY UBERE VWD Z L TH LD RCP X, KD CCP & M@ E: 2 7R
FTIERELHALNE ST, LML, CD AV I~v—|da-CD &A1 V73— FMIOKR
V7ube L7 ) a— L eDRIRCE>TERL TS, MEICED 2 ENTE IR
M, DB & W o TG E T L TR Y . T 245 5105 50 ARG O ffE 2 AR
R CThHoTe, T, EAIOHEE & 15 DN DG EROMME & OB OV T O/
FEFTIZIZE > TRV, - T, RRICBIT 5 a4 0 U AEEHEEZ AL L, fohb
RCP DA R T H Z Lix, E=AR Y ~—IZxt LEATYHEZBEICA 535 &0 )
BLEDOLIEFICEETH D,
ZHLIEERNPOARETIL, CD ==y NMIDH#72a-CD ZEEKZ W TE LN
TLERIOMEE L. TRERAWTHE LIS RCP OFHEIC OV TRA LT,

B2H RER LB

Hie/pr=> MIZ AT Ha-CD ZEEDOERDT-DIZIE, CD LIZH D 18 [HDKEEEL
DL 1 fEiEERL, SONTEM CD 227 L bn LT 52 & T &by
L=8{b&1TH) ZEDREE LV, S5 CD ORMMEOREL H 5720, CD OEAfi<EE
(VIR m R D AR TIT X ARG WD ERN B D, —T7, KR THEZNHET
T 20 & LT T TOT ¥ R=T % O 13- PG (HINBRALS 23 560
5N5, Y AKECIIBEMOE /@i CD AkiE° La-CD O7 Y R=7 /L% D 13- B4
MBS A E D 2 & T, a-CD O Bt ISaBRi L, $7-. TOFEL =&
LIS U, #E&E A 72 0-CD £ 8K % V5885 2R A| O A ikd & OV RCP &k 21T -
7z (Figure 2-3), 1% & V7 5 1- 225G A O fig AT 121 diffusion ordered spectroscopy (DOSY) % .
RCP O AR B s X O ERBR 2 V. TN OFER D BBy 124465
DREYE L ZNDNEIBEDOWPE BTN RISV TR L=,

— — N N-N
- Vel
T\Ns N
| W%J
N:N’ z

Figure 2-3. Concept for the syntheses of a-CD dimer and trimer.
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FH1HE o-CD _EEBIV=EEKFVIZ PEG ¥ 7 ut /) v —0DHEAR

E /) EHa-CD OAFIEDO T TH ., KT R U bIc>WTIEE L ORERH L Bohd
N UARIZLAME D @V, & 2T, Scheme 2-7-2-9 (23 FIEIZ L W £ /-6-O-(p- L=
ANHR=N) -a- 7 a7 F AN UERHT Ha-CD &K 2-5 3 X Pa-CD = &K 2-6 O
Bk E T2, 70" Scheme 2-7 \ZHEWE ) TV Ra-CD 222 &L, Tha BEHEMED
TIFX 23 BHDOHWVIZERMEDO T VXV 2-4 LK A S ) — VIRGEREE T CH & it &
LT NF TV ROI Y v 7 KIS KD #ERET 5 2 & Ta-CD &K 2-5 X Pa-CD
=8I 2-6 A NENEINRTHEZ, B, CORMEEETAZ J =zl LT
RV, D@t TS EIT> TWD DT VF v 2-3 BLO 2-4 OIRMEMENKL, A
REM CTRIBEAT ) MBERSH -T2 Th D, 2-5 8L 002-6 DAERKIT 'H NMR, “C NMR,
ESI-TOEMS (2L W {T»7, 2?9 H 'HNMR A2 kL% Figure 2-4 |27,

Scheme 2-7. Synthesis of mono-6-azido-6-deoxy-a-CD 2-2.

TsCl (5.2 eq. to a-CD)
oty

4-methylpyridine
0°Ctort,1h
16%

Scheme 2-8. Syntheses of dialkyne 2-3 (upper) and trialkyne 2-4 (lower).

o) Z N
(1.00 eq.) o
Et5N (1.00 eq.) ¢ N
cl EtsN (1.00 eq) S H/\\b
cl CH,Cl, NN
0°Ctort.
o 3h O
12% 23
H b
0 0. ol Z NH, o N_Z
SOClI, (excess) (1.10 eq.) 2
HO OH DMF (cat.) EtsN (1.70 eq.) 0
_— _—
H H
reflux, 8h  Cl Cl CHCl XN N__Z
quant. 0°Ctort.
0” "OH o] o] 24h o] o]
62% 24



Scheme 2-9. Syntheses of a-CD dimer 2-5 (upper) and a-CD trimer 2-6 (lower).

2-2(1.25 eq.)
CuSOy (cat.)
PMDETA
Sodium Ascorbate
2-3
H,0 /MeOH =1/1
reflux, 12 h
97%

2-2 (1.67 eq.)
CuSOy (cat.)

PMDETA
Sodium Ascorbate

2-4
H,0 /MeOH =1/1

reflux, 12 h
88%

uy)
l

8/ppm

Figure 2-4. "H NMR spectra of (a) 2-5 and (b) 2-6 (400 MHz, 298 K, D,0).
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Figure2-4 |2 "7 X912, 2 TOE—7 PHMIZIHFBTE L2 L0050 2-5 B LN 2-6 DARK
iR L=, —J. PEGHDO~ 27 nE ) ~— (TBMpeo)lZ oW T HEEH 2 2B B A%
1T>7= (Scheme 2-10),

Scheme 2-10. Synthesis of TBMpgg.

NCO
0
@ Y&ON NCO

(0.6 eq. to OH) (1.5eq.) o
o H H
o {” >H DBTDL (cat) éﬁm\ DBTDL (cat.) NTOVO%LN/\/O
n
CHyCl, CH,Cl, 0 H 0
0°Ctort,12h 0°Ctort,12h
23% 77%

W AR KEEEE 2 AT 5 M, = 1000 @D PEG IZK L 3,5-PAF N T 2= A VT X— &
FIGEE25Z &T, FRMZa-CD O#IT IED &7 2 & m Wik 2 H9 5 PEG 2457,
MNTINE 24 YT T hZFARAZ 7Y L— R ERIGSEDZ LT, AREIZ CD @
WTFIED LD SEWESRLLY . O A RRCEGMERETCH LA X 7 VA V%
A4 25~27 vt /) ~—TBMpgc Ak L=, EfkiZ 'H NMR 3 X O MALDI-TOF MS (Z &
Y 78 U7 (Figure 2-5, 2-6),

C H e f \ O i l
a N._O._~ {/‘\/Oi\g/f\ M /'\/O#k
il d O\ /'n hO N : k
0 H 1 0o
b a
CHCl3 f H.O ™S
|

c k k .d'he'g ;
| S v i -

[ppm] & 7 6 5 4 3 2 1 0

Figure 2-5. "H NMR spectrum of TBMpgg (400 MHz, 298 K, CDCls).
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Figure 2-6. MALDI-TOF MS spectrum of TBMpgg (matrix: dithranol).

'H NMR OF_RTOY 7 FILNHFEICIFE TE . 7> MALDI-TOF MS 75 I3 H# 45 &
=T A= N F L7 a— L) R LEMER THRIHESNTZZ &b,
TBMprc DAL Z MRS LT,

PLE, AETiXoa-CD &K 2-5 8LV =& 2-6, WNC~ 7 2 /) ~—TBMprg &5
AR L7z, IR TILE Y T2REAI DI & & OREEFRIT 21T - T2 IOV TRl 9~ 5,

% 215 DOSY NMR % i\ % 84 F2RAEH| DREEfEAT

a-CD AV F<—& TBM 7572 5857 T2EA] (VSOOI AfiETH 25— T, £D
HEIEN AR TH D72 OHBERICZED L 5 RRE 52 D MO TUI TV E THMEZE
MEN TR, BRCHEERIAOLEIT & 70 o TND DN, KEEHRISNHEETH S &
IRTHY, TOTDHHEER L T VSC DEZ T 5 Z LN TE W, iz, BaH1
ZAKGANTZ OB E NS . TIRSMHC L7 VOB A2 N2 720 32 L HE N2k L
TLED, 1> T, GPC X DLS D L 9 22T 1L TS FARBHR O EZ EL AfEb 5
ZLIITERY, —J7. DOSY [XIRIEIRIE COWBE DOIEUREEZB T 5 FETH .
I L THAREHEELLE L L0 eH, KR THOWDEUEAIO X 5 R EA R R
HZFRELLTHELTWS EEZ NS, £ 2T, AHTIIEY FEEGH OREE %2 DOSY 12
F o THMT L, 8B 124G R O IE DR ERFIES L OV CD 4 3~ — OfEE R FIEIC D
WTHEES L7z, Scheme 2-11 (2960, a-CD 84K 2-5 72\ LIE = 81K 2-6 Z#wi 57 . TBMpec
Zihp oy & UGB T AUEAI(VSC) Dk 2 il L 7=,
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Scheme 2-11. VSC formation using a.-CD dimer / trimer and macromonomer in water.

/ [
T S !
) ¢ 0.1 M NaOD \

2

complexation i< —e .—\.

2-5 2-6 TBMeea VSC

B B OIREITEGERZ ST 2BROIRE L [F—I2 L, CD OFfFMER LB LT CD
£ LOEEIED T 0.1 M OFEARF(L Sz KEEbT bV o 2KSRZREEE LTH
W2, VSC JERRDFEHIRS L OY DOSY JIEIC L 0 5 b= inftash, M7 E-RoMs
Table 2-1 (2, F7= 2-5,2-6, TBMpig 33 & O VSC OIS 42 % Figure 2-7 12, %
AU, Figure 2-7 |34 Z TBMprc QIR HEHHIZ TBMprg & 2-5 B LUV 2-6 ZIRE LT
BUZIG BN D4 VSC DOFRIR T #4488 (2-5 & TBMpgg 1A, 2-6 & TBMpgg 1ZO)& 7 12 v
FLTW5, 2-5, 2-6, TBMprc HIAEDFRMAE T FZHEIZOWTITEN TN+, X, OTERL
TW5b, o, M EOREBITITLL T IZR T Stokes-Einstein D& H Mz,

kgT
D=2
6mnr

2-1

ZZ T, D, ks, T,n,r IZENTHIEHERE [m¥s]. Ay~ iEf, b, WO
i (H,0: 0.890 mPass), WHD T DOWRMENFHRERL TV D,

Figure 2-7 75, 156172 VSCIZHH 2T 5852 0 AR— 2 M XD bEmWIRAKRF
YRERTZENRHLNERD | o-CD &K 2-5 720 L = 58K 2-6 (37K H T TBMpgg & 17
ODNDOEEGEREZTER L TWD Z RSz, £72, VSC &9 LOWENFEEORE S
T D L @BEETCHONILH DI ERERIMENNTFEEERL TWVDH Z ENRTERNLS,
SOICFE-RETHERT S L, o-CD ZB&EZHNDL LD b ZEEEZHWD R RE Ik
AREER L TS, 2T, a-CD “EEN LY %< O TBMpgg &t ¥ T4 U 2L
LT WVEHMIZ 1 DO CDIZH L 1 ADOPEG WEEL THRe XX U#EZRL5E LTH,
a-CD —&{KIZ 2 KD PEG L HEAEREI LT 5 DIZH La-CD =&KX 3 KD PEG LS
WEFERT D)o ThHDHEBZEZLND, ZILDRERNG, KF&METTO VSC OffEIX
Figure 2-8 D L. 9272 > TCWAH Z ERHERI S D,
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Table 2-1. Conditions for VSC formation and their size estimated by DOSY measurements.

. Conc. of a-CD cpe s .
Ent Material Obtained Conc. of TBM i Diffusion Hydrodynamic
ntr ateria oligomer
y VSC [pmol/L] [miol/u Const. [m?/s] radius [nm]
1 2-5 VSCo1 ’8 " 1.60x107" 1.40
TBMp ¢ 2.00x1071° 1.13
. 2-5 VSCol-2 0 ” 1.41x107"° 1.60
TBMp @ 1.65x10710 136
2-5 5 0.969x107'° 232
3 VSCa?2-3 69 35 o
TBM,¢ 1.19x10 1.89
4 2-6 VSCa®-1 )8 93 1.34x107" 1.68
TBMppe ¢ ' 1 84x10710 122
2-6 1.13x107"° 1.99
5 VSCo-2 42 14 s o
TBM,¢ 1.49%10 1.50
. 2-6 VSCo3 6 ’ 0.881x107'° 255
TBMp @ 1.17%10710 193
7 2-5 - - 22 1.88x107"° 1.31
8 2-6 - - 15 1.55x107"° 1.58
9 TBMpgc - 3.8 - 221x1071° 1.11

2.8

26 |} T 25+ m
— - A
H £ 0%
£ 22 b 1o O i@
5 2 0 - Q0
O
T 18 H x T1 2-5
L H i
s+ 9 4 o

] +
gl ox 8 00
= L0 , . 0 @ O\ TBMug
0 0.02 0.04 0.06 0.08

Concentration [M]

Figure 2-7. Hydrodynamic radii of VSCs and their components.
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A ::/
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v

small large

Number of a-CD in CD oligomer

Figure 2-8. Plausible structures of VSCs dependent on concentration and the number of o-CD in CD

oligomer.

S BT, VSC OFEEN ENTE T BN FHEEZ B L TS DONIZ O TRET R 2-5 &
TBMpic % AV T VSCa’-1 & VSCa’-3 & DIRESAF FICRHIZE & £ RIETD DOSY %
WE L=, ZOkER% Figure 2-9 (23, 72720, WTHOMRIE b HHE% 30 /0 ~1 BEfERE
FETIT o T2,

E, I VSCo2-3 ’

2 4 A VSCo2-3 | 1

E - \ /\ + o-CDdimer2-5 ™

—

2 3 X TBMpec e

2 | \/

) 2 - VSC T" + .\_/\\
o

T % VSCo2-1 VSCa2-1

T

1

Figure 2-9. Hydrodynamic radii of VSCs depending on the concentration of the components.

RIEDORER, VSC DY A XiZa R —x 2 FOREIZIE U TURIE A 0l 24k
THZEDNRENTZ, 728, Table 2-1 278 UT=iAA S OME & A [ ORE T STz
EICRERZEND LD, ZIUTRIEICHWZEENRR2 > TWDH7OTHY | FEXTH 72 E
ZeHiid 5 LTI RN E B BN D,

LEDKFETE D a-CD &K 2-5 B LN =81k 2-6 |X TBMprg & KHF TIRETHZ LT
BOTRIEAIZ G2 D28, ROICZEDORHENRSE AL R—F 2 FOJRESS CD AV 3~
—ZRT D=y MRITIKFT 5 2 &, S DICZ OENSIMHBERRE O ZBITE U Tl
MBS B Z LS,

42



FIHE a-CD _ERBIUV=EfRZmks Lt L THWS =B RCP DERR & RtEiHE

AIECELNTZMAE S L2, TBMpeg & a-CD —HIK 2-5 B L OV ZHIK 2-6 & VSC @
WA & L CTHW, RCP OERRFT 21T 72, fflE LT, a-CD &K 2-5 & TBMpgg %
A% RCP DA RO T Scheme 2-12 12777, a-CD &K 2-5 & TBMprg % 0.1 M NaOH
FCRG, BEREAT2 2L TR FREER ST, ZZIENN-DAFLT 7 ULT
R (DMAA)EB LT ¥ h LVEA O NBIMEAITH 5 IRGACURE® 500 Z 1z T UV % 5 43 [H
ST L7221 12 FFFRE S 2 2 & TREERZ S, FoNnBEiREZK, 7R A2 —
Jb. THF |2 Z DNEIZRIE S RIS Z B BRNZO BICH BRI ESH Z & T RCP %15
oo FTo. ZOMIZH 2-6 & TBMprg DI A Z8MEAI & L THWEGER, E=LE )/
~v—& LT NAYT7TaELTZY)LT I R(NIPAM)R 2-t Raxi=F /727 L—F
(HEA) ZHW=GAI B RIERIC RCP 3M& 672, 2D Z &1, TBMpgg & 2-5 H 5\ 2-
625725 VSC W E=/VRY v —DZEICRIACEHTEDLZ L2 RTHRRTHL, £,
Scheme 2-12 T OFEIZZNZEN, EED FIR LI =VE ) v —% 0O TE LI - 446
KD 7 4 )V AR ZRRE LT b DO TH D, BAMEROERFERDOFERIZ DUV TIX Table
22218 T, 7B, WD DI NN-ATF L ERAT 7 U7 I RBIS)ZZEEAI & L
THWE AR ATZEEE 55 F(CCP)H RCP L RO FINETHETHK LZ (Scheme 2-
13),

Scheme 2-12. Synthesis of RCP using 2-5 and TBMpgg as VSC components.
N

r (10 mmol)
IRGACURE® 500

\

TBMpec ﬁ
(0.4~1 mol% to monomer) >
0.1 M NaOH (0.5 mL)
1 sonication 3 min r.t.

5 (0.5 mol to TBMpeq) VsC Solfutlorj
uv reezin
ili thaw 9 VSC
Silicone rubber 3 times
(Thickness: 1 mm) / l \

4 \L
. Glass plate
(Top view) W>'> | E W/ | | Precursor
- solution
30 mm | Teflon dish |
£ ¢
o s - 4 | jl
o > e {
(i) r.t. UV irradiation, 5 min e i
ol ot T thenrt., 12 h Y = em
ASSIPIAIG (i) wash, dry %
Precursor  Silicone 29-99% *JLHJ\ VLO'\/OH
solution rubber )

RCP (dry state)
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Scheme 2-13. Synthesis of CCP using N,N’-methylenebisacrylamide as a cross-linker.

o} o]
§/U\NANJ\¢
H H
(0.2-0.5 mol%)
0o ®
\)LN’ IRGACURE® 500 (40 uL)

0.1 M NaOH
UV irradiation
87-90% CCP

B ONTZRIBER DL FRZIL RCP 2> CCP EFLE L7=D HIZ, Wt ) v —DIEFRD
»chjt%ﬂﬂ“% TRLTHDH(ZZLDMAA 2 /) ~—L L THWEZLDIRERTL TH D),
E BT, EEAIOMIA R IEE 2B STV D b DOIZEE L CIRZERB IR DL FR O KR IC2AE
R DOHIABIRE TH S 0.2,0.3,0.5 mol %Ik LB F N STV 5, el iAot
IANAIRE 2 RE S LTEBRIC mw@W$@ﬁTLTw5@\_mimﬁfx#Tf LEAI DS
BHE BGOSR LS HEIT L2 o T2l Th D EEZ2 b D,

Fo. HFERE LTCD &K, —8BROMRD Y ICHEEROW-CD Z HWiGad, <
7 aE ) —2RML2WEGAED 28 Y TENENEERIGZIT > T2(Scheme 2-14(a), (b)),

ZOFER, WITN L EASMICIETT 5 L ODORMEOTIEE 52 5 DB T, F ALK
ITET Lo To, TNODOREREBET H L. £ Scheme 2-14(a) DFEF DS |, a-CD &
RLZBIRkE~r 0T /) ~—0NERET 5 Z LICL > THID T~ 7 aE ) ~—0N4UEA
ELTHRET D L D 12720 (VSC), TIUEDHEITT 5 Z Evbinsd, £7z. Scheme 2-14(b)

DOFERNBIE, AV =1E ) <~ —1Za-CDNFLIZH L CTHaier S @< BREmIC X
L7 MMEMEZ BN ENbNnD, LT > T, ARICBWTIICD &K H 5V E =&
KEPEG~Y 7 B ) ~—NERT HVSCIZ L » TORLERISHEITLTWD Z L0 5
NERot, ZHLKIL., DMAA% E / ~— & L 72-RCP(Table 2-2, entry 1-6)3 L O}
CCP(Table 2-2, entry 11-13)iZ 2O\ CZ OMMEZ R L 7= fERIZ OV TR 5,

Table 2-3 |21, Table2-2,entry 1-6 33 X OV 11-13 TARL L7= RCP & CCP O H T AR
FE (Ty). S%EEPEE (Tys). 725 ITHIRRBRIZ K - TR S DAL AW O, fkkis
71, Yo r7gE BIOHEHox X —%2F LHT05, 7. H6N0T2EEKD DSC %
E L& Z A CCP D Ty 75 119-120 °C THM S N7z DIZx L, RCP TIXRPMEW T, (87—
112 °O) NI S 7=, HRIC RCPa’-3 X° RCPa’-3 MEW T, 2R L CWD Z LD, ZRAEHES
AL AR E U THEEE L TV D Z &R STz, — 5T 5%EERIRE Tys 1L CCP,
RCP & 12 350 °C FLENZE LA L TH Y (Table 2-3), CD <° PEG Z 5 = LI Xk 58
EMEOIK NITR SN e o iz,
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Table 2-2. Syntheses of cross-linked polymers.

Cross-linker Conc. of Monomer  NaOH aq. : Yield
Entry Obtained Gel
(mg, pmol) TBMpge [M] (g, mmol) (mL) (%)
2-5 TBM DMAA
PG 0.028 0.25 RCPo-0.2 66
(22,10) (27,20) (0.50,5.0)
2-5 TBM DMAA
2 PrG 0.042 0.17 RCPa?-0.3 71
(22, 10) (27,20) (0.33,3.3)
2-5 TBM DMAA
3 PG 0.069 0.10 RCPo-0.5 64
(22, 10) (27,20) (0.20,2.0)
2-6 TBM DMAA
4 PrG 0.028 0.25 RCPa’-0.2 62
(22,6.7) (27,20) (0.50,5.0)
2- TBM DMAA
5 6 PG 0.042 0.17 RCPo’-0.3 65
(22,6.7) (27,20) (0.33,3.3)
2-6 TBM DMAA
6 PrG 0.069 0.10 RCPo’-05 41
(22,6.7) (27,20) (0.20,2.0)
2-5 TBM NIPAM
7 PrG 0.028 0.50 RCPy0*-02 69
(66, 30) (54,40) (1.1,10)
2-5 TBM NIPAM
8 PrG 0.042 0.50 RCPy0*-03 50
(99,45) (81, 60) (1.1,10)
2-5 TBM NIPAM
9 PrG 0.069 0.50 RCPy0>-05 38
(165,75) (135, 100) (1.1, 10)
2-5 TBM HEA
10 PrG 0014 0.50 RCP,02-02 99
(33,15) (54,40) (1.2,10)
DMAA
11 BIS (3.1, 20) - 0.50 CCP-0.2 87
(1.0, 10)
DMAA
12 BIS (4.6,30) - 0.50 CCP-0.3 89
(1.0, 10)
DMAA
13 BIS (7.7,50) - 0.50 CCP-0.5 90
(1.0,10)
Scheme 2-14. Control experiments for the synthesis of RCP.
(a) . a m ‘ -
o (6 mol% to monomer) ﬁ
Irgacure 500 (0.4 wi%) o Ao
VL’E‘/ UV irradiation for 5 min.
No gelation
(b) "
(3 mol% to monomer) 5,‘J
Q Irgacure 500 (0.4 wt%)
VJ\N/

UV irradiation for 5 min. )
.
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Table 2-3. Properties of RCPs and CCPs having polyDMAA as a trunk polymer.

Cross- Breaking Breaking Young’s
Entry linked [c%] [OTES] elongation stress modulus F:;alc (t)l_lgf T Jeﬁf_ﬁfg
polymer [%]" [MPa]” [kPa]®
1 RCPa’-0.2 108 352 1390 2.61 6.53 14
2 RCPo’03 112 364 1750 2.05 6.62 16
3 RCPa?-0.5 87 359 1780 1.66 1.89 10
4 RCPa’-0.2 107 346 1700 1.37 0.286 10
5 RCPa’-03 110 373 1790 1.27 0.908 93
6 RCPa’05 94 354 1850 1.24 0.561 10
7 CCP-0.2 119 383 1080 3.19 214 12
8 CCP-0.3 120 354 820 3.89 430 9.1
9 CCP-0.5 120 397 660 4.55 312 8.5

a) All measurements were carried out with 20 wt%-water-containing samples. Sample size for tensile test: 12
mm X 5 mm x 1 mm; elongation rate: 12 mm/min, measured at 25 °C.

eV T, RCPIS L UNCCP D ARSI\ kb3 D RS R E 217 - 7=, (Figure 2-10), & Dk

F. 2 TORCPIICCPL Y bW AME 2R Lz, Ziud, RCPH O EL I EE S T b
D CRENICTH D Z &, WNTEEBAIOEEIZ L AT OBRBEENMER T LTS Z &
FlICERTSEEZ NS, —F, a-CD_&EKEHWTEK LZRCP L =&k ZH W TH
% L7Z2RCPORICII R E 2@ WIR N o 72, ZHUCE L CTid, DOSYIZ K-~ TRED
DI TGO A XD a-CD_EK & Z8&EE WG E TREIFIRL Do
72(0.2~04nmfRE) 2 & 2 FET D &, ABFTORIAN TIIMAHEIC R E REE AT
EDEEIL, a-CD_EIK L —EIEZ WG B OREANZIZ R o T bBEZ BN D, 70 E,
T RTOZEBRIC OV TEER ORI U TEERIBEEE MK T LTl 0, Zhidse
BEEOME & BITBEMET LTV & RO R TIC A LD R &
AELTWD, ZOZ LMD, VSCIZOWTHIRMLEZBRI OIS L TE=LRY <
—DYRENHEIT L TWD Z LR ENT,
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[W%)]
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4000

2000

0

Figure 2-10. Swelling ratio of RCPs and CCPs with (a) H,O, (b) MeOH, (c¢) CHCl;, and (d) DMF,
calculated by: swelling ratio [%] = 100 x {(weight of swollen gel) — (weight of dried gel)}/(weight

Swelling solvent: H,O
RCPu2-0.2

CPo2.0.5 RCP-0.3
RCPu»‘-O.Z/

lncpuz-o.s

RCPw-0.5 CCP-0.5
ccpio.s |

ccm.z\

Swelling solvent: CHClj

of dried gel).

FEVNT RCP DFFEIZONWT S BT Z 1G5~ | SRR 21T o7, 72720, Wi
HZERB RO FE RIS T DR At L. RCP IOV T T & 5 286 0 Al & 72 2846 %)
RERETED LD 20Wt%DKEEGATRETHEEIT> TS, KV 70 S-S ik
% Figure 2-11 2, F725 0N KRER DY o 73R B L UMW = /L ¥ —% Table 2-3 |Z

FLHTND,
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MM RCP2-0.2, 0.3:

JRCPa2-05 i
6 E RCP(X.SS §
— Sr CCP-0.5 ; 0.0 ) . . §
T 4L :>0 50 100 150 200 ;
S N ;
© 3l cCpP-0.2 RCP02-0.3
o RCP2-0.2 \ RCPa3-0.2
RCP2-0.5
§ 2r /;cho@-o.s
® =1
_,.1..: ....... _ T T——RCPw-0.5
E O : 1 1 1 : y
: 0 : 500 1000 1500 2000

strain ¢ [%)]

Figure 2-11. S-S curves of RCPa and CCP samples containing 20 wt% of water (sample size for
tensile test: 12 mm X 5 mm x 1 mm; elongation rate: 12 mm/min, measured at 25 °C). Inserted

figure (upper-right) shows the initial region of S-S curves.

FIEERBR DOFEFE NS RCP 28 CCP X 0 & @ WEME LKW > 7 AR 2 L8 50
Llpolo, TIEHDOFHIEILZRCP ODANET 5, BRIERICK T 2 &0 F8HO B MEICER 3
HZHDEEZOND, F2, ZBEBRIORMEZ & O S-S RO EB S & CCP ITZEME
FINL L T2 D2 TROT & « @IE AR T X 51272 525, BEREEV 2 & 12 RCP 132446
FOWMENEL 251227 T, S-S A L BT A - EKFERA~E 7 P LTS
ZEWPNL, ZOZEE, VSCEXVZI MWD Z LT X D>) BIBAIOEEIZ L 5%
Fe. (i) ZEFBIRTICE £ 2 FE e @ o T8ROI, 8 X Oii) VSC B & 23 H 35 Al ik
IZE > THATE %, (i) —MRICZBMEHC B WO CABICR Y —MERMFET D LIs hEh %
I, TORERMEZDO L DODOMEINME T 5 (Figure 2-12),

Figure 2-12. Inhomogeneity of cross-links in (left) CCP and (right) RCP.
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SEHWTWA B FRBAICOWTE, SIEESRMETCENT L L RET L2 LR
DOSY MOHRBINTWDHTED, 9 LICEHENERE [HMRE DK T | (227N -7
TRV ETFEEND, (i) — T, ZEOBS BRI ZHWD W) Z Lk, afdh7
857 (AR TIE TBMprg DS F AU S T D) DB EZ NS ETWNDE L) 2 ETHH D,
(i) & DIC T HEDFERNS LR I NI K 512, VSC WA[HEAI L LTDIEb &% LT
WL ZEBBEZXOLND, 5T, VSC 2L HND Z LIZ LD Em FHOEMER LU
HOE DI EVY, RCP S TEEMM: ] 2R L L9 oT B 6N D,
PLEDFER) G a-CD &K 2-5 5 5 W = 81K 2-6 & TBMpgg & VW TH 5415 VSC
X, E= AR v —O8ER & L THWESGE, RIRE T3/ S 2GR 2 TR L2RGE IR
DRWIRE 2 HE VHER ) Z &<, ORmWEMPEZ BRI 532 — 5T, SiRE
TITEEIC L D REREFBAEER L, KV EWEMEEZA 532 Z LR LnE o
(Figure2-13), S 512, ZiIL O OFEFRITIEIKF O VSC DARAEZBIZZ L7 DOSY OfER & &
=T Z LN, WEH T & Tz VSC OREIENE O F FLEIRONERIZE > TR
V. RCP X VSC DIEL KM L= Z 3 Z EDRH LN E R o T,

Low conc.

¢
K (g @0l
® ° \ég‘(::f‘ ""Cf\z*ﬁ7<i(

High conc.

Figure 2-13. Illustrated image of the cross-linked structures of RCPs containing the original
cross-linked structure of VSC (from 2-5 and TBMpgc), prepared at lower (left) or higher (right)
VSC concentration.

X512, CD & PEG & OfLZEEGLLEN RCP OMEICE 2 DB FIZHOW T H <,
CD OE/NEN 1552725 K 9, a-CD &K 2-5 & TBMprg Z HHWWTRCP G L, 15
HAL7z RCP O )Rt 5 L 72, RCP B DA% Table 2-4 (27" d, ZREGR DA PRI
RCP THHZLZRLIZDOBIZ, W/ CD AV I~—N_"BATHDHZLE2E T &7
LTEBY., TORICIIEBH(z 7 0 ) ~—)DE=LE ) < —I1CxT DA EE TH
% 0.2, 03, 0.5mol%|IkET H2HFTEFTL L TH D, 7ok, CDDEENINE TE TR,
D2 ERTIED, BBEROLHOEKRREIZ2 EF RN 7 LTS, WTROSREND
H R OILR T RCP 235G BTz, 1LY BIEAIOHIAZIRE N RKRE W EIERME T T 5
EEICH Y . ZHUTZEEAIOEEICKE L TW DO TRV EEZBND, HWT, 5
b7z RCP DR IEREBRZ1T o 7o, £ DRER% Figure 2-14 |27,
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Table 2-4. Syntheses of RCPs using increased amount of a-CD dimer.

Cross-linker Monomer NaOH aq.
Ent Obtained Gel Yield
my (mg, pmol) (2, mmol) (mL) ained Gel - Xield (%)
2-5 TBMypyg DMAA )
1 0.50 RCPa*-0.2_2 0
(67,30) (54, 40) (1.0,10) ¢ - 6
2-5 TBMypyg DMAA )
0.50 RCPa*-0.3_2 0
(101,45) (81,60) (1.0,10) ¢ - 6
23 TBMzzg DMAA 0.50 RCPo2-0.5_2 51
(168,75) (135, 100) (1.0,10) ' -

N
1

/ RCP02-0.2_2
RCP02-0.2

stress o [MPa]
N
1

RCP020.5

1 1 . q . ]
0 600 1200 1800 2400
strain €[%)]
Figure 2-14. S-S curves of RCPs synthesized with different amount of a.-CD dimer (20 wt% water-

containing, elongation rate: 10 mm min ).

Figure 2-14 |23 20 wt% D /K & & F W72 RAETIT > 72 RCP OB iERBR OFE R 2 /R L T 5,
P, HERELTCD 2=y Mt~ nE /) v —DNEERICH D, a-CD &K 2-5 &
TBMpgc & WV TERK L7 RCP OF | ERBOMER LI TORL T D, ZNHDOMERE L
B35, CD 2% HWDEN, 515 RCP IRV > 7 XL OE WM 2 7~
HENCH D ERNbNnD, ZhiE, <D CD —BIKE WD Z & T VSC BT 5246
RREDREL R, ZORRENTORBEEMET L2 SICER LTS EEX D
N5, —hH, RIS ICOWTITENY TR FIER OGN TE BT, 2l CD MO AR
MICEDbDOTIERWNETREND, ABFHZL D CD &~ 7 vt/ v—LDILF &
EEOEIZ L 5T VSC OREENZEL L, Z410s RCP OYMEICHE L HZ TWHTH A
I ENRREINT,
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BATE BT DS DY E~ DR

AITEE CI3E 5 2848 A 2 WV TA R L 72 RCP idb K5+ DOHAERITH 5 BIS & Hw
72 CCP Zhtigg & L THWT W, L, BLEIZIIEBER O A AT EN TS A R
— 3Ry MERERSTEY, bz —#l w@LTiw%®Wk9W® ERINE D, #
ITCTARIETEHZE/~—¢ LT TBMpgg Z HWHESLT A X 7 U r A VD PEG %242
EAlE L CTHWEEA O CCP oMtz W T#E L, BIS ZHWTH L2 CCP X VSC
ZRWCTHK L7 RCP L D 51T > 7= (Figure 2-15),

(b)

Figure 2-15. lllustrational structure of (a) CCP cross-linked by short chain, (b) CCP with grafted
PEG chain, and (c) CCP cross-linked by PEG chain.

ffi % O CCP DARIZHESL B, Scheme 2-15 (ZHEV M, =2000 & PEG O K & 2-14 V7

FRZFNAZ TV L— b NERIESHEDHZ LT, AX7 VAL EA LT PEG-dIMA

ZERR LT, 728 . PEG O4y 1-& & LT 2000 % %R L7=#EH L, a-CD — &K 2-5 & TBMprc

& OFARAY 7R VSC BRI IZ A A S 5 rTEhEIA 36 K % PEG D435 2000 (ZFH 4S5

EEZ BN TH D (Figure 2-16), PEG-dIMA D4R IE 'H NMR 3 X X MALDI-TOF
S 12 X 0 #eRd U T=(Figure 2-17),

Scheme 2-15. Synthesis of PEG-diMA.

Ylof\,NCO

(1.5 eq.)

(0]
HOQ/\O%H DBTDL cat (@] H
—> ~ N, O ~0.
CH,Cl, Yo X (”O)m })‘J\
0°Ctor.t.
overnight PEG-diMA

85%
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/\k:.—}\\/\\\

x”——\\\\\\\\§_-—’

M, =1000

Figure 2-16. Structural similarity of cross-linkers between VSC having TBMpggs (M, = 1000) and
covalent cross-linker PEG-diMA (M, = 2000).

137. 7226

a e N.2.0 O N~
N~ N

2.0971
6. 4933

10

- : —
9 8 7 6 5 4 3 2 1 0
&/ppm
Theoretical value 2201.55
Experimental value 21111%4; S} 5; 20 2201 83 04550 gggg:gg
206939 | ' | 22 |5‘E§Ej }
2089.74 | 2333.71
| | 233395
| l ! #
- ! | ‘ ! | E
*l \, Ji lF'x b ,1 A \ 1
i‘ M& lh#%&“‘ ‘l\\ ‘I "f\ ”ﬁ\‘ hha J I(J{ “ 1 I’llt'f;\d'ﬂl" |'J !‘I

2100 2150 2200 2250 2300 2350
m/z

--------------------------------

1600 1800 2000 2200 2400 2600 2800 3000

Figure 2-17. (Upper) 'H NMR spectrum (300 MHz, 298 K, CDCl;) and (lower) MALDI-TOF MS
spectrum (matrix: dithranol) of PEG-diMA.

HWT, 57z PEG-dIMA ZZ2E# & L CHW = CCP (Scheme 2-16(a))¥5 & OV BIS %22

f&#H]. TBMpgg & 2F / ~—& L CH /= CCP (Scheme 2-16(b)) % Z VAR LTz, £
% Table 2-5 |27~ 7,
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Scheme 2-16. Synthesis of (a) CCP having grafted PEG and (b) CCP cross-linked by PEG.
(a)

(0] o}
H H
(0.2~0.3 mol% to DMAA)
IRGACURE 500®

H (0]
Q o)
Ly NBO(/\O):H/\' B,JL .
I
HO
(0.4~0.6 mol%) UV irradiation for 5 min
thenr.t. for12 h

=0
N
Q CCP-g-PEG

(b)

o H Q N ;f:\
\n)ioNNTofo(»O)nJle\,oBJk M 02 0
(0.2~0.3 mol% to DMAA) o
o IRGACURE 500° O
S .0 g 3
uv irradiatign for 5 min HN)=O
thenr.t. for12 h 2 |
03,0 Og N,
\:/T‘\_ CCP-cl-PEG
Table 2-5. Details of the syntheses of CCPs.
-link TBM DMAA
Entry Cross-linker PEG Obtained Gel  Yield[%]
(mg, pmol) (mg, pmol) (g, mmol)
1 BIS (3.1, 20) (54, 40) (1.0, 10) CCP-g-PEG-0.2 >99
2 BIS (4.6, 30) (81, 60) (1.0, 10) CCP-g-PEG-0.3 >99
3 PEG-diMA (46, 20) — (1.0, 10) CCP-cl-PEG-0.2 98
4 PEG-diMA (49, 30) — (1.0, 10) CCP-cl-PEG-0.3 >99

a) H,O (0.5 mL) and IRGACURE®™ 500 (40 mL) were used for all reactions as solvent and photo

initiator of radical polymerization, respectively.

BHEARDOLFIIIZ T DI CCP L XKL LT-DOBIZ, PEG 2777 ML LTHET

A% g-PEG. PEG T L7ZA1E c-PEG L LTEY . REOEFIIZMER O =L
J ==k A A B ER(0.2 mol% TH AR 0.2)% R L TWAHIFETHRK L7 RCP B
CCP DAFR & X IS)e FEV T, 15 O N7 B ZE IR DRZEEE 2 & L, #iiE TH R L7z RCP 35
L ONCCP DIZHE & DLk %17 > 7= (Figure 2-18), & Of5%. PEG-diMA % iV CZ46E
5 2 & THET O E O RKOKIZHT 2 EE T CCP-0.2: 1220% — CCP-cl-PEG-0.2:
1440%, CCP-0.3: 980% — CCP-cl-PEG-0.3: 1350%)IX i 5726 DD, RCPa’-1 (4200 %)<°
RCPa’-2 (3000 %)1F & K& RIFME 2R+ 2 Lidiehotz, £72. PEG#AZ /77 &t
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5 & TIEEEIIRE < 2 572 » 7= (CCP-g-PEG-0.2: 880%, CCP-g-PEG-0.3: 790%),
IS DOFEEN S RCP O WAL PEG D X 9 72 3 ViR — % 2 b OAFESZEAE S
HEtORE ZITHRT 2O TIF < 2ERICEB T 2 E0 FHOATEIPEIC LSS DT
HbHZEIIRENT,

CCP-0.2
Wt%)] \ CCP-g-PEG-0.2

6000
CCP-cFPEG-0.2
RCPu2-0.2

4000

2000

H20 MeOH CHCls DMF

CCP-0.3
[Wi%)] \ CCP-g-PEG-0.3

6000
CCP-cFPEG-0.3
RCPu2-0.3

4000

2000

H20 MeOH CHCl, DMF

Figure 2-18. Swelling ratio of CCPs tethering PEG chain as graft components or cross-link points,
and RCP.

ES5E o-CD _EBEROERFENPEBIEOYMEICRIE TR

AR E CTIZA R L7z RCP X VSC 4R T D Mpic sy & LT, RSy Tkl & 4172a-CD —
BIK 2-5 HOWIE =8I 2-6 ZHWTWz, ZATH oo e & 23 2RO R ITIEHH
INTWENR, CD 9 La@ES T THETHZ LT CD ALY AHBICENTS Lo ICk
0. IOIZBEEEROMMENRH LT 5 2 EREIfF &S (Figure 2-19),

% Z T Scheme 2-17 \ZHE\V, a-CD & IFEBEHAZ IR T . 2K 2 R m5 781
ThHhHR) T L7 U a—(PPG, M, =2000)% U > 1 —& 3 50-CD &K 2-8 &5
% L7z,
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(@)

High elongation Much higher elongation

Figure 2-19. Plausible effect of the linker length of a-CD dimer on the properties of RCP. Even left

RCP shows high elongation compared with CCP(a), but (b)-type is expected to show much higher
elongation.

Scheme 2-17. Synthesis of a-CD dimer 2-8 having PPG as a linker.

Z B (5eq)
o%\)\ NaH (10 eq.) o
n dry CHyCl, 2 n A
0°Ctor.t.
overnight

85% 2.7

a-CD-N3 2-2 (1.5 eq.)
PMDETA

Soduim Ascrobate
CuSO, (cat.)

MeOH /Hy0 =2 /1 N=N n N=n

50 °C, overnight
75%

2-8

TV Taw A RE PPG ORIGNI L Y likigaE = F =k 872 PPG AL
7etRIZE ) 7V Ra-CD22 ERIGEEEAHZ ETPPGE Y U 1—E L TAHET Ha-CD &K
2-8 #4572, ApkiX 'THNMR 5 X OV GPC (2 L 0 EF L 7= (Figure 2-20 and 2-21), 723, GPC
HIEDBEIZIZH 5 U CD EOKEER A2 TT 2T L L (pAc2-8). 1 7 LA FHEM & CD
EDOMAERANPRKEL 2D TE NI HITL TV,
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o
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C
CHCl3 C
AB
b_ £ HO ™S
| A l Jt l
8 7 6 5 4 3 2 1 0
alppm
DMSO P
C

U UL

4
3/opm

Figure 2-20. (a) "H NMR spectra of (upper) 2-7 (400 MHz, 298 K, CDCls) and (lower) 2-8 (400
MHz, 298 K, DMSO-d).

(b)
/,,/*o-("‘\rc’*)'rflc’\\ Mo = 4200

(OA2)+» (OAc) 1
@_”'\\(‘U _aé"\rc"')‘_ﬁ)\()’\:::‘ @
N
M, = 8200 .
PDI=1.01 | \
T T T T L 1
16 18 20 2 24 26 28

Figure 2-21. GPC charts of (upper) 2-7 and (lower) pAc2-8 (Eluent: CHCIs, PSt standard, detected
by RI).
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'HNMR O 7 F B L OZ ORI IIIEE SN oG L B0 —% %/~ L, pAc2-8 O GPC
HBRIZZ U v 7 ROSRETE Y BBl 7 b L, oo b+olcknEE Tcho7=22
EMB, 2-8 DERREER L=, H\ T Scheme 2-18 \ZHE\ >, VSC Difpksy & LT 2-8 %,
i/ & L C TBMpgg & HV 72 RCP D& R ETT - T2,

Scheme 2-18. Syntheses of RCPs using 2-8 and TBMpgg as VSC components.

2-8 (0.2 mol % for RCP02-0.2’)
(0.3 mol% for RCPa2-0.3’)

‘/\\

TBMpeg (0.4 mol % for RCPa2-0.2’)
(0.6 mol % for RCP2-0.3’)

\1 IRGACURE® 500 (40 uL)

v

O"N- 0.1 M NaOH
UV irradiation, 5 min.
then standing for 12 h
68% (RCPu2-0.2’)
58% (RCP02-0.3’)

CD DU > 1 —EEW 2-5 1280V 2-8 Z AW 25E THIEERIZ RCP BMFHiiz, 72
B, Voh—DEINERDHZ L a2RKTT20 Scheme 2-18 |21 > THEH L7 RCP DL FRD
EIZ ) ERFELLTWD, FEWT, 556172 RCP OIFHEZRIE L., 2-5 W THDL
7= RCP & DLk #1772 (Figure 2-22), 72%., CCP-0.2, CCP-0.3, CCP-c/-PEG-0.2,
CCP-cl-PEG-0.3 DIZE L & gt 0 72 9 [F] Figure FIZHHe3 %,
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CCP-cFPEG-0.2

CCP-0.2 | RCPu2-0.2

[wi%] RCPa2-0.2
10000 \ \ /
8000 \ \
6000 \ \
4000 -
2000 A\—L ) 7
. Ll
H.0 MeOH CHCl, DMF

CCP-cFPEG-0.3

CCP-0.3
[Wto/o] HCPu2-0.3
10000 \
8000 \ \ RCP¢2-0.3'
6000 \ \ /
4000 \ \ -
2000 T = =
. Lmill I A I -
H.0 MeOH CHCl, DMF

Figure 2-22. Swelling ratio of CCPs and RCPs having different lengths of cross-linker.

HEDOFE R, 2-8 ZH\W /= RCP1X2-5 W HE LV b EWEMEZ R L7, LavL,
[FREDMERIL CCP TH A TN D, 22T, v 2 ®H U 4FLLARAERETY I —D
REEEZIGAICEBIRICGEZD2RIENRD DO E D NERFTT R, KT 25
T2 B 5> HAETE Flory-Rehner & AW CTENENOLUEEROLUEHE LRI Lz, 78,
{E1E Flory-Rehner ILL T O TH D, 7o, HBOLNTHKERE Table 2-6 |27~

g ln(l— VR) + VR + HVRZ

VI g2B3vg'3-vg/2

v: BRIFEZJE [mol /cm?3]

V: S AE D 77775 [em3 /mol)]

g: BEHETAFLA 1 D ZEf5 1K D 7578 77 %
w: AR & JEBIEIRE & DI EE R
Vi: B 22 1 D ZEE K D 2578 77
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2T, WML LRIV KON TAE VI 18 Th B, %72, WM sV 12748
GBIV, TLVORENEITg=1 LT 2, HAFRHEHuIZ. DMAA %€/ ~—¢F
2% T 050 2T, PSR ERE L, Ve ZKICHT 2BEE»EHT 5 C
L CHMWREHE % KD T 5

Table 2-6. Cross-link density of CCPs and RCPs having different lengths of cross-linker estimated

from swelling ratio with water using modified Flory-Rehner’s equation.

Entry Gel Swelling ratio Cross-link desnsity Ratio of Cross-link
with H,O [wt%] [mol cm™] density (odd / even)
1 CCP-0.2 1220 1.80X 107
2 CCP-cl-PEG-0.2 1440 1.16 X107 1.55
3 RCPa’-0.2 4200 732X 107
4 RCPa’-0.2’ 7160 1.80 X 107’ 407
5 CCP-0.3 980 3.10X107°
6  CCP-cl-PEG-0.3 1350 1.39X107° 2.23
7 RCPa’-0.3 3000 1.77X10°°
8 RCPa’-0.3’ 3500 1.18X10°° 1.50

Table 2-6 7> 5 . ZEFGHEHE D/NSWRCP TIXCD B0V v h—E&2#EL 5 Z L2k 5%)
REMCCP LV b REVWHLDOD, EEENRKEL 2D LZOMPIFR N 2D LR
RSN, ZAUTY A —% PPGIT L7=Z &I &L 0 ZREHIDERE DS PN S du, & OFERLE
FEREE DAY —MENFEE SN2 TIE RV EtEZ N5, Thbb, n¥x4 486
EIEICH T D ATE R 28GR 2 A LT, 2B E ISR —EAS & AU R4 AE a5 ] B e
NEWEHIZ L > TS 2 REMH SN TLES, Lo, RCPa?0.2°Tldn # 4

REREZ DL D% ) EL HHEED 2 L TRV REBEHEGEICT SV 2720, B
HELZRLZEBDbND, 2B, EAORIMEZHEC LR TIEAER OREIZH KT

&E%@fﬁ%ﬁﬁ(% <. PPG ZHWRN ST B SN2 oTo b D EB X %2@%6

Lk 02 %Y AR A B AT LRSI DO U —RERELSTHZ LI
Jﬁx‘lﬂﬁ'*\'ﬁ/ GO RTEMEICIIZN R 2 RIS b DD, ZEREAID 5 ﬁﬁi(‘:b\oﬁﬁ#
1%, ZUEREE DB — (Lo AUTHE O MR D BICEH 535 2 & B3R S L7z,
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EI3E

ARFE T, AP CHEEICHRTE 5, CD 4V I~ —% 2 WG I 728 5y 2285 O
AR E 2z HW S8 RCP OA KR, BEL U515 RCP O & VSC O & DOFHES
EHMETLHZ AL LT 2=y MEEZLZ H Da-CD O &K 2-5 B L= &K
2-6 DEREAT T2, TOWRT, £/ b /ba-CD 2-1 OFFELREGICHIS 7Y MeB &
W, a7 ee?d VERMESHDVIIZEREET VX AEMEDT O R-T X D0 ) v
FOGIZ & > THEIE T Da-CD Z&IEDO A A #k LTz, FFI2 Z ORI %E AW T CD O =&
BEER LIZBIIAERYITH Y . Hifr2=y ME&EEZ HD CD 26K T 2 LT, K
BT FEFIEFITAHTH D, S HIT, AL TH L T-a-CD &Kl L O = &K
%, HEEHLD-CD & [FERIZAKF T PEG &SR LR T 2725, TBMprg & /K TR
BT 5D 2 LI K REEIE L FAUERIN G DiLTc, 5O AUERI D% Z DOSY IZ
FoTHr LIz A, FarR—x FORENPRETITRENZE, AN Da-
CD AV I~—@ CD ==y MR LTIUEIZWITE, L0 RERES F244EH (VSO %
LTS ZERHLNERST,

X5, BNz VSC 2=V ) ~—0DT VHNVESRICEINT 5 Z L THH RCP
WF BV, RHREBROBERENS S CD 8RB LN =&EKN PEG v 7 1€ / ~— & wlih
EEERT D Z LIk > THID THER & L COMRENRILT 2 Z ERHLNE o7z,
a-CD " BABIOCEERPZEES L LT AR ~—HCEA LT NE Cloze
<. AWF7EIXa-CD & PEG Z MW THEGEIIRE 2B FRER 2 G L, £l-2nE2 T
E=/)LRCP Z &R L7WID TORITH D EMESIT HND, £io, 50N REKROmME
ZRIE L7 & ZA RCPIIHAREGEE I Ny NT—I KR ~—ThH 5 CCP &L
TN IZAERE R L OB AR Uz, FRIZHBRRERD) D1 VSC ORI EZ NS w 5
TEIRBRED Y TOESFEHOAEIR O RICERT 5 & & 2 b DD H A
o,

— . BRGSO RE SPLPEGH#H L W) a R —R 2 FOFEE DS DITZEEERD
DR IIIR E B2 KT SN2 ERKFE CCP D& EMEEREIZL > TORS
. fo T XXV UGN ER T Al EE = 2 A EE R OB EIC K E e B A KF
TZENHALMNE ST,

NS DOFERIT, DOSY TR Y HiL7z VSC OREENZEBIROWNE THHET-IL, ZhiZ
IS C7eWtE% RCP BRHBLTH LW ZEEZRBRTLHHOTHY . W VSC O % il
TAHZEICL>TRCP ICEATEYMEZMNETEHZEE2RL TS, RRIZENTH,
AREECTHE LN H /LA HARIZ VSC B8 L UNRCP %G9 % 2 & TR X WPt % 7R3 RCP %
AL, FHIT 5,
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FHAE EBR

F ) F 3 La-CD 2-1 DAL

c b

BH BT 80 °C T 12 FE 2852 L 7-0-CD (10 g, 10 mmol)Zy-£ =2 U > (100 mL)iZ
g <, b p- b AR =)L (10g, 53 mmol)&Z ki ., L7z, §
1 FF#IC TLC 2R LT & Z ARNKIEDa-CD, &/ b I A LY bV ERETE L
TWD I EDHERINTZDOTIORERTKEMAD Z ETRIGERT L, MIGHEEKE 7 &

F (2000 mL)ZWZFEA L, BT L7zt a8 is 2 2 & THfEM 9.8 G, Tk 12
WE R R U 722 1S K/ A & ) —)L=5/1 (500 mL)\ICIEfiE S8, Wb T 57 u~ T o7
+ —(eluent: HO/MeOH=5/1 —=3/1) TS 252 LI2E D 1.9 g DE /-6-O-(p- ML= AL
A= )-a-v 7 a5 %A RY 2 2-1 (1.6 mmol, 16%)% HEAEEE L THEZ,

2-1: white powder; m.p. > 180 °C (decomp.); "H NMR (400 MHz, 298 K, D;0): 6 7.71 (d,J=7.9
Hz, 4H, c), 7.38 (d, J= 7.9 Hz, 4H, b), 4.87-4.78 (m, 6H, H,), 4.32—4.21 (m, 2H, H¢"), 3.84-3.61 (m,
22H, H3, Hs, and He) 3.47-3.32 (m, 12H, H; and Hy), 2.32 (s, 3H, a) ppm.

F ) 7 Ra-CD 2-2 DE A%

2-2

£/ b la-CD 2-1 (1.0 g, 0.88 mmol) % #E/K DMF (20 mL)IZiEfiE S &7 (b h U o A
(0.63 g, 9.7 mmol)Z A1 2 T 90 °C T 12 KBS & ¥ 72, TLC THRIGZEBHIL, KISDTET
ERER LT 7 MK =20/1 DIRATEEE (400 mL)WZFEA L, Hrih L7cihE 2 A H
MR ESE 52 L T08lgDE /7Y Fa-CD 2-2 (0.80 mmol, 91%) % M (A & L&/,
2-2: white powder; m.p. > 230 °C (decomp.); "H NMR (400 MHz, 298 K, D,0): § 4.90 (br, 6H, H)),
3.84-3.68 (m, 24H, Hs, Hs, He, and Hg’), 3.52-3.43 (m, 12H, H, and Hy) ppm; IR (KBr): v 3390,
2930, 2128, 2037, 1653, 1633, 1152, 1076, 1034, 638, 573 cm .
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TERET VXY 2-3 DA
(6]

a
¢ N™ S
H7‘/©)LH/\\13

o
2-3

//

7T XLT I (042 mL, 6.6 mmol)E iKY mm A& (25 mLIWIEFESE, b
Jx=F7 2> (091 mL, 6.6 mmol), NN-PAF/LT I /YT (DMAP) (16 mg, 0.13
mmol)%0 °CTHMZ, S|IRT200HHE L, 22~ TLv7&%uaAfnrzal R (067 g 3.3
mmol)Z 7 v A X (50 mLIZIEMSE=bD% 0°CTi N L7, =R CISHEHHE
L7c#, KTOrZ=oF Ly 7un AL T3t Lc, AREEZMEE~ 7 %2 7 L Chzf
S, ABULIERICIEMZREET D2 L CHIREMEZ ST, ZhE A X ) —L) DGR
952 & T024 gD ERET L% 2-3 (1.3 mmol, 40%) % A DOERRGER & L THE7,

2-3: yellow needle; m.p. 240 °C (lit. '"); "H NMR (400 MHz, 298 K, DMSO-dg): $ 9.12 (t, J=5.4 Hz,
2H, -NH-), 7.99 (s, 4H, ¢), 4.13 (dd, J = 5.4 Hz, 2.5 Hz, 4H, a), 3.20 (t, J= 2.5 Hz, 2H, b) ppm.

)73V Ra-CD2-2 & BRETLFX 231572 5H0-CD &K 2-58 DERK

TERET L2 2-3 (12 mg, 50 pmol) & E / 7Y Ra-CD 2-2 (0.15 g, 0.15 mmol) % H,O/MeOH
=1/1 DIRETAEBE Q0mL)IC AL, 1 FFRNZE E Ar TRXT Y 7 Lz, £ Z~~N,NN N’ N’-~=
VEAAFAYIZF LY YT IV (PMDETA) (80 pL), 0.06 M ORiERHAIT)KEEHE (100 uL)
BLU0.06M DT ZAI/)LE S MU w7 LK (100 ul) & Mz, 12 REEGE L7z, TLC
THEOMREZHER LEBRICEBEEZREEL, YIS DTLIa~ NT T T 40—
(Eluent: CH3;CN/NH4OH 40% aq. = 20/1 — CH3CN/H,0 = 4/1 —1/1) THR$T 5 Z L2k v,
0.11 g (49 umol, 97%)Da-CD &K 2-5 % [ AR E L TH7,

2-5 : white solid; m.p. >270 °C (decomp.); "H NMR (300 MHz, 298 K, D,0): 8 7.94 (s, 2H, a), 7.80
(s, 4H, ¢), 5.08—4.60 (m, 12H, H,), 4.55-4.47 (m, 2H, b), 4.14-4.08 (m, 2H, b), 3.97-3.70 (m, 44H,
Hs, Hs, and H), 3.62-3.40 (m, 24H, H, and Hy), 2.98 (d, J= 11 Hz, 2H, Hy"), 2.69 (d, J= 11 Hz, 2H,
He) ppm; ESI-TOF MS: Calcd for CgsH;30NgOgoNa,”>" [M+2Na]*": 1140.3576; Found: 1140.3576;
IR (KBr) 3393, 2932, 1638, 1155, 1080, 1035 cm .
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¢

o}
24

1,35-_B 2 R U AVARCEE (5.0 g 24 mmol) 2kt LI LT 4=/ (15 mL, 0.21 mol) & fi
BEEODMFA N2 | SIERIRIE LT, 2 D%, b F A =28 E LT 2BE Y 215
2o ZOALAEM (0.53g,2.0mmol)%Z Y7 1 r A X (100 mL)ICIAME S, 0°Cicm A LT,
e, HENTH0CT200HBELTBW 2 M) ZF L7 2> (1.4 mL, 10 mmol) & 7' &
ZLELT 2 (040 mL, 6 mmol)DiAKY 7 mr X Z 2 (50 mL)RIKIZ, 0 °CODE £3045
PNT T T Lc, £ OREIRIZE U C24RF M L, 2 85 L721%12100 mLOFFE
F AR SH, 2M HpSO4, 7K. FEFINaHCO;KIFIHIZ £ 0 e Lz, HHEJE 2 Na,S0, T
REEE L, Al LT RICIEBE A ET D Z L T0.40 gD = 'BEHET /L 2-4 (1.2 mmol, 62 %)%
HEREIRE L TR,

2-4: white solid; m.p. 205.5 — 207.3 °C; 'H NMR (400 MHz, 298 K, DMSO-d): 8 9.27 (m, 3H, N—
H), 8.50 (m, 3H, ¢), 4.15 (m, 6H, a), 3.21 (m, 3H, b) ppm; IR (KBr): v 3292, 3278, 3245, 3061, 1636,
1547, 1295, 1060 cm .

)73V Ra-CD22 & ZBHET/ILX L 2-4 025705 CD —81K 2-6 D&

2-6

—“'BRET /L 2-4 (10 mg, 30 umol) & E / 7 ¥ Ra-CD 2-2 (0.15 g, 0.15 mmol)Z 7K (12 mL)
& MeOH (12 mLYDIEAVAEBEZ N 2, 1 B[] Ar TXT7 U 7 L7z, % Z~PMDETA (80 uL,
0.38 mmol), 0.06 M 7 AL E RS R U 7 AKEEHE (100 L),  0.06 M Ofiii FEE11) 7K
Wi (100 uL) %2 Z ONETHIN A, 12 BT LTz, =0k, WEEZE E L, D EOKICEMR
SHIRICA S 7 — VIR LT LTc k2 ABL, W95 2 & C 87 mg Da-CD =&
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{5 2-6 (26 umol, 87%) % H A& & LT,

2-6 ; white solid; m.p. >270 °C (decomp.); '"H NMR (300 MHz, 298 K, D,0): & 8.22 (s, 3H, a) 7.90
(s, 3H, ¢), 5.00—4.75 (m, 18H, H)), 4.46 (dd, J; = 11 Hz, J, = 11 Hz, 3H, b), 4.05 (dd, J; = 11 Hz, J,
= 11 Hz, 3H, b), 3.89-3.30 (m, 102H, C(2)-C(6)H), 2.92 (d, J = 12 Hz, 3H, C(6")H), 2.65 (d, J= 12
Hz, 3H, C(6")H) ppm; ESI-TOF MS: Calcd for C26H9:N1,090Na,>" [M+2Na]*" : 1680.0317; Found:
1680.0316; IR (KBr): v 3412, 2928, 1654, 1156, 1078, 1033 cm .

TBMprc D&k

g
k
0
H h i
\©/ e d f In Ho
b c O o

M,=1000DPEG (10 g, 10 mmol)Z 7 m 1 X ¥ > (100 mL)IZVEfE S0 °C T3,5-Y A F
N7 2= T F—bF (18¢g 12mmol) & YT T UEEY T F L33 (040 g, 0.64
mmol) & N X 72 D HIZ IR IR U —Befidh U7z, & O SRR & 46 L HUE Y 2 i
MR F MRS ET-OBITKTHIH Lz, £0%., ZOKEIZHgR=F /L : 7 rakL
L=2:1 DIRATAEBEA N 2 U7z 0 BIC G g % KkMgSO, TR S, A, BT 5
Z & CTHREICKEE R 29 HPEG(2.7 g, 2.3 mmol) % iV =23% CTE7=, fitl T I D F K
KEEHPEG (2.3 g, 2.0 mmol)Z 27 mu A ¥ 2 (20 mL)IZIAf# SH0°C T2-A4 YT F b=
FNAZZ Y L—h (042 g 3.0 mmol) &7 7Y LY 7 F 497 (80 mg, 0.13 mmol) %
MZ =D HIZEEIZFIE L —BHEE L, 0%k, KSRRZREMR L, -718°COY=F /L=
—T VRN LATH L2 ER A2 AL, S5 2 & T2.0 gDTBMpgg (1.5 mmol, 77%) %
FEMETTIR & LTS,

'"H NMR (400 MHz, 298 K, CDCls): & 8.10 (s, 1H, Ph-NH), 7.01 (s, 2H, ¢), 6.69 (s, 1H, b), 6.13,
5.57 (s, 2H, k), 5.23 (t, 1H, -CH2-NH-), 4.28-4.22 (m, 6H, d, h, and j), 3.80-3.60 (m, 91H, f), 3.51—
3.47 (m, 2H, 1), 2.28 (s, 6H, a), 1.95 (s, 3H, 1) ppm.

RCP &k DX R SEER (Scheme 2-15)

a) a-CD (5.5 mg, 5.5 umol)% 0.1M NaOH (0.1 mL)(Z A#v, @& %2 BE L e Sv7-, <
D%, TBMpeg (5.0mg, 3.8 umo) & Mz, & 9 —EHEEF R Z BT 5 2 & TuBs KL Ek
L7z ZZIWEN,N-PAFALTZ VAT I K (DMAA)(0.10 g, 1.0 mmol)3 & O IRGACURE®
500 (4 uL)Z Mz T UV Jtz 5 M Lo, JBonz b DIXMEDORIETH Y . 7kl
5ot
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b) a-CD —E{AK 2-5 (5.6 mg, 2.5 umol) % 0.1M NaOH (0.1 mL)IZ AL, #BH# % B L CIafiE
SH72, Z ZIZ DMAA (0.10 g, 1.0 mmol)# £ OV IRGACURE® 500 (4 uL) % 12 C UV % 5
SRS Lz, Bonicb DI EORETHY . F IR Z 7o T,

a-CD &K 2-5 72 L = 8K 2-6 & TBMpgg 2> 572 % RCP DAk
1) RCPa’-0.2 DA,

a-CD —#A{A 2-5 (22 mg, 10 umol) & TBMpgc (27 mg, 20 umol)Z &5 L. 0.1 M NaOH (0.25
mL) Z ANTHEEREZRHNT 52 & TS FREAI A&7, Z 212 DMAA (0.50 g, 5.0
mmol)F & OV IRGACURE® 500 (40 pL) & Al 2 CHFEi A L7212 N % Ar B L UV k%
5 Lz, 0% 2 FFHFFE L T b SO cEEEZK, 7' h AF 7 —1
THF |Z& 3040 12 REERRIE UARIS 2 BLY RN 21212 80 °C C 12 Wi E S35 =
& T RCPa*0.2 (0.36 g, 66%) % HEAD[E K L L THZ,

2) RCPa?*-0.3 D& L

RCP0*-0.2 & [FEED FIE T, 2-5(22 mg, 10 umol) & TBMpgg (27 mg, 20 pmol), DMAA (0.33
g, 3.3 mmol), IRGACURE® 500 (40 uL)? 0.1 M NaOH (0.17 mL){## % i\ >, RCPa’-0.3 (0.26
g, T1%) & A DER E L THET,

3) RCPa*-0.5 DA,

RCP0’-0.2 & [FEED FIE T, 2-5(22 mg, 10 umol) & TBMpgg (27 mg, 20 pmol), DMAA (0.20
g, 2.0 mmol), IRGACURE® 500 (40 uL)? 0.1 M NaOH (0.10 mL)iA#% % V>, RCPa’-0.5(0.15
g, 64%) & A DER L L THT,

4) RCPa’-0.2 DEFL

RCP0’-0.2 & [FIEED T4 T, a-CD = 1K 2-6 (22 mg, 6.7 pmol) & TBMpgg (27 mg, 20 pmol),
DMAA (0.50 g, 5.0 mmol), IRGACURE® 500 (40 puL)? 0.1 M NaOH (0.25 mL)i&Fi% % >,
RCPa’-0.2 (0.33 g, 62%) & HEA D [E A L L THT-,

5) RCPa’-0.3 DA%,

RCP0’-0.2 & [FEED FIE T, 2-6 (22 mg, 6.7 pmol) & TBMpgg (27 mg, 20 pmol), DMAA (0.33
g, 3.3 mmol), IRGACURE® 500 (40 uL)? 0.1 M NaOH (0.17 mL){A# % i\ >, RCPa’-0.3 (0.24
g, 65%) & A DERE L THT,

6) RCPa’-0.5 DA,
RCPa?-0.2 & [FEED T T, 2-6 (22 mg, 6.7 umol) & TBMpgg (27 mg, 20 pmol), DMAA (0.20
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g, 2.0 mmol), IRGACURE® 500 (40 uL)? 0.1 M NaOH (0.10 mL)i## % V>, RCPa’-0.5 (0.10
g, M%) & WA DRFE g L LTH,

7) RCPa*-0.2_2 DAL

RCP0’-0.2 & [FEED FIE T, 2-5(67 mg, 30 pmol) & TBMpgg (54 mg, 40 pmol), DMAA (1.0
g, 10 mmol), IRGACURE" 500 (40 uL)? 0.1 M NaOH (0.50 mL)i&i% % filv >, RCPa’-0.2_2 (0.67
g, 60%) & fEADER L L TR,
8) RCPa?-0.3 2 DAk

RCP0’-0.2 & [FEED FIE T, 2-5(101 mg, 45 pmol) & TBMpgg (81 mg, 60 pmol). DMAA (1.0
g, 10 mmol), IRGACURE" 500 (40 uL)? 0.1 M NaOH (0.50 mL)¥&i% % fiv . RCPa’-0.3 2(0.71
g, 60%) Z fEADER L L TR,
9) RCPa*-0.5 2 DAk

RCP0’-0.2 & [FEEDTFIE T, 2-5 (168 mg, 75 pmol) & TBMpgg (135 mg, 100 umol), DMAA
(1.0 g, 10 mmol), IRGACURE" 500 (40 uL)? 0.1 M NaOH (0.50 mL)#&i% % fiv ., RCPa’-0.5 2
(0.66 g, 51%) % M DE K & L THET=,
RCPa*-0.2; colorless solid; 7,5 352 °C; T, 108 °C.
RCPa?-0.3; colorless solid; 7,5 364 °C; T, 112 °C.
RCPa’-0.5; colorless solid; 7,5 359 °C; T,87°C.
RCPa*-0.2; colorless solid; T 346 °C; T, 107 °C.
RCPa’-0.3; colorless solid; T,s 373 °C; T, 110 °C.
RCPa’-0.5; colorless solid; 7,5 354 °C; T, 94 °C.
RCPa?-0.2_2; colorless solid; 75 378 °C; T, 117 °C.
RCPa?-0.3_2; colorless solid; 7,5 382 °C; T, 117 °C.

RCPa?-0.5_2; colorless solid; 75 361 °C; T, 102 °C.
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10) RCPxa>-0.2 DAk

a-CD —#{A 2-5 (66 mg, 30 umol) & TBMpgg (54 mg, 40 pmol)Z &5 L. 0.1 M NaOH (0.50
mL) Z AN TEERZ RS 5 2 & Tl FAEBAI 21572, Z 212 NIPAM (1.1 g, 10 mmol)
3 L OV IRGACURE® 500 (40 pL) & M2 CHFSEMA L7-ICRNZ AriBfft L. UV 6% 5%
MRS L7z, Z0% 12 FEEEE L Tob, ok zK, 7' Ny A%/ —)L, THF
ICZFNFH 12 BERERE LRBUSH 2 B Y BN -112 80 °C T 12 BRI EZZfi+ 5 Z L T
RCPxa’-0.2 (0.86 g, 69%) % A DEIA L L TH7-,

11) RCPxa>-0.3 DAk

RCPxa’-0.2 & DO FET, 2-5 (99 mg, 45 pmol) & TBMpgg (81 mg, 60 pmol), NIPAM
(1.1 g, 10 mmol), IRGACURE®™ 500 (40 uL)? 0.1 M NaOH (0.50 mL)#&#% % iV . RCPxa?-0.3
(0.66 g, 50%) % M DE K & L THET=,

12) RCPxa>-0.5 DAk

RCPxa’-0.2 & [FEDOFET, 2-5(0.17 g, 75 pmol) & TBMpgg (0.14 g, 0.10 mmol), NIPAM
(1.1 g, 10 mmol), IRGACURE® 500 (40 uL)? 0.1 M NaOH (0.50 mL)#&i% % fV ., RCPxa?-0.5
(0.55 g, 38%) & M DE K & L THET=,

RCPLa*-0.2; colorless solid; 7,5 362 °C; T,135°C.
RCPya*-0.3; colorless solid; s 364 °C; T, 134 °C.
RCPya*-0.5; colorless solid; T ;5 353 °C; T, 132 °C.
13) RCPya?-0.2 DA,

a-CD —#{A 2-5 (33 mg, 15 umol) & TBMpgg (54 mg, 40 pmol)Z &5 L. 0.1 M NaOH (0.50
mL) Z AN TEERZ RS 5 2 & Tl FAREAI 257, Z 212 HEA (1.2 g, 10 mmol)3
L OV IRGACURE® 500 (40 uL) & N 2 CHEMA L2 IC RN % Ar @& L UV St% 5 [
L7, TO% 2R E L T LEONEEREK, TR M, A% /—)b, THFIZZ
AT 12 BERDRIE LRI 2 B Y BN 721212 80 °C T 12 R E 2B 45 Z & T

RCPxa’-0.2 (1.3 g, 99%) % A D [E K & LT,

RCPy0*-0.2; colorless solid; 7,5 262 °C; T, 6 °C.
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CCP DAk
1) CCP-0.2 DA,

DMAA (1.0 g, 10 mmol), N, N>-AF L > EZAT7 27 UL7 2 K (3.1 mg, 0.20 mmol)E L O
IRGACURE®™ 500 (40 pL)% 0.1 M NaOH (0.5 mL)IZIEfE S Bl L7z % 12N % Ar i
ol UV Lz 5 M Lic, 0% 12 FEEE L T oEONTEIEZK, 78 o,
A B ) —)b, THF IZENZH 12 FEERIE URBIGCY & B BR N 21212 80 °C T 12 FFfHE
ZeRL9 5 Z & T CCP-0.2 (0.87 g, 87%) & WA DEIR L L TH7=,

2) CCP-0.3 D4k
CCP-0.2 L[AIREDTIET, NNN-AF LU ERT 7 UNLT K (4.7 mg, 0.30 mmol) & Fu>
T CCP-0.3 (0.86 g, 86%) % M DHEIAK & L Tz,

3) CCP-0.5 DA
CCP-0.2 L[AIREDTIET, NN-AF L ERT 7 UNAT 2K (7.7mg, 0.30 mmol) & Fu>
C CCP-0.5 (0.87 g, 86%) % A DFEIK & L Tz,

CCP-0.2: colorless solid; T;s 383 °C, T, 119 °C.
CCP-0.3: colorless solid; T;s 354 °C, T, 120 °C.
CCP-0.5: colorless solid; T;s 397 °C, T, 120 °C.

7 4 V2R RCP B LT CCP DAk

RCPa’-0.2 DA EHNC &V, LLFITRT ; a-CD &1k 2-5 (45 mg, 20 pmol) & TBMpgg
(54 mg, 40 pmol)Z R4 L. 0.1 M NaOH (0.50 mL) % AN CHEH B2 2 L THO T
DKER| 215 7-, Z 212 DMAA (1.0 g, 10 mmol)3 J T8 IRGACURE® 500 (40 pL) % iz C B A&
B L7e %ISR Z ArEH L, TRICRT V) a—r ORICESRIRKR &t LiAd, T
AMTHELZ L, TI~UV % 5 MRS L% 12 BREEE L-, SOz BIRE K,
T M, AZ S —)b, THF IZENEI 12 FFEHRIE LARRIS 2 LD FRUN 27212 80°C T
12 R EZe il 4% = & T 7 4 L LR D RCPa2-0.2 21537,
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(Top view)

uv
Silicone rubber 30 mm

(Thickness: 1T mm) / l \

\L Glass plate |
| |

=
| Teflon dish | / T
y Glass plate |

Precursor Silicone
solution rubber

30 mm

PEG-diMA D&k
a ~N O. O,_N

\E)lo 3 8 o> w0y

PEG (M, = 2000) (5.0 g, 2.5 mmol)Z ik 7 mu 2 2 v 25 mL)ICIRREE ¥, Z DR %E
0°CITHEL 21T, 24V TFHPZFAAZZ )L —1 (0.85mL, 0.93 g, 6.0 mmol) &
VI U ) VEEY 7 FA$9 (030 mL, 0.32 g, 0.50 mmol) % Il 2 FiRICHEL 72D B Ic—Hf
B L7, 20%, MIOCHARZEMHL-TI8SCOYIZFAL—TNICHAL, FDH.
HLZZEREZ 2B L 720 b ICEZER T 2 2 & T 4.5 g (2.0 mmol, 78%)D PEG-diMA % [
@ER e LB,

PEG-diMA: white solid; '"H NMR (300 MHz, 298 K, CDCl3): & 6.13 and 5.61 (s, 2H, b), 4.32-4.23
(m, 8H, c and ¢), 3.74-3.42 (m, d, f, and g), and 1.96 (s, 6H, a) ppm.

CCP-g-PEG-0.2 D &K

TBMpgc (54 mg, 40 umol), DMAA (1.0 g, 10 mmo)B X VNN, N-AF L EXT 7 U )LT
R (3.1 mg, 20 pmol) % H,0 (0.5 mL)IC AR & &, % Z ~ IRGACURE" 500 (40 uL)Z Il 2.,
A L7200 bICRNE Ar &L UV 6% 5 MRS L 72, 2ok 12 FFEERHE L T2 5
g EZID L, K, T+ ¥, MeOH, THF DIEICEAEMIC | HYoREI 5L
THMERE L LT, 2Dk, HARZES LVOEE T CoOMBGEREEZITY 2 &ick o T,
1.1 g ® CCP-g-PEG-0.2 % #EHHE A & L CERBMICE 72,
CCP-g-PEG-0.2: colorless solid; T,; 379 °C, T, 103 °C

CCP-cl-PEG-0.2 D &K

PEG-diMA (46 mg, 20 umol). DMAA (1.0 g, 10 mmol)% H,0 (0.5 mL)ICIAfR I &, % T~
IRGACURE®™ 500 (40 pL) % il Z. #AEA L 72D B IR W% Ar B L UV 6% 5 o [iEgt
L7zo 20 12 FFHEFHE L Co b 8@ H L. /K. 7+ }F ¥, MeOH, THF DJHIC
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BRI 1 HIORESH 5 2 & CRERZEEH L2, 2ok, BRIZES X UVEET T
DIMEGZIEZITS T &I X > T, 1.1 g D CCP-cl-PEG-0.2 (98%) % iEHE A & L TH7=,
CCP-cl-PEG-0.2: colorless solid; T,; 378 °C, T, 117 °C

CCP-g-PEG-0.3 D &K

TBMpec (81 mg, 60 umol), DMAA (1.0 g, 10 mmol) B X U N, N-AF L EXT 7 U )LT

R (4.6 mg, 30 pmol) % H,O (0.5 mL)IZiAfi# X ¥, % Z~ IRGACURE" 500 (40 pL)% /Il 2.,

BAEMA L 72D b ICRNE Ar B L UV % 5 RIS L7z, £ 0tk 12 BEEEE L <2
g EZEID L, K, T+ ¥, MeOH, THF DIEICEAEMIC | HFoREI ¥ 5 C

REARE T LT, 2 Dtk HREZIES X WEZE T TOMBZIREZ1T 5 2 LT X o T,
1.1 g ® CCP-g-PEG-0.3 ZiZEIHEA & L TERMICIG 72,
CCP-g-PEG-0.3: colorless solid; T,; 377 °C, T, 106 °C

CCP-cl-PEG-0.3 D &1k

PEG-diMA (69 mg, 30 umol), N,N-¥ X F L7 7 VL7 I F (1.0 g, 10 mmol)% H,0 (0.5 mL)
ISR X ¥, % 2 ~IRGACURE" 500 (40 pL) & iz, HAEMA L 72D H IR N% Ar G L
UV Jt% 5 3RS L7z, 20 12 KEFHE L T o224 @ 2z L, K. T v,
MeOH, THF DEICEAEIEIC 1 HFDIEI ¥ 5 2 L CREHRZREF Lz, 20k, BA
VB X OBEZETCOMBGEEZITY 22X > T, 1.1 g ® CCP-cl-PEG-0.3 % ;& {4
&L CERMICEZ,

CCP-cl-PEG-0.3: colorless solid; T,s 381 °C, T, 112 °C

Y F =)L PPG 2-7T DERK
b ,@W@oﬁ\)\
27O TN

NaH (1.4 g, 60 mmol)Z A7 Z A3 IC AN~FH Vv CHhiFFL, 7HYT—va vl
INZE3EFEVIELZDLIC, k7o 2 &y (12 mL)Z AR, 0°CICHHIL7, Z
Z ~liRif/KEEE D PPG (M, = 2000, 6.00 g, 3.00 mmol)Dii/K 7 v m X & v iAfR (18 mL)
EREMFL7Z0BIC, 7r0F 7w I F (3.6g 30 mmo)Z A, FEiR T ML 72,

D, MIGBER%Z B L7-DHICEES X ORKIGM Z TR EICL > THRYRL 2 &
T, YT F= L& N7z PPG 2-7 (6.2 g, 2.6 mmol, 85%) % #g L D Rk & L TS 7=,

2-7: brown oil; "H NMR (400 MHz, 298 K, CDCl;) &: 4.28 (s, 4H, b), 3.84-3.29 (m, A and B), 2.42
(s, 2H, a), and 1.32-0.98 (m, C) ppm; GPC (eluent: CHCls, PSt standard) M, = 4200, PDI = 1.01.
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a-CD &1k 2-8 D &K

¥ I F =) PPG 2-7 (0.20 g, 0.10 mmol) & € / 7 Fa-CD (0.30 g, 0.30 mmol) % A & / —
NK=2:1 DIREGEEE 30 mL)ICAEfRE ¥, Ar 70 —IC X ) ZRNDOBEZRV -, T~
PMDETA (320 pL, 1.5 mmol), 0.12 M 7 Z 3L ¥ Vi Na /KIEHE (600 pL, 72 umol)F & ¥
0.12 M BREZSH ) /KIAHE (400 pL, 48 umol)Z il 2. 70 °C T—MURIEL 72, Z Dk, KIGIA
W 2B (MWCO=3500, iBIE KA X —A=1:DICX VIERIL., Eo-BlEzEET S
Z&T, PPG%Y v A—Lt3T 50-CDEIK 2-8(0.30 g, 75 umol, 75%) % Hafi{k L L <15
770
a-CD dimer 2-8: white solid; "H NMR (400 MHz, 298 K, DMSO-d¢) &: 8.04 (s, 2H, a’), 5.73-5.52
(m, 24H, 2°-OH of a-CD), 5.15-4.89 (m, 12H, C,H), 4.79-4.49 (m, 12H, 1°-OH of a-CD), 4.12—
3.25 (m, CéH-C,H, C¢H, b’, B and C, overlapped with H,0), and 1.35-0.94 (m, C) ppm.

a-CD &k 2-8 D7 & F 1 {l

28 [ZIEFIDOE Y v L HOKEERR A N2, 80 °C T—Mf#E L7z, RUSHEDOEIKIZ 7 nr
B LZINA, KT 3 EIYEE LD BICAHEE 2 Kk MgSO, THIR S ¥, Al - i35
Z Lk CD Lok A e T £ F UL LT pAc2-8 1572, pAc2-8: yellow powder;'H
NMR (500 MHz, 298 K, CDCl3) 8: 7.63 (m, 2H, a”), 5.68-5.40 (m, 12H, C(3)H), 5.34-4.92 (m, 12H,
C(1)H and C(1°)H), 4.81-4.65 (m, 12H, C(2)H), 4.55-4.14 (m, 26H, b’, C(6)H, C(6’)H, and C(5)H),
3.89-3.73 (m, 12H, C(4)H), 3.60-3.37 (m, A and B), 2.25-2.00 (m, 108H, CHj3 of acetyl group), and
1.22-1.13 (m, C) ppm; GPC (eluent: CHCIs, PSt standard) M, = 9200, PDI = 1.01.

RCPa’-0.2° DE %

TBMpgc (27 mg, 20 pmol)F & Pa-CD &K 2-8 (41 mg, 10 umol)% 0.1 M NaOH (0.25 mL)
ISR X ¥, % 2~ DMAA (0.50 g, 50 mmol)¥ X T8 IRGACURE® 500 (40 pL)% Iz i
P L7=DbICHN%Z Ar Bt L UV % SRS L7z, 20% 12 FEFHE L T2 b4
BREZm Y L, /K, 7+ b}, MeOH, THF DJEICEARIC | HF2REIE2 LT
R Z e LT, 2 0%, BARZES X UCERE T COMBMEE TS 2 &It X > T, 041
g O RCPa?-0.2° (68%) % ZEHE A & L CT157,

RCPa*-0.2’: colorless solid; 7,5 376 °C, T,114°C
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RCPa’-0.3° DE %

TBMpgc (0.14 g, 0.10 mmol)F X Fa-CD —&f& 2 (0.21 g, 50 umol)Z 0.1 M NaOH (0.83 mL)
ISR X ¥, % 2~ DMAA (1.7 g, 17 mmol)¥ & I8 IRGACURE® 500 (40 puL) % iz, A
[L7-DHICHRNE AriEAL UV 6% 5 MRS L 72, 2 0% 12 RililifE L <o O %496
REIRYHE L, K, 7+t ¥, MeOH, THF DJEICEARIC | HFoRE X822 & TH
Bz kE L7z, 20k, BRIZGES LCEZRET CoMREEZITI> 2 LickoT, 12¢
D RCPa?-0.3° (58%) % Z#EHHEIR & L 15 7=,

RCPa*-0.3’: colorless solid; 7,5 368 °C, T, 106 °C
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a7 = Lok 2238 N IV ) Il (il <l N = A AV i g
ruE) —z2H0585 FRERMORMIRB KTZh
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B e

JFE TR X 912, CD k4 2R ) v —Z2 e LE)R Y v 2 X 2k T 5, £
DT HEFFIZY-CD 1 LZF DONFLY A XD KE S (Table 3-1)P ZI\ZHR Y AFNLE=/L=—TF )L
PRORY(RAE T UNEEAT V) P 7 EOIIIRNAR Y ~— L bR Y a ¥ 4 v &2 ERT
HZENTED,

Table 3-1. Cyclodextrins.

1S ! Al T

HO OH a-CD B-CD v-CD
e 972.85 1134.99 1297.13
TNna—AxRz=vw Nk 6 7 8
72 fLAE (A) 4.7 6.0 7.5
z2 5L (A) 7.9 7.9 7.9

S HZHEBREVMER & LT, a-CD ONLE 1 KE@ET AR U ~—%y-CD |E 2 AufEd
L2ENDD, FlZIFa-CDITAFTRY =F L7 a—/L(PEG#HAZ 1 AEHELARY 1
S XY U EBET DA, P y-CD IZFRISME FC PEG % 2 AQE+ 52 2 n”mbs5nTnsg, *
A SIEZ 9 L@ 25 Ly-CD ONFLIZ 2 KDOR ) ~—2 EilS 5 2 & T, e ¥
FHURETIEH D HDOD, RCP OEHKEEK LTV D, > PEGHOHFRIZY T = =)L X
F UL, RKmll T A — VA EA L, 2N E/KHFTy-CD &iBE L72IRIE Tk
FrMz., VALVT 4 FREATRICHE S PEG OE S EbE21T 5 Z & Ty-CD NZEME S &
729 . RCP & 5415 (Scheme 3-1), Z #L1dy-CD % RCP OZEE R L L THWEZHHTD
FHlTHY, £72Z 9 LZEEHIB-CD 2 HW=HEIITAR N W=, 7 {kidy-CD &
2ABHEBHEEICERNT A2 Z LN ER-oTWND, 51T, MUKRY Z—F LRDR
V~—ThHoHRIT hT7t Ku 77 (PTHF)IZSWTH PEG & [AEEIZ, a-CD ONFLIZIE
1 A, °y-CD OWFLIZIE 2 A @ PTHF S48 B389 2 ¥ BB ST D (Scheme 3-2),
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Scheme 3-1. Formation of double-stranded complex using y-CD and PEG having thiol group and its

coupling reaction for the formation of pseudorotaxane-type RCP.

HS,\)OLH,\,{O\/]:HJ?\/\OJ?\H©/\©\Hio/\j)\uz{\/0+n/\uﬁx/\% +

Phosphate Buffer Solution {/“
(0.1 M, pH 7.4) HGeeeemmmeereammeenannnes ] ....................... SH
Sonication, 60 °C, 1h [N IS T LT T T TR USRERRRR FEe) IS SH
rt., 24 h Ku

7\
H202 (6 wt% solution) ---s_ q N // ...................... S
S ................................................. S
. PR || S
...S'S -------------------------- b ------------------------ S‘s... ku S

Scheme 3-2. Pseudorotaxanation of PEG and PTHF with a-CD (single threaded) and y-CD (double
threaded).

HOE~O%H
HO%VE;O#H
{ s« (@ = S -»IIpee-

)
1
[

i
o]
l
i

H,O ” (Double threaded)

tgé ' Q‘b \_,//F\\‘ ::chﬁb\tﬂ:t?;

—JF, BIEE CTHRRLIITEHGIT, ARmcEmOEEL, O RKmZEAME
DAZ 7Y aA)VEEEE AN L PEG (TBM)Z il 5y, y-CD Z#mik sy & 3 55 -ZEE 4
DEREFNEHNDLE=ARY v —~D & X U ZEBOBEREAIZOWNTHRE LT
W5, T ZOBICHWTWS w7 0 ) v — TR OB T, RIFICEA SN ERERIC
&% PEG OWMEZLEFIH L TWD, ZD72d, By 1828 1000 L 0 1 K& 72 PEG
TIEREEDBHEZC RIET BN NS R D012, ZOFEEZANTRER-T L Z &0
m%k&50:®%ﬁmtw\mm®%¢_E%ﬁ%%%&iﬁk%z%mévim%/
v~ —DEIFABIIEZDLDZENTET, Thpx~vraE /) ~v—OEI & RCP O L
OOV TIEEmIN T IR o7, ZOMBEDMRKE LT, =F Lo AFT RO
T A CEAICLY REICHEREEL A L, ORI ORRD PEG ZET D FIENS
ZONDEN, B/ v—ORVPNWREAGZOLONEMTH L7720, LV ERFIETY
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I uE ) —2f{FonNL 0PN TH L, —J7, PTHF IIMEEDO IR 7 v R4
Al T HMBRESICL Y Ak TE, PEARMICE VRS L A[E, X512 PEG & [FERIC
KHFTy-CD OWNFLE 2 KEE L X XY 2Bk 570, ® ZhE TRV TE -
PEG i~ 7 vE /) ~—OREMELE LTI TH D, T 2 TRETIE, () 8B 2464
ZHW5H RCP OERICBIT S~ 7 v ) ~—DOEREMIEET 52 &, WONT (i) v 7
HE /) v —DR I RCP OMMICE R D8 REMET 52 L2 ML L, PTHF Z#lipisy
Edbh~ruE® ) ~v—%i%Ft L. VSC & L COMEESCE SN D RCP OWMERIE AT 7=
(Figure 3-1),

MR OIS TRED THFORRESIC L DERHIE
AERAEHETES | ARERYV—HEECARTES
v Y
REKBEE A S FE— N ED
(:f%'ﬁv“+o N“*fm/<%ﬁmm;oe:»gﬁmﬁuaxvzag
" ¢
— e %: — ) = ’
D ml' R e =
= y-CD 2
o — —>

PTHF

YUOTE/V—OlEE
RCPOME & DML HE

" RCP

Figure 3-1. Concept of the work described in this chapter.
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B2fi PTHF 7 uE ) 2—%fH\ 3% RCP D&k & Hifk

1 PTHF #@pA ) ~—L9 25~/ /) ~v—DERK

BEH 5 25212, Scheme 3-3 213> CPTHF 2R ) ~— L 45~ n® /) ~—%
Bk LTz, ZREEFBE LOZOFHEREZELT A=z X B & L= b O % BRtsH,
MU TNF B AL AR R AL S 55 2 & T, THF OBRES 21T/, Z O
CHEAEMAZZEZ S Z L TRED®RA% PTHF 2 L TW\W5, EAZKTEIEL, AR
Sl WEEE LY. b O ARImICKEERAZ G T 5 PTHF 215720 bIilc, A&7 nrA )L
RafG3H64 73— b S®5HZ & T PTHF M~/ n® /~—(TBM): L7z, &
EREROFEA % Table 3-2 (2R,

Scheme 3-3. Syntheses of PTHF-based macromonomers.

SOCl,
OH DMF ( catg CI
reflux
quant
(0.2 mol%) OCN Q
\/‘O
o (1.5eq.)
o AgOTf (1 mol%) o R O’\/\)'OH DBTDL (cat.) «\/\),O N*/‘O
R =H, Me, Bu = 0°C o " CH,Cl,
=h, ) time R 0°Ctort.

12h

Table 3-2. Details for the synthesis of PTHF-based macromonomers.

Polymerization tain. Yiel
Entry R ?l“?m: [min]0 Magre MMy Mynir(DP) (I)’Elymf:f [‘;)]d

1 Me 10 3100 1.19 1400 (15) TBMpruris 95
2 Me 30 7300 1.16 2600 (35) TBMprurs3s 85
3 Me 170 13000 1.08 5200 (70) TBMpruro 86
4 Me 307 22000 1.09 8400 (120) TBMpruri20 69
5 H 30 7000 1.15 3200 (41) TBM(H)prHF41 78
6 ‘Bu 10 6000 1.09 2700 (33) TBM(Bu)prurss 18

a) Polymerization was carried out at ambient temperature.

Bohlf~rnt ) ~—0OL4REIR=Me Db O ZFEHEGER)E LT, R=H DA
TBM(H). R="Bu O34 1% TBM(Bu) & £:t L. TH%T%TJV~@%ﬁPHm%rLt
DHIZNMR 225 RS = EHESEMn=15 72 51X PTHF15 O X 5 10 &25ERICRZ 72
ETRLLTWD, 7238, TBM(Buprarss DAMERNE L KW, Zh iakuﬁ%w;z;
3,5-VBu 7 = = VEEOBMERMEL  2-4 VYU TF hEFARAHX T Y L— M ERIGS 2%
DRERIBPE IS FEBENBIEE S L THW Y2 F Lo —T VIR L. RES DN ELD
RN T LESTDTHDEEZEZLND, K~ 7 1E /) ~—D4IE 'HNMR, MALDI-
TOF MS, BX U GPC IZ X > TR L7, #il& LT TBMpruris @ 'H NMR, MALDI-TOF
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MS B LU~ 7 nE /) ~—0 GPC iift% Figure 3-2 |27,

(a)
a_ d\/B\,Lo/B\»)\AfON./LO ]
;@”\o W RE RS G ah ¢
¢ k
a
B and H.0
Ah j f
CHCl3
X
TMS
) hexane
¢ Kk gi
l b l ICHzCIz d L_J j}
9.0 8.0 7.0 6.0 5.0 40 30 20 1.0 0.0
3/ppm
(b)
1554.14
148204 1553.76 1626.25
140993 {48075 1625.02 169836 0 40
1408.66 , [ 1697.98 177005
observed
1400 15'00 1600 1700 1800
L L as
1
1000 2000 3000
m/z
(©)
TBM(Bu)prHF33

/\ TBM(H)prHF41

M
A TBMprur70

T T T T 1
20 22 24 26 28

Elution time [min]
Figure 3-2. (a) 'H NMR spectrum (400 MHz, 298K, CDCl;) and (b) MALDI-TOF MS spectrum
(matrix: dithranol) of TBMprhris. (¢) GPC curves of PTHF-based macromonomers (Eluent: CHCl;,
PSt standard, detected by RI).
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'HNMR 72539 _CTO E— 7 NIHREIZIFE T&, MALDI-TOF MS 7> & (3 B35y T- &I —
BT %5 — 775 THF O v K UHEALFR CTBH S iz, £/, GPC b7 X Th~v 7 1
E ) = DNHIEVE TR B0 (1.08-1.19)%2 835 Z Enmani-, Uhick
D, DEEMIORBRDL~IRE ) —POEEORIEAT L~ 7 0T ) v —ZFEMIC
BT HFERHENL LT-, PEG ~7 8 F /) v— LT AMRDOFETITNERREKRTDH
58% Tho-Z L aBETDHE, FFITR =Me D~ 7 1E J ~—[FURD 85-95% & FEF T
B, ZDOZ EMG, PTHF 2 X—RA L35~ 7 0 /) ~—03 0 TEEEAIOfiRk 7y & LT
BERET UL, K OMEEIC RCP 2T 22NN &0 Z ERliffEN D,

% 215 PTHF ~ 7 0 ) ~— L y-CD Dk $ COHEL KT
RTECH LN~ 7 B ) ~—D 0 TAUERI & U CTHBRET 272 0121E 2 D D5 %l
Y MERD D, Thbb, -CD DNILE~ 7 u® /) ~—RN2 KEBTHZ L &, Ko
EHIED 5125 S 8 < y-CD BERINH TV HIT 2N ETh D, 205 BRTHIZONT
K TOREGEZH A BT~ < | Scheme 3-4 35 X O Table 3-3 |27~ =TV DD
S FAERIOER Z T8 L, DOSY IZ K DR 7RO R M 25T, 7272 L. Table 3-
3 @ Entry 5-7 OREIZHWIZIRIROREIZNN-U AT VT 7 U LT I REE=/LE )~ —
ELTMATEHAZREL, BAESFHTHWL TEOREIEILSETH S,

Scheme3-4. Pseudorotaxane formation of TBMprur with y-CD in water.

o v Q. > =
0.1 M NaOD ——©@

: -
(0.069 M) (75 mol%) complexation

Table 3-3. Preparation of VSC solutions for DOSY measurements.

Entry v-CD [mg, umol] Macromonomer [mg, pumol]  0.1M NaOD [mL] sample

1 [5.0,3.9] - 0.6 y-CD
2 - [5.0, 3.6] 0.6 TBMprnris
3 - [5.0, 1.9] 0.6 TBMprurss
4 _ [5.0, 0.96] 0.6 TBMpruro
5 [20, 15] [28, 20] 1.5 VSC-1
6 [20, 15] [51, 20] 1.5 VSC-2
7 [20, 15] [104, 20] 1.5 VSC-3

—l & LC. Table 3-3 ® Entry 1,2,5 ® DOSY % H|5E L7-#% %% Figure 3-3 |29,
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Figure 3-3. DOSY spectra of (a) y-CD, (b) TBMpruris, and (c) VSC-1 (500 MHz, NaOD, 298 K).

Figure 3-3 |Z13y-CD 3 X O TBMpyur D A A > B —7 OIJFtE (B3 X O OHEH
A (it 2R L CTd H, DOSY HIEDFERNS, y-CD B X W~ 7 vE /) ~—0 PTHF 4
HEDA A OV —7 1 IlE ZIRET DRI TIIERSR RO RELS BT DL Lideno
oo ZHUTBRZE S, ERAAKF TIL PTHF SHOBRMMENKL, 9 £ BBHEZ KT
ETCWRMroTleleb e BEX biLD, TDH, PTHF $ilkO > 7 A Tidel v~/ vt/
V—KImDA X7V a A NVEEICHKT L7 a IZFE Lz, Kimfhir THiviE PTHF
FHOKEMENZ L & by-CD & DESERBEA B SN D D TIXRWNEBZX T2 T
& %, Figure 3-4 |2 "H NMR OFEFIFFEIHIE X © L H & 72y-CD 3 X OV PTHF 8RR D'E
RRETHDLAZ 7V aA VORI PR ERT, 72720, y-CD OFIESIF-580% 4.9
ppm T D COOHH IZHFKT D 7 FaE, A X7 U aA VIO IIFEE 1.7 ppm fF
TDAFNVIECHKT D7 FAzHnTn5, £72. FEHIZiE Stokes-Einstein D FH((3-1)
& Tz,

_ kgT

é6mnr
ZIZTC, D,ky, T, n,r IZZFNENIERARE [m¥s]. Ay~ @, MxHRE, Hito
FiEE (H,0: 0.890 mPass), WHD T OWMMENFHRERL TV 5D,

D

B-1

83



(@) (b)

Ry [nm] R, [nm]
1.05 3.5
" 3.3 =
|
1 -
3.1 . = inVSC
n |
2.9 . * Native
0.95
2.7 ®
0
0.9 o <D D CD 2.5
inVSC-1  inVSC-2  inVSC-3 TBMeturis  TBMerurss  TBMetirro

Figure 3-4. Hydrodynamic radii of (a) y-CD in the presence and absence of PTHF-based

macromonomers; (b) PTHF-based macromonomers in the presence and absence of y-CD.

Figure 3-4 (@75, £Ty-CDIZEL TIL, w7 BE/ v—DOF(EIZ LD VSC-1 /25 VSC-
3DFTRTUTEBNTOT N TIED 2R FHRD LB R iz, —J7 Figure 3-4 (b)
MH, 7 BE))v—ZOWNWThH, @R U~ —OBUKEDRE T o1& & i) 781
EOHEIZR NN EDD, BB ELZ VSC IRIET DI N KE IR RIK 228 % R Lz,
Z ZC. TBMprarn OHHARDILGE E VSC F1 & TIE & A EWIE TR ED RV DIE,
TBMprurro D AKImNEKMETH D8R U ~—DEHEIC L DB 2T, v-CD L3 & A EH
HERATE R0 Tl Bz b5,

LEXD, KFTvruE /) ~v—Ly-CD OIS NI AERANRD iz, R
IHTCIXPTHF 2 @R ) ~—Lt 3 5H~v 7 aE /) ~—Ly-CD 05725 VSC % 7= RCP d
AR E FRET LTz,

%318 PTHF ~7 1€ /) ~—Lty-CD 2572 D85 T-2EH % V5 RCP DAk
AIETHRRZ LI T, w7 BE ) ~—Ly-CD N F2EH & L CTHBET D 720121
v-CD ONfLEZ~ 7 v /) ~—0 2 KE#E L, 1 ORMOBEHEEN 531202 ZF <y-CD 28
KN STVHRKIT RN EnRDBND, Z0 9 HATEIZOWTIEZ 'H NMR % V=52
RERIRIE L & 0 T & 22D B H IR AAEF OAFEN RS Bz, BE# © TH PTHF 137k T
v-CD OWNLE 2 REB L7OREZIAD Z EBHL N L 2o TV AT, ARIZEBEWTH Z
o LIRREZ B | 2GR U CHERET 2 Z 3 lifF s D, — 07, Rigo@E#HRLIZ OV
TiX. TBM(H)praras TIPS E IR+ ThHH -0 ¥ T U EE Ak L T H4E4E
Kl LTHEELZ2WZ ERTPHREIND, £72. R=Me D~ 7 BE /) ~—DO KL, y-CD @
NALZ 2 RKOR Y ~—2NEl L TWDEGAEITIEL, y-CD OWALE YA ZHHI (ks O
FLE RGO EILDIZIZR YA XA TH D) RES LD LD CPK BTV LV RS
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LT\ (Figure 3-5), MMZ T, AV A AOKEEZHT5HPEGH#~ 2/ rE /) v—& LIl
BT T DRBARE LN TWE D T AR Th~ 7 nE /) ~v—& LTHoIc e
T L2 ENTHREND, TBM(Bwprarss (I H2ICNEEWEKIEZ AT 2720, 2656
LABAICEHATE S L Bbhd, 2o DERFAESE 2. Scheme 3-5 12\ RCP D& L
BntE1To7, £, WEE L TNN-AF LU ERTZ YT I R (BIS)E 21 Kt &
A% 7 ) aA Ak L7z PTHF (M, = 2000)PTHF-diMA % 22464l & L CHW /= CCP & ffF T
Ak L7z, PTHF-diIMA D& EE L O DJRIE % Scheme 3-6 13 X O Figure 3-6 (2, CCP @
A% Scheme 3-7 12, %72 RCP B LN CCP DAKDFEA % Table 3-4 (2777,

Figure 3-5. CPK model of the double-threaded inclusion complex of y-CD with TBMprgr. (2) Front
view. (b) Side view. (¢) Rear View. 3,5-dimethylphenyl groups are dyed by blue color.

Scheme 3-5. Synthesis of RCP using y-CD and TBMprgr as VSC components.

/§ i
@ j‘ - (0.2 vinyl mol%
- - ~

~—_@ to DMAAm)

= ® 4
—I\\I:O IRGACURE® 500 (40 uL)
\

solvent
UV irradiation, r.t. 5 min.

(0.8 ~1.0 mmol) then standing 12 h

RCP

Scheme3-6. Synthesis of PTHF-diMA.

YOLO/\,NCO

(1.2 eq.)
DBTDL (cat.) 0] H 0
HO H
Wot CH,CI, \n)lO'\’NgOWOﬁH'\’OBJL
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Figure 3-6. (a) 'H NMR spectrum (300 MHz, CDCl;, 298 K) and (b) MALDI-TOF MS spectrum
(matrix:dithranol) of PTHF-diMA.

Scheme 3-7. Syntheses of CCPs using (a) BIS or (b) PTHF-diMA as a cross-linker.

(a)

(0] (0]
VLNANM
H H
(0.10 mol% to monomer)

0 IRGACURE 500® (40 yL)
%)L -
N
I H.0
UV irrad. 5 min
then standing, 12 h CCPais
90%

(b)
m\

PTHF-diMA
(0.10 mol% to monomer)

o] IRGACURE 500® (40 uL)
%)j\ - >
N
| H.0
UV irrad. 5 min
then standing, 12 h R CCP
100% PTHE

(10 mmol)

(10 mmol)
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Table 3-4. Details of the syntheses of RCPs”

Cross-linker (mg, pmol) y  Obtained

b .
Entry Macromonomer v-CD S(ng;l t 1\(/102223) Network ?lfl]d
(mg, pmol) (mg, pmol) & Polymer °
TBMPTHFIS 0.1 M NaOH DMAA
! (28, 20) (20, 15) (0.5) (1.0, 10) RCPis 84
TBMPTHF35 0.1 M NaOH DMAA
2 (41, 16) (16, 12) (0.4) (0.8, 8.0) RCPss 78
TBMPTHF70 0.1 M NaOH DMAA
3 (104, 20) (20, 15) (0.5) (1.0, 10) RCPa 75
TBMPTHFIZO 0.1 M NaOH DMAA c)
4 (160, 0.2) (20, 15) (0.5) (1.0, 10) B B
5 TBM(H)PTHF41 (20 15) 0.1 M NaOH DMAA ) .
(64, 20) ’ (0.5) (1.0, 10)
TBM(H)prura DMAA 9
6 (64, 20) (20, 15) H,0 (0.5) (10, 10) — -
7 TBM(tBll)PTHF_?,S (20 15) 0.1 M NaOH DMAA ) _
(54, 20) ’ (0.5) (1.0, 10)
TBM(tBll)PTHF33 DMAA c)
8 (54, 20) (20, 15) H,0 (0.5) (10, 10) — -
TBM(tBll)PTHF33 DMAA c)
9 (108, 40) (40, 30) H,0 (0.5) (1.0, 10) — -
TBMPTHFIS 0.1 M NaOH NIPAM
10 (28, 20) (20, 15) (0.5) (1.1, 10) RCPxis 94
TBMPTHF35 0.1 M NaOH NIPAM
1 (51, 20) (20, 15) (0.5) (1.1, 10) RCPx3s 84
TBMPTHF70 0.1 M NaOH NIPAM
12 (104, 20) (20, 15) (0.5) (1.1, 10) RCPxo 93
TBMPTHFIS 0.1 M NaOH HEA
13 (19, 10) (10,7.5) (0.5) (0.58, 5.0) RCPms 94
TBMPTHF35 0.1 M NaOH HEA
14 (25, 10) (10,7.5) (0.5) (0.58, 5.0) RCPuss 94
TBMPTHF70 0.1 M NaOH HEA
15 (52, 10) (10,7.5) (0.5) (0.58, 5.0) RCPun0 100
0.l MNaOH  DMAA
16 BIS (1.6, 10) (0 5)a (0.1 CCPms 90
17 PTHF-diMA (23, 10) H,0 (0.5) (?l\(fAl‘g) CCPprur 100
0.l MNaOH  NIPAM
18 BIS (1.6, 10) (0 5)a (110 CCPams 92

a) IRGACURE" 500 (40 pL) was used as a photo-initiator for all conditions.

b) DMAA: N,N-dimethylacrylamide, NIPAM: N-isopropylacrylamide, HEA: 2-hydroxyethyl

acrylate.

c) Cross-linking reaction didn’t occur.
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B ONTBEIRIZOWTIZ RCP ) CCP ThH M aHKiL LIZOBbICHW - =1E /) <
—OEE & TRLTH D27 L.DMAA ZHW = b DIFELTL TH D), S 512 RCP
[ZONTIE, w7t/ v—0OEGE (n=15 THIUL RCP;s D X D IZEKL) % TTF
TTHRLTND, FLHIZ, DMAA 2 /) ~v— & LTROFERIZOW TS, £7 entry
1-3 k0, R=Me D~ 7 vE /) v—2HWGEITHFFEY RCP BEIGETH LN, L
ML, entry 4 IR LIC L D IZ 7 BE ) v — DN FEPRETELLGIIRBEIEFON
2o Te, TV PTHF $HOBUKMENRLS 720 . EARIKIZEM L 2o TlcdTh b,

—J7, entry5,6 T/R L7 & 912, RO S MKW TBM(H)prara & AW 72513 EE K
IS FHEAT LT OO HFONTZEERIIEREE TH HKIIRESE D LML T LE -7,
AW Z2Y-CD O 2T NaOH IR HKICE 2 258 I b AEB RIS D e v 2
EMD, PHEBEY 7 8E ) v —OREONINEWVEEIT, -CD DT A v B 7T X
Do &Y BENRREET D Z LR R S LTe (Figure 3-7),

Aﬁ(

Deslippage of CD

|
X

Figure 3-7. Deslippage of y-CD from the end of PTHF chain.

S 52, entry 79 2R T X O IC, KON S E S0 TH S &bt d TBM(Bu)prarss
WG AETH, PRI L TERBERIIR LN o7z, 2 [FEOZEERIZRINL TH
FERNED LN D, DEEWEKROBUKIENIRT X5 2 & BFIATIE RV
EEZLND, TbE, BARKRT TIX TBM(Bwerarss (£, KV BKETHL2 NI @D
Kz PMANZ . PTHE $8Z24MANCET 7= I B0 L 5 REAHEELZTER L TWD Z LR F
BEND, ZOD, ZBEAIOa L HR—32 FPREEL TLEV, 9 F BB RILETT
L722moleOTiEzWnwink BEbins,

— 7 . DMAA DS D =)L ) v —% 72545 T TBMprariss TBMpraris. TBMprarro
IZy-CD CIRET 52 & THAGAIE L THEBET 2 Z &7% entry 10-15 KO GNE R o7,
FilZentry 13-15 TIET7 7 U L— hRDE ) ~—ZHNTWDENR, ZOHAE S EA < 2865
FOGHHEIT LTS, AR THW v Z X0 U ERIT D7 b REEE = 1T
VOB NDL Z N TE D WS N D,
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¥ 438 PTHF v/ €/ <—&y-CD bR 50 F2ERIZHWTELILD RCP DOFF
T

AIETIERH~ 7 0 € /) ~—DOaE . TivE Hv 55726 H13 L OV RCP DA RIS
DUWTIRAR y-CD & PTHF v 7 10 E /) v — bR 50 2GR OILHAMEZB 5 E LTz,
AIETIE, DMAA %€/ ~—& L TE LI RCP B L CCP IZERE Y T, ZORHERE
MzAT > 70, FFIIRABERE 21T > 7o #5 R % Figure 3-8 _/T?Ao

[Wt%)] CcC PBis

10000
CCPerur
8000
RCP1s
6000 RCP3s
i | RCP7
4000 “
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H20 MeOH DMF
Figure 3-8. Swelling ratio of CCPs and RCPs having poly(DMAA) as a trunk polymer.

F3. CCPpis £V & CCPprur DT AT OB LEmWIAHE Z R L TWDH2, Zh
2B R T BN R D Z LICRINT 5B X b5, —J7, RCP OIZMEIL CCPprur
EDbREWED, ZHIFZEERICB T 250 FHOFTEMEICER T 560 TH D LB 1
bid, SHIZRCP &9 L THAMEAZ KT 5 & /KITxd 2 WAME L PTHF 423 & < 72

TEIETFLTCWS = TAH /—)b, DMF (26T DB E XML Tn5d, 2l
PTHF OBUKMEICHK T 284 TH S LTRSS, 77205, PTHF IO FENPRKEXWIE
CBUKPES R 725 ic, PTHF #4895 L COBUKMEMAEA bM< I1Z=6< Loicib
728, RCP OKITxT AME L PTHF Oy FEENE L LK T LIZEE 2 BN D,
J. y-CD & PTHF Ol 5O R ToH 5 A % /7 —/L<° DMF ([ZIAM S 72485613 PTHF @
SFEICHEI L TAEE S B L TWD, ik, KFITHTRAZ 7 —/1<° DMF H Tl
BOKVEFEAER 7 EOWiEFEEZZ T 5 2 L7 <, v Z X T UHEEICH R T 204G RICBIT 5
B TEOFTEIMEDN I SN TND Z L AR RIBT AR TH 5, S HIZFEAMIZ RCP @
W ERET L, PR EEE L, 50 RCP TIRAE SO FEitE 2 R T X
HEEZEZLND, SOWt%DKE G ATIIRIED CCP 3 X U'RCP D5 3B % 1T > /-, Figure
3-912 S-S ¥k % | Table3-5 215 ERBR L V5 572 o 73 = 1L ¥ — K {H
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O, B L OEWRE 2 7~R7, Figure3-9 775, CCPpis & U & CCPprur D J57 73 i3 W IEfH PR
WNZHEWHIS 12 8T 5 2 Enbind, IAEERBROEETH CCPprar 1% CCPgis L Y
AR 2R LW low, SlokalliR & A RBR OfE R IT—F L T\, —J, RCPys I
CCPprur & ZIEF— DML TH Y N B BB LE 1.6 [FOWKIHOZRTZ EBHALNE
7molc, ZAUX, RCP DA NYUERIZH T Dm0 F#HOFEMEZ A3 5720, CCP &I13F
F—OMETHHICHL DL T EWEHEEZ R LD EEZLND, SBT3
IZEF BT 5 &, RCPys (409 Pa)iL CCPpryr (722 Pa) L U HARW Y U VR ER L TWD, ZH
bHE, BERICBT Dy FHOFEMEAZ AT 5 RCP OFETHL EEZ LND, T
b, BIRIGNIR L TERER TR THNPATA T 4 735 2 & CREREERIZO )
LIS ERBEML, BNV 7 RER L0 EEbis,

0.10; copus
CCPprHF
0-5- RCP15 RCP70 0-05_
RCPs
0.4+
—_ CCPprvr RCP3s 0.00 ’ .
© 0 100 200
L 0.3
= CCPsis
o]
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Figure 3-9. S-S curves of CCPgis, CCPprur, RCP15, RCP3s, and RCP7. Enlarged view of the initial

region of S-S curves are inserted to the top right of the figure.
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Table3-5. Results of tensile tests for CCPs and RCPs swollen with HQOa).

Entry Network Young’s Fracture energy Breaking Breaking stress
polymer  modulus [Pa] x107 [Im™] elongation [%] [MPa]
1 CCPgis 896 1.32 220 0.10
2 CCPprur 722 14.3 830 0.31
3 RCP;s 409 19.4 1340 0.34
4 RCP3; 444 23.5 1460 0.37
5 RCPr 378 36.1 1560 0.49

a) Measurements were carried out using 50wt% water-containing gels. Elongation rate: 10 mm
-1

min .

—7J5. RCP ¥ 95 L& Hi#ET 5 & RCPis, RCP3s, RCPy & W/ -~/ 0F® /) ~—DEIN
EL DT, O, WEERE S bIcim ELTWAZ ERbnnd, ZOHMBZELET
BHEL FTWW RN OWNTIE, ZRESOFEMPENRRKRE LS 2b L E BTN IERNEZ Y
12K, LRI otz E X BND (Figure 3-10),

Movable region: short Movable region: long

Figure 3-10. Plausible effect of the rotaxane cross-links on the properties of RCP. (Left) the shorter
macromonomer chain provides shorter movable region; (right) the longer macromonomer chain

provides longer movable region, resulting in endowing better strechability with the RCP.

— 07 BEWTIREE L2 DWW A OB 22T H i~ 72 X 512 PTHF 85& 5 L OFHEAER S,
& % \NE CD-PTHF IO EAEAOFG13% 2 615 (Figure 3-11), 3725, KPP T
KEEFZ N L7= CD £ 5 LOMAE/EHAS PTHF £ 9 L., & 25\ E CD-PTHF [ DBk MEAH A
TERNR I 672, SlRIC LEDHAFERNEEO L9236 ZEnTES
b, TDOH, BV PTHF $§&2H 3 2% RCP ZZ N EENRKE <20 | BERIRE H K
X o bELI NS, —FH., YU RIZHONTIEL RCP L HIZIZIERUEE R LT
W, ¥/ BE) v —DORIFYIRIIFLGET, v 2 F Y UBEFIC Lo TEASH
LDENERDATAT 4 TREPRRELS HFELTWD Z ENRBI NI,
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Figure 3-11. Plausible effect of hydrophobic interaction on RCP property.

X 51T, RCP IFF DG RIZB T D@t 212, FTk LA OfEfMZEE 2 /R4 2
ERHIFFEN D, £ T, CCPyis B LU RCP ITOWT 50 wt% DK Z & AT IRRET L A
A —F =T X BRI E 21T - 7o (Figure 3-12),
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Figure 3-12. DMA results of CCPgis and RCPs.

HEDOFER, RCP 1L CCP LV HARWATEEMER I L O AHMERL R L TEBY . RCP 2
FOYT I THDLIENRENTZ, —FF T, FEFIZEAL TIL CCP & RCP &L DRI KE 7
AIRAGNT, D7 Ed 01 B~100 A7 —/ L ETTiEe Z X ATk 3 28T A
LR EBH BN E 0T,
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50 wt%0> DMF (ZHE S W 7= Bk i & 2 51 3ERBR 2[RRI T o 72, T DFER % Figure
3-13 B X Table 3-6 \Z7~7, 728, WD 7= DIZRABGRHEE & L TKZ AWEZEA 05| 5ER

BR OfE R & R C Figure 3-13 FIZR LTV 5,
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Figure 3-13. S-S curves of CCPs and RCPs containing 50wt% water (dashed lines) or DMF (solid

lines) as a swelling solvent.

Table3-6. Results of tensile tests for CCPs and RCPs swollen with DMF.

Entry  Network polymer Young’s modulus [Pa] Fracture energy x107' [J m™]
1 CCPgis 1803 1.50
2 CCPprar 444 4.82
3 RCP;s 339 4.00
4 RCP3s 246 3.74
5 RCP 160 6.80

9. PTHF ZZRE#| & L CTHWZEATE CCP, RCP & & IS 3 & Ol — % 1
XF—NREIKTTHIEDRHLNE o7z, CCPris TIEZ H LIEBRITAGNT, R
Wr = F L F =N RKELS LT RWT &G, PTHF 228/ L CTHWS Z L BIR
25 PTHF $4& 5 LOMAEAER &2 B2, ZNDRIBEROMMEIZRZ RIFT Z L DBTRE I
72o —7J7 CCPprar & RCPis DV VTR EET 5 & DMF ZIRlEE L7558 THIKAR L
LTRCPis DI PERNY U ZTHRERLTWD, WTFNOY o 7RG IMEE & LTkE i
WEBAELIVIHMEF L CWA =, PTHF OFENY VT RIHELZ KIFL TWD Z LI
REINLHOD, RFTV e & XY EEOEIZL Y RCP OS5 CCPprar £ ¥ BN
YT RERLIZBDEZEZIOND, B, W=/ F—ZONTITENLTIEH 508
CCPprur 7% RCPys & L[EIDHER & 72 o 7, BEIKTIE /16 RCP DA/ NS 2o TWNDH 2 b &
EET DL, DMF (ZHAE L7 dRBECIZ RCP DA 2 7 v 2l lo L BE 7R /18 CCP L v
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H/NSWZ ERTEEINS, T70bH, RCP TIEZEERICBITACD DT AN v TN U
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PTHF-tethring )
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Figure 3-14. Plausible microscopic decomposition of RCP.

CD MR 5 729121X, PTHF KD 3.5-P A F N T == VAT D X 50BN H 5
23, FDOFRIZE CD W?Lk%ﬁ#‘a%@%ﬁ CHAEERANFET D B2 BbND, TDGAE, K
HCIRBR K MER AR 358 < 1372 5 < —J5, DMF H CiEs| D072 BE/ER A5 < . LB
BT AV v TRARETH D EE 2 bND, TDT=H, RCP TIHSIEIGICx LA #E
O LY HYEIZy-CD OFT AV v TRV | v 7 a 728G KON LB 72 )1k X
V=R F =D CCP LV /NS RoT2bDE THIND, 723, RCPy DT DMSO
H1 140 °C TOMBGRER 21T > 72725, 1 22 H B L TH 7L ORI B R Tl S vz h
o7 (Figure 3-15), ZDZ &b, BVIZRFIMTIZCD OF A Y » AT L D7 VD53 fEIX
EZHRWN, B o TWTHIFFIZES . AD/ FIWNVREIZ L7 A v 7F0J;
ML Z YR EAURER ST,

Figure 3-15. RCP (left) in dry state, (middle) swollen with DMSO, (c) after being heated at 140 °C

for 1 month.
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FlHRIZ XD RCP Ot ~DEEIZ SN T I HIZHERT X< . DMF [T S 72 kBET
RCP;s DA 7 Wikl &21T7-o7-, F7=. kL LT CCPprar (2 DOW T REEICY A 7 Lk

BRAAT-o7=20D T, =Dk R% Figure 3-16 |2 Trd,
(a) (b)
0.30+ 0.30

0.25 0.25

0.20 0.20

0.15+ 0.15

Stress ¢ [MPa]
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Figure 3-16. Cycle tests for (a) RCP;5 and (b) CCPprar (swollen with 50 wt% of DMF, elongation

rate: 10 mm min ).

YA 7 VB OFE R, 5IHEICL 5 TRCP, CCP & HiIZb AT U U ARAEFEIL, M OKAD
THBEDLZ ENRENT, LML, EAXAT U VADORKREZITIRCPDHFNRRKEL, EHIC
BHKAODTAHERED, T RCP VBRI AT U UV RAERTRUIZOWNTIE, AlE2 R
ZXY BB E T, CCP LV b RERAX Y MU — 7 NEOMEEE(EDBEZ > TEY
TIDEILSINDETDOLA LRAT—=NARNYA 7 VRBROBEE LD BN & 2R LT
Wb EEZBND, £, RCP IZHEDAAOTHNRKEWVRIZONTIE, CD DT AV v

TICED RCP PMIEH SNTZRENOROL R 2o TSI EAFRBRLTNDL EEZ LN
Lo TNHDOFRERND S, RCPIZONWTIL, SIROERIC v & 4 2R E 1% 75t L T
WHZ e, W CD N T AY v 7 LED Z ERRBINT,

723, /KIF KO DMF (2 L7 RRE T HiRABR 21T - 721 @ RCPys Ol A %2 FHW T
HEMEERBREZITo7-& 2 A, Figure3-17 DX H ThoT-, 728, kL L C5lERER
W@Rdm@ﬁﬁf%ﬁ%bfw WT VORI DT b 513RE O 7 D3 B 1 s <
725> TEY ., 7> DMF | ﬁéﬁth ETHIIRRBRAAT o726 O DI hs @O A B 2 7R
LTWb, —H, a?mkaWT%H% (2B BERBRE O > 7 & DM E R ER &
1To7c& T A, Figure3-18 |27 X 9 125 RABRAT# TR E eBAME OZLIZ A iz
STy ITNHOZ E1E, RCP THEEAEIZE U Tr & 4 48 %%Lﬂﬁﬁﬁé & TLEHE
BEMETLTEY, EHIZDMF FTHIRIS N Z 0T 256121, v 7 v ilWnic =5 £

TIC LV HHICE L O v ¥ X S0 EE S, %%E#ﬁ%<ﬁ?bfwéf%%
I ETRBETHERTH L.
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RCP15 (50 wt% H20-5|3R{%)

[Wt%)] RCPis (50 wt% DMF-5|3R#)

8000 \ \
!
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0
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Figure 3-17. Swelling ratio of RCP;5 before and after elongation.

CCPpr1HF
CCPerhF (50 Wt% H.0-5|3R{#%)
[Wi%] | CCPerir (50 wt% DMIF-3136%)

3000

2000
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0

H20 MeOH DMF

Figure 3-18. Swelling ratio of CCPprar before and after elongation.

PLEX D, y-CD & PTHF i~ 7 v / ~—% H\WTZE4E L 7= poly(DMAA))> 5 72 % RCP
%, CCP & Itife L C X W BNk 2/ rd 2 E N LM E 2o 7=, & 52, V% PTHF
B~y v® ) ~—0FEIE U TEEHHOR LOERIS I BZELLTND 2 End, 246
SRUZH T D ATEMEDO R & EDEEEFBIROMMEITIRZ KIEFL TWD Z EPRENnT, %
7o, BAHEEIE U TGRSR T 2 BUKMM A ER ORE SHENT 5720, SR E
(20 U TRl S D 872 5 RCP 3G B AVT2, FFIZ CCPprar & O LLESHE T & | BRI 72 I
VDB~ uE/)~v—KNPHT A v 7L TNWDHThAI I ENRBINT,
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¥ 5IH  PNIPAM A Fif% b4 % PTHF ~ 7 2 & / ~—/y-CD % RCP D%k

RYWN-A Y 7ae )77 YT 2 R) (PNIPAM)IZ/KH, 32 °C {71 C T PRI SR
(LCST) &2~ 72, FDORHEZTER Lo RITSE AR L CoOISHABHIFEI TV 5,
2O XKD BRABUSZENEIT S L v & 5 ARG D G- 2 DRI HOW TG~ < | Table
3-4 T157= PNIPAM % 57K Y ~— & 9% RCP 35 X U CCP (Table 3-7 \ZFHE)IZOW T, £ D
TR 2R B & Bl L7 (Figure 3-19), 725, BEIZIZWV 91 b IR AE T 3 em® X
JEZ 24 mm DT 4 )V LEFANTND, FHEEBEER OSBRI 25 °C DK E 50°C DK% H
VY, 25°C DIKHND 50°C DOKITIET 7B 7 4 WV ANERIZAW T 5 F TORE., HDH0
1% 50 °C DKM 25°C OAKITIET 2B 7 4 v L 03FERILT 5 £ TORM ZFH L7z,

Table 3-7. CCP and RCPs based on NIPAM for observation of phase transition behavior.

Cross-linker (mg, pmol) Solvent Monomer” Obtained Yield

Entry Macromonomer v-CD (mL) (, mmol) Network %]

(mg, pmol) (mg, pmol) & Polymer °
TBMPTHFIS 0.1 M NaOH NIPAM

! (28, 20) (20, 15) (0.5) (1.1, 10) RCPnis 94
TBMPTHF35 0.1 M NaOH NIPAM

2 (51, 20) (20, 15) (0.5) (1.1, 10) RCPrss 84
TBMPTHF70 0.1 M NaOH NIPAM

3 (104, 20) (20, 15) (0.5) (1.1, 10) RCPxo 93
0.1 M NaOH NIPAM

4 BIS (1.6, 10) 0.5) (1.1, 10) CCPnpis 92

Figure 3-19. Thermo-responsive behavior of CCPy and RCPxs.
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BIZZOFER, RCP X CCP LV bt ZRiR SR 2~ LTc, FIRFFIZEI L TiE CCP,
RCP & HIZT<HEBL TV DD, CCP ITFHESRE DIEWGEIA 7 4 /L AN/ ET 5 &
IR S, M A2 2 D F TR 0D v ) 8 A /R L=, —J7 CRCP (34
(RIS A b— R\ 8 LB TR 2 1K 2 2 3B S iz, Zhid, Z4ESick T
HHRKFEDFEB L OE S FHOPEIMEICER L TWD & X HID (Figure 3-20), £7.

BRI AT CDkiom_ﬁ%ﬁpnm%ﬂﬁﬁﬁézb@%ﬁmﬂbimmmM@umT
LETHEKROHAD ZAL—XZEI T ENTEL LB bND, &6, BHEIZENT
PNIPAM S${DFAEITFIERE 2 ME S5 Z ERMLNTEY P a ¥ 39 U EIC L » Th
B L 72 572 PNIPAM $HHEERE 2 S L2 s+ TCnb & 2 6 b, —7F RCP [MTO
FHEB R IZIXH F 0 KREBRBITR LN o7, FTUHEICE LTk, —%IiEE X
0 HHCIZHEITT D20, Hﬁf%uf%éik@#iéihﬁﬂoto*ﬁ A
B L CIIZRE ST 1T 2 AlE D K & 72 RCPNy AR TH 5 & it 573, PTHF $4H &
DEIKMENR K E WD D3 T2 T BB ENTRA~OIK DB IAHZDBIEL 72D . 2 H 5 H RCP
M CREREBEIEENZ DS T=OTIIR N EEZBND,

)
W:ZQ-F¢EKWEﬁ*$EH5%j

EERHNKDOHAD ZRY
F/RAA D EBOTWVD

| —MIcT 57 MEDH 3 EMEBIEIET S |

“2-%mgu3mrmﬁ¥aﬁwmvuaj
EEREBI B v —BD
B & BIEME

Figure 3-20. Plausible effect of rotaxane cross-links on thermo-responsive behavior of the PNIPAM-

based network polymer.

uﬁmi@\mmmM%%ﬁUv~kLtRafiami@%ﬂLﬁﬁﬁﬁ%%é%%
AT ZEBRH LN E Rl ZHIZIEERICBIT 2 s FEHOFEMER TG L TnD &
BZoNDTeD, v Z XY UBUERE AT H T LI ;ofmmmM_@%ﬁﬁﬁﬁﬁjv
— DRI BN EZSETHZENTED WSS,
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53 6 IEhIR AR N AR S 0 - DRI B E TR R

FFE TR L 91, TNETHRLA 2 u ¥ XV 2GS D T(RCP)N AR S v, Z ORHE
FHmAM TN TE 72, FIZIEFES I X » THE SN TV DEREN /S UVIE, —HlffEICx L
ERXT YV RAERIRN T FHO S-S fhifEe, SAXS HIEIZIBNT ) —< 2N\ E T T A
WRE—=2 B2 52 ENbN TS, ' EHICZDFRTIE CD OV OGS
JED/IN ST S BRI 2R BR BN E T T WV IE R R T Z E L N E o TN D, P T
Hadziioannou & 23#2 L7z Sliding Gel (2D T IR BB, 28665 FEL FEL“C URE IR
D CD ORESEN R 2 = kﬁréﬂfwé3—%‘&E@ﬁ(b:%%%ﬁof
VX B8 EH e LTI VAN EERICHWTZGEIZORAOMMENEERTH 2 &
DHEINTWVWD, %Heif)w%/7mtw7ﬁ)w7\memmm%t:wﬁ%
Ffoa-CD ¢ RV =F L7 U a— LPEG)NHLR5R I a XX THRIETHZ LT X
XY UGG SN PNIPAM # L2 AR L TE Y, *h%iﬁ#AT UEINT=T7 VLD
mﬁif DORGHPIBEMIES 2R 2 s 2 RE LTS, * ok olz, ZEBHEENE

a2 XY DHNG R DEERE T TITONTIE, £ OZEIEIC m%#&%@ﬁ%ﬁ
ﬁé EDBPLNERS>TNDL DD, HE-EREND AT 25T IOV TOHREIL
EAERINTVRY, mHLITR & X3 48 %kﬁﬁ#Amﬁ®ﬁﬁ%ﬁﬁéﬂ47)

F“ﬁﬁ%%_owf AR THICFEREELZEN 25%FE L TV D & ZREIRD )5

FHARE A OBEES S FEEPT I EHLNE LTS, ° —kIC, 2BEES 1
K%ﬁﬁﬂﬂéﬁA NG S HIEEBE O BEL VRIS I BEF LT LE S Z &bt T
L8, OB LOREIX I N 0 X XY UG E AT D EE D IOV T B R
D2 A RTEELRMATHS, LoLans, 29 LERE e Ao, CD
ERW a2 X B EEATHE R LRICEBN T, 2089 RARIEREICED
Ty, EBICERIE, v xH v 14 ﬁj%%lbt EE T I3, G RICBT

LiEsy O FEIMED 2 | %@%ﬂt%@%mﬁkabhfméw\ﬁﬁ%ﬁ®ﬂ%ﬁm
G L7 a Z 2 UG LA EA L, BEROWME A TN L7 FliX 2 E TITZR 0,

T ZTAHEITIEH, v X UEEN BRI TR EZRET 5720, 44610
HL7ZpnwoZ7a7 XA N UEA R X X0 URE R RBERPICEAT R, A =—T L
NS 72D V= VAIOZERER & VD CCP DA RIC CD 22U L, £ @m
OE~DO R Z WGt LT= (Figure 3-21(a)), S 512, ™A 7 U v R4 %ﬁ%a_%ﬁﬁ“é
KOYMEZREE T H720, y-CD & PEG i~ 7 n® ) ~— 57 D85 F2RAEH %:ﬁﬁb %
BRER TOEBCRICIEA RS OLER Z RN L, 1551 24RO RN 217 - 7=
(Figure 3-21(b)),
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p + W M\

-CD polyether-type
¥ cross-linker

4
[ \
X 7 I
R

. . CCP with rotaxane structure
Radical polymerization at the cross-link points

(b)

Rotaxane
vsC cross-link

J\ polyether-type
A \ cross-linker

Radical polymerization

Covalent
cross-link

2+ Hybrid Cross-Linked Polymer
(HCP)

Figure 3-21. Outline of this section. (a) Schematic illustration for the synthesis of CCP with rotaxane
structure which does not endow the polymer chains with mobility similar to RCP. (b) Schematic

illustration for the synthesis of network polymer having both rotaxane- and covalent bond-type cross-
links.

1 EEAICBT B v — ORISR RIF SRV e X XY AEIE OB
~DHAN

ZEGRIS, Mo FHORE R EM L AL S e X UE R E AT S 700, I
AREEMOLEREAIL LT, y-CD L n & XV U #iEE T 5 PEG-dIMA ¥ LT PTHF-
diMA % e, %2 OFIEE 2 BB L OARE TR, £9°. TiL® Scheme 3-8 |21
VMa) y-CD % Hfr SE RV REED 2 W T (b) IS E72RET, 21 E 1 PEG-dIMA 5 X
O'PTHF-diMA %2864 & 55 DMAA DO F VA NVEA%1TH 2 L THFECCP 2 ARk L7,
PEG-diMA & PTHF-diMA O¥0CFEH)5r &IV 3 4uh 2000 F2ECTH Y | &L Figure 3-
28T EBYTHD, £, BBBIROLFRIL CCP D% AIZTHWIZZERIOEAR Y ~—4
Z & TRLTH Y (PEG 7213 PTHF), i f%(2y-CD O A4y (HFEITy O TRRL T
D, ifAl% Table 3-8 |27,
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Scheme 3-8. Syntheses of CCPs cross-linked by polyether-based cross-linker (a) in the absence and
(b) in the presence of y-CD.

(a)
\\\/—\\

PEG-diMA or PTHF-diMA
(0.20 mol% to monomer) CCPpec-y(-)

0 IRGACURE 500® (40 uL) 1cm

VLN/ > 3
(10 mmol) UV irrad. 5 min » m

then standing, 12 h

(b)
p . yCD

(0.15 mol% to monomer)

PEG-diMA or PTHF-diMA
(0.20 mol% to monomer)
ch)\ IRGACURE 500® (40 uL) .
' H.0
(10 mmol) uv irrad: 5 min
then standing, 12 h CCPpruey(+) m
O H O 0 H O
LAAt A T SR S ot LAt A
PEG-diMA PTHF-diMA
(Mh = 2000) (Mh = 2000)
Figure 3-22. Chemical structure of cross-linkers.
Table 3-8. Syntheses of CCPs in the presence or absence of y-CD?.
Ent Cross-linker v-CD Solvent DMAA Obtained Yield
Y (mg, umol) (mg, umol) (mL) (g, mmol) network polymer (%)
PEG-diMA
1 (46. 20) - H,O (0.5) (1.0, 10) CCPprc-Y(-) 100
PTHF-diMA
2 (46, 20) - H,0 (0.5) (1.0, 10) CCPprur-y(-) 95
PEG-diMA
3 (46. 20) (20, 15) H,O (0.5) (1.0, 10) CCPprc-y(1) 93
4 Png'g(‘)l;’[A (20,15)  H0(05) (1.0,10)  CCPprury(¥) 95

a) IRGACURE® 500 (40 pL) was used as a photoinitiator in any case.
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WTIDOREND S EINEE T CCP M bz, 7o, y-CD 250G R %2 5k L 72 B
DA 'THNMR THMrLizE 24, y-CD DisfbR (EAR)L CCPpec-y(+). CCPprys-
YH)E BIZ68% Th o7z, L7ch-> T, +47&E0 CD BEBIERFIEA I T, 484681
RELTWD EE XD, TIUE, DMAA OF U HIVEE %Zy-CD 174E F TIT o THAMEKR
PEFLNRNE VNI REENL bR IND, RIT, BBRIZBT 28R Y ~—Or[EHEIC
WRELENIES/720 CD A2 XV U EZEA LT RICOVWTHEET S0, B
T2 ZERBAR DO BRI~ DI R E 21T > 7= (Figure 3-23), 72 BLE#E & L . Figure 3-23(b)
[CARESE 3THTHEM L., EERNEZ1T > 72 CCPprur B £ O RCPys (M5 OB TIFIEE
5T, RCPis DHMy-CD & PTHF ~ 7 0/ ~—MHKD 1 ¥ 59 U 4ERE 2 F )0
fERz s L, IARERNEORKE., CD OFEIIMEEICIIRE 8% 523, MEIX
T E =NV OBERI ORI ER L ONEBROFEBEICKF L TWD Z EnRrEniz, —FT
RCP;5!% CCPprur & N EIFFELL O ZH T D128 030 53 CCPprur £ D & FEH 12 8 WO
HEEZ R L TEBY, ZOZEEBETLH L, RNTY Hflile o ¥ X5 GO F/E TR
<V BERIZBWTE S FHEOFTENIEZ A T 1 & 20 RS DIFEEZ E 0, AUERD
BPE I B e R % RIE 3 2 L AVURIR S T,
(b)

CCPprhr-y(-)

(@ WEEL | e ePpruemy(+
] 6000 (SSErmmi)
3000 CCPeprhF
coPreeta 5000 L
4000
2000 CCPrea-(+)
3000
1000
| il
0 1000
H.O  MeOH  CHCls  DMF H.0 MeOH CHCl3 DMF

Figure 3-23. Swelling ratio of DMAA-based CCPs cross-linked by (a)PEG-diMA and (b) PTHF-
diMA in the presence or absence of y-CD. For comparison, swelling ratio of CCPprgr and RCPys

are also shown in (b).

& BT CCP DMVEIZ DWW TR &2 AT 9~ <\ 50 wt% D /K THZE L 725k )i 2 Fv TR
BAaiTo7z, T DORER% Figure 3-24 . ) Table 3-9 \ZF L 5,
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Figure 3-24. S-S curves of (upper) CCPprc-y(-) and CCPprg-y(+), and (lower) CCPprur-y(-) and

CCPprur-y(+) (50wt% H,O-containing, elongation rate: 10 mm min_l).

Table 3-9. Results of tensile tests for CCPprgs and CCPprurs.

Entry  Network polymer Young’s modulus [kPa] Fracture energy <107 [J m™]
1 CCPprc-Y(-) 1.13 2.08
2 CCPpec-y(+) 1.18 3.62
3 CCPprur-y(-) 0.579 12.5
4 CCPprur-y(+) 0.651 13.3

WTHOEHE D, CD ORI X2 K& 2PMEOELIZR ben o7z, 7238, CD iR
L7230z S-S Mg Bz 7 P LTWA DX, KHPTCD &9 LAMAEERL,
— IR ERZE R DO X O BB EX 2 L TV AL TR WM EEZ LN,
PLEDORER LV . RCP DR FE72WMEITZENE RIZH 1T 5 CD R°R Y = —F L D(FE, &
HWNEEN G D A L HfliZ e a X R UHEEICENT 2 b0 TixR <, BEAICBIT 5
SO REME A AL T e X XY U BEICRINT S 2 LR E T,

103



F2H ATV vy FREES T OERE R

12 Y UBUE L AR S AE S I FE T 25T r Z 0 SRS DS BRI DML
EDXIBNRELTOTONERBET N, v &2 20 48005 L AR GEE L FRFICE
=R ~w—HIZEAL, BONDEERORRME 21T 72, 2B, 80 F2EERI D~
7 8% /) <—& LTI TBMere %, ARG OAMEA & L TIT PEG-dIMA Z T
V72 (Figure 3-25), %% OARITH 2 BTk X72, Scheme 3-9 \Z1E\, y-CD & TBMpgg 7
57 D TR & PEG-dIMA Z{TEOETHFESE, NN-VAFALT 7 VLT IR
AE/)v—L LTI VHNEGEIT) T LIZEY RCP, CCP, WNINA 7V v NI
43 ¥ (Hybrid Cross-linked Polymer, HCP)Z &% L7z, G RKDFEM % Table 3-10 \Z% & 5,

H @) O H O
\(F(Ng(—ov‘)aonuf\,ogj\ \H)LO,\,NB‘O(/\O):NNOBJL

TBMpeg PEG-diMA
(Mn = 1000) (Mn = 2000)

Figure 3-25. structure of PEG-diMA and TBMpgg.

Scheme 3-9. Syntheses of hybrid cross-linked polymers.

=
o
.5;(, vsc
m\

PEG-diMA
0 IRGACURE® 500
VLN’ >
I H.O

UV irradiation for 5 min.
then standing for 12 h
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Table 3-10. Syntheses of RCP, CCP, and HCPs.
VSC Obtained

Entry TBMpgg y-CD PEG-dlMﬁ DMAAI Network Y(I;Id
(mg, umol) (mg, umol) (mg, pmol) (g, mmol) Polymer %]

1 - (20, 15) (23, 10) (1.0, 10) CCP 100

2 (8.7,6.7) (20, 15) (17, 6.7) (1.0, 10) HCPs; 100

3 (13, 10) (20, 15) (12, 5.0) (1.0, 10) HCPsy 100
4 (17, 13) (20, 15) (7.7, 3.3) (1.0, 10) HCP3;; 100

5 (26, 20) (20, 15) - (1.0, 10) RCP 88

d) H,O (0.5 mL) and IRGACURE® 500 (40 puL) were used as a solvent and a photoinitiator in

any case .

Table 3-10 |23 X 9512, #28 %%@%ﬁiﬁ%@m%mﬁ@ﬁﬂgﬁéﬁAica)m
B XY U BUED RIS DAL RCP ERFL L, v ¥ 30 V46 L AR ARG N AT
LTWAENAT YU REEDOHDOIX HCP ERKFLLTWD, ﬁk HCP (2 oW T 2RO

ZRGAI DAL BT 2 AR EZUNER DAL BOEIG 2 T & 307 (b5 244G~
X9 B E=2:1 ThiLL HCPs DL HIZ) TR L TWD, WTNDOGAE S RAFRIE
(C88%) CLMBRN G L NI=Z LD, [EEDLR T X X0 U6 & A G286 & 28466
KHFIZEAT D Z LB LTz, 728, RCP DAL NCRLMEL T LTV DA, ZIUTZEG
[ZRH5-TE RV PEG $HOEIG L < 720 | FWAR Y DMAA 8473 — 2GR ICH Y JA F
NI NS T2 2D T2V inE B 2 TV 5,

VT, 13 5N B 2R DIAE L RIE 21T > T2, % DRGSR % Figure 3-26 |27, W
NOREN DS, RCP DADEWIMEZRT Z LR LN EoTz, 2D &I1E, 4846
%ﬂﬁﬂbt_ IZRoTRETD, @R THBTIZRA I ETDHNERHETE L1 E D

tlbfwék%z%M5~¢ﬁb%(xpﬁéwimmfi UEIRZ G R T DRI
Ebéﬁ”%—m TERRE DS /N S UWAREY 70 2806 503D 70 0 & TF1E U (Figure 3-27), % 5 L T=f& 7T

IS AIMNER LT LE D 72 OUUE T NS DJED AR L, BEEDCKF 25 &2
LTS EEBEZXBND, —J7. RCP TIIZEEAMEBEDS /NS WETTH . ZERICK T
ATEERNIS I OEFZRES L i 6L 72, BRE L THWIZEEZ R LD TIEkR
WinE RIS,
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(@) (b)
[Wt%] Swelling solvent: H.O [Wt%] Swelling solvent: MeOH

3000 2200
= CCP 2000 = CCP
2500
= HCPg 1800 = HCPer
2000 = HCPso 1600 = HCPso
® HCP33 1400 = HCP33
nN
~ = RCP 1200 ~ = RCP
o L M B B e | o L M B e
(c) (d)
[wt%) Swelling solvent: CHClz [wt%e) Swelling solvent: DMF
4500 2000
= CCP = CCP
4000 1800
u HCPg; u HCPg;
3500 1600
= HCPso = HCPso
3000 1400
. . ] HCP33 ] HCP;;
2500 - . 1200 .
=~ = RCP N gy . .- = RCP
a1 1 1 1 B 0

Figure 3-26. Swelling ratio of CCP, RCP, and HCPs with (a)H,0O, (b)MeOH, (¢c)CHCl;, and (d) DMF.

Distance of cross-link points: long

Distance of cross-link points: short
(Stress concentrates on these points)

Figure 3-27. Inhomogeneity of cross-linking which causes the difference in length between the cross-

link points.

S HIZENENORIGEERP T IIFREZ T 272D, 50 wt% D /K THAM L7l i &
FAWCBIERREIT o=, T DfEHR% Figure 3-28 |2, it#ll% Table 3-11 \[ZF LD 5,
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Figure 3-28. S-S curves of CCP, RCP, and HCPs (50wt% H,O-containing, elongation rate: 10 mm

min ).
Table 3-11. Results of tensile tests for CCP, RCP, and HCPs.
Entry  Network polymer Young’s modulus [Pa] Fracture energy x10™° [J m ]
1 CCP 459 1.58
2 HCPs; 608 1.67
3 HCP5 433 1.45
4 HCP3;3 694 2.36
5 RCP 878 3.26

FliERER2> 5 3, CCP <° HCP & [hf: LT RCP 28 X U & MW oh B & Ol = % L % — %
AT ZERH LN E o, ZHAUTDOWTH, CCP LT HCP TIXSIRDIS ) 23 444G R F B
BEO /NS WBIZEER L, SIS 2 B3 L T L E 5 DIkt L, RCP TlE[alia<oif i
Lo loa X XY R OEBIMED GO AR A2 RE T E S 720, iy E ik =
AINF =R LT EBZZID R D, 0B, ARV TBMpgg 1EECFEX)5r 1853 1000 F2E£ T
BV WHEEE)C XD RCP DILHME~DFE PN/ NS o Ten, RO~/ vt /) ~—%H
W5 ZETHRY EIEMMEEZRT RCP S 6D EMfF &b, £7-. HCP 2 CCP & HE{
@%ﬁ%ﬁﬁkwo%%ﬁ%@#%i%ﬁ&ﬁ%@#%k%i<*ﬁbfw
LEDOFERMNG, v & %% 8806 L LA EEBMNRET 2HE1C %6&5 ZEAGR
T R TIHAR S TH ﬁéﬂt%@k%U@%i%rﬁ &ﬂ%%ﬁk@oto_m
ZERGIR O WD ERE R BEBE O /N S T2 @ i T OB Z Z T 0T WV E D S TERDEE ﬁ%@
FEICEETHHOTH D, Fio, BEEEZ T X Ta X U AUEICTH I LICL - T
ZOLEARZBETE D Z L%, 0¥ 3V U BRENYUEIRICNIES 5 R — M2 g4
HENRAEFFOZ L HLD TORT LRI, 7 & 33 U 48EHIE L OVRCP 04y FREFHI BT
LH—oDfEHETRTHLOTH D,
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BAH Ham

AFECEHBEIZAEKRTE, 2»ORIZALEICHBECESs~vr/rE /) ~v—& LT 35-UA
FNT 2= VEE R, A7 VaA Ve 5 RmCAET 5, PTHF B~ 27 v/
~—FHICAR LT, B~ v ) v —3KFTy-CD EIRET D Z & T LMD
LEERETT 2 Z L2 DOSY 2O S, EEEICE SO E=LVE ) ~—DT VIV

BRI LT & ZARNST 22846k 2 @mINEThHE 2=, 2O &b, y-CD & PTHF
<yt ) ~v—0OMAGDHIZL > THED FRBHPGELIL, EENBAE =R
~—DHERIE U THET D Z E AL E o tn, Fio, KO A AN R b~
nE /) ~v—%Z N5 EBEBERNSE LN -T2 2 D RiEEEIZy-CD Ok T 1k & LT
F 372 A Re G SRTIITR O T, DO TREE L 72 WV EE D BK MR A28 L7 T
TUTBY TRBAID 2 v R—3 2 FE L THEHEREELRWZ LR ENT,

DMAA % /v —& LT LALZ RCP OYMEEZFI L7 & 2 A, %5325 CCP LV
WA, BN R BT 5 Z AL NE RS, S HIZ, KV EW~w I rE )
~v—Z N5 T & TH LD RCP OIMME, IEMMER JOWENR L7722 &b, 246
SUCEBT D AR O K & X728 RCP ORI EHEN R E KT L TWD Z LR EnT, &
72  RCP ORI S B A BEIC L > TRE S Be - TEY | 29 L7 ZEL PTHF
ZHAWTITZENE L= CCP TIXA Lo 12729, ZEMESIC BT 2y Fr 7 EER b
RCP ODWMEIC RE BRI R ZKIETL TWADZ ENIHLMNE o7,

X HIZ PNIPAM % E / ~v—& L CTARK L72 RCP B LT CCP D /K H T ik E MRS 25 )
R LT A, RCP OS2 Mis @ 2 n Lo, Zhud. 28064 H & 3 R0
KPR K OZEAESJE 0 2B 5 PNIPAM SHOEEWED [ IR T2 b0 E2 B, 1
Z XY CRRIBHEEOBEANC L V@R Y ~—NE T DREICEEZ SWET 5 2 LIS Lz,

F7o, B XXV ULEN RCP OWVEIC KIETERRICOWTRFTT 2720, @y 8o 7]
BRI R Z KT S 72 X R UEEZE A LT CCP R0, v & X3 406 & LA A4
ENEAET D HCP OFFMRHI 21T o 7o, £ OFEHR. RCP OFFMEIFZEAIO 2 o R—% 2 |k
CHRT 26D TIERS, T d® YU 4UG] (ko TAEABESND, BERIZE T 25
STHOFMEMEIC LI 2O THD I ENHLNERoT-, 51T, AEEGRENTFET
L%EEn Z XY VGO MRIT A B ST, HCP H1Ek O CCP & [FEkIZ, 410300
PhHE TAH)) ThHIEFRERIISHPEFLTLES Z &, £FLTRCP TiErZ F4
VBB NG ST LR B T DI CARBBE O —LICFE LT D 2 L3
LnE ol

ARETHONTMRIL, B T4ERE L0 KREPORDICAERT 2 FiEEiRrT 5 L
E BT, BERICRBIT D E S O ATEES RCP OMMEICIRE KT L 2R TH DT

108



HY . BTGS2 VD RCP OR%EE. B RICHBIT 2 EEREH 7205720, B
FEWEDTH D,
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B FR

3. 5-VAFNEZREFR Y 0 ) FOERK

0] 0]

OH __SOCh cl
reflux
12h
quant.

3,5-V A FIVEEER (10 g, 67 mmol)Z (kT4 =/ (15 mL, 0.21 mol) P IZ/ i =,
DMF Z#EPAE A~y N T1HMA =06 12 BEER L7Z, Fo%EROE T 4= %
- 4B

BWEEEICLS>TERVRLS 2L T 3,5-UAF VLB HHBE7 0 ) ReEEMIZE-, 2l
FORERIIAT O TINTR ORISR Lz,

TBMpraris D4k

O dB B A ¢ h
a ()‘\yzﬁxv‘()~/’\~/”)~()'\~/“\/()f{
b e A A n~ B ¢
C
TBMPTHFls-prec

0 f H i O ;
N oq\/B\LO./B\/+OA\/\,On,N ‘/LO ]
b c e A A n" B g 0O h »

TBMpruris

NU Zvdm AR AR CEEER (2.9 g, 11.5 mmol) % ik THF (EKDHDIZE B I
MS4A Z X FEE S 72 b D) (46 mL)IZEME S, 0°CIZHmAILTZ, £Z~ RL< 0°C
WAL, 3,5-UAFNLZEEREZ 7Y R (039 g, 2.3 mmol)? THF (46 mL)AR % 25\ X
SEZRBLRBOHEIR LT, ZhE 0 °C IR F F 15 a2, 20%., Kk
WIRICKEMZ CRISZE/R T S, B7A4 FAEICK VLR EZIRD R\, Fohzsh
ARG L, HARME 7 aa RV MRS ST O BITKTHE Lz, AHEICHE~
TAITLEMATHBRITT-OBIZABL, ZOWIKREAIRME LTz, Zia-78 °CIZHmHA
Lle~nF Al s, SonkEfRzEs AWMLz, ThEamiEIEs 2 & ThAERmIC
35-VAFNT 2= VA b ) AR KEE S A2 A3 % PTHF (TBMpruris-prec ) (1.5 g) &
5=,

TBMpruris-prec: viscous liquid; "H NMR (400 MHz, CDCls, 298 K): 6 7.64 (s, 2H, ¢), 7.17 (s, 1H,
b), 4.32 (t,J = 6.8 Hz, 2H, d), 3.64-3.63 (m, 2H, g), 3.48-3.23 (m, A), 2.35 (s, 6H, a), 1.85-1.80 (m,
2H, e), and 1.75-1.60 (m, f and B) ppm.
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f5eV T, TBMpraris-pree (1.1 g,0.90 mmol)Z ik 7 ma A & (5.0 mL)IZEEME S, 0°C
T2AVYTFIZTFNARAX T Y L—F (023g 1.5mmo)BLOY T T VYT F LT
7 (20 mg, 30 umol) % Z DNEIZ AN 2, =i E THIE L 72O HIZ—BRIRIR L7z, & DR IISH
W78 °C D n-~FH AZHIWE L, o cERE M, BT 5282 T12g D
TBMpruris (0.86 mmol, 95%) % et D¥EMETEIR & L T,
TBMpyris (0.86 mmol, 95%): viscous liquid; 'H NMR (400 MHz, 298 K, CDCl;): & 7.65 (s, 2H, ¢),
7.18 (s, 1H, b), 6.12 and 5.90 (s, 2H, k), 4.33 (t, J = 6.2 Hz, 2H, g), 4.25-4.21 (m, 2H, i), 4.09 (t, J =
5.8 Hz, 2H, d), 3.52-3.41 (m, A and h), 2.36 (s, 6H, a), 1.95 (s, 3H, j) 1.88-1.81 (m, 2H, ¢), and 1.76—
1.60 (m, f and B) ppm; GPC (eluent: CHCl3, PSt standard): M, = 3,100, PDI = 1.19.

TBMprarss DK

TBMpruris & [FAEDEENE V., THF %2 0 °C T30 0EATH I & T5.6 g DA RMRIC
IKEEIL % 3 5 TBMprupas-prec % 157=,
TBMprurss-prec: viscous liquid; "H NMR (400 MHz, 298 K, CDCl5): 0 7.64 (s, 2H, ¢), 7.17 (s, 1H,
b), 4.32 (t, /= 6.8 Hz, 2H, d), 3.64-3.63 (m, 2H, g), 3.48-3.23 (m, A), 2.35 (s, 6H, a), 1.85-1.80 (m,
2H, e), and 1.75-1.60 (m, f and B) ppm.
eV T, TBMprarss-pree (1.9 g, 0.73mmol) & ik 7 mr X % (5.0 mL)IZIEfE S H, 0 °C
T2AVYTF I TFNARAZ T Y L—F (023g 1.5mmo)BLOYT T VYT F LT
7 (20 mg, 30 umol)Z Z DNEIZ AN 2, =i E THIE L 72O HIZ—BRIRIR L7z, & DB IISH
R a—-78 °C D n-~FH AL L, SohcBEiRs A0, BEEMERETH2LT1L7gD
TBMprurss (0.62 mmol, 85%)% H A [ER E LT,
TBM,1ypss; White powder; '"H NMR (400 MHz, 298 K, CDCl3): & 7.65 (s, 2H, ¢), 7.18 (s, 1H, b),
6.12 and 5.90 (s, 2H, k), 4.33 (t,J = 6.2 Hz, 2H, g), 4.25-4.21 (m, 2H, 1), 4.09 (t, /= 5.8 Hz, 2H, d),
3.52-3.41 (m, A and h), 2.36 (s, 6H, a), 1.95 (s, 3H, j) 1.88-1.81 (m, 2H, ¢), and 1.76-1.60 (m, f and
B) ppm; GPC (eluent: CHCls, PSt standard): M, = 7,300, PDI = 1.16.

TBMprarz DK

TBMpruris & [FEEDFE % VY, THF 2 0°C T170 0 EAET 5 Z & T7.1g DRI
IKEEIL 2 3 5 TBMprupro-prec % 157=,
TBMprurro-prec: viscous liquid; "H NMR (400 MHz, 298 K, CDCl5): 6 7.64 (s, 2H, ¢), 7.17 (s, 1H,
b), 4.32 (t, /= 6.8 Hz, 2H, d), 3.64-3.63 (m, 2H, g), 3.48-3.23 (m, A), 2.35 (s, 6H, a), 1.85-1.80 (m,
2H, e), and 1.75-1.60 (m, f and B) ppm.
#5¢\ T TBMprapre-prec (3.4 g, 0.65 mmol) & fii/k 27 1 r A % /(5.0 mL)IZIAEfE S H, 0°C T
2 AT FRZF ALY L—h (023 g, 1.5 mmo)BLOY T U ) VYT F 47
(20 mg, 30 umol)Z Z DNAIZIN 2, =R E THIE L7 BIZ—BdiiE L7, £ O®%REINEIK
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%78 °C O n-~FH U NCHILE L, So-ERE AH, BT 52T 3.0g O
TBMprurro (0.56 mmol, 86%)% M A [EKR E LT,

TBM 70, White powder; 'H NMR (400 MHz, 298 K, CDCLs): & 7.65 (s, 2H, ¢), 7.18 (s, 1H, b),
6.12 and 5.90 (s, 2H, k), 4.33 (t, J = 6.2 Hz, 2H, g), 4.25-4.21 (m, 2H, i), 4.09 (t, J = 5.8 Hz, 2H, d),
3.52-3.41 (m, A and h), 2.36 (s, 6H, a), 1.95 (s, 3H, j) 1.88-1.81 (m, 2H, ¢), and 1.76-1.60 (m, f and
B) ppm; GPC (eluent: CHCls, PSt standard): M, = 13,000, PDI = 1.08.

TBMprariz0 D E ik

TBMpruris & FIEEDEENEZ HVN, THF Z#=E T30 0 EATHZ & T10 g D KimiZK
3L % A3 5 TBMprurie-prec % 157,
TBMpruri20-prec: white powder; "HNMR (400 MHz, 298 K, CDCl3): 6 7.64 (s, 2H, ¢), 7.17 (s, 1H,
b), 4.32 (t, /= 6.8 Hz, 2H, d), 3.64-3.63 (m, 2H, g), 3.48-3.23 (m, A), 2.35 (s, 6H, a), 1.85-1.80 (m,
2H, e), and 1.75-1.60 (m, f and B) ppm.
#5¢\C TBMprarize-pree (7.0 g, 0.83 mmol)Z /K7 mu X % (5.0 mL)IZIEfE S+, 0 °C
T2A VYT FrZFNAAZZ7 Y L—F (12¢g 78 mmo)BLXUY T T ) VY T F L7
7 (0.1 g 0.15 mmol)% Z DIHIZHI 2, |EETHIBRLZOBIZ BRI LTz, £ D%
R %18 °C D n-~FH CFILE L, B oz EikE AR, BT 52 T49gD
TBMpruri20 (0.57 mmol, 69%)% F @ EKR E LT,
TBM, 120, White powder; 'H NMR (400 MHz, 298 K, CDCls): & 7.65 (s, 2H, ¢), 7.18 (s, 1H, b),
6.12 and 5.90 (s, 2H, k), 4.33 (t,J = 6.2 Hz, 2H, g), 4.25-4.21 (m, 2H, 1), 4.09 (t, /= 5.8 Hz, 2H, d),
3.52-3.41 (m, A and h), 2.36 (s, 6H, a), 1.95 (s, 3H, j) 1.88-1.81 (m, 2H, ¢), and 1.76-1.60 (m, f and
B) ppm; GPC (eluent: CHCls, PSt standard): M, = 22,000, PDI = 1.09.

TBM(H)prurss D E K

O B
C d
a
TBM(H)pTHF41-prec
0 B Hh O
C d
|

TBM(H)prHr41
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R (2.56 g, 21 pmol) & HiflkF A4 =/L (10 mL)IZ/r Bt S+, DMF % 1 #i§hnz < 5 i
FMERE L, @R OE(T A=V 2Rt ET 52 L TREFHR I v ) REEBNICET,
Z41(0.32 g, 2.3 mmol)Z M7k THF(46 mL)ZHEME S 0 °CIZHMAIL, [F U< 0 °CIlTmAIL
7= AgOTf (2.9 g, 12 mmol)D /K THF &k (46 mLIZBN L K EEIAAE S ZBMG LT,
0 °C T30 MG S ¥ =D BIZKTKIE%E quench L, B7 A ~ A, BEO%ITHIEER
Wi 7 v v ARV SRS SR T Lc, AE A MeSO, TR L A1, B L7200 b
(278 °C TAFH AZHILE LGEONTEERZ AT 528 T39 g DARmIZT = =/v
5. b9 FoRECKERE: %A 5 TBM(H)prara-prec & H A A L L CTE7-,
TBM(H)prursi-prec: white powder; "H NMR (500 MHz, 298 K, CDCls): 6 8.04 (dd, Ju. = 8.3 Hz,
Jue = 1.3 Hz, 2H, ¢), 7.56 (t, Ju, = 7.5 Hz, 1H, a), 7.45-7.42 (m, 2H, b), 4.35 (t, Ju. = 6.5 Hz, 2H, d),
3.64 (t, J= 5.5 Hz, 2H, 1), 3.48-3.40 (m, A), 1.90-1.82 (m, 2H, e), and 1.76-1.59 (m, B overlapped
with H,O) ppm.

VT 3.0 g (1.0 mmol) & ik 7 mr A %2 (10 mL)IZEEfR X8 0 °C T 2-isocyanatoethyl
methacrylate (0.23 g, 1.5 mmol) & DBTDL (63 mg, 0.10 mmol)Z Il 2 RIRIZ R L T —Brim# L
7o DRI 2 PefE L-78 °C D n-~FH U NCHIEE T 5 Z & T 2.4 g (0.76 mmol, 76%) P
TBM(H)prura & HEER E L TR,

TBM(H)prurs1: White powder; "H NMR (500 MHz, 298 K, CDCls): 6 8.04 (dd, J». = 8.3 Hz, Joc =
1.3 Hz, 2H, ¢), 7.56 (t, J = 7.5 Hz, 1H, a), 7.45-7.42 (m, 2H, b), 6.12 (s, 1H, i), 5.60 (s, 1H, i), 4.35
(br, 1H, -NH), 4.35 (t, Jy. = 6.5 Hz, 2H, d), 4.23 (t, J= 5.5 Hz, 2H, h), 4.08 (t, J = 6.0 Hz, 2H, f),
3.55-3.27 (m, A), 1.95 (s, 3H, j), 1.87—1.84 (m, 2H, ¢), and 1.76-1.59 (m, B overlapped with H,0)
ppm; GPC (eluent: CHCl3, PSt standard): M, = 7,000, PDI = 1.15.

TBM(Bu)prurss D&k
c Q d o B OH
b
a
TBM(‘Bu)prurss-prec
0 B Hnh O
c d
O A~ O N~ J
) O/\e/\,G MO ; B 5 Ou\r.l/
|

a

TBM('Bu)prarss

113



3,5-V Bu 7 = = )VZEEFRE (4.92 ¢ 21 pmol) &AL T A =L (10 mL)IZ Ay HEe S8, 3 K
Bt L7c, TORBROENTFT A =N Z2RERETHZET 35-VA MU T =2=VZE
Fhtr 0 ) REEEMICEZ, Z1(0.58 g, 2.3 mmol) % ik THF(46 mL)IZ¥Ef# S+ 0 °C |2
WHEIL, R 0°CIZHAILT- AgOTE (2.9 g, 12 mmol)D ik THF ¥ ik (46 mL)IZZ5 N X
SHEERAAEEGZFM LT, 0°C T30 0SSO BITKTRIGA quench L, EZ
A N A, BEOBICHIERY Z2 7 1 o RV SRS K TUE Lz, AEE 4 MgS0,
THZEE L A, IRHE L 72D BHIT-T78 °C T n-~F I UNTHILE LG b FikE AT 5 2
& T 3.4 g ® TBM(‘Bu)pruris-prec = @A L L THT-,

TBM(‘Bu)prurss-prec: white powder; '"H NMR (400 MHz, 298 K, CDCls): & 7.89 (d, Jy. = 1.8 Hz,
2H, ¢), 7.63 (t, Ju. = 1.8 Hz, 1H, b), 4.35 (t, Jo. = 6.6 Hz, 2H, d), 3.64 (t, J = 5.8 Hz, 2H, 1), 3.50-3.24
(m, A), 1.88-1.84 (m, 2H, e), 1.76—1.59 (m, B overlapped with H,O), and 1.35 (s, 18H, a) ppm.

5\ C TBM(‘Bu)prarss-pree (3.4 g, 2.7 mmol) 2 fii/k 7 mr A % > (30 mL)IZIAf#E S 0°C
T2 AV TF r=FNARALZ 7Y L—Fh (062 g 4.1 mmol)& DBTDL (0.17 g, 0.27 mmol) %
MMZEIRITE L CT—BR#R Lic, £ ORI IR L-78 °C DY =F /Lo —7 LI LR
9% 2 & T 0.68 g (0.49 mmol, 18%)?> TBM(Bu)prurss Z HEE A & L TR,
TBM(‘Bu)prurss: viscous liquid; "H NMR (400 MHz, 298 K, CDCls): 6 7.89 (d, Joc = 1.8 Hz, 2H, ¢),
7.63 (t, Juoc = 1.8 Hz, 1H, b), 6.12 (s, 1H, 1), 5.60 (s, 1H, 1), 4.94 (br, 1H, -NH), 4.35 (t, J4e = 5.2 Hz,
2H, d), 4.23 (t,J = 3.8 Hz, 2H, h), 4.09 (t, /= 5.4 Hz, 2H, f), 3.55-3.27 (m, A), 1.95 (s, 3H, j), 1.88—
1.83 (m, 2H, e), 1.74—1.47 (m, B overlapped with H,O) and 1.35 (s, 18H, a) ppm; GPC (eluent: CHCl;,
PSt standard): M, = 5,600, PDI = 1.09.

PTHF-diMA D5k

jwaﬁ.ﬁfv\p 4 0, N
aocmof fg/\/\o)n/\/\,g Oﬂ\"/

PTHF (M, =2000) (10 g, 5.0 mmol)Z fii/k 7 ma 2 %> (50 mL)ZIEfE S, 2 ORK%E
0°C IZHA L=, 24 > T F h=F A% 7Y L—F (1.7mL,1.9g, 12mmol) & 27
v Y7 T3 (0.59 mL, 0.63 g, 1.0 mmol) & M 2 FIRICHIR LD bz —BrimH L
2o FOD%., FUSITAZ IR L-78 °C DY = F )L —TF VI HIEE L7z, B bz Eikz
Al L= D HIZEZE S 5 Z L T 9.7 g (4.2 mmol, 84%)D PTHF-diIMA % [ afE kK & LT
5=,

PTHF-diMA: white solid; '"H NMR (300 MHz, CDCls, 298 K) & 6.14 and 5.61 (s, 2H, b), 4.96 (br,
—NH), 4.26-4.22 (t, J= 5.5 Hz, 4H, c), 4.12-4.08 (t, J = 5.5 Hz, 4H, ¢), 3.66-3.19 (m, d, f, and g),
1.97 (s, 6H, a), and 1.64—1.61 (m, h) ppm.

114



RCPis DE ik

y-CD (20 mg, 15 umol)F & U8 TBMpruris (28 mg, 20 umol)% 0.1 M NaOH (0.5 mL)(Z A f# &
., % Z-~DMAA (1.0 g, 10 mmol)F & ' IRGACURE® 500 (40 uL)Z i %, #AEMLR L7= D
HIZ UV x5 oS Lic, 0% 12 FFF=SIRTHE L, /K, 71k F. MeOH, THF
DIEZ Z 5 ORBET 24 BT OW0E LoD BICEZE F TSRS Z Lick > T
RCP;5 (0.88 g, 84%) % HEA DE K & L CTHT=,
RCP,;: colorless solid; Ts 386 °C; T, 120 °C.

RCP3s DE

v-CD (16 mg, 12 pmol), TBMprur3s (41 mg, 32 pumol), 0.1 M NaOH (0.4 mL), DMAA (0.8 g,
8.0 mmol)3 L N IRGACURE® 500 (40 uL)% FiV Y, RCPys DA K & B D FIET RCP3s (0.66
g, 78%) & EADER & LT,
RCP3s: colorless solid; Tys 390 °C; T, 122 °C.

RCPy DE

v-CD (20 mg, 15 umol), TBMprar7o (95 mg, 20 umol), 0.1 M NaOH (0.5 mL), DMAA (1.0 g,
10 mmol)$ & OV IRGACURE® 500 (40 uL) % V>, RCPis DA & RO FIET RCPy (0.83
g, 75%) & EADER & L TR,
RCPry: colorless solid; Tys 395 °C; T, 120 °C.

TBMprurize 2 Y5 RCP D& Xk ES
y-CD (20 mg, 15 pmol)33 X T8 TBMpruriz0 (160 mg, 20 umol)% 0.1 M NaOH (0.5 mL)(Z %51
XH L5 LA, PTHF OEMEMERE S = DS TIL RCP DA RRBTF 2R - T,

TBMH)prurss & V> 5 RCP D& flidgET

(i) y-CD (20 mg, 15 pumol)35 & U8 TBM(H)prura (64 mg, 20 pmol)Z 0.1 M NaOH (0.5 mL)IZ ¥
filg S, % Z~DMAA (1.0 g, 10 mmol)F £ N IRGACURE® 500 (40 uL) & Il %2, HfSHA L
7=OBHIZ UV A 5 A5RBE L7, Z01% 12 FRSRECHE L. BBl 2K
SHE ZABEMLTLEN, BERIFF N7,

(i) H,O (0.5 mL)% 0.1 M NaOH D4 D IZ V(i) & [FIRED FiE CTEERBIR DA ik % 3 A2 T2 73,
5 R FERIBAICHER LT LEV, BRER Lo

TBM('Bu)prurss & H\ 5 RCP D& AkARET

(i) y-CD (20 mg, 15 pmol)5 J: UF TBM(‘Bu)prurss (54 mg, 20 pmol)Z 0.1 M NaOH (0.5 mL)IZ ¥
fig S, % Z~DMAA (1.0 g, 10 mmol)$ & O IRGACURE® 500 (40 uL) & M %, #kEDiA L
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DOBIZ UV % 5 45MBE Ui, Z01% 12 BRI CH%E L. B L BEikE2Kic 2
SEE ZAHBMLTLEN, BERIFF LN -7,

(i) H0 (0.5 mL)% 0.1 M NaOH DX ¥ 1T (i) & AR D TFik CHRIBR DA R 2R T2 23
BN BRI LT LEV, BRI RRN -7,

(iii) y-CD (40 mg, 30 pmol), TBM(‘Bu)prarss (108 mg, 40 pmol), H,O (0.5 mL), DMAA (1.0 g,
10 mmol)#s J TN IRGACURE® 500 (40 uL) % AV (i) & AR FIE TR S AL 7z B &2 KIC IR
SHE ZABEMLTLEN, BERIFF N7,

RCPxi5s DE X

y-CD (20 mg, 15 umol)F & U8 TBMpruris (28 mg, 20 umol)% 0.1 M NaOH (0.5 mL)(Z A f# &
., & Z~NIPAM (1.1 g, 10 mmol)33 & TN IRGACURE® 500 (40 pL)Z i %, #AEMLR L 7= D
HIZ UV % 5 oS Lic, £01% 12 FF=SIRTHE L, /K, 7k F. MeOH, THF
DIEZ Z 5 ORIET 24 BT OW0E LoD BICHEZE F TS5 Z Lick > T
RCPxis (1.1 g, 94%) & A D FER & L TR,
RCPy;s: colorless solid; T,; 381 °C; T, 137 °C.

RCPy3s DEfik

v-CD (20 mg, 15 umol), TBMprurss (51 mg, 20 umol), 0.1 M NaOH (0.5 mL), NIPAM (1.1 g,
10 mmol)3 & OV IRGACURE® 500 (40 uL)% FiV Y, RCPxys & [AA£ D T T RCPxss (1.0 g, 84%)
EEEGOERE LTHL,
RCPy;;: colorless solid; 7,5 384 °C; T, 136 °C.

RCPx7 DE L

7-CD (20 mg, 15 umol), TBMprur7e (104 mg, 20 umol), 0.1 M NaOH (0.5 mL), NIPAM (1.1
g, 10 mmol)$ & OV IRGACURE® 500 (40 uL)% V>, RCPy;s & [AEED F1:T RCPyy (1.0 g,
84%) & EADER L L TR,
RCPy,y: colorless solid; T,; 369 °C; T, 136 °C.

RCPyys DEFK

y-CD (10 mg, 75 umol)3 & O TBMpruris (19 mg, 0.10 mmol)% 0.1 M NaOH (0.25 mL)IZ¥%
fif SH, % Z-~HEA (0.58 g, 50 mmol)3 & ' IRGACURE®™ 500 (40 pL)% % . BEAEMAR L
T=OBHIZ UV % 5 RS Lz, To% 12 FE=IE CHEL, K, 7& . MeOH,
THF DONEIZ Z 45 OEET 24 B3 OWE L7 O BICHEZE N TMEWET 52 21Tk -
T RCPyys (0.57 g, 94%) & A DEIR & L T,

RCPy;s: colorless solid; T, 288 °C; T, 13 °C.
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RCPy3s DAY

7-CD (10 mg, 75 pmol), TBMprrr3s (25 mg, 0.10 mmol), 0.1 M NaOH (0.25 mL), HEA (0.58
g, 50 mmol)# X TN IRGACURE® 500 (40 uL)Z V>, RCPyys & [AEED 5T RCPy3s (0.58 g,
94%) % BODMEIK L L TR,
RCPy;;5: colorless solid; Tys 279 °C; T, 14 °C.

RCPy70 DE K

7-CD (10 mg, 75 umol), TBMprar7 (48 mg, 0.10 mmol), 0.1 M NaOH (0.25 mL), HEA (0.58
g, 50 mmol)3 X TN IRGACURE® 500 (40 uL)Z V>, RCPyys & [AEED FE T RCPyy (0.58 g,
94%) % BODMEIK L L TR,
RCPyy: colorless solid; Ty 290 °C; T, 16 °C.

CCPpgis DH K

NN-AF L ERTZ7 Y )LT IR (1.6mg, 10 umol)% 0.1 M NaOH (0.5 mL)IZIAf# &,
% Z~DMAA (1.0 g, 10 mmol)33 & OV IRGACURE® 500 (40 pL) % N 2. HREMA L7z DB
UV Y% 5 s Lz, £k 12 RS CFE L, /K. 7 b2, MeOH, THF DJIA
22 S OVEET 24 FET DU L7 O BHIZEZE T TINS5 Z L2 X 5T CCPpis
(0.90 g, 90%) & Mt D ER & L T,
CCPys: colorless solid; 7,5 382 °C; T, 123 °C.

CCPprur D ik

PTHF-diMA (23 mg, 10 umol), 0.1 M NaOH (0.5 mL), DMAA (1.0 g, 10 mmol)} L T}
IRGACURE" 500 (40 puL)% V>, CCPpis & [AIEED FIET 1.0 g O CCPpray & M0 [ {4 &
L CEEIZET-,
CCPpyyy: colorless solid; Tys 277 °C; T, 98 °C.

CCPupis D&

NN-AF L ERTZ7 Y )LT IR (1.6mg, 10 pmol)% 0.1 M NaOH (0.5 mL)IZIAfE &,
Z Z~NIPAM (1.1 g, 10 mmol)3 L TN IRGACURE® 500 (40 pL) % N .. HREHA L7z DB
UV Y% 5 s Lz, £k 12 RS CFE L, /K. 7 h>. MeOH, THF DJIA
(2235 OWRIET 24 KA1 D B L 72 D HIZEZE N CINEAEZEET 5 Z &£ 12 X - T CCPrsIs
(1.0 g, 92%) & M DE K & L THET=,

CCPyps: colorless solid; Tys 376 °C; T, 139 °C.
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CCPprcY()DE fik

PEG-diMA (46 mg, 20 umol) & DMAA (1.0 g, 10 mmol)3 & UV IRGACURE®™ 500 (40 L) %
K (0S5 mL)ZEEME S, BN LIZOBIZRNE Ar @ L UV JtE 5 MRS L7z, %
D% 12 BEHEE L THH, SonzBiEZK, 7& b MeOH, THF IZZEh 12 I
RIE S TG LD BICZERA T TRRODICHEE S, £ O#%EJE T 80°C T 12 Frfi
S5 Z & T 11 gD CCPprey()Z HEADER L L TEERICHEZ,
CCPprc-y(-): colorless solid; 745 379 °C; T, 114 °C.

CCPprcY(H)DEHK

PEG-diMA (46 mg, 20 umol) & y-CD (20 mg, 15 umol), DMAA (1.0 g, 10 mmol)¥ X T}
IRGACURE® 500 (40 uL) %7K (0.5 mL)ZIRfR S, HAEHR LD BICHRNE Ar @# L
UV Stz 5 oIS L7c, £ 12 FFRFHE L T, b iclElikzKk, 78 by
MeOH, THF (ZZ N 12 FFRJIRIE S & T L 72O HICZEXPT TR S E, ©
DFEPEET 80 °C T 12 RFERZBE S5 Z & T 0.99 g (93 %)D CCPprap-y(+) & M D [HE K &
L Tz,
CCPprg-y(+): colorless solid; Tys 378 °C; T, 114 °C.

CCPprur-y(-) D E X

PTHF-diMA (46 mg, 20 pmol) & DMAA (1.0 g, 10 mmol)3 X U8 IRGACURE® 500 (40 pL) %
K (05 mL)ZEEME S, HREMA LIZOBIZRNE Ar @ L UV JLE 5 MRS L7z, =
D% 12 BEHEE L THH, SonzEiEZK, 7 b MeOH, THF IZZEh 12 I
MRIE S TS L2 DO BICER T TRODICHE S E . ZO®%EIE T 80°C T 12 Rl
B2 Z L T0.99 g (95 %)D CCPprup-y(-) & HEAD[E A & L TH72,
CCPprur-y(-): colorless solid; Tg4s 396 °C; T, 125 °C.

CCPprup-y(H) DE K

PTHF-diMA (46 mg, 20 umol) & y-CD (20 mg, 15 umol), DMAA (1.0 g, 10 mmol)¥ L T}
IRGACURE® 500 (40 uL) %7K (0.5 mL)ZIRfR S, HAEHR LD BISHRNE Ar E@# L
UV Stz 5 oIS L7c, £ 12 FFRFHE L T, b clElikzKk, 78 by
MeOH, THF (ZZH L 12 BHRTE S T L7 D BIZ 2R TR S . £
DL T 80 °C T 12 BFMEZIE 25 Z & T 1.0 g (95 %) CCPprup-y(+) % A4 D [FE {4 &
L TR,
CCPprur-y(+): colorless solid; Tys 384 °C; T, 124 °C.
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CCP D&k

PEG-diMA (23 mg, 10 umol) & y-CD (20 mg, 15 umol), DMAA (1.0 g, 10 mmol)¥ X T}
IRGACURE® 500 (40 uL) %7K (0.5 mL)ZIRfR S, HAEHR LD BISHRNE Ar E@# L
UV % 5 RS L7c, £0% 12 FFFFEL THD, Gonc@EiEkzK, 7k h
MeOH, THF (ZZ4VE 4 12 FRFHRIE S & T L2 D BITZELA T TRRODICH B S, £
DOHIET 80°C T 12 LB S5 Z L Tl.lg® CCP ZEADMEK L L CERMICHE
77
CCP: colorless solid; T4s 277 °C; T, 99 °C.

PEG-diMA (17 mg, 6.7 umol) & TBMpgc (8.7 mg, 6.7 umol), y-CD (20 mg, 15 pmol), DMAA
(1.0 g, 10 mmol)F & ' IRGACURE®™ 500 (40 puL) %7K (0.5 mL)ZVEME SH, BiEDR L7-0
HIZHRNZ Ar B#LL UV LA 5 MRS L7-, 20% 12 FFFFHE L T, F o7
k%7K, 7 b, MeOH, THF 2224 12 RFRRE S & CTHEd L7z o bizZB5 b T
RMNTHE S, T OBBET 80 °C T 12 Bl S5 Z & T 1.1 g ® HCPg & D
AL L CEREIICAR -,

HCPg7: colorless solid; Tys 267 °C; T, 104 °C.

HCPsy DEri

PEG-diMA (12 mg, 5.0 umol) & TBMpgg (13 mg, 10 umol), y-CD (20 mg, 15 umol), DMAA
(1.0 g, 10 mmol)F & ' IRGACURE®™ 500 (40 puL) %7K (0.5 mL)ZIEME SH, BAEDR L= 0
HIZHRNZ Ar BH#LL UV LA 5 MRS L7z, 20% 12 FFFFHE L T, F o7
K%K, 7 b, MeOH, THF [ZZ L E 4 12 REfEIRIE S T L 72O BIZ 22K TfF
RN S, ZOBBIE T 80 °C T 12 KM ¥ S H 5 Z & T 1.1 g ® HCPsy % MEAD
[k L L TERMICHT,
HCPs: colorless solid; 7ys 282 °C; T, 102 °C.

HCP;; DGk

PEG-diMA (7.7 mg, 3.3 umol) & TBMpgg (17 mg, 13 umol), y-CD (20 mg, 15 umol), DMAA
(1.0 g, 10 mmol)F & ' IRGACURE®™ 500 (40 puL) %7K (0.5 mL)ZVEME SH, BAEDR L= D
HIRANZ Ar B L UV % 5 oS L7z, £0% 12 FEEE L b, o /-fHE
(K%K, 7 b, MeOH, THF (ZZ 240 12 FEEEIE S8 CHif L0 I =& CfF
XM S, ZOBBIE T 80 °C T 12 KfH#ZE S H 5 Z & T 1.1 g ® HCP3; % fEAD
AL L CERMICHET,
HCP3;3: colorless solid; 7ys 287 °C; T, 101 °C.
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RCP D&%

TBMpec (26 mg, 20 pumol) & y-CD (20 mg, 15 pmol), DMAA (1.0 g, 10 mmol) ¥ L T}
IRGACURE® 500 (40 uL) %7K (0.5 mL)ZIRfR S, HAEHR LD BICHRNE Ar E@# L
UV Jta 5 N Lz, £0% 12 BHFHEL THo, Soivc@EiEzK, 7' o,
MeOH, THF ([ZZ 7 12 BFFHRIE S & Tl L7 DO HIZZEK[ P TROMNICHBE S, £
DOIIET 80 °C T 12 BEM#E S ¥ 5 Z & T 0.92 g D RCP (88%) & A D[HEK L L TH
7=
RCP: colorless solid; 745 396 °C; T, 119 °C.
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B WS

R U~ — DR EIEIC IR A RIE T e ¥ Y B EMEE A T 5888 (RCP)IE,
B & MEN T IR ESCIS DR AR E 2 H T 5720, 29 Lo thoMiEs a7 55
HFERAEDED Z LT, FHESFHEEO I O BEN/HFFTE S, FETYH
AR 7275 RCP DR G AIEIZ 2001 4F, FHESIZ L » TER SN 7Za-CD & PEG 726
RHRYBEFF RO CD ) LEGET 2 FIETH D, | ZOREZ LS D VIR
KTHDHR) XX 2B 0 L L, T E TIohkx b RN Ek S TE iz, A
ZI1E, A BIFa-CD & PEG L7225 R g XX oD CD 27 X JRTEML, &6
[ZBEFG T 5 2 & TR DA 4 3RS pH I K - THABE N 72 5 RCP 2G4 L TV
% (Scheme4-1), > Z OFaCH TIL CCP & DHENIZREN TRV, ANSET 2 JBRO
FEFAIC K - TIZ UCST X° LCST Z g 72 & BIREWEENBIZE SN TV 5D,

Scheme 4-1. Synthesis of RCP having amino acid-tethering polyrotaxane

_é(HNHZ o &/Fﬂf‘;}f{ °

B o i

OCNe~~~nCO

HH

\ﬁﬁh cr?/W‘?ri:§4F‘

<~ HR

Fio., FHESIZa-CD & PEG 22b72 5 R o XX HicEEid CD EOKEEENS
eh 7T hUoERREAL, SO/ T7 7 bR ~—0D7 77 MEE S LELYET
52 ETRHTTI A M~—%2BR LTS (Scheme 4-2), > = H T4 BRENVZ L ITER
RETITA 7 ZRBEIC R > T LE 9 7o, BIRZRAERB AL T RA OBREZ BT 51
TR CIAM S 2 MERH -T2, TORBT 7 A b~ —(XFIR CHRRELHT 5720,
SNV TDRTHND Z ENTE, MEbE UOEFICHEERED, 2B, ZORFHBELED
DIFGEOEEEEH RPN EZ AT 286 L L THlRkRSL TV 5,

X 5HIZ Zhang, PHESIZZ 77 bRV a2 XH o E2HWCR Y ILEE44ET 52 L T,
AU LR OO T E B & R H OND KR 72 18] |- % 3R L TV B (Scheme 5-3), * =D X 512
BCELPWRY B X T 24UERI L35 2 LT, IBERICL VMo & e
EMETHZENTEL0E, v XX U EERE LTHWD®IIO—D2TH S,
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Scheme 4-2. Synthesis of slide-ring elastomer

oS NV el %}5?@%?-

Ring-opening

&%}H ':E { 9 polymerization

OCN A
NCO
cat. Bu2Sn(OCOC11Hz3

toluene, r.t., overnight
105°C,2h

Scheme 4-3. Synthesis of poly(lactic acid) cross-linked by PCL-grafted polyrotaxane

Ta¥s¥ealn i,%j: _Foe
.é};}:jwtrig[sb cacant —ji

o
N"\O{’kno ~
H 1 O

i’

—7J7 Ding 5%, & HIZ L > TH#E S 47z Belousov-Zhabotinsky it (BZ S &2 FIA T 5
HEMREN 7L DY AT L % & CD-PEG 675K Y v X 540 285K & 45 R ~EA
TAHZ LT, BEEOBE- D R T r—~ ANE LT A2 LNE LTV
(Scheme 4-4), © ZOHI G F£7-, v & XY UBEEALIZE T D @5y T8O Tk 215 Lz
HLDTh D,

Ho{?)'/to]lH OCNNCO

n

Poly(lactic acid) MDI

o““ﬁLr%Jrn’
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Scheme 4-4. Introduction of rotaxane cross-links into BZ-active hydrogel

72, FABIXCD LIZT Y RUB A EM LIZERB S LA G L, ONISEZFE) NI
HREAROL DX LEIIZH ET25Z E2HLNE LTWD (Scheme 4-5),

Scheme 4-5. Introduction of azobenzene units to slide-ring gel

A Gy, O A N e

.r?w*f¢~F§'

o

/,\N)LN«\ '
WY e le ~e
o5 - > 7
/ a K .\{\_"r”

\

& 5|2, Tehrani HIxF A — V&2 HT 5 PEG La-CD, BLIWNELa—RF )T 4 Ah
DS /vy REEAGDLEDLZETAHK-BENL 7 Uy RFALVEGHELTWND
(Scheme 4-6), * B SNT=7 T T ) A — L THEOENL 7 0P —Z2R LT b DD,
TNHDOHHEITONTIZE R EN TV,
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Scheme 4-6. Synthesis of organic-inorganic hybrid network using polyrotaxane, cellulose

nanowhisker, and gold nanorod
iH
o)

O,
o}

Gold nano rod

Cellulose nanowishker

——

CETIORLIEFIZESE R D L. BIRAUER THD CD MHREA A TRIECTH

N CDL@KM%%EﬂﬂDkU(MT%@%?é;kfﬁtﬁﬁﬁ%ﬁﬁbfwéo
ZDOX D RERAER TH D CD OEZEBEIZ LT 5 2 N TENTSFLL

TOD RCP OMEIRGI R FIREL 220 . S LR ML IRET 22N TEDH, T TAHE
Tl BOTFEBAIZHVWTEONAE AR v —52_N—2 L Li-u ¥ 2% 3G

T OB Z AT 5 & & HITH TSR 2 IR G- 3< BERLHAIE)DEAaFETH 5
FhF 7= LTF L (TPE)’ BL UL —2F ) 77 N—(CNF)IZ#% H L7=, TPE
I FHTORESEEI S HIR SN D K 9 REESRM T, A=355nm FHED)E TR 32 2
ETCREBDENEFHT D AIEFETTHD, 2% CD LICEA LK T n—T 352
& T, RCP 1 CD OEW R 2 AL TE 5 L ifF S VD (Figure 4-1(a)), 7=, CNF
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FEAEE mm, ESEEmOT 7 A RA—THY, RMEITKBEEZETSHZLENHCD LD
FEAEAERIZE D VSC Z W2 RCP FI~DHL Y jAZ, 3 LN RCP OMENEFRETH 5 &
THEND (Figure 4-1(b)), KETIZZNS DO S &, TPE Z V7= CD &4 RCP
ERORFERTN & . ONF 2 AW - dRE L 2 et L7,

(a)
RCP TPE-substituted RCP
weak
emission
stronger
emission
(]
- TE.?. o
stretch e
(b)
oH OH ( M)
DY CNF
M < .
h ) oH o HO
O 0]
‘(4\/’{ . vsc °M b h
—e 7
\)lo IRGACURE® 500 fdg —oﬂzoéi\o 0
NS - » QfoH o H
r:l HZO \@H g,o
H OO
ON OH Fom
HO” Qo OHLO
"\"ii%"“
Ho) OH
J

CNF-hybridized RCP
Figure 4-1. (a) Modification of RCP with tetraphenylethylene (TPE) and plausible enhancement of
AIE by stretch-induced aggregation of TPE. (b) Introduction of cellulose nanofiber into RCP.
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BoH MRELES

F1H RCP DT b T 7= V2 F LA LD EMEd 7 v —T % /= RCP OFEIHY

FrERE A

RCP %DT URrZXH ATHONT, v & XY AEEH O CD IXEE-CH ) OB A2 51T

RBHEAEB 2 EREICEL L TWH EE X BND, £ 2T, £ 9 Le#hiykett4s

51175: ;J:O“Cﬁﬁg’%ﬁ“’\< T RTI T2 F LA K D CD O £ 15 5105 RCP OFF

PR 21T -7, TR " 228l A VYT x— b EE 1 ORI AFT57 77 =

=)= F L TPE-NCO OEK%EIT> 7= (Scheme 4-7),

Scheme 4-7. Synthesis of TPE-NCO.

TiCl,
(5.0 eq. to carbonyl group)
Zn powder NH, triphosgene NCO
O 0 O 0 (10 eq. to carbonyl group)> O O 2 ?20 e%.) 1 O
‘ ‘ + I —_— )
luene
NH dry THF 1o S
2 (1.2 eq.) reflux, 6 h O 0 regﬂg,n? h (, 0
42% TPE-NH, ' TPE-NCO

4-T I )RS T2 )Xoy 7))o ruaA<w 7<) —RISIEY TPE-NH; 245
oL, #it< RURATATL DA YT 32— MEIZ XL 5T TPE-NCO &Rk L7, AT
'HNMR B L OVIR T & Y #EFR L= (Figure 4-2, 4-3), 'H NMR 725137 2/ ko NH,
DY T FTNVDOBERE LT 7T/ a, b DIRESG Y 7 FBABIS L, IR X EEHE2R
? 3500~3300 cm ' HSED B — 27 OHEEIB LA Vo7 % — M EEHED 2300 cm™ £fiTD E
— 7 OHBINR R bNT-Z &b, TPE-NCO DA E e LT,

0
CHCls
0.~ b NH,
OO b a
-NH
SA® M 2 0
-
, o
¢cho CHO ¢/
|
o g
2 S S T

&/ppm
Figure 4-2. "H NMR spectra of (upper) TPE-NH; and (lower) TPE-NCO (300 MHz, CDCl;, 298
K).

129



4000 3000 2000 1000 550
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Figure 4-3. IR spectra of (upper) TPE-NH; and (lower) TPE-NCO (KBr).

VT, TFT VS E LT DMF TP TPE-NCO 12 X 5 CD OfEffi %17~ 7= (Scheme
4-8), CD IZxf L 3 f&® TPE-NCO % i\, DBTDL % fifif © L C DMF H &£ C—Bt &
EH5HZLI2X Y, TPE Effi S 7-y-CD-TPE #4537-, /£l '"H NMR I X VR L, £
ToFE B RFES HALZ TPE OE AL, y-CD1 ©&H 72V 1.5 8 Th > 7= (Figure 4-4),
7272 L. 4.5-6.0 ppm (2T TEIHl S LTV D/INES M7 > 7 VIL TPE Effi S vz 7 L
a—2a=y FHRDOLDOTH 5,

Scheme 4-8.

8/ppm

Figure 4-4. "H NMR spectrum of y-CD-TPE (500 MHz, DMSO-ds, 298K).
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ARG T TIE CD L~ TPE OEMNAIRETH D Z EMHL MM ERo 272, T e
=ARYv—DfIHIce XY G E L TEAINLTWSD CD B~ TPE ZEffid~< |
DMAA & . a-CD & TBMpruris 2> H 725 B X2 X ~vrot® ) ~v— 2 ELHIHELZ k T,
WY b2 g A IS AT 5 poly(DMAA)-ran-PR % 51k LT (Scheme 4-9), 1551
7= poly(DMAA)-ran-PR % Z 3% L Scheme 4-8 & FA{LLDO ST T CD 0)@‘%&55 %Tﬂéﬁ
L7z (Scheme4-10), 7=7- L. poly(DMAA)-ran-PR (5 % 0-CD O EELIZ 'THNMR LV
2wt% & A 5L TH Y TPE OIS TlEma RIS TH H 2 & %5 ZafE D TPE-
NCO %=\ T\ 5,

Scheme 4-9. Synthesis of poly(DMAA)-ran-PR.

N0 0~0
1
xl ¢ ly
NH
IRGACURE® 500 o=
(40 ul) O

-

0 2 o N 2
\/\
Sy - \@”‘Qo’\/\)'ng N -

H,0
UV irradiation for 1 min

(10 mmol) TBMpriE15 (20 umol) 3
a-CD (30 umol) &O

poly(DMAA)-ran-PR

Scheme 4-10. Modification of y-CD in poly(DMAA)-ran-PR with TPE-NCO.

N0 oo N0 o
' ! okl ly
H NH

N
o=
O DBTDL ( cat) O_
0
% (20 eq. to CD) %O

poly(DMAA)-ran-PR poly(DMAA)-ran-PR-TPE

poly(DMAA)-ran-PR @ CD [T TPE-NCO % E4fid % Z & T/ 515 poly(DMAA)-ran-
PR-TPE D% % "H NMR |2 X V) #38 U 7= (Figure 5-5), 7 ppm {13712 TPE H3ED L 7 F 1
N ENTZZ L, BXUOCD EOKBE~DEMICL- T/ Va—Ra=y F®D | LD
7'a N ACHET DT T D SRR 5.5-6.0 ppm AT D L TS L OEME LR Sl LY |
HTHLHRY v &XH 2 F0 CD ~O TPE DEMN R S, 7ok, otk CD |
~@O TPE OBFARFTEH LT p=27 BETHLZI LR bhroT, FEWVWT, HBHNT
poly(DMAA)-ran-PR-TPE % 7Kk, DMSO, £ X V0.1 MNaOH (ZFfi X+, 365nm D% 7
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S L7, EDOBEOEET % Figure 4-6 [Z~7,

HOD
L) B and PTHF
H-0 1DMS
¥ C acetone
- and
- PTHF B and PTHF
—
W
T T L R - L | T T
8 7 6 5 4 3 2 1
d/ppm

Figure 4-5. "H NMR spectra of (upper) poly(DMAA)-ran-PR (500 MHz, D,0, 298 K) and (lower)
poly(DMAA)-ran-PR-TPE (500 MHz, DMSO-dg, 298 K).

H20 DMSO NaOH

Figure 4-6. Fluorescent behavior of poly(DMAA)-ran-PR-TPE in (left) H,O, (middle) DMSO,
and (right) 0.1 M NaOH (under irradiation of 365 nm light).

W, TPE (XA T CITHHBEICEH L TV H0EEEE LAV 0b T
poly(DMAA)-ran-PR-TPE [3/K 135 L 00V 0.1 MNaOH H CT/K D #2535 Z L 23 5 )
L7 otz, —J5 DMSO HTIEHEE L TV A T=8, KIEIEH TOIRIEIL CD & 5L TPE @
BERICER L TWD Z ERRBEN, $72bb, KHPTIL CD &5 LOMEAIERIZIED
TPE OIEBEIEDK FX°, TPE HEH OEEITER L TREDEE TnD & TR, £,
NaOH T8 TPE HEMBBHKHTHHT-DEENEZ D, FEROIKBIW 01 M
NaOH Z ¥t & L7286 04 365 nm OJERAHIR LAotR e psBl S izt EZX b
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(Figure 4-7),

365 nm
Blue
emission
N
(1Y
J
N

Blue
emission

Figure 4-7. Plausible mechanism for fluorescence of poly(DMAA)-ran-PR-TPE in aqueous solvent.
(upper) Aggregation of CD restrict the mobility of TPE units, resulting in emitting blue fluorescence.
This phenomenon seems to occur in H,O, but not in NaOH agq. (lower) Hydrophobic TPE aggregates
in aqueous solvent, which also restrict the mobility of TPE units, to emit blue fluorescent. This seems

to occur in both NaOH agq. and H,O.

TPE O &5y IS T OHOCRFED B S 4172 D T, KW TH /L H~D TPE OE A & ffiat
L7 (Scheme 4-11), TPE % {&fi3 D4R E L CIXH 3T TEHRK L7z RCPys & V72,

Scheme 4-11. Modification of RCP;5 with TPE-NCO.

@ NCO DBTDL (cat.)

- . _

O O DMF

r.t. overnight
(34 eq. to CD)

TPE-RCP1s
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¥, RISHIEOBEBEE) D RIGEALE OB 2 AT, AT — VPN ETET720
PRHBIIRECTH - 72, WiZ, H 572 TPE-RCP;s /K, DMSO, X 100.1 M NaOH T
T < E, 365 nm DA MU L7 BROa0 s 8 28152 Lo (Figure 4-8), 7235, thigd L
THLEAIRBE COREN G O RS, Figure4-8 725, ()DL 7 0REE,  (b)D/KIZHEE L7
REE, W ONT(d) 0.1 M NaOH [ L 72K BE Tk RCP IR D E NI 2R LIZz—T, (¢)
D DMSO ZIAM S E 7 REETIT L Z T L > 7, Figure4-6 L i3 % & TPE-RCP;s
D ) X poly(DMAA)-ran-PR-TPE & —E L Tk v ZEMHEZ A L TV T % DMSO
DEHIBRETOa L R—3x2 hOREEFCTIX, TPE OFEBNIIG S22 ERREN
72o 723, poly(DMAA)-ran-PR-TPE |37~V T72 <, TPE-RCP;s % 0.1 M NaOH H Tz %8
HERT T D, TPE DEABEFIZEIN TV DEETX. £ OREEN CD O RIFETH
L INEEEE T & 5 M2 D30 5T TPE OIEEIMENHIIR S 41, LU EWVZEIR & ALE Frik
ERTHEDEZEZ LD,

()

DMSO NaOH

Bulk

Figure 4-8. Fluorescent behavior of TPE-RCP;s in (a) bulk, (b) H,O, (c) DMSO, and (d) NaOH agq.
(under irradiation of 365 nm light).

T, 50wt% D H,0O, 0.1 MNaOH . 3 X 1 DMSO (2 & 48-72 TPE-RCPys D 5| iE
B (T 72, % ORERAE Figure4-9 17, 12318 L 0 LAY DIVEAIBIROY > 75,
kT = R L5 — AT OY, 3 K OIS /1% Table 4-1 1277773,

TPE-RCP1s
0.30— (H20 swollen)

0.25

0.20 1 TPE-RCP;5

(0.1 M NaOH swollen)
0.154

Stress [MPa]

0.10 TPE-RCP15

(DMSO swollen)

0.05

0.00

T T 1
0 500 1000 1500
Strain [%)]

Figure 4-9. S-S curves of TPE-RCP;s swollen with H>O, 0.1 M NaOH, and DMSO, respectively

(50 wt% solvent swollen, elongation rate: 10 mm min™').
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Table 4-1. Results of tensile tests for TPE-functionalized RCPs swollen with H,O and DMSO.

Y ’ Fract
Network  Swelling oung s HACHTe 7 Breaking Breaking
Entry modulus  energy %10 )
polymer solvent 3 elongation [%]  stress [MPa]
[Pa] [Jm "]
TPE-
1 H,O 311 13.3 1000 0.29

RCPy5
TPE- 0.IM 454 9.30 1450 0.17
RCP15 NaOH ' '
TPE- DMSO 350 3.64 890 0.069
RCPys ' '

a) Measurements were carried out using 50wt% solvent-containing gels. Elongation rate: 10
mm min .
Figure 4-9 />0, <2130 KICHAE S H 72 TPE-RCP s [ WIS 3 @ < REL b T g —
77T, DMSO (ZHAM S ETRBETIZE O LIeE@N A b 7in-72, £72, 0.1 MNaOH (2
M 7285515 TPE-RCPys DR = % L — (X # O R Of & 72 o 7o, BB O]
ZHER., BELOPTHF BEKETH L Z L 2BET 5 &, KFREE T TG X Figure 4-
10DEH > TNDHEBERLND, Thbb, WL ZRELHE LSS, WK
BUCRESETHBRA U v —TRR 508, FUE R ORECE S I AERIZ W TIERE
B Lo THREDEEZBND, KHTILPTHF & CD bEEMELZ I <, 207k
DO LICEPFIB R 228G A e LTIEe b &, MV BV F—Z2 R LTt E&E XD

(b) & THEM

/J_’
(Y1) &
/ CDE5UL/PTHFES LD

HEEAHRCDL
BT BICHTPERFEN

(a) XLy

(d) NaOHTZH

.
~*

=
Sw
— [ ]
= -
)
/

PTHFE S U AR EAER it
BOWHACDE S LIRS B
LA LKA TPEDEBIR
THBIHFHENTD

CDES LOEEEAIEHE<
PTHFE& BRICENT 5728
BREREKFE SN

Figure 4-10. Plausible structure of the cross-link points in RCP (a) in bulk state, (b) swollen with
water, (¢) swollen with DMSO, and (d) swollen with 0.1 M NaOH, respectively.
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b, —JF. DMSO FTIIRETOa v R—2y MU b SHAMFERIZTH < £ O Rk
Wr— X —Hb/ NS ol bFEZXBN5H, £72, NaOH HFTiX CD £ 9 LIZAEWITRFE
T5H5HOO PTHF BNEKTH L2, ~7aE/~—8 5 LITBELLT L, PRED
Wr= L ¥ —2 Rk Lizb o Ebhd,

ZNHOFERND RCPNEE TR, 2B R AT o2 R—2r M E S LAMHAERL
TEBY., ZRIILS LT IFRMEEZRL TS Z ERH LN ER ST,

S B2 TPE-RCP s SR T H TS EDO YA 7 VEE 2852 572D, DMSO & KIZ 12 K
M9 O AEIRIE S, Dk 365 nm O & G L=k % Figure 4-11 (@)\2+9,  #l
HOFER, 3941 7 480K L TH TPE-RCPs DK T TOHSEHME TR o7, &
D LB D TPE 23 RCP ITALFANEM SN TNDH Z &, BN CD OFEEMEIZIL U T
HHHFEN AL LTV D 2 & DR ENT- (Figure 4-11(b)),

ZZFTIZ, RCPZAE LT=DHIC CD Lokl % TPE CTERMIT 2 FiEE, 9L
T OIS RCP DHEERFEIZ DWW TR, Ll BR Y ~—DEHOKBEEZGT 5
£ 972581213 CD _LIZD A TPE &84 5 Z ENNEE L 725 Z LT EIS (Figure
4-12), = Z T, SITER LTZy-CD-TPE % VSC O#ipksy & LTHW, 2-8 e =T
727 U L—} (HEA)Z T /~—& 75 RCP ODAKEHF LT= (Scheme 4-12),

(@)

DMSO

AIE ON AlE OFF
Figure 4-11. (a) Cycle tests for fluorescence of TPE-RCPy5 in DMSO and H,O. (b) Plausible

microscopic structural change in TPE-RCP;5 depending on swelling solvent.
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Figure 4-12. Expected problem of postmodification with TPE-NCO for RCP having OH group at
the trunk polymers.

Scheme 4-12. Synthetic routes for TPE-modified RCP having HEA as a trunk polymer.

0] =
SAg~oH t @ — +

TBM
(2.0 mmol) (4.0 zmg‘l;‘ / /
HO OH |,[HO OH lg_,
y-CD-TPE
(3.0 umol)
i)
IRGACURE® 500
(10 uL)
P No reaction
H20 UV irrad. 5 min

(0.1 mL) | then standing, 12 h

i)

VA-044
(3.1 umol)
v N
N A& -2 HCI
\'\_'EIXN X N 45°C, 2d
82%
VA-044

TPE-RCPuhis

FFIT 2 E TLRBEIOEBRLEA & LT IRGACURE® 500 % V5 #8848 (Scheme 4-12 i) T
HE BTN, KSITEIT Loz, ZHUIBZE S TPE BN FEET S Z &2k v ¢
WEDPRE SN Te O TIERWNEB Z BiLd, £ 2T, KEMETH Y 10 e 0IE 23
44°C DT VBIEHIToH D VA-044 2 I\, BABHIGIC KD EG M Lk 25 (Scheme 4-
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12ii), BIFRINETHRY Q- FrdvoF 77 U Lb— MNE@BR Y ~v—L L, ZOEA
T&H D CDIZ TPE & A I 7z TPE-RCPy s WG 57z, 2O Z &vh, TPE Bffi Sz
y-CD % VT H RCP BEHN D Z ERH LM E o7, KT, 5 5472 TPE-RCPy s D
BREREF T 365 nm OFERRH )9 28 B 2 BIZ2 LT- (Figure 4-13), = DR,
DMAA % &/ ~—& LA TRERC V7 38 X OUKH TOHFRWE SR BB S vz,
ZOFEFRI S, CD LI TPE Z#{&ffi L7= RCP TlX, AR Y ~—OfEIZBE D 5 J CD DiE
BT Ko TEABEIC I L 72 IRE COR N AT 5 Z LR ST,

bulk H20 DMSO NaOH

Figure 4-13. Fluorescent behavior of TPE-RCPy;5 in bulk, H,O, DMSO, and NaOH aq., from left
to right, in this order (under irradiation of 365 nm light).

F72. TPE-RCPyis % 365 nm OGS N TUEff L7 & 2 A Figure 4-14 (279 X 91T,
SIRIG I ZNTHZ EICX D O TN TELLNEIEHEOHRPN A bNTZ, ZHITBZEH
<L 7V T OIRRETIE S 5 7% PTHF $H 1 CTH 2R H H720RIBIZ & - 72y-CD 235[5RIZ L -
C PTHF #ioRKisIZ JRTE(E L, = OIRHECREE 372 Z &2 L - C TPE H3K D AIE 23 HilE X
N2 ThdEEZHND (Figure 4-15),

=) B

Figure 4-14. Fluorescent behavior of TPE-RCPy;5 in bulk before and after elongation (under

r A

irradiation of 365 nm light).
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Figure 4-15. Plausible mechanism of enhanced AIE by elongation of RCP.

LED X 91z, AIE FiE 2 RTBEZTHLT N7 7= TF Lo kst a—74 L
T RCP HDy-CD ~EEA L, ZOHESEFHEEFIH L CREECHIZGE T 5 RCP HTO
CD OB K2 514 L 7=, 155472 RCP OE 8L CD OEEEICKFEL TR,
CD &9 LOMHAEAER LT VWIREE T CTIEsiW AIE 2R3 7L 725 —J7, CD £ 9 LA
HAEHLIZS 2272 HDWIEIRFE LT T 5 & 5 7212 RCP 22T 5 & a3
JIFHE Z B2 2o Tz, EBIT, BIEIE NI L > TH RCP O NEIRENEL LTz Z &b,
FIBEIS 2373703 > TN B IRAETIE CD A% PTHF 840 Rl HfE(L L, FHiZ L - T AIE 3
ENRERLTWDHTHAH Z ENRBINT,

% 2 TH CNF &4 RCP D&k & FrtEaTAf

W7 4 T —EMERICEAT DA, T ATV TDT 4 T — D)2 N E
TE5, RICHBPECEELTLE ) LEMENICTHFLE TERWIEN D, MW
ICHE<7eoTLES Z L BRIV D, 7 ARFHIBWTH, ONF &4 RCP /T 5
BRiZF ) A — /L CCONF Z 0 SE 5728, 554072 RCP IZ CNF Z % I3 2 O Tk
<. CNF Z&Te/kRREzmEpEL LT =1t /) ~—%EAL RCP LT 5 FEEHWE
(Scheme 4-13), 7035, ZRFEHI L LCIXHE 3 ECTA L7 PTHF iz LT H~v /vt /)~
—T& 5 TBMpraris £y-CD ZIRET 52 & THELND VSC W=, 7o, k& LT
HHERAOLEEA], T7bb A% 7 JaA O PTHF Th 5 PTHF-dIMA % 224G A
& L7ZRICH CNF 2L, CCP Ak L7z, iffl% Table4-2 \Z7~3, 7272 L. CNFaq.
1% 1wt%® CNF A KK Z R L TWD, 728, TBMpraris 3 & U PTHF-dIMA O3
Figure 4-16 \Z7R" 4L B0 TH D,
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Scheme 4-13. Syntheses of RCPs having CNF as an organic filler.

o)
\/u\,l\,/
N
' (10 mmol)
y-CD IRGACURE® 500
& CNF aq
TBMeptHF15 - .
(20 umol) vSsC UV irrad. 5 min

then standing, 12 h RCPcnrs

Q H 8 O H e
\@*‘fo‘\/\)fg”wow \n)to«,NgoWo)ﬁle\,oBJk

TBMptHE15 PTHF-diMA
(n=15) (Mn = 2000)

Figure 4-16. Chemical structure of TBMpraris and PTHF-diMA.

Table 4-2. Details of the syntheses of CNF-functionalized RCPs and CCP?

C -link |
ross-linker (mg, pmol) CNF aq. / H,O Obtained Network Yield

Entry

Macromonomer v-CD (0.5 mL in total) Polymer [%]
(mg, pmol)  (mg, pmol)

I T](ZM&PEE?S (20, 15) 4/6 RCPexro 04
2 T](ZM&PEE?S (20, 15) 3/7 RCPcnr30 90
3 T](ZM&PEE?S (20, 15) 2/8 RCPcnr20 93
4 T](ZM&PEE?S (20, 15) 1/9 RCPcnr10 97
5 T](ZM&PEE?S (20, 15) 0/10 RCPcxro 94
6 PTHF-diMA (23, 10) 1/9 CCPcxrio 100
7 PTHF-diMA (23, 10) 0/10 CCPcxro 100

a) N,N-dimethylacrylamide (1.0 g, 10 mmol) and IRGACURE® 500 (40 uL) were used as a

monomer and a photo-initiator for all conditions, respectively.

S ONTZABEDOL L, RCP 22 CCP THDH1EF L7=DHIZ CNF Kk 2 # ] L 7= E|
Bk, HOREZHAONTTFE T L TWAD(CNF IEEOENED 40% THIUE onpao)e F720
EBONTZEEBIRIIA, TR AX 2 —)L, THFEIZZ OEIZEE S EHEE L7-0O B2
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KOFEHB L OO 21T > T\ 5, Table4-2 7>5, WO THEILE T RCP
BLOCCP G LT, FEW T, RCP B LU CCP DZENZEIUIDONT, 5OV BER
DRAEERIE 21T - 1245 R % Figure 4-17 \Z7~$, JIEDOFER, RCP Tl RCPexrio Z R E
CNF OFRMER T 5 Z L ICBEME T2 & W o Bmn b/, ZTald, M
ZERBIRTIZEL D IAE LTV D CNF O &ML, ZAUT K> THRT OZEEE R L
O THHEEZBND, LML, RCPexpro Tl 10% L7 CNF KIEIE A VTV 220
WCHED BT, T _RTOBBENTK Lo £ D RCP XY HARWIEEE 2R L7z, 21X, CNF
DEEER TICEB AR I L, U X » TRHERMICZEBEBEENBEIML T\ D 2 & &R
L TnWbEBEXLND, —J, CD DL RHEAEHAZA S/ CCP TiE CNF K&
RERMLTHLE LN BBROEEIZIL RCP IFEDOREREBITIAR LN -T2
(Figure 4-17, lower), ZAUiE. CCP & CNF OBNZH|I AW AR EAERA MBI T, Z DFER
CCP OWHHIZ CNF BNt L7c72d ThH B2 bhb,

RCPcnrao0

)
[wide] RCPcnrso

6000

RCPcnr20

RCPcnr10
| RCPcnro
|

!

4000

H20 MeOH CHCls DMF

[wi%]
8000

RCPcnr10

6000 RCPonme

CCPcnFi0

4000 3 lCCPCNFo

H20 MeOH CHCl3 DMF

Figure 4-17. Swelling ratio of (upper) RCPs prepared with CNF and (lower) CCPs prepared with
CNF.
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BT, CNF OIRINZ & 5 RCP OYPE~DZH R %2 S HIZFEICIAE T XL, o4&
LUK % 50 wt% DK S 7238 b 2 V0 2 M5 [ RRBR 21T - 7=,  DfEHR% CCP
DG 3ERBR DOFE R L G C Figure 4-18 35 X O Table 4-3 (2% & O 5, BIIRRBROAE R 5 |

60- RCPcnF10
0.7 - E 40; the others
. xv ]
0.6 =20 RCPcnr10
. 0 | | | |

<05/ 0 50 100 150 200
= 0.4
n RCPcnrao RCPcnr20
:é 0.3- RCPcnro
®0.2-

0.1- RCPcnF30

0.0 : ! ; . . . : |

0 400 800 1200 1600
Strain [%)]
60- CCPcnro
CCPcnF10
0.7 w 40-
o

0.6 = 20

0.5- 0 ; : . :
'E' 0O 50 100 150 200
£ 0.4-
lg 0.3 CCPcnro CCPcnF10
()
& 0.2

0.1

0.0 : I : I : : : ,

0 400 800 1200 1600

Strain [%)]
Figure 4-18. S-S curves of (upper)RCPs and (lower) CCPs with and without CNF (50 wt% water-
containing, elongation rate: 10 mm min ). Enlarged view of the initial region of S-S curves are

inserted to the top right of the figure.
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Table 4-3. Results of tensile tests for CCPs and RCPs swollen with H,O.

Entry  Network polymer Young’s modulus [Pa] Fracture energy 107 [J m™]
1 RCPcnra0 377 17.9
2 RCPcnr30 343 13.0
3 RCPcnr20 414 23.8
4 RCPcnr10 632 36.1
5 RCPcnro 389 21.8
6 CCPcnri0 576 15.3
7 CCPcnro 722 14.3

CNF Z¥$1 L7= RCP O H Tid RCPexpio DA MBI o 7B L ORI = f L X — % /R d
ZEBHBLME RS, THTEOTEBY . 7 4 T —Th D CNF DBEEEERFIZE)—I1T5
HMLTEBY, 2L > THEBEROHE LS K OERENEZ 722 E 2R RE LTV
%o EB5IZRCPexpy & G L CTHREBIHODNZ E A EIE T L TWRNWT EnG, ik
#7295 2 & 72 < RCP OESREALMNER S NT-, 72, CNF 2% < IR L 72 RCPenr3o 3 &
Y RCPonpao [FHEWHHOME T L, ZRBAR L LTI RoTWD Z RN ER T,
ZHUE, 747 —ToH5H CNF DPEFENAFETDHZ ETERIELTLEY, ZIUT L > THEE
PETLIEZ L 2R L TWD, EBRIZT 0 7 —Z2BRNZEINT 5 & ZREER DR E KT
THEVWIHELH DO, PAZRTHLHUOESEN LI ~TW5b EBbhb, —J7. CCP
TIX CNF OFHEIZR D 6 TR 3ERBR O RIC K E 2T R b d o 7o, AR ERIE O
ROEHEVENRNSTZELEBETLHE, 1LY CCP & CNF & ORIZAHANEH D ME D>
T B OVEFERIZIB VT CNF BN EIT CLE -7 E 2 b5 (Figure 4-19),

PLEDOREF LV | y-CD B X O'PTHF i~ 7 v /) ~—Z#5 F2486E4 & L CHV 7= RCP
I%. CD OAFFEIZ £ - T CNF Z4UEEFICIDIAD D Z LR S, GO 484G ED
I EHE OFEFL, CNF OFIMENEEIMNT 51F EIEEIE T 2@mIch 5 2 L AVRS
iz, T, ZERERICELD SAE 7= CNF 28 CD S HFHAMER L, #2288 . & L Cfl
WelebTHDHEBEZADLND, S HIZ, RCPexpro ITDOWTIEL CNF OFINENDRNIZ
B 574 RCP OF T LIRWIZEE 2/~r L, SRR TIEfho RCP LV L Enwvr o7
BERIOMWMREZ R Lz, 24X, CNF DNEEE I —ICaBTE o Thd &5
2 HILD, WZ RCPenr3o =° RCPenrso Tld CNF O#REE T K o THIGRIT KT D AR MrHH EE MK
TLTBY, =74 7—2BALZEREICAONL815:72 CD %A RCP-CNF £ TH
BRIz, —J. CD 24 &720 CCP TiX CNF & OFHAAEH 285 < . CNF 23 ZERE RN ER
IZEE(LTE 720 291 CCP OPEHEHEFRIZIV T CNF 23 CCP AN L TLEW, 2D
it FRAE BB CH [IERBRIZ IV T, CNF ZEA L TUWely CCP & DB L8N D
EWREENT, LLEORERND, CD &4 RCP OfEffil LT CD LEo/KEEIE A A L9
% CNF OE AN IO ERE L 2 R LTz,
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HO OH
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Wash
CNF remains
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oM of o
weak
(,ON)EC',/ interaction

CNF flows out

CCPcne

Figure 4-19. Plausible effect of y-CD on CNF-retaining ability of the network polymer.
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I AR

AHiTIL CD %A RCP Onelk & Wiy FraT i 2 B9 & LT, AIEBETHDLT N7 7
= =/)L=F L (TPE)D RCP ~DEAN, BLOHEHK Y 4 7—ThdEru—R}F /) 774
N—(CNF)D RN & Z 3T £ 5 RCP OPEZEALIZ DWW TR L 72 RIS OV TRk~ e,

FF TPE @ 7 m—7 L LT CD RITEA LR TIE, RCP I TR0 NITIRE T
% CD OE R EZ a0t s UTHBIIL, S 2 2 & T& 7z, ZOZRIIMNL#3ARY
~— OFEICKFE T, oA R R 51 TPE N EHET 5 X 9 IR PHAT T b 306t
DEIHIS o722 Enn, CD OEBMEICERTH LD THDL Z EN RSN, &5
2, XY UOREEEEZ AT AT A MY —HICTPE Z &AL, SRS ZNTTE 2
AHEICTRE DI RB AL B 72725, RCP O5|RIKETII v & F ¥ L 4H R O I1C CD
DIRELLTNWDZ &, BLOZFNIZE - T TPE @ AIE FitEs X 0 f < g S, 80698
FEREER L CTWVWD T ENRIE I LT,

—J7. CNF Z3E A L7-% TlE, CNF ORI E & HITIAEE MK T LTy < ZE 8755 RCP O
BB STz, CCP & DHEEDZERITIFE A L2 BB EZBRITIE CD OFEDE
HEOHRNHEI2 D Z &6, CNFIE CD FOKEREEHAAEMNT 2 Z LI X - THREETIC
BOAENTNDETHAD ZENTREINT, EHIT, RCPIZOWTIHCNF 2 H 5 —E&
WINL72L 2 AT, il RCP &l LT, BIRMEBRICIIT DB O E 872 5 Z & 72 <,
HEVEETREZ R LTz, ZHUE, CNF R 7 4 7 —& L THEMET 5 2 & e <EUINC o
LTARERTHDLEB 2 DI, EBAHEE L BN N, BLEDOZ &026, CD LOKER
FE2 BN L5 CNF IZ L% RCP O s LA ER S iz,

PLED X9z, Bor4EH 2 AW TELIL S B =/ RCP 22\ T, CD EoOKEEEL
RN LT OB ER SN, ZDZ L1X CD g8 v 2 XY U BEER 2 VT
HILDH RCP DX LR 55BEOREEMEEAZ R L TRV | ffIC e Z X0 485 E 1 & o 1
(EATED LWV RKFIEOERA L E > T RCP OMEI~DIGH BB O %2 K& < LT
HHDTHDHIH, REBFRFEVKRTHLEF XD,
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B4 EB

AEITIL, CNF @ 1 wt% /K & H1Z CNF aq. & K71 %,

TPE-NH, D& A%

¢ baNH
Q™

SAS

B O LI K% 1%HCL, H,O, EtOH (H 575> L MS3A THiK L7=H D), v=F
N —T VDNRIZ Z 3 E OB T LD bICHEZE S, HH)UOEE T —
N TROEEREESETZ3 OO F 27 T 23200 mL)IZ DO TR (1.6 g, 24 mmol) & A
. € 2K THE (A0 mL)Z MR 7o, £ D% 7 T A 2% NaCl AV OIKIFT-5~0°C £T
BHIL, £Z~TiCly(1.3mL, 12mmol)Z > < W Nx 7=, T E=HIRE TR IZHIEL 30
SRR L2 DB 2 RRRET Lo, £ OB\ ONEIK Z NaCl A OIKIRT-5~0 °C £ T
WHEIL, 22 ~EY Y (MS3A THiK L7ZH D, 0.5mL, 6.0 mmol)Z 1 2. 10 Z34E+E L 7=,
FZ AR T2 /(024 g, 13 mmol)k 4-T7 X )X T2 )2 (022 g, 1.1 mmol) DI
K THF ¥ (15mL) 2> < Dz, £ ORFEED ARy F73 TLC THET L E T, 6K
MIZEBRIE LT, ZORBKEZEIRE THAILTZOHIZ 10%K,CO; T/ = F L, £~
vrnu X H oA THARDZE Lz, 0% MgSO, THMEA IR L, Ail, R
Lioblcy VB FVvh T a7 a~ 87 F 7 4 — (Eluent: n-Hexane/ AcOEt = 10/1—5/1)
TR 2 Z & T 0.38 g (46 umol, 42%)DE / 7 2/ TPE # Ak L L TH7-,

TPE-NH,: yellow powder; '"H NMR (300 MHz, 298K, CDCls): & 7.13—6.98 (m, 15H, ¢), 6.80 (d,
J=8.5Hz,2H,b), 6.42 (d,J= 8.5 Hz, 2H, a), and 3.58 (br, 2H, -NH,) ppm; IR (KBr): v 3473, 3384,
3213, 3076, 3049, 3024, 2924, 2854, 1954, 1892, 1820, 1734, 1618, 1512, 1491, 1442, 1286, 1178,
1153, 1124, 1074, 1028, 974, 916, 847, 825, 775, 764, 748, 731, 702, 633, 607, and 571 cm .

TPE-NCO D&k,

0 b NCO

SAS

FURAZ L (0.57g,1.9mmol)& F/Lr > (15 mL)IZIRME S, % 212 TPE-NH;, (0.10 g,
0.29 mmol)® F L= IR (5 mL)Z i F L7ZD bz 3 BEERGE Lz, Z D% =R £ THEA!
L fFn NaHCO; KR (20 mL)Z M A2 T 1 FEE EPM LS Lo, AE 2l HL &
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5 IZHIF NaHCO; KIEHE T 3 M L= Bz, HAKREET R U A THEEREL, A, iR
fid 52 & TO.11 g ® TPE-NCO % &R E L CTEEMICHT-,

TPE-NCO: yellow powder; "H NMR (300 MHz, 298K, CDCls): 6 7.20—6.97 (m, 17H, b and ¢),
6.84 (d, J= 8.5 Hz, 2H, b), 6.42 (d, J = 8.5 Hz, 2H, a), and 3.59 (br, 2H, -NH,) ppm; IR (KBr): v
3651, 2964, 2260, 1261, 1097, 1022, 802, and 700 cm "

v-CD-TPE D&%

y-CD (13 mg, 10 pmol) % ik DMF (0.10 mL)IZ{&fi# <&, % Z -~ TPE-NCO (11 mg, 30
umo) B LN T v U VY7 F 99 (3.0uL, 5.0 umol)Z M %2 THRIE T B L7, <
DBEPISEEZT R TAAT v 7L, T LIciiE A Al L7c O BICHZE TR S &
%HZ & T, CDLE&H 7= )T 1.5 > TPE N EHL S 4172 16 mg Dy-CD-TPE (8.5 mmol,
85%) % FEAEIR L L TR,
y-CD-TPE: white powder; 'H NMR (500 MHz, 298K, DMSO-ds): & 7.32—6.91 (m, 30H, ¢), 6.00—
5.34 (m, 18H, 2°-OH of CD and C(3)H of TPE-substituted unit), 4.98—4.95 (m, 8H, C(/)H), 4.83—
4.49 (m, 12H, 1°-OH of CD and C(6)H-C(4)H, C(2)H of TPE-substituted unit), and 3.88-3.34 (m,
C(6)H—C(2)H, overlapped with H,O) ppm.

Poly(DMAA)-ran-PR D5 1%

AB

TBMprhris (28 mg, 20 umol) & a-CD (29 mg, 30 umol)% H,O (0.5 mL)IZ{&f# <&, DMAA
(1.0 g, 10 mmol)3 X TN IRGACURE® 500 (40 pL)Z iz CHFEM A ERIEL 3 BT 7=, D
%RNE Ar TEH L, L2225 UV BEZBE Lz, 1 013 ETRIRORMEN EF Lz
T2 O RIERIZ K ZIMAZATHRLTZOBIZT 2 FAZEA L, T L7-EEE A LTz,
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BN T, bR EZ 7 v RV LARICNA, NEfE ARl LTc, D% ARz IR
% Z & T30 mg @ Poly(DMAA)-ran-PR % FHEEKR L& L TH 7=,

Poly(DMAA)-ran-PR: white powder; 'H NMR (500 MHz, 298K, D,0): & 4.93-4.92 (m, 6H, C(/)H),
3.88-3.71 (m, 24 H, C(6)H, C(5)H, and C(3)H), 3.51-3.44 (m, 12H, C(4)H and C(2)H), 3.00-2.80
(m, 232H, A, C and -O-CH»-CH,-CH2-CH>- of PTHF), and 1.58-1.15 (m, 80H, B and -O-CH,-CH-
CH,-CH,- of PTHF) ppm.

Poly(DMAA)-ran-PR-TPE D55k,

Poly(DMAA)-ran-PR (6.0 mg, 1.4 pmol for a.-CD unit)35 & O TPE-NCO (10 mg, 27 umol) % it
/K DMF (50 pL)ICIAfiR S8, P77 ) VY7 F 49 (1.5 ul, 2.5 pmol) & I 2 T=IE T
—WERH L=, ZTORKINERETE N TAAT v 7 L, it LR E AR LT, £
NEBEZEWEESTHZ L TCDl 2=y 7=V 2.7 @D TPE AEA SN (CD O 1 LDk
BRILHSkD Y 7 vE 6 L5 L TPE HIRDO Y 7V OFEMIIH 52 £ 720 TPEl ==
v hHTED T PR I9ETH D Z LD, 52/19=2.7) Poly(DMAA)-ran-PR-TPE (3.0 mg,
35%) & HE R & LT,

Poly(DMAA)-ran-PR: white powder; "H NMR (500 MHz, 298K, DMSO-d;): 6 7.27-6.89 (m, 52H,
$), 6.11-5.45 (m, 8H, 2°-OH of CD and C(3)H of TPE-substituted unit), 5.09-4.68 (m, 6H, C(/)H),
4.69—4.15 (m, 12 H, 1°-OH of CD and C(6)H-C(4)H, C(2)H of TPE-substituted unit), 3.85-3.31 (m,
C(4)H and C(2)H, overlapped with H,0), 3.09-2.25 (m, A, C and -O-CH,-CH,-CH2-CH>- of PTHF,
overlapped with DMSO), and 1.79-1.18 (m, B and -O-CH,-CH,-CH,-CH;- of PTHF) ppm.

TPE-RCP;s DE 1%

& 5 LR X H 7= RCPys (0.11 g)iZ TPE-NCO (20 mg, 54 umol)3 & O DBTDL (3.0 pL,
5.0 pmol) % i&fi# X 7=k DMF (100 pL)& Iz, AR T MEE Lz, T Dk,
RCPis 7 0B/ LET v M ACRBITRIESE, 2OV A 7% ) —E#DIRLT
DHIZRE T WeEzHE, & SIHE T 80 °C T—Huiz S5 Z & T0.11 g ® TPE-RCP;s
rHEAOEERE LTH,

TPE-RCP;s: colorless solid; 74s 382 °C; T, 123 °C.
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TPE-RCPy;s D&k
(2) IRGACURE" 500 % BH447#] & 9% TPE-RCPys D4 BT

y-CD-TPE (5.6 mg, 3.0 umol)33 X O TBMpruris (6.2 mg, 4.0 pmol)Z H,O (0.1 mL)IZ ¥ &
T, ZZ~2-BE RerdFv=F AT 7 U L— b (023 g 2.0 mmol)# & O IRGACURE® 500 (10
ul)Z A TR L2 D HIZ UV bz B U722y, ROSITET Lo T,

(b) VA-044 % BRLEHI & 3% TPE-RCPyis D E K

y-CD-TPE (5.6 mg, 3.0 umol)33 & U8 TBMpruris (6.2 mg, 4.0 umol)% H,0 (0.1 mL)IZ ¥ fiF &
., £I~2-E X =F 727U Lb—hK (023 g, 2.0 mmol)F L O VA-044 (1.0 mg, 3.1
umol)Z A TR L7=D IR E 77 AF v 7 v U o VHNICAIL, v a—2r 3L TR
Z LTREET 45 °C o/KIBITIBE T, 2 AIIS S, ZO®%RGONZEERZIRD H L,
K, T b, AX =)L THFIZZNZN R BT O ZDIEICRESI TS Z & TRE
WEE R\, EO®%REEREZERT B, S SIEIET 80°C T—BigEsE5Z LT
0.20 g @ TPE-RCPy;s (82%) % A DE A L L CTHT=,
TPE-RCPuy;s: colorless solid; 745 298 °C; T, -7 °C.

RCP o DE K

H O TUHIK (0.75 mL)E DMAA (1.5 @& iRa L, B2 ETHIHELE, 22056
1.5 mL ZHtY . TBMpraris (28 mg, 20 umol)F3 & U%-CD (20 mg, 15 umol) L iE& L7=D HIZ
IRGACURE" 500 (40 uL)Z I 2 BHEMA LD HIC RN Z Ar B L7, Z OBIKIZ UV L
% 5 MRS L2 OBEIET 12 FEfFFE L7, B on-ER%2K, 7& b, MeOH, THF
ICENENRIESE D Z & Tl L0 bICER THREE., JBE T 80°C T 12 Wiz
H5Z LT 0.96 g (94%)D RCPenpo & BEA D[ A & L TR,
RCPcnro: colorless solid; Tys 380 °C; T, 124 °C.

RCPenp10 DE K

& 57> U CNF aq. (75 pL) & 7K (0.68 mL)%Z DMAA (1.5 g)EiRA L, B—122 5 £ TH
L7, 2272056 1.5mL Z8tY . TBMpraris (28 mg, 20 umol)33 X TUy-CD (20 mg, 15 umol)
EIRA LT=D HIZ IRGACURE® 500 (40 pL)Z 2 Bkl L 7= D HIC RN Z Ar B L 7=,
ORI UV Yo% 5 3 IIRE LE O EIR T 12 K& Lz, o=@z K, 7k
k> MeOH, THF I[ZZNZHURIE S 2 2 & THE L= D BIZ=IR Tli% . 8L T 80°C
T 12 RS2 2 & T 1.0 g(97%)D RCPexnpio & BADEIR E L TH7-,
RCPcnri0: colorless solid; T4s 383 °C; T, 125 °C.
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RCPcnr20 DAk

& 5228 CNF aq. (0.15 mL) & 7K (0.60 mL)% DMAA (1.5 g)LiBA L, ¥l 5F T
PR L=, 22206 1.5mL 2809 . TBMpraris (28 mg, 20 pmol)F & U-CD (20 mg, 15 umol)
EIRA LT=D HIZ IRGACURE® 500 (40 pL)Z 2 Bkl L 7= D HIC RN Z Ar B L 7=,
ORI UV Y% 5 3RS L2 O%EIRT 12 FEMFE L=, BHoizEiREKk, 7k
k> MeOH, THF I[ZZNZHURIE S 2 2 & THE L7z D BIZ=IR Tli% . 8L T 80°C
T 12 FFHFRS TS 2 & T 0.98 g(93%)D RCPenpo & MEADE R L L THT,
RCPcnr20: colorless solid; 745 387 °C; T, 123 °C.

RCPcnr3o DE K

& 5728 CNF aq. (0.23 mL) & 7K (0.53 mL)% DMAA (1.5 g)LiRA L, ¥R 5F T
PR L=, 22206 1.5mL 289 . TBMpraris (28 mg, 20 pmol)F & U-CD (20 mg, 15 umol)
EIRA LT=D HIZ IRGACURE® 500 (40 pL)Z 2 Bkl L= D HIC RN Z Ar B L 7=,
ORI UV Y% 5 3RS L2 D% EIRT 12 FEMFE L=, ok EKk, 7k
k> MeOH, THF I[ZZNZHURIE S 2 2 & THE L= D BIZ=IR Tli% . 8L T 80°C
T 12 B X2 Z & T 0.95 g(90%) D RCPenp3o & T DE KR & L THET=,
RCPcnr30: colorless solid; 745 386 °C; T, 124 °C.

RCPcnrpay DA K

& 5728 CNF aq. (0.30 mL) & 7K (0.45 mL)% DMAA (1.5 g)LiRA L, ¥R 5F T
PR L=, 22206 1.5mL 289 . TBMpraris (28 mg, 20 pmol)F & U-CD (20 mg, 15 umol)
EIRA LT=D HIZ IRGACURE® 500 (40 pL)Z 2 Bkl L 72 D HIC RN Z Ar B L 7=,
ORI UV Y% 5 3RS L2 D% EIRT 12 FEMFE L=, BSoizEiREKk, 7k
k> MeOH, THF I[ZZNZHURIE S 2 2 & THE L7z D BIZ=IR Tlg% . 8L T 80°C
T 12 FHFRS TS 2 & T 0.99 g (94%)D RCPexpgo 2 A DE R L L THT,
RCPcnra40: colorless solid; T4s 382 °C; T, 123 °C.

CCPcnro DE Y

PTHF-diMA (23 mg, 10 pmol) & 7K (0.5 mL)%Z DMAA (1.0 g, 10 mmol) & {E& LE Z ~
IRGACURE®™ 500 (40 pL)Z Nz CHFEMR LD BICRNE Ar B L=, Z ORI UV
w5 RE L2 DO®%EIRT 12 FEMEE Lz, SohzEEzK, 7€ b, MeOH,
THF [ FNFNIRIESE S 2 & THEF L= HIZ=IE THR% . JE T 80°C T 12 Bz
X252 LT 1.0g D CCPenpo & fEADERE L TEREMICHET,
CCPcnro: colorless solid; 745 213 °C; T, 98 °C.
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CCPcnr10 DE K

& 5228 CNF aq. (75 pL) & 7K (0.68 mL)%Z DMAA (1.5 g)EiRE L, ¥ 272D £ TH
HLZ, 22205 15 mL #H Y., PTHF-dIMA (23 mg, 10 pmol) L {IEA L7-D B (Z
IRGACURE" 500 (40 uL)Z I 2 BHEMA LD HIC RN Z Ar B L7, Z O%IKIZ UV L
% 5 MRS L2 O%EIET 12 FEfFFE L7, S on-ER%2K, 7& b, MeOH, THF
ICENFNIRIBESE S Z & THhE L= BICER THERE ., BUET 80°C T 12 Brfisith S
B2 Z & T 0.99g(97%)D CCPenrro & HEEDIE R & L THTZ,
CCPcnrio: colorless solid; Tys 377 °C; T, 107 °C.
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AL, 77X A M) A(CD)eRY =—T WM~ 7 aEt ) v—nbR 57128
ERI(VSC) &2 5 B =R m & %4 36 & 53 F(RCP) D G ik & & DR R 417 - 72
FERICONTIRRIZ LD TH D, AETIIFETHLONIHEREZBIE L, SBORAIZD
WTIRR %,

#1E Eim ClX, n 2 ¥ U 4UERE 26T 5 m 0 T OEMIESHE DIV D BG4
T ORPECOW TSR B L. A0 EER. ARICHOW TR L7z, CDEAER Y )m
X X4 F RCP OGO =D NN & LT LT Y, RCP ORHEIZEIT 2 Hf
FRIZDONTH CD ZHWERZDEBEANATONTWDENR, ZOFETITHR ) ~v—L L
THWDZ ENRTXDELD TORBEICHIER D720, REFIEORME R, v 2% 48
BOMREENLENRD STV T HEV SRS R Lz, WHES FHF~De ¥
XY U AUEREE OB A L ISR 2 e LT, ffEICARTE, oHEOEVE #
X UORBHRIOGHKE, ENEHNTHRLON BB S FORMELZH LN T 2 0ER S
%o ARFZEIX, CD &AMy F2ER 2 AV T OFEICER Y i = & Zitib LT, F7=,
CD Z#HWHZ & TAREL 72D Z &I S LD RCP DREREKIZ DWW T HEKA L, RCP D
ISR DO ATEEMEIZ DWW TR T, b0 R, BERICESEH 2 BLIEORKRF 2D
72 (Figure 5-1),

E3E RIDERLBZV/7O0FT/I—%2HWBRCPDERL & 55151
PEG S .

; PTHF
fixed length @—"" "\ .." —_ = variable length
[ H2E HIEERLERNERAVS
RCPD &R & 454t ¥4
n 2
{'0\ ° Y . Q)

\
i Simplify

- J
$4E RCPADENXTA—TRUF/ 77AIN—DBAEFDHR
K on < II_’I: : /
[ = _L"‘-\ o — } .
\,\:\\,I <+ .
e OFF 19 Strengthened RCP
“ / with cellulose
RCP with AIE - nanofiber

Figure 5-1. Outline of the present work
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H2E la-v7uTx2 ) v BEBLOZBERETREY &5 E = A BB 12846
FotEE ENEMNTH LN D v & 4 UGS ST OFHE] Tlid, VSCIZHWS Z &
INTE DREEE Ry & LT, BEOHIETHW LN TV ea-CD 4 U T —I2fip
Do-CD O _&ERBIO=BEKZEH L. £NE WD RCP D&KL & FrtEREh 21T > 72 4E
RITHOWTELIR L7z (Figure 5-2), DOSY fi#fr OfER, 2GR 2T o8& a2 AR —x b
DIREDR T IUTEVIEE, £720-CD Z&KD X 5 2 K& 7R0-CD AV A~—% AN 513
E. BOTFEERIOV A XL RELRD I ENRENT, &612, 555 RCP OFFIX
VSC OR§EZR KL TEY | FRZSIRRBRNH1X VSC ORINEZIINS® 5 2 L IC44UE
WEDY TORGGFHOAERROHE KIZER 5 &3 2 BV IEMEDYEIND L ST,
AREETFOIIZHIT, VSC ORED BRI THIRTNTE Y | 53D RCP ILE D&
IS U2 BT 2L 2RmT D THY | SBOBS TAEEAIZ G 2188 &£ 720
ILRTERENLDOTHS,

Low conc.
S f\\
0,
W A
. e
N

High conc.

Figure 5-2. Simplification of a-CD oligomer to a.-CD dimer and trimer and the dependence of the

VSC structure on the concentration and the number of a-CD in a-CD oligomer

FIFE v 7uarxA NI RV T T keI Bl /) ~—2 A5
STRBAIORIRB LN EZ WD a2 20 UAUER ST OA R L Rk Tk, I
ARTE, hORSEFAKECHBETE S~/ rE /) ~v—L LTPIHF M~/ u®/~—%
BIIZITEEE, G L. EL2 W5 RCP DGR &G B A7e RCP OFHMERHN 21T - 725 R

155



KowfﬁﬁbtwiﬁTmﬁLtVﬁH%/v~im$fwmk@ 52 LTl T

EHIL L CIEAE ., XD LT ) ~—0DTF PO NELSRIZENT S 2 L Txfind
LHOEREBINETE XS Z k%%%@kbko$$%®%ﬁ iw\%%@mm”vﬁ
% /) ~v—2H0n5 0 HfEFEICE =L RCP NEKTE 5 L D27 > 7= 41X RCP Oitx

FREZ%Z2 5 L THEBRICERERNLDOTH S, £, REODRLLZ~70® ) ~—%
WT RCP 8k LIZEZ A, %wvﬁm%/v~%%w HIE LS5 D BB AR I ) AT

PE, EIRE AR L, 245 RIC 157 - EH D AT ELME 23 BRAB AR D R I_Tﬁ,aﬁf”iﬂ%& FL
TWAHZ RS (Flgure 5-3)0 S b, %Efﬁ@,\ﬁfté\’;ﬂ%@’rﬁﬁ 1% W2 356 1R
DALV ARSI AR A9 % RCP O ) PR O BLES S 4. ZRFE AUT TZ)E/\¥

M7 AAER S 72 RCP OFFEICKEREEEL G X TWHZ R LNE ST, &6
(2. PNIPAM % iR VSC CTEME L72 & 2 A CCP L 0 bl 7eiREMiEE A2 R LT &
NH, BEFXY URBIZE o THARY ~— OSBRSS EEZ WETE D Z ERRBIN
72o 29 LT2AnFIE, VSCERIOfE (L & Ot C e =8 RCP OJSHOAIREME ZEm D 5 b
DTHY, REEFRREV, RBANIETIE, ZOFEZHNTHEGND RCP DS b7 51
BBALIZ OV THHAETIm L TWND, S HIT, BBERICE D THO BN Z A2 H S 720
0¥ UEEAE AN LT CCP X0, v & 50 V46 & AR ARG N IRET D HCP 26
L. Zi 6 OWME A RG22 & THRE RIS E S FHO TEME G- 5 v 2 &
/%L@E£¢_owf R~_7- (Figure 5-4), Z D433 CD &4 VSC % V% RCP Ak
RETHERSIEDLLOTHY, FEFICEHERFBERTH S,
‘\v/§+°.

PTHF-based

y-CD
macromonomer

RCP

0.4
— CCPprur RCP3s
©
o
=3 031 CCPais
o]
@ 0.2 High elongation
(0]
7]
0.1
0.0 T T T 1
0 500 1000 1500 2000

Strain ¢ [%]
Figure 5-3. Synthesis and property of RCPs cross-linked by VSCs composed of y-CD and PTHF-

based macromonomer
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|

Rotaxane structure
at the cross-link points
(no ability to generate the mobility
of the polymer chain)

\ 4 \ 4 \ 4

No difference with . High swelling
general CCP CCP-like High toughness

Hybrid cross-links
(cross-linked by both covalent bond
and rotaxane)

100% rotaxane
cross-link

Figure 5-4. Structure-dependent property of cross-linked polymers having rotaxane structures in the

cross-link points

%4 % [CD &A1 # % 484G & /0 F OFERE(L & BIRYRHEREM : 20t 7 n— T RO 7
7 A N—=DFANEZDOHR] TIIRBRITEAIN TS CD Z 223700 &9 % RCP D)
HORFMEREAMN & & OBREIL 21T 2 <, BEBRIMDOBaFETHLT NI 7 z= LT L%
W T u—7 L LTEATDHZ L2 KD RCP D CD OBHEERE, BL kLo —2
T T 7 A N—=DEAIZ KD RCP D@ RE(IZOWCRLIR LT (Figure 5-5), TPE %3 A
L7- RCP %, WA SE7-RIETH CD OEFEDIK T2t U THOEREZ R LTz,
EHIZETAR~—HO CDIZTPE #EA L EZ A, CD OfifiKSG~D RHECIZ AT
LHEEDbNDENEHMEOHERKPBHI SN, 26D b TPE @t r—7& LT
CD LIZfEffiT % Z & T RCP 1D CD O&EWIEER 2, 22 AW Tl TE S Z L3RS
Nz, —J7. CNF OEAIZSWTIEL, RCP ~D—E&ED CNF DU X » THlilr{h N %
729 Z & e BRGS0l = R L — 3K & 72 RCP & iz, £72, CCP TIXZ D
L BN R SN & BLOYRCP ~DifE 72 CNF O RIMNMNZERER O 55
fbEBIEEIFTELHLNERSTZ, ZTNHDOZ ENG, CD EoOKEEE L CNF & O
AAERIZE Y RCP FIDOAHIZ CNF DR EISEBAINTNDLTHAH 2 &, BLUWL
DEDT 47 —DPINT L > T RCP OFREULNFIRETH D Z &R I, ZiLH ORE
b & BhRFMERFAM AN IERL S 72 2 & 1L 5 3 B CoR L7 f#fifE 72 VSC D& Rk & fHE - T RCP
DIEADOEERELIRFT D2 HDOTHY , KREERE,
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23
: '\
3 Ol | OH
. =
\/ Strengthened RCP
e ————

OH OH
o HO.
oA AR} ONF
)

OH
OH

Fluorescent RCP

Figure 5-5. Functionalization of RCP with CNF or TPE.

PR KO ITAMIFE T, [CD &AL TRIGAIZ N TR 6N D v & X% 4GS 5
F-ORFEEZI ST D) LW IR SCOBIT 5 BAEICx L CHfRm RN E s, ¥
2. TERD CD A v # X4 U A4UEE S T OB I KLE v 2 24 0 o RKimEdEF L O
B W oM T 0 A B PR L, B ORI EFBAECHEI TE A~ nE ) v —0D
e AR T IE A ML LT2 2 Lk, A% OICHERZEH 5 L THERTHH, £7-. DOSY
HIE % BBy 2B R O~ L IS5 2 & THRBHRIOE 2 H A REHII T 5 X 91
ROl MITEETH D, ZNUCED, HOENUDEBHIOHGEZHER L, £7-Z N2
WIZED XD e 5T 202 HEMTE 5720, RITHERO T e A2 HERTE 5,
SHIZEA4ETTR LIRS, CD EOKBEZLA L T2 RCP O X 572 HHERE(LAN AT
RBTHDHEBEZOLND, AR TITIILARAIOM AMEMIC X D EEFRILLTMEN I HE
REY TN, AIBAIOBEANIL D & 55 RO E, BEELET 5 X9 ei¥nel
REBITZDAMMB S D, MA T, %3 TECTRLIEL D RINTRBIC T 28K ) ~—0
ISEVE R AT DR L ORI E 2 AR Y D 2 8T FIRICGREISINE L, D oED
SN X D BERB RN IR OREE b A d 0t & LTl Y2 X 5 M BB T& 5,

CD (T ZMMi 72 FEM CTH D=, EBRICR Y v 2 X9 L LTERbERL TS, K
WFFETIL CD OFFEZIEN LTz r Z X U AUE S S FOERE . (b b e & X5 485
BT DL=—T IRHEIZONWT, EO—xoNI Lic, T XD FSa L0 Lz
Sk OAFHI, B2 WITM B ER e R oS R 2 W 2,
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Appendix
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B S

WA, B E 72D XD M BI~DAUER Y ~— 0 F R xR, 260U A 7 UNE
gAafEE o TWS, W RRAZO®H 5 kE L ik, B A#H ALY (Dynamic
covalent chemistry, DCC) (223 < | A2 EZ W5 Z Enb I b s, 7 il 2R,
Chen b [T Diels-Alder s & VN 5 L AR 2GR L <AT2 5 2 & 2 L T 5,
W T, KFEHED XD ey THMAEERICE > TR SNZB0 7+7 i, PiEEo
HIC LT, HEMAZOWNT 5 Z LR B ER LTI 2 enTE D, BT
LinL, AROBTF 7 ME, o FRAEEAEN ZmEI RS Z LN TE HRE S NTBREE
TTULNZEICHFETERY, WO Db, PIZITKFEREIC L > THEZHERLTWD
77 T — I, EREOEE T ICEN D EZDFEE IR ED, Fvl LToM
EER TR D, v XXV U B88EE 1 (RCP) 13 M AEIER T T < | B 72
FIRIC L > TOREILSNTBY T 7L Th D, ™ Takatabidov> T, EHICRY 7 T
=T V& BEANZ, RRIZALVT 4 FEERE B OERT U E=TU L% D, DCCIZ
S, FHICEBETE ARCPEHRE LTS, P Zo@EIL. 2B RY ~—D ) 4
LI NENIBUSICBWTHTZ R E R A2 522 6D TH 7208, BUSHEV & ) AR 7
MAEZ Tz, & 2 CARMET TR, EMICHAEEEIT ) 2 LB TE DZRCP~OFH L
T —FEEL LT, FhUX, BREAE 72 HHhER DY, AR U~ —ITRE S LT DAk
SYDZEILE YA RFAH R K E R E SO X I I TREHEITO E VI LD TH D, H
A ZFME L 1T, BAEVWORZ EMIIFEELVEWVWIEWRTHY . S ENIEREK D OO
RE S LIRS ORMEHBEILO R EMFE-HLTWVWDHLENIZEEZEKRL TS, &
DY A MBI 72 RIEHRILIC L > T, B XU DL Oy OT A v B2 7 HEL
R0 RERE LCHEERNICe Y XV UBRRALELSRS Z icks, M Tk i,
ZORCPITIEH DEBRE N TIExy MY — I ME L2 LZENT 208, b LIRS O7T A v
VIUMMEESND XD RFFEORE NI &, MABEBEITO) 2N TX D, MAEGENHE
BREA OO 2 b TIER SN D720, ZORCPIFHRR Y ~—%E0F 52 &7, &
RN T D Z ENTE D, £DH 2, RCPOLEMD L OMAEREIL. fhko 18 A
TOHRMGELIEOKE SICL > THEITH N TE D, £ T, AFETIE, Bix ek
UEAELE L OBIR X XY U E AR L, FNELEEBAIE L THWD Z & TR x ODRCPAK
ZHIEET L ELIC, TNO WML EZIT 72, F72. YA RFEMMER e Z T 0 224
Fl& L THWD R TITHEOIRINC X 2 #4468 T OEIR L2 U ~ — O 4G & Mt L
72(Scheme A-1),
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Bu,N+CI-
\\l S Polar solvent
\ (Radical > @
Polymn.) o Q
Desllppage)
2} g
Re-cross-linking
Scheme A-1.
BoLHIMEREER

TE Y A AFEMER | 2 & X BB RIO Gk &7 A Y v TEEOFEE

Takata HlX, X V24-7 T 7 8- —T )V &GS & L. tert-Bu 5 & Hilik 5 O KRG E
I Licmr 2 XY 05, DMSO 7 N7 7F AT /%:¢A7 2 Y N(TBAF)Z WL,
IN#ES % Z & THSAB HNC S 7 =4 U RHBOSE R EE 2 0 | 00 TRk sy & il sy &
T 5 2 & RS L TnwaAI 2 2 TARMEITIL. Scheme A-2 _fiéo‘([3]1:l§73?4j‘/
A3@)B L ORmINEEmNWEEFTHBIe X A3b)EEKR L., TNHDOT AU v
TEE ARG LT,

Scheme A-2.
e
. b L @it
o
\,o o\)
A-1 A-2(a) or A-2(b)
OCNNCO 02: OE?O:
cat. Bu;Sn(OCOC 1Hz3)2 o g g
CH,Cl, HN HN
0°Ctort. 0
12h O Q
Q 7\
a b )
/0 0N AR
00 AN
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57 He o m 2PFs- o Moo
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A-3 (a) or A-3(b)
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ERITFALE I 'H NMR (2 & - THERR L 7= (Figure A-1, A-2),

CHCl, o b |
H,O
u(‘o 0’\ C JOL G J F T™MS
A o] '\/0
QQ JQ:O : T ]J G
e S N
A-l U N DJL.J\ JA_ J
PFg~ a
a b ﬁ c 6 A—Z(a) Hzo DMSO
Hz A OH dje fo7 b
2 BRI
NH,* ‘
/\2 Vi * | J \ J‘l\ }U\_._l JL

CHCl,
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adw M VA B ‘/f G ‘
e )| R ‘A_L bl
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|

—

| ST C—

4 3 2 1 0
Figure A-1. "H NMR spectra of A-1, A-2(a), and A-3(a) (400 MHz, 298 K, CDCI; for A-1 and
A-3(a) and DMSO-d; for A-2(a)).
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B Y 1 water
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ar~d o J
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Figure A-2. "H NMR spectra of A-1, A-2(b), and A-3(b) (400 MHz, 298 K, CDCl; for A-1 and
A-3(b) and DMSO-d; for A-2(b)).

ZIHLT, A3@B L A3DDEREFER Lim720, DML I ONE 5 TRWIES &
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LTHWD L BRMEORET 21T o7z, TAIUTHEIL D, TBAF 233 1A & 72D 52 %8
ERIETMHEINEMDHT0, £31% A-1 & DMSO-ds |21 & TBAF 1z, 60°C T
IIENL 7228 5 "HNMR A7 MV DAL EB ST, £ DhER% Figure A-3 127,

a(\ooz\chOB #E

sl van

\,O\_/o\)
mono- ﬂ |i “
hydroxy |9 O-H ’ | |
oe2ich 0
T
A1 +TBAF | A \aﬁ B | ! Ol | /
after 27 h : E E jU\ |“ / | | \I J' U | ‘H
(60°C) i | ' N J 4
~ gl[ ¥ T wf Moin
A-1+TBAF | ¢ A V.\J‘/ D »}m
after 20 h (r.t.) | E E /|
_/ }hL _a'_._...A_JL_._._J \'\LA/W \/

AQ";TOB'?FJW R A, J \ﬁ WH\._,DJ J/ L

MOlcroun ) o \A aol} r‘ Water ”DMSO A
N l ] A ) JLJLL*JJ o M

8 7 6 5 4 3 2 i 0
Figure A-3. Sequential change of "H NMR spectra of A-1 according to addition of TBAF
(400 MHz, 298 K, DMSO-ds).

Z DX DT, TBAF OIRNNT K - Tlghk sy 2357 f# L DB24C8 DX /LT )b a— LR~ kb
AL LTV D Z & DR S U7 (Scheme A-3),

Scheme A-3.
Y D
R O B 0 ©
o agm0 07N ¢ A e O 07y
0 Q o} DMSO, rt., 12 h Q 3
\—O‘_,OJ hydrolysis o_po
A-1 A-4
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ThE, T oRT =AU RN OHEEO O A1 O LA RS NEI SN0 T
HoEEZLND, T T, TBAF OX IV T "N F A Eon—RKRT7T =457
LT O ENE RS WT R T T FAT = A7 v Y R(TBACHE WD Z &%
Mat L7z, JelE & & FBE. ks A-1 & TBACI %2 DMSO-ds [ZVAfR S, 60 °C THMEA L 72
N5 THNMR A7 hIVOEALEB - T=, & DhER% Figure A-4 (2757,

A-1 + TBACI
after5d E E A
(60 °C)
A-1 + TBACI
after 1 h E E A
< J__ A A

TR

o A-1 + TBACI
after 1 d (r.t.) I E
¢ A-1+ TBACI
after 0 h f EJ\ A )l

6.5 6 55 5 45 4 35

m
L
>

0

=

Figure A-4. Sequential change of "H NMR spectra of A-1 according to addition of TBACI
(400 MHz, 298 K, DMSO-dg).

ZDEHIZ, 'HNMR IZEED R S22, A-1 13 TBACHIZ L > THMS RN Z &
DR ENTZ, FEWVT, 317 & F Y2 A-3(a)F KTV A-3(b)D TBACI 12 L 5 ofigakBr 21T - 7=
(Scheme A-4(a), (b)), & L A-3(a)23 VA XA THILL, A-3@QDHADMEN RSN H1ET
Th b, % Z T A-3(a)F LT A-3(b) &% DMSO-ds |2 AL ISR S TBACI Z 1 2T 60 °C
THIEA L 72B£D "TH NMR D2 b &8 - 7=, % D5 % Figure A-5(a), (B)\777,
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Scheme A-4.
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(b)

/J 1\
BN \
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@erzd(eo °C) JU AN f
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Figure A-5. Sequential change of "H NMR spectra of (a)A-3(a) and (b)A-3(b) according to
addition of TBACI (400 MHz, 298 K, DMSO-d).

Z DX VA ZFEHE3] 2 Z Y A-3(a) Tld TBACI DERMNT LGRSO 72 45 iR DS L
IV, 60°CITIEAT LI ETHBELE2 HZRICIEL OB X XY AZHEKRTH ADOE—
IPRIEER L, TRV BT HROAERY TH D87 A-LICHKTH 7T A BK
Wz EDL LTk D, 2O ENnD, WElD TBACI /21 F Tik, A-3(a)l% HSAB HIJIZ
ST = A U SRV T A B SRR T R AN, — .
IS O KIRE L A H T B [3]1 # FH L A-3(b) Tl TBACI O¥RMNF L OB LES 'H
NMR A7 MVOEACITBR S e o Tz, 2T T =4 RSB ET L TH, K
RN NS EWNTZDIZERR DN T A v B T TCERPSTEZEEZRL TS, Lo T,
[3]2 # W2 A-3@) DAY A ZFHAHTH Y . TBACI DU L > T DMSO 72 E D
MR CTF A v B T RIGER T 2 Lo,

75 2 TH. A A ZAAMHTE3] 2 Z 2P RAUE A 2 IV S RCP D& & MEZRE I K OV 2R AR

2-1 T, BIrZ ¥y A3@0B A XM TH Y, WOWRME WD ~ A )L R7efligic
EoTTF AV v U IRIGZEZ Lo E ko icnfd s 2L, £2 T,
A3@)ZHEEAE L TE=E /)~ —OHEARICHEWINT HZ ETRCP 25K LT, B5Hi
72 RCP O EMR LOVGRIEIZOWTHREEL, VA 7 VSR Y ~—DOFHZEEIZD
WTHRH Lz, 703, BlrZ X302 A3@EZEEAIE L, A ¥ 7 VLR A T I/L(MMA)
BEXORTZ IV NEE n-7FNVBA)ETE ) ~—E LT, TZVNIVEEEIT>TZ(Scheme A-5),
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Scheme A-5.

Cr,
_{_ii—CHz —CH-CH,}—
<O (0]
Hl\io
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0 0
e mony (0 0N (0 0N
=\ AIBN (1 mol %) h&ﬁ\ol RS KI’\O]
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R Lo o/ \©\/O‘n’NNn’O \o o/
O © © "
2PF6_ \
20
"
{-CH-cH C:\EO\
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L72#12 60 °C T 12 B§nEv42 = & TRCP #157=, £7-. ®BERL LCBIn &+
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Scheme A-6.
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55472 RCP % Table A-1 27737,

Table A-1.

Synthesis of RCPs.

code monomer cross-linker (mol%) yield (%)

RCP-1 MMA
RCP-2 MMA
RCP-3 BA

RCP-4 MMA

A-3(a) (1.0)
A-3(a) (2.0)
A-3(a) (1.0)
A-3(b) (1.0)

97

100

80
73

ZOEIT, WITNLEHRINETRCP 255 Z N TE, £/2. B4 RCP ®

HEEE ZNE LT, O E% Table A-2 (27~

Table A-2. Swelling ratio of RCPs with various solvents.

Solvent RCP-1 (%) RCP-2 (%)" RCP-3 (%)" RCP-4 (%)"
CHCl; 4700 870 1760 860
Toluene 480 470 640 250
MeOH 140 260 170 150
H,O 260 190 120 260

N,N-dimethylformamide 7300

780

1210

1060

% a) (HEMAME[%]) =100 X ((BAHRF O B &) — (R OB &) / (F2I5RRF O H &)

ZDOEIIT, % RCP & bITHFEBEEI LT 2 2 <L), Ry N —7
HEZER L TWD Z ERbhoTe, FFIZ, RCP1-3 (4 A XFEMMED 1 & %4 2 246
AL L THNTWAIZHED ST, DMF O X 9 Ze @it ¢ & 28 ISHTE LT b
D2 ENbhots, £, RCP-3 12OV TIXENRREHMERER 21T - 7=, Of TR DA
AL TIE LG ST T AT DWW T S ERE TV BIFREHEMEZ HIE L 7D TEORER S
{f T Figure A-6 (2773, WTNBHEHD 7 4 v AOEEIZIX, AIBN OV |
IRGACURE® 500 ((I-t Ru %I 7 ua~dxi W z=r b dR_ Y 7)) v OER
e L1 IREW)E 7 P AVEASOKEEAIE L THY, SR OF TEANIGEIT) EWVWH T

HEEHWTND,
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Figure A-6. DMA profiles of RCP-3 (upper) and chemical gel (lower).

ZD X HIZ, RCPIHMEFLER L RO MR Z R L2 ¢ b, 3]0 ¥ 5V 4846
%l A-3(a) & W THF B 4072 RCP I LFH) - MEMICEZETHH Z LRSIz, it T,
RCP-1 Z I\ T TBACI (Z & % fif 2R Bk 21T - 72 (Scheme A-7),

Scheme A-7.
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& 575 U DMF (2 —BiR{E S, RCP-1 M & 7=, Z OIFIKRIZ TBACI Z 1z, 60 °C
T 24 FEEINEN U 72, 2 OfE R WA O R I 3H R LTV o (Figure A-7), & Z T, DMF
ZREL, crude 7 v R L AEN LI B O EKTHE L, 57 BEIRO "HNMR B
FJOVSEC Z#HIiE LTz, £ D#ER% Figure A-8 3 XN 4-9 [ZR”,

o o
——CH,~C——-CH,—C—}
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Figure A-8. "H NMR spectrum of the copolymer A-4 obtained as a degradated product from
RCP-1 (400 MHz, 298 K, CDCl3).

Mn=12x10°
PDI=2.01

RI
Figure A-9. SEC chart of A-4
(solvent: THF, PSt standard).

T T T T
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ZDXHIZ, Figure A-8 HILEHTH D PMMA HERDO T VA2 b Ny T vm—T
JZHET B2 7 F BN S 3. Figure A-9 ) SIXHEIEMEDO ©— 7 NG5 NT-720, @
RN ~—OUE 232 L, W07 2V v B ZROSITHE S fERE RS D3 LT
L2 e ENTZ, B, 'HNMR OfFESEbHEH S - EAHITE L% mn=50:1
ThV ., HFHAALE Y ICESNEITL W Z LR E N7,

BT, DR ThHLarR) ~—A4 DHEEBAETHLINE I DERH L
(Scheme A-8).

Scheme A-8.
GHa OHs —
CHy CHy O—CH,J—-C—CH
CHy=C——+CH,-C—3— oo A
ot For 2 O ( 070
CH
CHs { OCNNCO o ’
NH e £ Bu,Sn(0COC1Hy) 9
o= N cat. Bupon 1Pzl A n
o] + >|/\H;\©\,OH CH,Cly - =7 ¥=(
0°Ctort. 0 §O\ gof)?)
A-2(a) 12h 2~ O~
o o N 100% 5 H 0 oH H o 0 szO]<
e 9 o SR 8 e
1% 5 2PFy W
\,O OJ O:o
HN
& fHa .
04,0 04,0
A-4' Y Y
+CH2—9—)—(—m CH29+n
CHs CHs

HEEUENBEZE mn =201 THDaR) v—ALEHEAT L M, ks
A2@%F M2 TO0 °C TR S ¥, T2 ~44-V T 2=V AF LA VYT F— %
Mz, =T 12 BEGRE Lz 25, RCP-1"23M5 5 V7= (Figure A-10), 155 #7- RCP-1°
IR FERBL 0 LIRS 2 Z & 72 <M L7290, BAMESUS O T 2 MR LTz,

Figure A-10. Recross-linked polymer A-4°.

PLEWZE O Yo ZFMIME3] R Z 3 O RIZEEA] A-3(a) % B =L /) ~— D EERIZEIN
T5H5ZLETHIGT D RCP WELND Z &, 55105 RCP WMEFLEBIR & i L TH4312
BETHDHZ L&, BLOMETHMAEE-FEEN R TH DL Z LRI,
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53 5. e

AL TIE, BARY v — 2 HES TR CELEERE =LA ) ~—FITEAT S
ZLEAME L, YA MR 0 2 Y U RIBER 2 VD~ A L R ST Tofigse
BBLOEOLNTEHAR Y v —OFEE L ER LT, ARFTTHOWTW S XM= &
IV ATEMER R T O 0T 5 2 L R ARBROMEEZ R CE 5 — T, T NI T
FNANToE=ZTLZBY ROWINZE > THESCDICHRTE D720, Xy NT—I7 KR~
—DLEMEER D &7 BN MIEE MG Lz &V 9 STk, ko a S A
DLYERSCYEZEBR CIXERRNETHL L2, v XX P UEEOE AT X - TER L
TRRTH D EMESITHND, S HITANIETHNTWD[3] 1 & %4 U RIBREA Ak %
RE=Z VR v —DEGRIZIHINTE, XI5 T 5 RCP 52 5T OHMEICEA TV D,
S DICHR D ICEAT D EREOEHAE X5 2 L TS VEHERUII~DER L HIFFT
x5, 2. HRERYOEBERY ~—I2% LCIE, Bk oFE RN 5 2 & TG
EHAETEL7O, (METHRBMAGEZRVIET ZLNTEDL, ZNETORHR YL
— IR TR T EERE 2 V200 R TH o272, 29 Li-n 2 ¥
P UMEEIC XD W A 2T ROMRIT. BEMEOASHOREICELET L2 LN
MFrEsh s,
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FAE. EBR
a5y A-1 3 X OVl S A-2(a), (D)IZEER It » TARR LT,

YA RFEAER 12 & Y A-3(@) D AR

ks> A-1(0.38 g, 0.60 mmol), #ifiik5) A-2(a) (0.21 g, 0.6 mmol)% F:ff: CH,Cl, (3.0 mL)IZ
WIRSE, 4, 8-V 7 2=V AX VA T F—b (0075 g 0.3 mmol), TV Y
T F 44 (22.7 pL, 38.3 nmol)Z 0 °C THIZ., =RiE T 12 BRI L7z, WK A M L7
%, YU hHF VI a~ 7T 74— (Eluent: CH,ClL, / MeOH =30/ 1) T4y BlERE L4 2 = L1
L V. 0.47g(0.21 mmol, 70.4 %)D[3]1 Z W A-3(a)& AEAEA L LT,
A-3(a): white solids; mp 110.4-111.7 °C; "H NMR (400 MHz, 298 K, CDCl3) 6 7.59 (d, /= 7.6 Hz,
4H, d), 7.36 (br, 4H, NH,"), 7.31 (d, J = 7.6 Hz, 4H, ¢), 7.04 (d, J = 8.6 Hz, 4H, g), 6.93-6.78 (m,
18H, A-E, and h), 6.11 (s, 2H, J), 5.56 (s, 2H, I’), 5.44 (br, 4H, N-H), 5.09 (s, 4H, f), 5.04-5.00 (m,
4H, F), 4.65(br, 4H, c), 4.30—4.13 (m, 20H, a, and H), 3.82-3.74 (m, 18H, B, and i), 3.52-3.26 (m,
20H, v, and G), 3.00 (br, 4H, b), 1.91 (s, 6H, I), 0.76 (s, 18H, a) ppm; IR (KBr) 3401, 3485, 2952,
1718, 1595, 1517, 1253, 1223, 1127, 1101, 1056, 843, 558 cm'; ESI-TOF MS: calc’d for
CiosH140NgO2s>" [M—2PF 1* 966.9869, Found 966.9885.

[3]2 & 4 A-3(b)DE L

#w Ak 5 A-1(0.060 g, 0.15 mmol). %5 A-2(b) (0.095 g, 0.15 mmol) % #2/% CH,Cl, (0.75mL)
B S, 4, 4-V T 2=V AZ DAY T F—F (0.019 g, 0.075 mmol), T 7V
g7 F /199 (6.0 uL, 10 pmol)% 0°C Tz, =R T 12 BRI L7, IR 1M L7
#%. HPLC THBERHRI4 2 Z L2k D, 100 mg (0.043 mmol, 29 %)D[3]2 Z F 4> A-3(b)
EefERE LTE,
A-3(b): white solids; mp 170.2-172.0 °C; '"H NMR (400 MHz, 298 K, CDCl;): & 7.52 (br, 4H, f),
7.35 (br, 4H, g), 7.24 (br, 4H, k), 7.19-7.17 (m, 4H, j), 7.05 (s, 4H, c), 7.03 (s, 2H, c), 6.88-6.67 (m,
14H, A~E and NH,"), 6.10 (s, 2H, J), 5.55 (s, 2H, J*), 5.50 (br, 2H, N-H), 5.02 (s, 4H, h), 5.00—
4.93 (m, 4H, F), 4.57 (br, 4H, d), 4.47 (br, 4H, ¢), 4.22-4.20 (t, J = 5.2 Hz, 4H, H), 4.08-4.01 (m,
16H, o), 3.82-3.72 (m, 18H, B and i), 3.50-3.42 (m, 20H, y and G), 2.15 (s, 12H, a), 1.90 (s, 6H, I)
ppm; IR (KBr) 3399, 3158, 3068, 2926, 1719, 1596, 1517, 1458, 1315, 1253, 1170, 1125, 1104,
1059, 953, 843, 558cm '; ESI-TOF MS: calc’d for Cy13H 40NgOas>" [M—2PFs J** 1014.9869, Found
1014.9869.
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fiisk 5y A-1 D TBAF (Z L 5 53Rtk o it
) A-1 (5.0 mg, 7.9 pmol) % NMR F = — 712 Y % Z 1 TBAF (15 mg, 57 umol) & /%
T DMSO(0.5 mL)HC (20 Wi L 1= 812 60 °C L MAKT WL 72, ZORER, TRH o
ISR ST,

Pk s> A-1 O TBACLIZ & % 5y gttt O i
ik 5y A-1 (5.0 mg, 7.9 pmol) % NMR F = — 7 |ZHL ¥ | % Z 12 TBACI (5 mg, 18 pmol) % /Il %
i DMSO(0.5 mL)H1 C—BE(20 h)§HE L 7= %12 60 °C IZHIET hy L7, ZOf5E. #imyE
SRR LUIRNZ L BRI I T,

[312 & %4 > A-3(a)? TBACI IZ K % S fiftE DO tat

A-3(a) (5.2 mg, 2.3 pmol) & TBACI (64 mg, 230 umol) % H DMSO (0.5 mL)IZ{EfE S, — K1 (20
hyFHEL L7 #1260 °C 1B ) LTz, ZOFER, FA Y v B0 7 RISOMEFTICHED 1 4 %
P DAMRA R ST,

[3]12 % &2 A-3(b)D TBACI |Z L % 55t Dkt

A-3(b) (5.3 mg, 2.3 umol) & TBACI (64 mg, 230 pmol)% & DMSO (0.5 mL)IZIFfE S &, —H#
(20 h)FfE L 721212 60 °C IZEN(T h) L7, ZDFER., 7 AV v B FROGITETE T, 1
B TSR LI & DR S LT,

RCP 1-4 O£ Ji¥%(general method)

MMA (0.51 mL, 4.8 mmol), AIBN (7.9 mg, 48 umol), [3]2 % ¥ A-3(a) (108 mg, 48 umol)
% DMF (0.48 mL)IZIAfiE S &, Bl AE Lz, ZOWiEER) ey ooy ) oy
IZAZL, 60 SCTI2BFIINEA L 7=, SN Iz aali bl A X ) — VAR HIZIRIE
SHLZ LI TP L, BIRCIAREIEZICEZER TIAET 5 2 & TRCP-1
(0.576 g, 97%) % HEafE A & L T1E7-,

AR D FIEIZ L D . MMA(0.26 mL, 2.4 mmol), AIBN (3.9 mg, 24 umol), [3]2 # 4> A-3(a)
(108 mg, 48 umol), DMF(0.24 mL)% i\ % = & TEEMIZRCP-2%Z AMGERE L CTHE7-,

% 72.BA(0.62 g, 4.8 mmol), AIBN (7.9 mg, 48 pmol), [3]7 ¥ ¥ A-3(a) (108 mg, 48 pmol),
DMF(0.48 mL)% fi\ % Z & TRCP-3 (0.64 g, 80%)% Ml Ak & L CT1E7-,

*72. MMA(0.11 mL, 1.0 mmol), AIBN (1.6 mg, 10 pmol), [3]7 # % > A-3(b) (23 mg, 10
umol), DMF (0.1 mL)% fi\ % Z & TRCP-4 (90 mg, 73%) % A @GE & & LT,

RCP-1: a white solid; Tys 413 °C; T, 58 °C; IR (KBr) 3431, 2996, 2951, 1730, 1654, 1517, 1479,
1449, 1433, 1389, 1270, 1243, 1194, 1150, 1062, 990, 965, 844, 752, 560 cm ™"
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RCP-2: a white solid; 7ys 339 °C; T, 55 °C; IR (KBr) 3431, 3192, 2996, 2951, 1732, 1596, 1518,
1450, 1389, 1242, 1149, 1059, 989, 963, 844, 752, 667, 588, 484 cm .

RCP-3: a white solid; 745 358 °C; T, —46 °C; IR (KBr) 3444, 2960, 2937, 2872, 1736, 1456, 1397,
1373, 1253, 1166, 1121, 1063, 945, 846, 742 cm ™"

RCP—4: a white solid; 745 340 °C; T, 118 °C; IR (KBr) 3442, 2998, 2952, 1732, 1521, 1489, 1450,
1389, 1271, 1244, 1195, 1149, 1059, 988, 845, 752 cm’".

BA % W DAL ZRAEAR D G Ak

BA (1.2 g, 9.3 mmol), IRGACURE® 500 3.0 mg), Y=F L7 U a— LI AZ 7Y L—Fk
(6.0 uL, 23 umol)Z DMF (0.2 mL)IZ¥EME &, WfiNA LT, € D%, WiRE T 7 A D
(2 LiAA& UV % 10 0 S L7s, B o RIEREOBIREZ 7 aa Ry b A2 ) —
VAR BIIRIE ST L, |IRT 1 BRI E7-54I12 1 BT T2 25 2
& TILERZERE S0 (0.85 g, 70%) % A E IR L L THTZ,

RCP-1 D53 fif i

& 57> DMF (7.0 mL)IZi1E L, B & 472 RCP-1 (10.6 mg)DIRAIRIFIZ TBACI (200
mg, 0.70 mmol) & 2., 60 °C T 12 FFfIEFR L7, BN mEEEMmE L, A ¥/ —/VIZH
WE LU=, BoNEERZ AR L, 70 aR/LAIRS - %ICKTlRE L-, AE
Z MgSOs THZEL7-12IZA ML, WIRAZRME LIZOBbICEZE T 52 L TaR) v—
A4 & HEOERE L CERMICHET,

A-4’ % i\ % RCP-1"~ D FZEE KU

A-4 (300 mg)Z 7 mr A K (500 pL)IZHME S, filiak sy A-2(a) (9.1 mg, 18 pmol) & Il X
T3RFRIBRHE L SR A TS T 4, 8-V T 2= VAR A4 VT — 1k (33
mg, 8.9 umol), 7 VU UEEY 7 F 33 (5.0 uL, 8.0 pmol) % 0 °C THZ., =R T 12 KEfH]
Bt & 87z, ZORE%., WIEREDOBRTH S RCP-1’Z HEFEK L L TEEMICET-,

275 3Lk

[1] a) F. Sanda, T. Endo, Eco Ind. 2001, 6, 18-26; b) F. Sanda, T.Endo, Polym. Recycl. 1998, 3,
159-163; ¢) T. Endo, F. Sanda, Angew. Makromol. Chem. 1996, 240, 171-180.

[2] For a related review, see: C. J. Kloxin, T. F. Scott, B. J. Adima, C.N. Bowman, Macromolecules
2010, 43, 2643-2653.
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604; b) T. Endo, A Sudo, J. Polym. Sci. Part A 2009, 47, 4847-4858; c) S. D. Bergman, F.
Wudl, J. Mater. Chem. 2008, 18, 41 — 62; d) J.-M. Lehn, Prog. Polym. Sci. 2005, 30, 814—831.

[4] X. X. Chen, M. A. Dam, K. Ono, A. Mal, H. B. Shen, S. R. Nutt, K. SHeran, F. Wudl, Science
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[5] For related reviews, see: a) W. H. Binder, R. Zirbs in Hydrogen Bonded Polymers (Ed.: W.
Binder), Springer, Berlin, 2007, pp. 1-71; b) G. ten Brinke, J. Ruokolainen, O. Ikkala in
Hydrogen Bonded Polymers (Ed.: W. Binder), Springer, Berlin, 2007, pp. 113-178.
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NMR A7 b

JEOL AL-400 spectrometer
BRUKER SPECTROSPIN 300
Bruker biospinrAVANCE III HD500

IR A7 RV
JEOL FT/IR—460 plus spectorometer

MS A7 kL

Shimadzu AXIMA—CFR mass spectrometer (MALDI-TOF MYS)

BRUKER microTOFII (ESI-TOF MS, HIiEIT R TERFHME T T NIT ot gz o4
—IZIKHR)

5347 SEC

(IEE)

Y — HLC-8120GPC

Y — UV-8011 (UV Fth#R)

viscotek Datamanager DM 400 (RI ¥ Hi#%)

(W7 1)

TSK guard column Hx;-L (Guard column)
TSKgel G2000Hx1,

TSKgel GMHx.

bR

MELTING POINT APPARATUS SMP3 (Stuart Scientific, Staffordshire, UK)

EHT
Shimadzu DSC-60 (7~ 7= £ ZAE I E)
Shimadzu TGA-50 (ZAE &)
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21 R E

Anton Paar MCR302 (5 & : PP25) (B RL SRR

Shimadzu EZ-L 500N (75| #EK5k)

SHIMADZU EZ graph (7 — F& /L : 50 N) (B]3ERER)

FT45 X (No. 7, KOBUNSHI KEIKI CO., LTD.) (5] 9E#kB& i 1E%)

UV B E
USHIO Optical Modulex (Z& )
USHIO INC. OPM2-250H (53 &)

LR S S
I

PUF ISR R TIIR O 1 #fh & RBI L T2 0% SR Lz, NI ERICR T3
I8 A — T — DU BHTET 5.

7R (B) 7 =KV (B8)
CxFrT—F (R) Wefie— v (BH)

~FHr (BE) DMF (F)

DMSO (Fi) ranakih (E)

THF (F) (fn) Yruaua AL (fl)

vy Ty (F&) 4-AFLEYF () (Fn)
AR )= (F) =& = (H)

NMR JI7E R SEALIEBHILL T O b O & iz,

CDCl;  (B) (AC) (ew)

DMSO-ds  (eu)

DO (euw)

K DMF &R 256, LU FOBHEE2 vz,

7K DMF :  N,N-dimethylformamide, anhydrous (99.8%) (A)

vrmu X Z % SO COLIT OB TR L THW,
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vnu Ay —fkrrsuana A Xy (JB) IV AE A D BEEEEE L0
AL, HOENUDHEBELIETL 2T —— 7 A@A)T Bz S E 7,

THF : THF (Ji/K) FIZH B U OB L ZE L ¥ 2T —2—7 A4A)Z Iz, —BeEL S
-t D% W=,

AKix, AT OB TR L THW,

7K : EYELA STILL ACE SA-2100A Tz L CHW\7~,

A

YUNTFNTT AT v~ T T 7 ¢ —Z Silica Gel 60 (BRIR) (B) 2R L=, /2. ¥
FoAZ L a~ k7T 7 4 —IZ1% Cosmosil 75Cs-PREP (F) A L7z, £72, v 7 usF
FAM) R THEMFROLOEFH LTz, NN-UAFAT 7 VLT I REBLO 2-E
FreX =F A7 7 )L —NITAVITHTLZHELTHWZ, MY 7aee vy 7 U
7 X N n-~F YU bEfe L THW, £ ofh, FEBREICFHIREHED RWIRY | ik
DOFRIEA FDFEFE -,

RS2 R TEAETL ST TO X D IZxI LTV 5D,

(B BRI () Anz (Fn) TRl T2
(7)) fEldb7 () FTATATRY (B)  JBAET-

(5) R (R bR (H) Hb e
(AC) ACROS (eu) euriso-top (A) Sigma-Aldrich
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6 5 4 3 2 0
8/ppm
'H NMR spectrum of 2-1 (400 MHz, 298 K, D,0).
XX DMF
JL \ -, \‘
9 8 7 6 4 3 2 0

5
3/ppm

'H NMR spectrum of 2-2 (400 MHz, 298 K, D,0).

18

151~

%T
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Wavenumber [cm-1]

IR spectrum of 2-2 (KBr).
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10 9 8 7 6 5 4 3 2 1 0
&/ppm
'H NMR spectrum of 2-3 (400 MHz, 298 K, DMSO-dj).
34.5492
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-0.318594
4000 3000 2000 1000 550
Wavenumber [cm-1]
IR spectrum of 2-3 (KBr).
o) H\///
0} o]
2-4
l L
10 9 8 7 6 5 4 3 2 1 0

d/ppm

'H NMR spectrum of 2-4 (300 MHz, 298 K, DMSO-d).
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o

C NMR spectrum of 2-4 (100 MHz, 298 K, DMSO-ds).
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IR spectrum of 2-4 (KBr).
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MeOH

C NMR spectrum of 2-5 (100 MHz, 298 K, D,0).
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'H NMR spectrum of 2-5 (300 MHz, 298 K, D,0).
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40 L
4000 3000 2000 1000 550
Wavenumber [cm-1]
IR spectrum of 2-5 (KBr).
Intens. +MS, 2.6-2.9min #(117-128)

x1 1140.8569

2.0;

1.5

1.0

0.5

0.0 414.9776 833.2509 i, 2257.7104

T 280 500 750 1000 1250 1500 1750 2000 2250 'miz
X104 +MS, 2.6-2.9min #(117-128)
2.53 1140.3575 1140.8569

2.0

1.5 1141,3569

1.0: 1141.8586

0.5

o N J\ 11423626 1142.8621 1143.3566

1139.0 1139.5 1140.0 1140.5 1141.0 11415 1142.0 1142.5 1143.0 11435 m/z
X104 C86H130N8060, M+nNa ,2280.72
20, 11403576  1140,8592

159 1141.3609

1.04

] 1141.8626
0.5]
; /\ 11423631 0 oer

0.0+t L SR AL S, .
1139.0 1139.5 1140.0 11405 1141.0 11415 1142.0 11425 1143.0 11435 m/z
ESI-TOF MS spectra of 2-5 (upper: obtained spectrum (extended), middle: obtained (enlarged),

and lower: expected (enlarged)).
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X MeOH

10

5
8/ppm

'H NMR spectrum of 2-6 (300 MHz, 298 K, D,0).
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BC NMR spectrum of 2-6 (100 MHz, 298 K, D,0).

110

100

o%T 2

80

70 1 | 1 | 1 |

4000 3000 2000 1000
Wavenumber [cm-1]

IR spectrum of 2-6 (KBr).
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Intens. 4 1680.0327 +MS, 0.1-0.2min #(8-12)
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' 250 500 750 1000 1250 1500 1750 2000 2250 miz
x104 +MS, 0.1-0.2min #(8-12)
3 1127.6840 418 0200
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ESI-TOF MS spectra of 2-6 (upper: obtained spectrum (extended), middle: obtained (enlarged),

and lower: expected (enlarged)).
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'H NMR spectrum of TBMpgg (400 MHz, 298 K, CDCls).
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MALDI-TOF MS spectrum of TBMpgc (matrix: dithranol; mode:reflectron).
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DOSY NMR spectrum of 2-5 (500 MHz, 298 K, 0.1 M NaOD).
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DOSY NMR spectrum of 2-6 (500 MHz, 298 K, 0.1 M NaOD).
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DOSY NMR spectrum of TBM,; (500 MHz, 298 K, 0.1 M NaOD).
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DOSY NMR spectrum of VSCa*-1 (500 MHz, 298 K, 0.1 M NaOD).
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F1 [log(m2/s)]

-10.0

=

DOSY NMR spectrum of VSCa?-3 (500 MHz, 298 K, 0.1 M NaOD).
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DOSY NMR spectrum of VSCa?-2 (500 MHz, 298 K, 0.1 M NaOD).
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10 5 0 F2 [ppm]

DOSY NMR spectrum of VSCa*-1 (500 MHz, 298 K, 0.1 M NaOD).
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DOSY NMR spectrum of VSCa*-2 (500 MHz, 298 K, 0.1 M NaOD).
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DOSY NMR spectrum of VSCa’-3 (500 MHz, 298 K, 0.1 M NaOD).
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S-S curve of RCPa’-0.2 (20 wt% water-containing; elongation rate: 10 mm min™").
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S-S curve of RCPa’-0.3 (20 wt% water-containing; elongation rate: 10 mm min™").
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S-S curve of RCPa’-0.5 (20 wt% water-containing; elongation rate: 10 mm min™").
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S-S curve of RCPa’-0.2 (20 wt% water-containing; elongation rate: 10 mm min™").
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S-S curve of RCPa’-0.3 (20 wt% water-containing; elongation rate: 10 mm min™").
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S-S curve of RCPa’-0.5 (20 wt% water-containing; elongation rate: 10 mm min™").
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S-S curve of CCP-0.2 (20 wt% water-containing; elongation rate: 10 mm min™").
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S-S curve of CCP-0.3 (20 wt% water-containing; elongation rate: 10 mm min™").
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S-S curve of CCP-0.5 (20 wt% water-containing; elongation rate: 10 mm min™").
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S-S curve of RCPa’-0.2_2 (20 wt% water-containing; elongation rate: 10 mm min™").
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S-S curve of RCPa’-0.3_2 (20 wt% water-containing; elongation rate: 10 mm min™).
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S-S curve of RCPa’-0.5_2 (20 wt% water-containing; elongation rate: 10 mm min™).
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'H NMR spectrum of PEG-diMA (300 MHz, 298 K, CDCls).
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MALDI-TOF MS spectrum of PEG-diMA (matrix: dithranol; mode:reflectron).
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'H NMR spectrum of 2-7 (300 MHz, 298 K, CDCls).
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GPC chart of 2-7 (PSt standard, eluent: CHCl;, flow rate: 0.75 mL min_l).
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"H NMR spectrum of 2-8 (300 MHz, 298 K, DMSO-d).
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'"H NMR spectrum of per-acetylated 2-8 (500 MHz, 298 K, CDCls).
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GPC chart of per-acetylated 2-8 (PSt standard, eluent: CHCls, flow rate: 0.75 mL min™").
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MALDI TOF-MS spectrum of TBMp s (matrix: dithranol; mode: reflectron).
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GPC chart of TBMp s (PSt standard, eluent: CHCls, flow rate: 0.75 mL min ).
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'H NMR spectrum of TBMpryrss (400 MHz, 298 K, CDCls).
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MALDI TOF-MS spectrum of TBMpyp3s (matrix: dithranol; mode: reflectron).
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GPC chart of TBMp 35 (PSt standard, eluent: CHCs, flow rate: 0.75 mL min ).
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'H NMR spectrum of TBMprar7o (400 MHz, 298 K, CDCls).
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GPC chart of TBMp gm0 (PSt standard, eluent: CHCls, flow rate: 0.75 mL min ).
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"H NMR spectrum of TBMprari20 (400 MHz, 298 K, CDCl3).
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MALDI TOF-MS spectrum of TBMp yr12 (matrix: dithranol; mode: reflectron).
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GPC chart of TBMp 120 (PSt standard, eluent: CHCl, flow rate: 0.75 mL min ).
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"H NMR spectrum of TBM(H)prur41 (500 MHz, 298 K, CDCls).
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MALDI TOF-MS spectrum of TBM(’Bu)pTHF33 (matrix: dithranol; mode: reflectron).
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GPC chart of TBM(‘Bu)ppyps; (PSt standard, eluent: CHCLs, flow rate: 0.75 mL min ).
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DOSY NMR spectrum of y-CD (500 MHz, 298 K, 0.1 M NaOD).
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DOSY NMR spectrum of TBMppyp5 (500 MHz, 298 K, 0.1 M NaOD).

PTHF35 2 1 \\psf\Hame\Desktop\DOSY-150317

F1 [log(m2/s)]

-1

-10

e

T T T T T T T T T T T T T T T T T T T T T T
10 8 6 4 2 0 F2[ppm]

DOSY NMR spectrum of TBMppypss (500 MHz, 298 K, 0.1 M NaOD).
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DOSY NMR spectrum of VSC-1 (500 MHz, 298 K, 0.1 M NaOD).
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DOSY NMR spectrum of VSC-2 (500 MHz, 298 K, 0.1 M NaOD).
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DOSY NMR spectrum of VSC-3 (500 MHz, 298 K, 0.1 M NaOD).
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'"H NMR spectrum of PTHF-diMA (300 MHz, 298 K, CDCls).
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MALDI TOF-MS spectrum of PTHF-diMA (matrix: dithranol; mode: reflectron).
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S-S curve of RCP7g (50wt % H,O-containing; elongation rate: 10 mm min™).
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S-S curve of RCP;5 (50wt % DMF-containing; elongation rate: 10 mm min™").
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S-S curve of CCPgjs (50wt % DMF-containing; elongation rate: 10 mm min™).
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S-S curve of CCP pgg-y(+) (50wt % H,O-containing; elongation rate: 10 mm min™).
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S-S curve of CCP (50wt % H,O-containing; elongation rate: 10 mm min ™).

220



0.4+

o
w
1

Stress o [MPa]
©
N
1

o
—_
1

0.0

T T T T T T 1
0 200 400 600 800 1000 1200 1400
Strain & [%)]
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S-S curve of HCPg7 (50wt % H,O-containing; elongation rate: 10 mm min™").
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'H NMR spectrum of TPE-NCO (300 MHz, 298 K, CDCls).
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S-S curve of RCPcnr20 (50wt % HyO-containing; elongation rate: 10 mm min™).
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