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RPN L D A & VAR MFI %2 15372, 473K TD
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1. 298 KIZBIF 5 Xe WA SiRM.

MR L7 135 N7 Xe W SR T8 1 S~ 1
Torr DFIE TRMEZR D LAY #/R U720 H -MFIR
TNH) EIEA K VAW MENI RIS T Xe Wb % 7R
EhhotzZlns™, ML Ag() L Xek ORT
RN OH I E LT D 2 Ebh b,
1 Torr 3K TD Xe DWAER, §7%DbH0.45 mmol g |
(&, COWLFESERmMA S Lz Ag(D m & & <%t
B L7z BEo T, AR Xe Wi A5 B~ DI Ag (D)
P A SOGAERNICH LR N,

" Xe-NMR & W # Xe M O B BIE IS H 22 Y —
VTH Do ¥—F%F 23R — Rl R E AR O
BB OB % LT, Buwikizsz o Xeld
HEDOBEFEZEML, HlZEXer FA7 —DF
Babho THRIELZREI T, DX % XeDIREIE
PXe NMR DALY 7 ML o THAITE 5720,
Xe XL 2§ A7 0070 —7FHf L LT
ESHGSNTE MY 22, Xe 2 W S+
72 Ag(1) -MFI3EHZ 8 L Cin situ ' Xe NMR Z < 2
MVIGE 2 1T, L Ag(D) H 4 b ETOXeWisF
Bl 2 BN L 72 (B2) o 3RV Xe W A% 2 5
~0.31 mmol g WA R DHPIITIE, Xe NMR &
N0 ppmHEICOABRM SN, 2oy 7T
AL L7z Xe B ISR 5, 4 T 4 ML
WTXe” 7 A% —IZKET % PXe NMR ¥ 7 F )V
(127~194 ppm) I F& LB S N h 5720 65T,
AL Ag(D) B A4 MdXex HTIRECHET L2 L
Bbirole V25 E, FRAEHIE TO Xe
W 25| Sk 2 3 BREN I3 E IR Ag(D) & Xe &
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3. 298 K2 51T 5 %5 2ttt © Ag (1)-MFI3 & OFNa (I)-MFL 0~0.45 mmol ' g ' ® Xe W5 & D #ifl % N4 5

4 PLTWV5.

ORITE S MTIEMTH 5o

COFEHTREAg(D-Xe MEAEH OIS IZHT
%52 7 J0 1% 298 K T Xe W 24 2 2 & 1
B oh (KB3) . MZAg(D) F A4 M A Xe Z H TR
RECHEIE T 2 Wi i ~0.45 mmol g~ ' DHIPITIL 53~
38 kI mol ' D WL A B A S N 7ze T OWLAE BT
Ag(DXe#BFT A NVF—IMHYT S, —F, Na(D-
MFI Tl 31~30 kJ mol ' WA DB SNz D
0, Ag)—XeMAEMEMIEINa(D—Xe HEEH LD
b#22~8kimol  HETH Ho Ag(l)-MFLIZ B\
TORLTEILTH RIS Xe WA HE S 5 & v ) #b
EFIE LR\,

RIEIZBUT 5 Xe WA BB OB L O 572012,
Wiz, ML Ag(D) VA4 b EXeH T & OMEMEH%
DFTRHEC & DM L7ze Ag(D) -4 + o JFMIBE R
DFTETIIZXe 5255 E, 276 AD Ag(l)-
Xe &% H T 5 Xe-Ag—(0p), DY TR EHIE
BL7z (MdaBLUOH2FOETFTVOSHOI L),
B hizAg(D-XeEF VD PXe NMRAILF T 7 b

i 12ppm & L TR D bz, T OfEIFFERBK R
EXHIBL, XedSHAZIRECTRIENL SN TS
CEERIHE LI, BT LR RoOSETT VT
Ay ¥ —FFEELTHHENS CCSD (T) &8
¥ T % % DLPNO-CCSD (T) &2*”, PBE L X
VORMERETFTVERENA T v FLL 7%
DLPNO-CCSD (T): PBE-D3 (BJ) T 4 b ¥ — gt 45"
2D XeWATANF -2 ERBEICER Lz, #5
N7 AlIE —53.6kImol ' T - 720 R TALFFHEH
Ji£ (Chemical accuracy: =4 kJ mol ) & # T 5 &Y,
B E N7z Xe WA T AV F— 135 & X < —3
LTWw2EE2%, 7hbb, Ag(DXekitDE
T Bl » 6 b LS Nz,

Xe W AGEFECHEET 5 Ag(D)-Xeflilx, FEBiDE
BHZAT DN B CTARY IR B TELDN?
COMVIZEZ B7-012, FUBERDFTET V%
v, 300 K % {3 L 72 Ab initio molecular dynamics
(AIMD) ¥ 3 2L —3¥ 3 ¥ #{T5 72, AIMD TTilll
SN72300 KT Xe & Ag(D) OB A7 D LIE %
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4. (a) Ag (D-Xefl @ J& W] 55 5 DFT € 7 V. (b-c)
300 K #RE L7250 psAIMD ¥ R 2L —2 3 ¥ C
B S N7z (b) Ag (D-XeBIEOHLER, B XU ()
Ag (D—Xe i &R DORERZEAL.

B 4b 1R T Xe BT3B 5 2 &% <, a7 Ag(D)
HA PLICE VIO SNIRETHERE SN S Z L8
RSN AIMDY I 2L —3 g vy THIB SR
P AgXe ki BE13280=0.14 A7 572 (M4e) o H
ZRTHDHIZHhboT, HHIhHEaRIEE
JEXeF (1.L7GPa) TH b I 4 MELF T A MNTH
STz Ag—XelbEW D AgXe il L D H03A D
&R o7 Bt T4 LN TR S B I
Ag(D) ¥4 b & Xed OB HESER 234 ©
TW5 Z EPFEREE L7z,

RS (4)

3. XeWREDERENS

AR X 912, M7 Ag(D) 44 MERIREKE T T
b Xe T L REGRKEETERT 5 2 LARENT,
H'-MFL Na'-MFL Li -MFI¥ % J 4 b XelZxf L
TIEEALMEMEN LW EE2EET L L, IOL
Ag(D YA MIFHBEOM LA O A% 53, s
HEHZRH L CXe 2L T2 LHEWTE 5,
CORFERETLT B2, Fr I ZERMICIHS
N7=DFTEFNV%EHWTMFIESF 54 MHFLNT
RS % Ag(D)—XefE A OETIREZ N L 720 X
5alZIZ IR Ag(D) ¥ A4 b AD Xe W5 OB T-HEE
AR R LTV b Ag(D)—Xe M2 o W RO BT
BEOWMAPBIN S Nze T oA DI % &
R %, 707 4 THEMRIZIEDC &, Xe-5p
(HOMO) —Ag(1)-5s (LUMO) & it 548 H.1¢ A
KOeHEETHD LIFIETE S (X5b : FEHIE SRR
235 o —7, o FEOWE A AR
TEXLIIETHo720 o T, oM PEOWEMA
PEHI S Xe R IC BV CEE R &E 23H 5 .

L3k @ Xe-5p (HOMO) —Ag(1)-5s (LUMO) & 7~ fit
B EAENEIGE Ag(D $ 4 b DRI H55 e
PEZ B ZAL S 51T 00, X 5c 13 Xe Wi #
FIZBT % Ag(D)-MFI® UV-Vis-NIR AX 7 b )L %R
LTWwWb, XelZa5BRICBIT 5 A7 b VLIS
HEHT B0, 22T, WAEROARZ bV E
HEE LIEmART MVERL TS, B O
Ag(D) A b & FFEE O & D Xe (0.49 mmol g ')
WG S L &, 287nm & 258 nm (22D O WY
NY RS, —, XelEREZND L
BEMSETHINONY FlEIIE e A LB L&
Mol o T, 287 nm & 258 nm D /N ¥ FIZEE
IR TR BRI AR T 2 Ag(D—Xe (LA HI K DI
IAETHAHERBTE D, ZORIEDZBY:ZWGE
572012, FRIRER & 17 o 7K, S,
20 DY N ¥ Fid Ag(D)-4d—Ag-Xe* (LUMO) &
TEBICE Y L THR, KEHEBICBIT 2 Xe Wb
WCHLESF A AR E CEHBRL Tw b 2 L33
FE SN GERNE CR23 2 B ) .

4. WaLAg() 1 FERAWARE - ERT TDOXe
& KrDXF @ Orbital trap of Xe

INET, Xeb BREIETORISIERMZ 7 A8 —

DB CIL TR SN T E 72 AWFZE L AL, M—Xe
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5. (a) XeWAE B THELLZ2EFEEZAE R LK. TIOEEERX SR L7, (b) Ag-5sPlii & Xe-5p s & o
ERDICL o TET Lo MEMMZ R L7208 T AV F =84, (c) XeWaFmA BT % UV-Vis-NIR AR
7 P VDAL, 0.49,0.60, 3 & 180.94 mmol g ' D Xe % =il TWeE X Cin situ 5o FCHIE L 72,

Hi 6 DR EACIT BT 2 WE AN HAE o S35
EhTw/z, L2L, IhETICHIESINTE
M—Xe#E G IIARLE THWDHE L 72D, XeWas,
SERIGEH T E o, o T, RO
54 b OMILNTA) & Xe DB HGAHHAEH A
SHDOM-Xe 7 I A% — & FEARIEIN S N7z 3921
W o B~ OIS OB 2 IR ICHIBRE V.,
CZDLILBLH LT A MFLNTEL 205 ?
BELRA Y MNE22H D, O AIO, YIHARIZFE
FIZEWGEAET T Ag(D) ¥4 T4 MIFLNIZIR
FLARVTHREELT V= A P LTOEE
GEEIZHS . @QBITHEL72E% A0 4 P OB
MAAgHFOEMZ +1ICHMTE I LITL-T
AgA F VITHWEREES LGS0, FRILoT
Xe-5p—Ag(D)-5s VMG A AAEA Lt S b,
HRELT, [Ag(D-Xel A F ¥ A AZBL 72 Ag(D)-
Xe RE AL A+ 7 4 MFLNICBI S 5,
W, €4 I 4 MIFLNTEZ 5 Ag()—Xefb &
WS 2 BB & LC, HiREE 4T T Xe
SEEDSWRE L b 2 ERIRT . H6IZ208 KIZHIT
% Xe,Kr, Ny, BIXU O, OWHETFMMERLTW5D,
Ag(D)-MFLiZXe # WA L, 298K TF v 73 a7
DOWAEHRARE 5 2 7205, Kellxt LT & L
TIEE ALKREL e h o 720 IS, BTG
% Ag(DARBIZHR L, O, NI LT b WA %)
BIRERP o720 HEo T, Ag(l)-MFIIZ Xe/Kr/O, iR
BIANL O Xe BIIFEICFIHTE D 50 KM7ald

208KIZHBF B Xeb & OKr DB % R L 720
Z DFEBRTIE Xe/Kr/O, RG> 6 Xe Z EIE 7 HES
5FEMEHZEEL, 7 A DM % 50 ppm Xe—
500 ppm Kr—200 kPa O, & L 720 G PEBRA, HIxFKr
WEIZIZIZ1ZMERFLTBY, KridAg(D-MFI & (F
EAEHEEH L TWARWZ E2%bh b, —7, Xe
FIZAg(D A+ &R BFIGMHEER T 572
O, 1305 b oM, XetigEIXYunF T
Hotzo 2FED, 13050, XeDWeAsIIx LTIEIF
100% OEIRVEDSEB L 722 L1 b0 2D XeiEIR
WAEBGIZAIMD IS X » T FF SN (k23
Supporting Information, Movie S5 % Z[) . Xe & Kr®
W75 T AV ¥ — 713 DLPNO-CCSD (T): PBE-D3 (BJ)
IANVF—FHEICE 5 T159kImol ' & LTHRED
b, GMZIAY—FE L {He Lz,

Xe & Kr DWW T AN F—EORFIZ 70y 747
BRGSOV CHIH SN D, Xe L KrDA F &~
L2 ANF -2 S BW S0 % K )12 ([Bx.=
12.13 eV; [Ex, = 14.00 eV) , Kr-4p #3813 Xe-5p #Li8 &
DHRETHD, ZNIEKr-4p (HOMO) 25 Ag(I)-5s
(LUMO) ~O BTG AR /N S W & 2R
To Thbb, AgD) 34 A TXe & ETHE5HH A
HEBE T LAY, #RELTEY Xe BIE
HHIT 5o W% S L2 BT ORZ A Xe BIH
FIZHENTH B LERERL, ML RO R
& F 7235 P R T B 0 TR AS HOHT Y 72 Xe
BIEAOWIC OB H T L Z2R_BLTWb,
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6. Ag(I)-MFIZ H\WTH S N7zXe, Kr, Ny, B X FO, D298 KIZ BT B WAGSHRM. REBRDOAZR L7,
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Time / min
(b)
Inlet (Cyp) Outlet (C)
50 ppm Xe ??? ppm Xe
200 ppm Kr ??? ppm Kr
200 kPa O, 200 kPa O,
Ag(l)-MFI
X7. (a) Ag(D-MFI%H\WTH SN2 Xe B L OKr D298 KIZHB T A (b) B4 A=
5. BbWIc L CHEMTE, Xe-sp—>Ag(D)-5s it 540 H.AEH

MFI¥ A J 4 ML B2 L S 7007 Ag (1)
A ML o TRHEICHERZ S5 XeEIRIHHED
AN ZZADZDVWTHlNRz, M7 Ag(D) H A4 MiER
HTOARBIE N TV S Xe-5p—Ag(D)-5s TET-fit 541
HEMZGI&RI L, FiEE T RE % Ag(D—Xe
WEEREKT 5. €454 METEEE IR AT
Ag(DIREEBRBIL, Ag) DBTZHEUEEZED
DD, L Xe L HM T 5 22 Ag(D) & i
TET Y H =4 e LToRkEERT, e
LT, BYZAMEOFVINLIAg) 1+ VidXek

&0 Ag(DXefi G2 HHMET TS BT %,
Xe DBTHEGHEIKOZENLI Y B KEVDOT, K
T Ag(DHA NI Xe EIFATETORZEMNLT
WEETBRT 50 SNA Xe/Kr/OyIRE T A5 D Xe
BIUBE OB I & L CTHMICHEET 2. 20k
% Xe/Kr Ok BN EHEAAEMEH R 7 7 v 7TV T — b
ARMEAER 7 & DTG AN TIEBNER T & &
Vo ARWFZEI L FUEM B O SR TS 2 AU LT
HFLOEFZHREZ T 2 2 LAMENRT Xe A~
SHRERE A BB ER T Tu—FThHHI L
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ERL TS, SIS OIS /5 #EERE R
RIFIIEBITINZ, GO O RS &

REBODFTETNVEE, B ARE L AN F— D5
FEEEH, BIUOEEHEZZEL/ZAIMDY I 2
L=y aryzRllAafdbesl bl Vo THEON
720 Thbb, AFRIC X > TELIVEMHE DR ITHE
1 A U 7238 IR0 Xe g~ 43 BB o B 38 T 1
2T, WEERLOIRE & Xe Wk 50 BRI
DAY % PS5 720 O BARMW 2 fBAT Ak bR &
720 RIFFEAGERENSW 0% & 9IS, RERM-Xe
HEROEKEIBHIZEFFAL bOFTF )4 XD
FOSH BV CTERMEETH S, €454 MEMHY
EPWEERY L LTIRA, AT A E1E, A%
ERMXelbEWMDOERALFEZ B2 T, HrLvM-Xe
ILEWOERE ZDIHZERT 2687 7 a—
FThHbEFTA Do

HEe

LERFZEH O X B R F R SIS L OIRER
— IS E 2 ET B Z ORI HAATRI S
FHAW e Bl ) 48 FF%E (No.20K15297), B XY
ESICB (JPMXP0112101003) D32 % 52\ ) Trb 7z,
7z, SR FARHAIT IR B AT 4 (No.21655021,
No.16H04118, No.19K05499) O Bk b 1) 720 #9455
W5 2 Bl 35 & OVl B A oD 30 5 LUK H gk —
VT4 Y TR —T OREITHIZ A, B 5
Ml N EEE IS, Xe NMR & Ag K Ui XAFS
AT P VORI T F R & R Rk,
WAERLI SV 72757,
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Selective Collection of Xe under Low Pressure
at Room Temperature Driven by the Formation of
Ag(I)—Xe Compound Observed in MFI Zeolite Pores

Akira Oda™, Takahiro Ohkubo™* and Yasushige Kuroda™*

* Department of Materials Chemistry, Graduate School of Engineering, Nagoya University
** Department of Chemistry, Graduate School of Natural Science and Technology, Okayama University

Rare gas elements are chemically stable because of their closed-shell electron configuration, which makes the
collection and purification of rare gases very difficult. Here, we present a new concept, orbital trap of Xe, for
these applications. This concept was discovered in the Xe adsorption/separation process induced by Ag(I) sites
in MFI zeolite pores under low pressure at room temperature. Experiments and DFT calculations showed that
Ag(I) ions coordinated to zeolite lattice oxygen have excellent electron accepting property, which induces
Xe-5p—>Ag(I)-5s electron-donation interactions and forms a stable o-bond with Xe even in the low-pressure re-
gion and at room temperature. On the other hand, in the case of K, the relatively high energy of the Kr-4p orbital
makes the Kr-4p—>Ag (1) -5s electron-donating interaction unstable and stable bonds are not formed. Thus, a driv-
ing force to discriminate between Xe and Kr occurs in the Ag(I)-MFI pore. Separation of Xe from Xe/Kr/O,
mixtures at ambient temperature, simulating the practical conditions, was indeed achieved using Ag (1) -MFI with
high concentrations of Ag (1) sites, indicating that the orbital trap of Xe is a promising and efficient approach for
selective Xe collection.

Key words: selective collection of Xe at low temperature and pressure, Ag ion-exchanged MFI zeolite, metal-
noble gas chemical bond
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Structural Evaluation, Structural Change Analysis and
Industrial Application of PCP/MOF

Hiroki Miura®, Atsushi Kondo™* and Hiroshi Kajiro™

*Nippon Steel Corporation
**Applied Chemistry Course, Department of Integrated Science and Technology,
Faculty of Science and Technology, Oita University

Porous Coordination Polymer (PCP) and Metal-Organic Framework (MOF) are crystalline porous materials
capable of constructing diverse structures. Because of their designability of chemical and physical properties in
addition to their framework structures, they are being investigated not only for gas adsorption and separation, but
also for catalytic, magnetic, and ionic- and protonic- conductivity applications. Some PCP/MOFs show structural
flexibility and develop unique adsorption properties different from those of conventional porous materials, which
are expected to develop into industrial applications. The structural characterization of PCP/MOF by X-ray is very
important as well as that of zeolite. However, since PCP/MOF may lose its single-crystallinity during structural
changes, a method to determine the structure of non-single-crystalline samples by combining molecular simula-
tion and Rietveld refinement has also been developed. In addition, infrared and Raman spectroscopy, NMR, and
EPR measurements are also used to evaluate the local structure and interactions between the framework structure
and guest molecules. In recent years, new measurement and analysis techniques, which are simultaneous mea-
surement of gas adsorption and other measurements such as X-rays or Raman, have been developed to analyze
the correlation between the structural changes and the unique adsorption behavior of PCP/MOF.

Key words: porous coordination polymer, metal-organic framework, structural analysis, structural flexibility,
gas adsorption
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