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Fig. 1. Time-of-flight mass spectra of Na,F..;", Nanl,;", K\Fo. ", and Kl
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Fig. 2. Schematic view of the apparatus developed for isomer-selected photoexcitation measurement of nanocrystal ions by

ion-mobility spectrometry coupled with reflectron time-of-flight mass spectrometry
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Fig. 3. Cross sectional view of the ion-drift tube for ion
-mobility spectrometry
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Fig. 4. Optimized structures of Na;F," clusters (black; Na', white; F') and relative energies. A; edge-defect, B; basket, and C;

surface-defect structures.
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Fig. 5. Intensities of Nayl,.; (CH;OH), ions (k =1 - 3)
relative to those of Nayl,.;"(CH;0H),., as a function of n
for 4-24

AfEIE TR LTe g BOSMEORSRm ClE, WE 7+
HIZHOWTTEBAI ML RICHNDE—7 %3~ TE
LT, ZETIEETRE S FHIZOWTELRE T,
Fig. 5 {Z1% Nagly, " 1Z%19°% CH;0H 43 T O ARG T,
— T OAZ )= AR E L TCWKIBREBREL T, £
NWE NG IS — D BRI DBAF L DIERUIZH DT
HD, NERDHE n=13, 15 TR —DFWE A4
MRS RN TCNDIEERL TWDDICHRIL T, 19 TIE
T RFEAR L DR ONEISHED R E72 > TBIEND
Wb, 2T on= 19 I[TK G FEWRESETRIZONT,
B2 IS 2 IS L L CE O L EHEE RO D BT
LR R E T o7, 22T PARRIRHREL T, NagoF g~ +
2H,0 Z W75 SH TR TRLIVEFZ Fig. 6 17T,

ZORERERDHE n =19 TIIHEINDTIROWE VA
RS T DREE BFAELY DN DDD, LTZ3> T
ZOVARDEAITH, 3. 11T~~~ Na;;X,," @ ROH 4y
T M TIT o T2 D LRI D FEBRIZE 5T, Z2DH
THEEWRAE R ERGET DN AR THHE T TED,
ZDOFEBRIZOWTIL, FEROEELIZ Y,

Fig. 6. One of the optimize strucutures of NaoF 5" (H,0),
ions obtained by B3LYP/6-311G calculation
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W B & ST AR 15 (AR L i 0D R Bt ) & DI D B
fREWLMNICTHIEE HIEL T n=202ELL FOW D
730 ROH 451 W 35 BUSHED YA RAEAFMEZ R TE T,
ZOFER, B AEED DA UT= R a3 A5 SOG D Hls
HIREEI 2RI CODZEN, EREFHR O 16, H1H
Mo TETZ, FRIZ NapXp IB8W T, ISRt
KR EFETH> T, ZDOWNER~DORAE SIS Z STV
HEE Z BT, SHIT—BRANZIE, KA~ 531k
T RNX —NFER YA B ~D TR — T _TK
%b\:&rﬁiiﬂipmirﬁﬁ HIELNTZ, ZOZENE, B~
T3 R AE CThHHOIIRERFRIZI T, FEsa D K e E )
E%& BENE RIZLCWAZEEHALNICTHIENTE
77
St OIS O—>LL T, 3. 3T~ 7=L57,
PR BT I SN IR Sy BERR HH 3 DA A B BN 3 AT 1%
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Summary

Adsorption reaction of water on alkali halide nanocrystals gives a model of initial stage of dissolution or
deliquescence of bulk salt crystals. We have investigated for three years how the adsorption reactivity of polar
molecules, ROH, on sodium halide cluster ions, Na,F, " and Nayl,.,", depends upon their sizes and geometrical
structures by mass spectrometry coupled with a laser photodissociation technique in the ultraviolet region and also
by theoretical calculations based on density functional theory. This year we discussed on the reactivity of
Na;;X;," and NajoXyg', in which the extraordinary reactivity was observed in the adsorption mass spectrometry.
Also we have developed an experimental apparatus for adsorption reactions of isomer-separated cluster ions.

In our report about Na;3X;," reactivity last year, we found that the “net” adsorption reaction rate is ten to
several tens higher for basket isomer than those for the other isomers. From the consideration of the potential
energy surfaces along the adsorption reaction coordinate, this anomalous reactivity is presumably due to the
existence of the reaction barrier. Once an adsorbate molecule enter the basket, the kinetic energy is dissipated to
the vibrational modes of the nanocrystals. Thus the molecule is efficiently trapped inside without desorption.
For Na;oX;s" ions, we observed high adsorption reactivity of two ROH molecules in the mass spectrometric
measurement. This time we obtained an optimized structure of Na;oF 5" with two H,O molecules trapped inside
of two different cage sites.

Finally we have also developed an apparatus for the next stage of this research project, isomer-resolved
reactivity measurements, by using an ion-mobility spectrometer coupled with reflectron-type time-of-flight mass
spectrometer. With this new machine, we checked the performance of the instrument by observing the
well-known structural change in carbon cluster ions C,", from linear to cyclic at around n="7-10, and from cyclic

to fullerene at around n = 30.
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