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Table § Melting points for Li2Wn03n+1

(1) @2 (3 @ (5)

Li2WO4 . 742 (c) 742(2) (c)
: 602 (t)

L1Wp07 | 758(i)  745(¢) 745(3) (i)

LiW0, 5| 775(i)  800(4) - 805(2) (i)

Li2W5016 - - G-

~(t): transition (c): congruently melt 7
(i) : incongruently melt .
(1) This work (4) Gloeikler et al. (1974)

(2) Hoermann(1929) (5) Chang et al;(l975)
(3) sakka(1968) ’

Table 6 Melting points for Na

2wn?3n+l , o ‘;‘ ‘;
(1) (2) (3) (4)  (5)
N2 232§:§ ggg;g; *T697(2) (c)
Na2M2%7 740 (c) 3?2;2; 730 (c) ‘- 746(2)  (c)
Na,W,0,,| 820(i)  784(i) 790 (i) 835(3) (i)
Na,W:0,q - - - | 913(3) (1)
(1) This work (4) Sakka(1968)

(2) Hoermann (1929) (5) Chang et al.(1975)k
(3) Caillet(1967) § | |




Table 7 Melting points for K2W o

n-3n+l

(1) (2) (3) (4) (5) (6)
K2W04 . 921(c) 914 (c) 912(3) (c)

' K2W207 640 (1) - 654(2) (i) 634(c) 689 (3)

: K2W3010 720(i) 660(i) - 718(5) (i) 730(1i) 842 (5) (i)
K2W4013 845(i) 930(i) 898(5) (i) 934(c) 912(3) (i)
K2W6019 975(1i) - - 934(1i) 964(4? (1)

(1) This work (4) Caillet(1967)
(2) Hoermann(1929) (5) sSakka(1968)

(3) Gelsing et al. (1965)

Table &

Melting points for szwno3n+l

@

(1) (2) (3)
szwo4 945 (c) 952(3) (c)
Rb2W207 680 (c) 690(2) (s)
Rb2W3O10 860 (i) 860 (c) 868 (3)
Rb2W6019 1065(c) 1040(3) (i)
. {s): solid solution
(l) This work (3)

(2) Spitsyn et al. (1950)

Chang et al.(1975)

(6) Chang et al.(1975)
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Fig. 1

Fourier map (z=0.18)
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" Fig. 2

Difference Fourier mapA(z=0.70) phased

W and O atoms.

the
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Fig. 3

The crystal structure of Li,W,0, viewed along the
¢ axis. Heights of atoms from the ab plane are

indicated as percentages of the c length.
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Table 7 X-ray pdwder diffraction patterns of
Li,W,0, (Cu Ka : A=1.,5418 A)

h k 1 d,  d_, I/I0 h k 1 dy  d,, I/I0
0 1 0 6.61 6.61 45 -2 -1 1 2.676 2.677 5
-1 1 0 6.13 6.13 100 0 0 2 2.462 2.462 35

0 1 1 3.969 3.965 15 -1 3 0 2.339 2.339 5
-2 1 0 3.926 3.926 45 -1 3 1 2.171 2.171 10

2 0 0 3.813 3.810 25 -4 1 1 2.025 2.025 3

1-1 1 3.572 3.563 4 -3 3 1 2.006 2.006 4
‘-1 -1 1 3.433 3.433 15 1 3 0 1.949 1.949 _ 4
-2 0 1 3.346 3.346 10 -4 0 1 1.906 1,906 5
-1 2 1 2.994 2.992 10 3 2 0 1.748

2 1 0 2.905 2.903 1 "2 40 ‘1'748 1748 °
2 2 1 2.815 2.816 3 -1 4 0 1.743 1,742 5

s 0 1 5. 764 \4 1 0 1.685 1.685 2

0 2 1 2:739 5,955 5 3.1 2 © 1.653

1-2 1 2,728 2,727 15 0 %0 16s3 1.653 !
-3 1 0 2.695 2.696 10
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triclinic PI
a=8.283(3) A
b=7.050(1)
©=5.037(1)
0=85.40(2) °
3=102.13(3)
y=110.29 (1)

. 03
V=269.7(1) A
Z= 2

Dx=6.08 g em”

This work

;)Table‘l Crystallographic data for Li

29,0,

~a=8,27 » a=8.261
b=7.03 b=7.035

c=5,04 c=5.047

a=85,37

- B=102.15

¥=110.29 v

Klevtsov et al.,1971 Pistorius,1975

\\
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Table 3

Final atomic parameters for Li2W207

35

The positional and isotropic thermal parameters.

w(1)
W(2)
- Li(1)
Li(2)
o(l)
0(2)
0(3)
0(4)
0(5%)
0(6)
0(7)

X

0.17852(7)

0.66509 (/)
0.2793(57)
0.9032(57)
0.8689 (16)
0.7005(15)
0.8181(17)
0.5757(16)
0.6268(19)
0.9628(18)
0.7635(17)

y
0.24834(9)

0.45137(8)
0.0085(65)
0.2645(65)
0.6019(18)
0.7497(18)
0.9763(20)
0.5820(18)
0.2109(22)
0.1894(20)
0.4348(19)

z
0.30834(12)
0.18348(12)
0.8540(87)
0.7089(88)
0.0450(25)
0.3511(25)
0.8232(27)
0.8222(25)
0.0685(29)
0.3517(27)

10.5313(26)

BO
*

0.86(2)
*

0.81(2)

2.7(6)

1.9(6)

1.0(1)

1.0(1)

1.2(2)

1.0(1)

1.5(2)

1.2(2)

1.1(1) o

* calculated from anisotropic thermal parameters according

.to the formula : B=4(Blla“+B22b

B23bccosa) /3

2

2 2

+B33c"+Bl2abcosy+Bl3accosf+

The anisotropic thermal parameters(xlos) for W atoms

expressed in the form : exp[-(Bllh

2B13h{+2B23kL) ]

W(l)
w(2)

Bll B22 B33
394(7) 441(10) 793(19)
353(7) 415(9)

2 2

+B22k

Bl2

154(6) 158(9)

+B3302+2B12hk+

B23
-38(10)

814(18) 175(6) 130(9) -16(10)



Table 4 Interatomic distances and bond angles for Lizwzo7

Symmetry code

None X,Y,z \ X,y ,~1l+z v
I X,~1l+y,2 VI 1l-x,-y,2-z '
I 1-x,l-y,1-z VII 1l-x,-y,l-z

- III 1-x,l-y,-z VIII 2-x,l-y,l~-z

Iv -1+x,y,2
w(1)-w(2tT) 3.224(3) A w(2)-w2tTy  3.214(2)
w(1)-w (2t 3,284 (3)
W(1)-Li (1) 3.24(4) w(2)-ni (1™  3.67(5)
w(1)-Li(21T) 3.72(5)  W(2)-Li(2) 3.42(4)
w(n-o(1tth)y  2.01(1) W(2)-0(1)  1.89(1)
w(1)-o(2tT) 1.82(1) W(2)-0(2) 2.23(1)
w(1)-o(3tT) 1.76(1) w(2)-o(all) 1.92(1)
w(1)-o(41T) 2.17(1) w(2)-0(4") 2.09(1)
w(1)-o(61Y) 1.75(1) W(2)-0(5) 1.74(2)
w(1)-o(7tT) 2.30(1) W(2)-0(7) 1.78(1)
Li(1)-1i(1VT)  3.68(7) Li(1)-5i(2¥%)  3.09(6)
Li(n-o2tty  1.90(5) Li(2)-0(1VETy  1.99¢(5)
Li(1)-0(3"%) 1.98(5) Li(2)-o(3%) 1.99 (4)
Li(1)-0(5'Ly  1.94¢(5) Li (2)-0(6) 2.11(5)
Li(1)-0(6' ) 2.11(4) Li(2)-0(7) 1.98(5)
o2*h-ri(-03"H  1092° oV ) -ni(2)-03h)  107(2)
02Xy -ni(1)-0(sVET)y  143(3) o@V*y-ri(2)-o(6)  107(2)
02Ty -1i(1)-0(6V )  102(2) o@VI*y-rni(2)-0(7)  118(2)
o(3VT)-Li(1)-0(5V %)  106(2) o(31)-1i(2)-0(6) 92(2)
o(3VT)-Li(1)-0(6" )  93(2) o(3%)-Li(2)-0(7) 129 (2)
O(SVII I

y-Li(1)=-0(6VIT)  91(2) o0(6)-Li(2)-0(7) 97 (2)




Table $

*W(l)OG o(1

III)
Iy 149.3(4)°
I1y  100.7(s)
Iy 70.3(5)
V) 92.0¢(6)
™ 79.5(5)
W(2)05 0(1)
(1) -
(2) 5433..2(5)o
41Ty 145.3(5)
(4Y)  74.4(5)

6

IIT

(5)  100.8(6)
(7) 99.4(5)

n the WO_. octahedron.

| O(ZII)

(-4
3.69(2)Aa

101.7(6)
88.8(5)
102.3(6)
74.2(5)

0(2)
2.75(2)A
80.5 (5)
82.1(5)

175.9 (6)
76.6 (5)

O(3II)
2.92(2)
2.78(2)
90.5(6)
104.4(6)
167.9(5)

O({II)’

3.64(2)
2.69(1)

-

73.2(5)

96.5(6)
106.3(6)

0(411)

2.41(2)

2.80(2)
2.81(2)

1 158.9(6)

78.2(5)

0(4Y)

2.41(2)

2.84(2)

2.39(2)

99.8(6)

Interatomic distances and bond angles in WO6

O(GIV)

2.72(2)
2.78(2)
2.78(2)
3.85(2)

87.6(6)

0(5)

2.80(2)r

3.96(2)

2;73(2)f
2.93(2)

158.5(5) 101l.6(6)

octahedron.

octahedra

O(7II)

2.77(2)
2.51(2)
4.04(2)
2.82(2)
2.83(2)

o(7)

2.81(2)
2.51(2)
2.96(2)
3.80(2)
2.73(2)

’he values in the upper-right column indicate the 0-0 bond lengths
j Those in the lower-left column indicate

he £0-W-0 bond angles in the WO6 octahedron. Thg values underlined
»ndicate the shared edge of the WO6



Table b

(1)

(2)

0(1).

0(2)
0(3)
0(4)
w(1)
W(2)

Total

41

Bond Strength Sums and Valency Sums arround

each atoms in L12W2Q7

v @ 1 (@ | )
2.10(7) 2.25. 0(5) 1.87(11) 1.25 - o
2.04(7) 2.25  0(6) 1.95(6) - 1.50
1.99(8) 1.50  O(7)  2.10(7) -2.25
2.20(6) 3.00

6.2(2) Li(l) 0.91(7) o
6.3(2) . Li(2) 0.85(6)
14.3(5)

Bond Strength Sums calculated from the formula

(Brown & Shannon(1973)), s=s0(R/R)™N

.

N

Valency Sums (Pauling(1940)) . N



Table 7

X-ray powder diffraction pattern of Li

(Cu Ka : A=1.5418 A)

26 I/10 dops 26 1/10
14.40 2 3.159 28.25 10
15.00 1 3.132 28.50 5
16.45 2 3.079 29.00 1
18.25 1 2.921 30.60 1
20.55 20 2.512 35.75 2
22.35 2 2.440 36.80 3
24.75 100 2.424 37.05 3
25.45 2 2.152 41.95 2
25.90 2 1.957 46.35 10
28.15 10

294015

2



43

B wE MaWlr-WisE A b oY @R

[ - S LR N

NaaWOa - WO FEIA 12 18 Hoonmaam (1929) 1= &£ 3384 B Y |
MUeOp € NasWalOrs 9 2 FEQ M ha s T V3 o L L | B oL
T 3MEBY L (T MawlWOs o fEE L7V 1 ELEREIF- 9
SEESIHTVTE L,

FFCE . NozWOs b NxWeO7 0 55t 0 BEAT ST X 2 o 2 0
R MW Ti SR T ERBf B Flsm B L EXEF LALE
LY UNTA-TBO3DNDTHZ = €, MOy T ST ¢, ERARE
B Cmca CRBL 2> rAT>RFS4FMe 6BMEE L, [W0)]y
14> gdHRRELBR LTV Sl R 025 012,
MauWalrz 1= 2 it B XTREWHAD S VA XGET K =5y |,
%.}ma B (BR (2 Bowillomol ((76%) 1= 5 333163 o ) E47 10
1;1 ENBER ok e=MakcRl MBI Ei a=?4¢/ICI) b=
16407(3), C=3BI4CDA , d=70.4(C1), n-/oz.wcz). r=7. 04(217, »3en

R 5 -ﬂ(-T&vT’.

2. MaWOs o 4% & # &
-/, BUHIZ

MaWOs gl & 1= 7 W T IE | A 1= Limdguest ((75D) 128 Y
RECFUAEEE € Y, a=0974 T'U=0375 7% 3 LEL A NE o L4,
Saclikov- & Shokakor-((765) s YL FFERITA LMV |, U=0367 TE R
CRUBECHI E|E LT VB, L L, »'T%wﬁ%ﬁﬁf;ﬁl:&
3T THY EBBUNTA-INFRKHSHELET L0,




Apv R i S X AWK T 3HBElC LML, 1=,

2-3. E B |
 BERaEiaA SRt B (B =58 ) . (1) Tk
Bl rREAREFEHERKOBR L MEs v 2. 2o ¢ ZRS
BB SRR L AR R A T RET AR L EERE A UE o

| K 2% 0.05%0.0x0.lem ) BfEfaz W V) RS EMBBoRT 4
XA LMV LTEE OB EATIN T2 0o XELRIZIZNT 794 F-
) A0FA-Fi=x YEEICL EMoKd$REH U |, W-20 scomT ., sconETE

3 4/min,  2cmHFIE L7710 om0 T | 20T IFCRIR LT o B = BRE
98] MESTIZau 1 iE 3 < Vik L TR L IFI>30(IFI) £S5 ET 3
T aMAB RHBE B « BIESUAF A R EM-F T FHE
B F @& Inlwmalignal Tablea 4o X-noy Cuytollogrophy (/767 ) Vol IL @
MEEHOE IR IFFES K 3 X 189 0/4am W EREME L L7 15 R
4 K%ﬁ’ﬁ}%ﬂﬁ‘ﬁwfﬂ@hmﬂ‘ TF L, BMEB VTERT -9 9
ErgdNTLOE LT, ’ |
3 R %K
xa#wﬁﬁf@yﬁﬁawix—7uﬁi%%w1ﬁﬁﬁwf
BBt T HEFUBERIFEMAVT KA =R% (RSFLS 4 ;
Sehunal (1767)) 125 YERER F o BEBEME e H Bl L . o REF
UL s T a1 CRBRIBEFBREBEETT . 212 & 2 =5
9796 K3 CRIMER REEETT . |
ASCFNBECT FRERFOME I NG £-9 ( = kB U TH
w%7fMﬂﬁ&3\ﬁiﬁ%ﬂﬁi%?fuﬁﬁﬁgﬁﬁnﬁaaﬁ
BEETFCEACA LEECBIEMTE, WIT A9 BT A C o
S 1IZUZ0375 3 , (Wg—&oﬂ-(ﬂ‘f)', Gallasoo ((770)) = d =¥ LT,




-

Nog W04 T 13 | U=03450(f)< 0315 € H 3 o D=8 MONEEI~H Vv T,
KA 0-0 0 B3 RABERE Ak R AAL 000 ZAM & VR3S o (H1)
SN S FSIRE s Faaling (1920) 0 A A > 455 =B 4 34D ( EHE)
REL F5eFeEihe FEREUBLETHI cELSN S, 2

DEFTHUNTFA-TELIELARBERBEERKET 'L 04T 2 &)

 HBIERCR L LABTES A I | B0 IZE AN Oy (U=0.36F
 Donotu_ b Shand. (TAT)IHEE S 1L W B EHTH S o Kombe (/7 68013
UWIF AT FNARE )L FM ebdHE L 13 e £ A0EN
AgzMo04 Db = (3 A3~ 0 o?é%’%f:%?ﬁ&ﬁ'ié: WrEd | u<a375 <2 %
IBHENLRIEINTVZIEFLE, LOLEDS |, Ma-0 D REABE
AV EYVAA TR  CoBRTHS R EH T .
MWt FREETCRERBAET 3 QRMTF LN &5 gik
Fey3eaeFLshd . 2Ry 55I2, ArBOs RAc 50 72
FUAEE DY) F30BABRAAACIHTY R EL €I 2B
i.;:""/,‘,—\t‘#; 3 o MO TIE | (Yafrg)=2.4 (AgMeGe TS 27)CH Y | wiEifh
MPEIZAN3 9 -7 7 ’21,{%074’ A ¥ 12X | NFGHEEPIZN 3 7
FYILETF 9 TASAEF 12K Z Lo 2 4T, MeWOs#'X EF Wi &
L2 Yz 13 o EAPAR o fE Y e N fﬁm’a‘if'éio#&ﬁtﬁﬁ L., u<a3rs
EBSELTERSBU 28I 1283 eRXALOCHLKARS Y 8<
TY |\ Na-Me 0 B3 MZERE 6AAH6912K8< 5.3 o LI LM A~ a35d
RS B A MO RIREAMA 03485 3 B2 D ZHAL Y
AN zars  -REBHEY RSB UBMETFEEET ¢FE
eERBOTHI F , |
2-¢. unNyi-9 e (ha/ry) o Bl
FAFRRECERCFLBEELY) (2O uNT 4-F 180 =3R




#

BEHTVI AL T, WITT A9 B4R 1= | (Va/1)Eet Ahd -
L>T B3 IERT . AN BMA BRI RIcAhc
mﬂwmwkf;qmi<.uﬁ?ﬁﬂumnr:uﬁam,aﬁ\ﬁ,
BYA A AR ARILT R, (W) B L5~2.0 T | Us 0375
93 A B > TRK S 3Bl | (W/h)eiEz.0 & ) kA&
L VUNTAFIFO3TS SN I Ve 22 Y | WICTA=Y L (ta/ls)EED)
Fl1= 13 B AZBAE 180 S LD . %ﬂt‘ﬁ$zﬁ%(d51 i (1775))
=8Y)  ZOBAGRE -FMERKc LTRSS 3 |
u=—0.013‘(V4/ra)+0.402+ u)\'
tts , 1= 4
TS Y UNTX-F R TH MM W tT A-9 & (falle)e & Y
BWHET3eres3 .55 44 /*&Ma::mmmc Pt
(1963 ;7970) adg ¥ 1 v 3FAEE B L o

3. MaUoOg 2 %5 5o #% &
E " ST S |
Na:W:0q 1& Hoovmamm (/729) 1= & VIR 1= T O BFE 8z 3 h e,
T 9B Lindlguisd (195018 NouMo, Oy 0 5o iuilide © AEAT L | MH.05 ¢ 1]
DMECH I CEE LT3 . Ll R R 15 N0y o B E
B tHE ST ORI EREGOEBLFH T s Lt 1 a hlnk
THTNTIEV o |
A | B8 XEREHE 12X Y MaWeOq 0§58 0 BHE
B |
3-2. % Bf
TACNWTEREEY | MbhOr ST ST CETS = ¢ 78




47

GEEMT o 32, T OHAMBIE hkd T htk 0°4E, hot © L B,
hkl A 0EELC By | BB T CcaZd LIS Cmea T HS 5 = 4L
Limolguiod (195D) 1 Mz M0, Otz 7 ) VRS L 22 A LA CCH 3 o
Me2H0.07(Seleborg (19671)) € MazW2Op DFESRFEG T EFR 4 12\ 3 12
Na,WaO7 0 M A X BRIEH7-9 25127 ©
PR 0 B E = (5 0.1SK0OI2XOLZwem K% X =BT L s Sy £ H L)
77 RSB 6 En X @M EMRAL =0 75 771 &/ 7 0 A=
G CEE L LM KIREA V) |, 200°100° 3 TBIR L 1= o PR A 13 w-20
Scant® | s & & min  AOMNE L £0°402 om0 ©  AAH > b
100001 Y] = BT 933 v BN I$2 B < VIR L THE L2 o 56 1= (3 Lp
WEET LU | = "AFIME L WAROWE S48 S 0 4MG £ B 0lomm
BReERLUATHE > 120 29§ T =L T, IFl730UF1) EHRT 3 2051
7 I RIS TRE £4581-
3-3 # R

MAECALTFREIZEY | MaMoaOg e AL B, PR 2 & 3
e ah U, Lot Selborg (1967) 0*MaaMo.Op =3 L THEE L T L 3
RFEMMEEEN T T2 ALK (LINUS | Conpano & Homillom, (1970))
CHBAC LN T AR F G A REAE FEER L ERECE R
BFE22%TE . 7 I, 9SSR R FEHIAS HEBEF
CFERML T BRYSRIEZE SEULTT - T2 . BHEFRIA 71Lz 6

MZ  ANTaRFTAZ 0Tz 01T CH » & o BEFEELE 3 &
BEF KR A SWEER T 18 Ilmalional Tablo 4ov X-noy
yotallogrophy (1968 ) Vol 11 91 E Aur . B 7 -9 aErsd
T so e LEE o $e9 BFHMFMEAtR 61227 . i

3¢ F R




w*

AEIFCRE 2 M F Ml 9 B F BAFIE @ Selebrg (1967) 138
B L ZU3MML0, LM ERBACE L CH S . CHL(0SZSOE) K
Y CEMMER 4 cRY o3 RIMERCHOAERT
(Rt S SR REECHD . ) 2ET

WIDRTIZ 6MHaBRERF =& Y NEMBYr e Y BEITNS
T WBM Y TSHBENAG TS KESEAT VS /LIS EANT
};&F‘:ﬁ VT /180" a5 BT 0id ISLTGS) 05 £24@)° <H Y | 0°
THIENB IS E 500045 CHB 0o —F . WORFR4MBE
_ﬁ%ﬂJUWﬁﬁ%tLU@akiw3oW@%ﬁ@@%ﬁ@&ﬁ%@
';'3‘:\@'%07 EHRLKALBBUV o WO, NE1RIZ 2> o B 3 w0
 NEE e W0 Wi cTEER AL B9 o WO m Efh i 2 0 o %S
BWUO AT BERAEG T o SR, W), WORAY GHEQ
BT G AL L(WeDr Pl A A Z e RT3 AR b L1
W20, 1A a5 2T L0, LilaOy (B=EEH4) 1250
{V:.' LW20: g4 A e s o tsyRir - EEEECS .,
» W(0¢ /\ i f4F |£ Huz, w0 aE%F-ﬂEEEE'SB 2Nkt a
oA S A3 \., WlH-0C) @ B F-EAREREIZ  » L TR < , W)-0W) 0 3

Bl fET WN-03) D T AISE 2 LEEENMTLVI L, 3=, W0 W
BT, w-00) 0 JE 3 RAERS 1°E < . W-0@ F & B W)-00) 9 % H
BEET Ve A S 5TEW-00 B FHERZVWREY T LERTRE
0440 ( Paking (1920)) 0B EE LT 3 LERT 3= Loradec» 3,
22 Y) HEBEAN R0 YXELBIOOEF TR W-0000
BEFPAERER<TIY , 2 afE 1315 2.0 .t 53 oca);ocorwaz 1057 JB.
FTFEFW-0aRx & rhlatEeaty 2z afmr2043 ,IQ."S»<1; 3 662-)

B¥ -me;‘w—oa)a)/?.% &%%Euﬁv% 53 o




&

#9

Brown £ Shanmon (1773) 9N EH v TR L gz s o #40 (
G=FG=0L®) ottt 2124 , 2B ?E+o761‘zwLm
20 &Y IFF M TV 3 g FOGERFTHY  FHBS 9 £ w)-00)a & 3
m&%fﬁwmécoEWmuvaxacﬁi;naoﬂﬁz»ﬁwm

SWBSET I, 0G)RFBEAAMELE DS . car, 06)EF2b
FRECHAEELTITLLY o 2 0 & 5 KAEM < W-003) 0 588 #°E

<B3F5I30H< e, WO, NAIMAIRE A LE LK 2K EATL S

(412 £ 0(3)-WQ)-0(3) 389/152° ) 12 F 1 E 3 ha L lx SWKIE3 , =

A=Y S ikt SRER S R, EtacEbh3 . -3, 4
BIAzcovwigb ol nliey 3 v, WWIOR+ © 137248 9 48 (

LO)S Y RES \WORFCEEBAGL Y )2 < M) & Ma@) & 3¢
BIBBofE (L0) =13 BELU. WD wRB3 LH H3BBETS9

 THBKAX 9 RIL3 wwog :\[E{zttwmmmmﬁbwﬁ EAEIRT
”Ml-gétfi")kéo

PRI IARF cofRFH ML 2 > 0B F 185 Y |, OB

F B EAIBRBREF S ) NG Ll 2TV E —F M(2) )5,
3 cMAABERS 5y i \Bfkewi S LEssTacms ¢
3 o MalDO, NTEMEI1Z 2 7 9 WO \TBEL 2 2 o wwmwfﬂ]%z 2 0
MROFMH ke BEEAETC MG N\TELBERAE 26T,

Mel)=0 o BFREERRIS 2370 5 5 2470 A CFEMB 13 2434 v % 3 .
Ne)O, B Y B2 4 > ) WO NTMEEE 2 2 0 W0, MEE £ 2 - ”
Mal)Os \NECTBRRA LYY o M2)-0 a2 B FFABERE I3 2.350) ~
258WA T 20 FHEE 244 THS . MBS 1 Macd) B 3%
[(Waln) i d £ >P1E3ED |, 245 BB 1T T S .




50

. WNa, Wy O3
4-f. &I L & 1T
Nas We Qi3 13 Hoovmamn (1929) 1= & WIS | 784°C A RRERRY 3 ¢
BETNTLND « FFTCR B =F = 50 LB A1 05 , HABEER
BE s vEVEE (ER) co BE (RN ) TRAETAAL |
- o SO M MOz 1B T 3?:359%647??713 PRIZ Boullond (1968) 12 & V)
BRIV AP, cHREAKT Y S B
2. FREB v V&3 |
F=FEH=2th L LR L W0sMein T . HIRERCERS 9 &
WERR RIS SERT AL 1 1%, NMauWeOs v BARBEZE & U
B BE 1t NeWaOr Mtz WeOp & WO3 o 3 FB 13 B t,z.%:éii Ao Z
MR Ligald + W03 > MasWeOrs 0 ETS 1 Lin WaOs a 3525 ) T < BF
TIEHLELSMI e ST ICL TARSRERST b@I 25 < B
 &LﬁﬁKﬁ%f3,ﬁo:w%&naﬂsﬁc@ﬁﬁckbnemi
AFG T ER e o L (FFCHFvEERCATRT LTS .
ﬁ&iﬁi@:cnw:5uﬁ§ﬁ<m9ﬁpﬁﬁ&émwmv
R AN lW'?_&ﬁ&*) Vo RAIRELHFER A EEHAT - T2. T
nFZ R\ Bowlland (196F) 4G4 LT V3 &5 KzMBRZBI3 L
BRI 2 E o LU, bEIEAENTR A 2L T KIS 5 15 VERL
B 7 BLR) X M T2 o K T 12 Bowilland (/968 )0F8% L T vI 3R F 697
S LB RETRT 3L | 2oL BE O H TS B24+8 %12
HA37 KFEREHFoEM LV, 71 s nrEL sy,
hRL 218 htR W' T HK | 0kL TIT R 0L EK , KoL TIEh VHE kO T (3
htR T FK k00 TIS h 0 FE, OkOTR R rFHTAB LT V3 2 €
PHB o S ISELLE R Cm, C237 15 C/m 9 EINEf 0 79 36 N0Y




57

EHRE LT B Y EMRR I URIEL s T B R LS M E LA/
IZHEXEREHTT- €T 7 o REE S S BFCE LB vt L <:.-’!’:&‘3‘
T 2 MuWaOis0 CRIO R 21K C=3872A THY . 9> 1"AF > 70
SRHE c o MBRYEL T h S . | |




$2

3.49 X

Pig. 1 Bond distances and angles in-the NaO6 octahedra.




53

r'y AL L} . ] . ]
4
O spinel
, A phenacite
A A1,Ba0,
v O K NiF,
L 3 pblo.
M olivine
H K,50,
O Na, S0,
o 8 Fe,Ca0,
.. B 8r pbo,
Q) the rest
.
(=] =]
[
: 8 8 )
: ,
f
a 8 a
a a 8
r T T T
L5

Fig.2 The structures in AZBO4 compounds .

rA : ionic radii of A cation

r, : ionic radii of B cation
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Fig. 3

(n/rg)

A plot of u parameters against cation ionic
radii ratios(rA/rB) for normal spinels. ra and
b}
tetrahedral sites, respectively.

are ionic radii of cations in octahedral and
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Fig. 4

35

The crystal structure of Na2W207 viewed along the

c axis (05c%0.5). Heights of atoms from the ab plane

are indicated as percentages of the c length.



50 shown in an idealized

2~ . .
[(W,04)% ], anion in Na,W
form,

Fig. $




Table 1 Final atomic parameters for Na,Wo,.

Positional parameters are given as fractions of cell edges.
Anisotropic temperature factors are expressed as

expl- (h?B) ,+k®B, ,+ 1B ;+2hKB, ,+2h|B) ;+2K[B, ;)]

- where B);%By™B33 v B12™B137By3-

X Yy z Bll ‘B12
0O 0.3650(9) 0.3650(9) 0.3650(9) 0.0025(6) =-0.0001(6)

W 0o 0 0 0.0019 (1) 0
Na 0.625 0.625 0.625  0.0051(7) -0.0002(6)

Table Z Crystailographic data for Na2W04

Cubic Fd3m

a=9.133(3) A - M=293.86

3 3.

v=761.7(9) A>  Dx=5.13 g cm_

Z= 8

able 3 Interatomic distances and bond angles.

W-0 1.819( 8) A Na-O-Na 85.5(3)°
0O-0 2,970(11) ' 0-Na-0 85.7(3)
Na- O 2.378( 8) 0-Na-O0  94.3(3)
0-0 3.234(11)  Nao-W '128.4(4)

0-0 3.488(11)
Na-Na 3.229( 1)



Table 4

Crystallographic data for Na

Na2W2°7

orthorhombic ;
Cmca
a=7.216(1) R
b=ll.899(1)
c=14,.716(3)
V=1263.8(4) A
Z= 8 '
M=525.,7

Dx=5.53 g cm >

(This work)

Dx=3.73 g cm

2277

Na2M0207

orthorhombic
Cmca
a=7.164(6) A.
b=11.837(4)

c=14.713(2)
3

s

o
Vv=1247.7(8) A
7= 8

M=349.9
3

(Seleborg (1967))

W,O0. and NazMo (0]

2

7

&



X-ray powder diffraction patterns of Na2W O7

OO O © 9w

o)}

1.5422

o
(Cu Ka : A=1.5418 A)
K dpe Aoy I/I0 k 1 d,_ 4, I/10
0 7.37  7.36. 25 3 5 2.246
2.244 10
2 5.96 5.95 20 1 2 2.245
5 5.52 5.52 ' 100 5 2 2,162 2.160 20
| 2 5 2.130
1 4.724 4.728 95 .
| 1 3 2129 5 455 10
2 4.624 4.627 55
‘ ' 4 5 2,095 2.092 5
2 3 3.784 3,785 50 -
| 4 3 2,081 2.079 10
0 4 3.679 3.680 10 ~
6 0 1.9832
2 0 2 3.235 3.239 70 2 7 1.9831 [ oo 35
13 2 3.143 5 4 1.9258
0 2 4 3138 3,43 80 ~ ‘ |
. 2 6 1.9209 1.9199 20
2 2 0 3.082 3.085 80 6 2 1.9149
2 1 3,018 3.019 45 4 5 1,8107 '1.8099 10
4 0 2.976 2.975 15 0 0 1.8047 1.8035 20
4 1 2.914 2.916 20 18 1.7630
1.7602 10
2 2.753 2.758 25 2 8 1.7576
5 2.638 2.638 20 YT s BTATO
2 1 1- 1.7142
3 2,610 2.611 20 | :
6 2 1.6920 1.6913 20
0 4 2.576 2.576 30
' 4 6 1.6771 1.6759 35
4 3 2.542 2.544 20 |
2 3 1.6281
3 4 2,527 2.527 20 3 g 1.6276 | .o 10
0 6 2.454 2.453 10 7.2  1.6156 1.6142 10
4 4 2.314 2.313 25 s 6 15758
2 6 2.268 6 .4 15734 5 5974 15
4 1 2270 2,268 1 4 0 1.5422
1.5433 1 15
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Table 6 The final positional and thermal parameters

" for Na.W.O

27277
X ' Y v z ‘ BO
w(l) 0.25 0.08606(4) 0.25 0.72(1)* B
W(2) 0 0.24688(5) 0.08537(4) 0.80(1)*
Na(l) 0.2507(22) 0 0 1.64(9)
Na(2) © 0.3259(8)  0.3443(6)  1.76(11)
_O(1)  0.2042(13) 0.2323(7) 0.1554(6) 1.33(11)
0(2) 0.1991(14) 0.4927(7) 0.3361(7)  1.34(11)
0(3) 0 0.1256(10) 0.2816(8)  0.99(13)
.0(4) o0 0.3755(11) 0.0289(9) 1,31(15)
o(5) o0 0.3590(13) 0.5019(9)  1.42(18)

*¥ Calculated from anisotropic thermal parameters according
2 2 o

to the formula : 4(a2B11+b°B22+c?B33)/3

Anisotropic thermal parameters(x105)<for the W atoms expressed

2 2

in the form : exp[-(Bllh“+B22k +B33£2+2B12hk+2313h2+2323k£)]

B11 B22 B33 Bl12 B13 B23
Ww(l)  287(5) 147(2) 86(1) 0 =3(3) 0
W(2)  357(6) 94(2) 0 0  18(2)

151(2)



Table 7

ITI XIII

)-0(2 )

0,XIV

)-0(3 )

y-0(12Y)
y-0(49)
y-0(5TT)

II,III

1)~-0(2 )

VIII,IX

1)-0(4 )

l)-O(SII'III)k

XI,XIV

2)-0(1 )

2)-0(2°"Y)
2)-0(3%
2)-0(5%)

Symmetry code

X, Y2
X,Y,2
x,1/2-y,1/2+z
x,1/2+y,1/2-2

i,y,z
X,1/2+y,1/2-z

VII X,l/2-y,1/2+z

]
2.252(9) A

1.725(9)
1.921(4)

1.807(9)
1.759(14)
1.762(13)

2.44(1)
2.37(2)
2.47(2)

2.41(1)
2.45(1)
2.56(1)
2.35(2)

VIII
IX

XI
XII
XIII
X1V

for Na.W.0

27277

X1V

o(17)-w(l)-0(1 )

y=w (1) -0 (2111
XIII

o(1 I

0(17)-w(1)-0(2

y-w(1)-0(3%)
X1V

o(1

o o o (o] (=]

o(1 )

)

)-W(1)-0(3

029 -w(1)-o (21!

0(2%) -w(1)-0(3%)

XIv

0(2%)-w(1)-0(3¥V)

X1V
)

0(3%) -w(1)-0(3

0(1%)-w(2)-01V)
0(1%) -w(2)-0(4%)
0(1%) -w(2)-o(5™h)
0(4%) -w(2)-0(5%%)

1/2+x,1/2+y,2
l/2+x,1/2-y,§
1/2+x,y,1/2+z
1/24x,y,1/2~z
1/2~x,1/2-y,z
1/2=-x,1/2+y,z
1/2-x,y,1/2-z2
1/2-x,y,1/2+z

Interatomic distances and bond angles

)

78.9(3)°
90.7(4)
169.4(4)
78.4(4)

79.8(4) -

99.8(4)
100.4(5)
97.8(5)
151.7(5)

109.3(3)
110.9(4)

4109.1(3)

1107.6(6)



Table § Bond Strength Sums and Valency Sums arround

each atoms in Na2W207

(L) (2) (1) (2)
0(1) 1.97(2)  2.67 0(4) 1.93(7) 1.83
0(2) 2.02(5) 1.33 0(5) 2.03(8) 2.00
0(3) 2.12(2) 2.17

w(l) 6.3(1) Na(i) 1.00(4)
w(2) 5.78(14) Na(2) 0.98(3)

Total 14.1(3)

(1) : Bond Strength Sums (Brown & Shannon(1973))

(2) : Valency Sums (Pauling(1940))




Table ¢

triclinic

Pl or Pl

-]
a=8.411(1) A

b=16.407(3)
c=3.874(1)
a=90.41(1)°
B=102.81(2)
- v=96.04(2)
Z= 2
M=989.4

Dx=6.34

(This work)

Crystallographic data for Na

triclinic
Pl or P1
a=8.381 A
b=8.162
c=3.870
a=90.05°
B=103,11
v=95.34

Z= 1

- M=989.4

Dx=6.41

(Bouilland(1968))
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Table /0 X~-ray powder diffraction patternsof Na2W4O13

[+
(Cu Ko : A=1.5418 A)

I/10

h k 1 obs dcal h k 1. dobs ‘ dcal I/Ioﬂw-
0 2 0 8.15 3 2 0 2.497 2.497 4~
| 8.16 90
1 0 0 8.15 - . 2 6 0 '2.155
1 -2 0 6.11 6.14 2 3 4 o 2159 155 1
1 2 0 5.49 5.47 2 0 8 0 2.039
2,039 -1
o 4 o 4077 4 0 0 ~2.038
2 "0 o 4075 4 76 100 2 -6 1 - 1.929
2 -2 o 3. 817 1 8 o0 1,928 1.929 1
o o 1 3794 4 ooc 5 4 2 0. 1.928
1.4 0 3.496 2 -8 0 s P9
s 5 o 3503 4 o0 10 4 -4 0 _1.999
-1 =3 2 1.828
0 -2 1 3.460 3.468 1 ; | |
| ' 0 2 2 1:828 4 g5 1,
1 0 1 3.168 3,167 1 L , .
-3 4 2 1.628 1.628 10
-1 -3 1 3.066
o 3 1 3.065 3.056 5 L+ "6 2 1.582
| 1 4 2 1.582
2 -4 0 3,055
1 -5 2 1581 4 g5g 2
1 2 1 2.889 2.886 1  _3 _, ., 1.5800
3 0 0 2.716 2,717 45
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The crystal structure of K2W3Olo viewed along the

Fig. 1 -

Small open and filled circles represent W

b axis.

atoms ‘a little above and below the plane y=0,

respectively.




Fig. 2 Part of the WO6 arrangement spreading in the b

plane are shown in an idealized form.
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Crystal structure of K2W4013 ( after Seleboxg(1967))

Fig. 3




Table 1

X-ray powder diffraction patternsof K2W207

o
(Cu Ka : A=1.5418 A)

I/I10

dobs vdobs dobs dobs 1/10
9.93 - 10( - ) 2.847 - 10( - )
8.07 - 15( = ) 2,728 2.74 10( 10)
7.91 - 30(-). - 2.49 -( 2)
7.16 - 10( - ) 2,486 2.485 5( 6)
6.8l 6.68 100(100) - 2.38 -( 2)
5.47 5.47 10( 9) 2.364 2.37 15( ).
4.491 4.50 80( 68) 2,339 2,34 5( 2)
3.880 3.88  30( 10) 2,276 2.28  5( 6)
- 3.62 -( 3) 2,232 2,23 5( 17)
- 3.41 -( 5) 2.128 2.13 10( 10)
3.361 3.35 20( 10) - 1.984 -( 3)
3.255 3.25 5( 2) - 1.967 -( 5)
3.156 3.15 10( 2)  1.941 1.943 10( 5)
2.964 2.98 100( 80) 1.907 1.908 10( - 8)
- 2.92 -( 9)

* . Gelsing , Stein & Stevels (1965)
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Table 2 Crystallographic data for K

Monoclinic(PZ/c)

a=10.947(5) A
b

3.864(1)

i

c=31.955(8)

B=108.44(3)°

23
v=1282,1(8) A

M=789.75

Z= 6

Dx=6.14 g em™3

Dm=6.13 g cm 3

(This work)

2%30919

a=10.87 A
b= 3.86
c=15.95
B=109°

V=632.8 A

M=789.75
2= 3

Dx=6.22 g cm >

.(Deschanvres et al.(1967))k

\\
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Table 3 X-ray powder diffraction patterns of K2W3010

(Cu Koo : A=1,5418 i)

h k 1 d d

obs cal /10 h k 1 a, - d,;, I/10
-1 0 2 10.21 10.20- 15 -1 0 10 3.193 o
3.172 100
0 0 4 7.58 7.58 15 3 0 2 3.164
1 0 4 7.34 7.33 40 "3 0 8 3.089 3.087 90
2 0 4 '5.10 5.08 15 0 010 3.031 3.030 40
0 o 6 5.06 5.06 10 > 1 6 2.803 2.800 10
2 0 2 4,495 4,495 5 0 1 8 2.704 2.705 .10
1 0 6 4.068 4.064 25 3 1 2  2.447 2.448 10
-1 0 8 3.992 3.988 10 3 1 8 2.412 2.412 10
0 1 0 3.868 3.864 25 4 012 2 L8 2.189 ]
5 -1 112 +497° 2,188
0 8 3.788 : .
3.762 10 0. 2 0 1.932 |
1 2 3.744 | |
-5 012 1933 3,932 3
-3 0 2 3.633 | |
L 1 o 3626 5.0 10 -6 0 6 s 1.824 ’
-2 2 2 = 1.822
1 1 2 3.438 - St
1 1 4 3427 5,0 10




w(2)
W(3)
W(4)
W(5)
< (1)
K (2)

(1)
(2)
0(3)
0(4)
o(5)
0(6)
) (7)
0(8)
0(9)

0(10)

0(11)

0(13)
0(14)
0(15)
0(1l6)

W(L)

K(3a)
{3b)

(12) .

X

-0.0059(1)

0.2945(1)
0.3995(1)
0.1529(1)
0.5

0.2845(9)

0.1119(10)

10.3696(33)

0.3143(32)
0.1172(22)
0.3857(28)

0.1570(24)
- 0.4163(22)

0.4994(28)
0.3192(29)
0.2491(28)
0

0.0757(26)
0.1084 (25)
0.3338(30)

-0.0016 (25)

0.2820(25)
0.4167(35)
0.1349(30)
0.5

Y

© 0.0584(5) .

-0.0531(5)
0.0593 (5)

0.0598(5)
-0.0744(7)

£ 0.493(2)
0.537(3)
0.505 (6)

0.523(10)

0.018(7)

-0.041(10) -

0.012(7)
0.010(7)

- 0.024(9)

0.021(9)
~0.028(9)

0.027(13)

0.000(8)
0.027(8)
0.027(10)

- 0.527(9)

0.482(8)

0.512(12)
0.521(10)
0.490(13)

| Table 4 Final atomic parameters for K,W30,4

z

0.05203(4)
 0.05420(4) -

0.34947(4)

0.23550 (4)

0.25

0.1525(3) "
0.3451(4) <

0.4509(9)
0.4545(9)

0.3074(9)

0.2300(10)
. 0.3045(10)

0.25

0.1788(9)
©0.4170(9)
0.3918(10)
0.0470(9) . .

0.0562(9)
0.3462(12)
0.2419(10)
0.25

* Calculated from anisotropic thermal parameters
according to the expression: B=4

(Blla®+B22b%+B33c%+
Bl3accosB) /3. S IR SR

\

a

'he positional and isotropic thermal parameters.

Bo .

. 0.50(3)*

7%

0.51(3)* i~

C0.53(3) %
0.63(3)*

S 0.6L(4)%
1.7(2)%

2.6(2)*

0.8(4)
2.0(5)
1.1(4)

1 0.6(4)
12.0(5)
2.1(5)
©1.8(5)

1.8(5) "

1.8(5)
S 1.7(5)

2.0(6) :
1.9(5)
1.8(5)

1.8(6)
1.9(6)
1.9(6)

2

  _4‘1(5)* ‘)5;;1 .
C4e(M*
0.0090(8) .
0.0187(10)
0.0900(8)
 0.1109(8)



‘Table 4 (cont.)’

gThe anisotropic thermal parameters(xlo ) for W and K

5atoms expressed in the form: exp{-(Bllh +B22k2+B332

a+2812hk+2B13h2+2823kQ)]

B11  B22 B33 Bl2  B13.  B23
(1) 147(9) 911(74) 7(1)  4(27) -22(2)  -15(9)
(2)  141(9) 692 (73) 9(1) =-26(26) =-20(2) 2(9)

(3)  126(9)  864(72) . 10(1) 22(26) =-16{3)  =9(9)
(4)  145(9)  1009(79)  12(1) =21(27) =19(3)  =4(9)
(5) 173(13)  836(107) 12(2) 0 -8(4) 0

(1) 601(75) 1622(684) 27(7) -64(154) =10(19)  16(46)
(2)  548(78) 2160(592) 91(1l) 240(189) 2(24) =-26(73)
(3a) 1626(357) 1942(1503)114(29) -9(510) 287(92)  31(144)
(3b) 1243(329) 7258(2730) 90(30) 426(807) 83(83) 219(229)



[-]
- Table § Interatomic distances(A) for K2W3010

Symmetry code 3

None X, ¥Yi2 (v) l-x,14y,1/2-2

(1) 1-x,1-y,l-z * (VI) -x,y,1/2-2
(II) X,1-y,2z (VviIy  -x,l+y,1/2-2
(III) 1-x,y,1/2-z (VIII)  x,-y,1/2+z
(IV) x,1+y,z , (IX) X,1-y,1/2+z
W(-o(1) 1.97(2)  w(n-o(1l) 2.21(3)
W(1)-0(3 ) ©1.82(2)  w(1)-o(10%) 1.72(3)
W(1)=-0(12 ) 1.82(3) w(1)-o(121%) 2.06(3)
CW(2)=-0(1 ) 2.04(2) W(2)-0(2) 1.73(4)
LW(2)~-0(3 ) 2.17(3) W(2)-0(4 ) 1.90(2)
W(2)-0(13 ) 2.07(3) w(2)-o(13tT) 1.81(3)
wW(3)-0(4Tth ©2.02(2)  W(3)-0(5 ) 1.99(3)
W(3)-0(7 ) 1.84(3)  W(3)-0(11 ) 1.73(4)
W(3)-0(14 ) 2.13(4) w(3)-o0(14%T) 1.77(4)
W(4)-0(6 ) . 1.89(3) - W(4)-0(7 ) 2.15(3)
 W(4)-0(8 ) 1.877(4) W(4)-0(9 ) 1.76(3)
W(4)-0(15 ) o 2.11(4)  w(4)-o(15TT) 1.81(4)
w(s)-o(5 Ty (x2)  1.87(3) w(s)-o(6 ‘TrTy(x2) 1.91(3)
W(5)-0(16 ) 2.18(5) wW(5)-0(161T) » 1.68(5)
K(1)-0(3 ) 2.76(3) K(2)-0(7)  3.15(4)
kw-0)y  2.86(3) k(@-0(7tY) 2.83(4)
K(1)-0(4 ) 2.92(3) K(2)-0(8 ) 3.50(3)
K (1) -0 (41Y) 3.01(3) K(2)-o(81") 3.46(3)
K(1)-o(5T1T) 1 2.93(3) K(2)-0(9'T) 2
. K(1)-0(5") 3.00(3)  K(2)-0(9'% %) 2.65(3)
"K(1)-0(6 ) 3.00(3) K(2)-0(10 ) 3.04(3)
k() -o(6tV) 3.14(3) ° K(2)-0(10%Y) 2.99(3)
K(1)=0(9 ) 3.28(3)  K(2)-0(1l ) 3.12(3)
K(1)-0(9*Y) 3.31(3)  k(2)-0(11tV) 3.07(3)
K(1)~-0(13 ) 13.07(3) K(2)-0(14) 3.33(4)
K (1)-0(14T1T) 3.26(4) K(2)-0(15 ) 3.39 (4)
K(1)=-0(16 ) 3.26(7) K(2)-0(15"%) 3.21(3)

.85(3)



Table & (continue)

K (3a)-0(2VIT

K (3a) -0 (21%)
K (3a) -0 (211T)
K (3a)-0(2")
 K(3a)-0(10 )
K (3a) -0 (10%Y)
- K(3a)-0(11 )
K (3a)-0(111Y)
K (3a)=-0(14 )

)

2.77(4)

.2.96(4)

3.30(4)
3.09 (4)
3.29(4)
3.38(4)
2.58(4)
2.71(4)
3.54(5)

K (3b) -O(ZVIII

K (3b) -0 (21%)

K (3b) -0 (2")

K (3b)-0(10 )

K (3b) -0 (10%Y)
K (3b)-0(11 )

K (3b)-0(111Y)
K (3b)-0(12"7)
K (3b) -0 (13V11]

)

)

2.70(5)

2.79(5)
3.55(4)
2.91(4)
2.93(4)
2.83(5)
2.85(5)
3.44(5)
3.38(4)
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2

o , ,
Interatomic distances(A) and bond angles(°) in WO,

0(11

71.4(10)

144.5(12)
104.3(11)
95.4 (11)
78.5(10)

o(l1)

98.6(12)
72.2(10)
1152.2(11)
80.2(10)
95.4(11)

III

o(4 )

76.4(11)
- 159.9(13)
94.7(12)
91.5(13)
81.4(12)

0 (6)

84.8(13)

- 168.0(15)

93.3(13)
103.4(16)
93.0(15)

oy

2.45(3)

75.3(11)

'171.4(12)

87.8(12)
80.5(11)

0(2)
2.87(4)°

168.4(12)
104.2(12)
92.9(15)

96.7(16)

0 (5)
2.48(4)

90.4(13)

168.4(14)

86.4(17)
79.7(16)
0(7)
2.73(5)

85.5(9)

163.3(14)

94.3(13)

- 77.0(12)

octahed;a
. 0(3) “o(oly - o0(12)
2.49(4)  3.92(4) 2.81(4)
3.61(3) 2.92(4)  2.80(4)
- '2.84(4)  2.70(4)
106.8(12) - 2.72(5)
95.5(12) 100.2(15) -
84.2(11) 91.3(14) 168.0(13)
0(3) . o(4) 0(13)
2.49(4)  3.82(3) 2.65(4) .
'3.89(5) 2.86(4) 2.77(5) °
- 12.70(3)  2.66(4)
82.9 (10) - 2.63(4)
78.8(11) 82.9(10) -
91.3(12) 97.6(11) 170.0(13)
0(7) 0(11) ° 0(L4)
3.81(3)  2.76(4)  2.72(5)
2.72(5) 3.70(5)  2.58(6) .
- 2.66(4) 2.82(5)
96.1(14) - 2.70(6) .
102.8(15) 101.4(19) -
81.4(14) 91.8(17) 165.6(18)
0(8) o(9) 0(15)
3.75(3) © 2.65(4)  2.90(5)
2.74(3)  3.76(5)  2.91(5)
- 2.66(3)  2.48(5)
94,0 (10) = =~ 2.78(5)
1 84,3(19) 102.3(14) -

o123y

2.77(4)

2.55(4)
2.61(4)

©2,72(5)
3.86(5)

o (13T
. 2.85(4)

2.64(5)

"2.82(4)

2.79(4)
3.86(4)

-

.,0(14II)

2.71(3)
2.64(6)

2,60 (5)
2.78(6)
3.86(6)

o (15T
2.90(5)

- 2.65(4)

2.51(5)

2.66(5) -
. 3.86(5)

77.9(18) - 86.6(13) 160.7(16) =~



Table 6

(continue)
0(5) o™ty o(e) o(s™tT)
- 3.67(4) 2.63(4)  2.62(5)
156.7(15) - 2.62(5)  2.63(4)
88.0(13) 87.6(14) - 3.76 (4)
87.6(14) 88.0(13) 157.8(15) -
78.4(11) 78.4(11) 78.9(11l) 78.9(11)
101.6(11)

0(1l6)

2.57(5)
2.57(5)
2.61(5)
2.61(5)

101.6(11) 101.1(11) 101.1(11) 180.0

&3

o6lT)

2.76 (5)
2.76 (5)
2.78(5)
2.78(5)
3.86(7)



Table 7 Bond Strength Sums and Valency Sums arround

each atoms in K2W3010

W @ n (@
0(1) 2.1(1) 3:00 0(9) 1.9(2) .1.31
0(2) 2.0(2) 1.39  0(10) 2.1(2) 1.38
0(3) 2.1(1) 2.15 0(11) 2.1(2) 1.38
0(4) 2.0(1) 2.15  0(12) 2.0(2)  2.06
0(5) 2.2(2) 2.15  0(13) 2.1(2) 2.13 -
0(6) 2.3(2) 2.15  0(l4) 2.2(2) 2.21
0(7) 2.0(2) 2.15  0(15) 2.1(2) 2.15
0(8) 2.31(2) 2.15  O(16) 2.5(3) 2.08

W(1)  6.4(5) K@) 1.06(6)
W(2) 6.0(5) K(2), 1.03(6)
W(3) 6.6(6) K(3a) 0.84(7) . .-

W(4) 6.3(5) | K (3b) 10.84(7)
W(5) 6.8(7) | ‘

TOtal 31.7(26)

(1) : Bond Strength Sums (Brown & Shannon(1973))

(2) : Valency Sums (Paﬁling(1940))




Table ¥

a=15.566 (1) A
c= 3.846(1)

23
v=807.0(1) A

'M=1021.6
7= 3

Dx=6.31 g cm

(This work)

3

4y

Crystallograph;c data for K2W4Ol3

hexagonal (P6)

a=15.530 A
c=3.8502

(]
v=804.2 A3

M=1021.6
=3

Dx=6.33 g cm'-3 ' ,

(Seleborg(1967))



- Table ¢ X-ray powder diffraction patterns of K,W,0,,

: o
(Cu Ko : A=1.5418 A)

d d

h k1 obs cal h k1 dobs dcal
1 0 0 13.45 13.48 5 4 1 1 2.338 2,337
110 7.78 7.78 45 4 3 0 2.216 2.216
2 1 0 5.10 5.10 40 5 2 0 2.157 2.159
3 0 0 4.496 4.494 5 6 1 0 2.056
2.054 |
0 0 1 3.844 3.846 20 151 2.049
3 1 0 3.740 3.739 60 0 0 2 1.923 1.923.
1 1 1 3.447 3.448 s 1 0 2 1.504 ¥f9°4
; 6 2 0 1.869
4 0 0 3.371 3.370 5
: ~ 1 1 2 1-868 4 geg
3 2 0 3.092 3.093 100 :
: | 7 1 0 1.785  1.786"
4 1 0 2.942 2.942 20 ‘ 8
' ‘6 3 0  1.697 1.698
5 0 0 2.695 2.696 5 , o
6 2 1 1.680 1.681
3 1 1 2.681 2.681 10
, 3 2 2 1.632 1.633 2
3 3 0 2.596 2.594 1 ;
7 1 1 1.619 1.620 2
4 2 0 2.550 2.548 1 | o
6 3 -1 1,552 1.554 2
4 0 1 2.539 2.535 1 -
| 3 3 2 1.545 1.545 2
3 2 1 2,411 2.410 10 2 ‘ o




Table 70 Crystallographic data for K2W6019

orthorhombic (Pcca) orthorhombic(Pmmm;PmmZ or‘P222)
a=14.601(4) A _ a’=a/2=7.301 A
b=25.450 (6) b’=b=25.450
c=7.658(3) | | c'=c/2=3.829
V=2845.8(14) A> . v=711.5 a3
M=1485.3
z= 8 , ;, N

Dx=6.93 g cm™3




&
Table 77 X-ray powder diffraction patterns of K2W6019
(]
(Cu Kol : X=1.5418 3)
h k 1 d,_ d_, I/I0  h k 1 d,  d ., I/I0
0 1 0 25.46 25.45 4 210 0 2.403
2.400 3
0 2 0 12.77 12.72 2 4 80 2.398
o 4 0 6.37 6.3 70 6 6 0 2111 2111 1
2 3 0 5.53 5.55 2 210 2 . 2,035
\ 4 8 2 2,031 2.032 1
0 6 0 4.245 4.242 1 c 2 - 5 078
0 0 2 3.826 3.829 25 211 2. Lol
2 6 0 3.667 0 1 4 1911 1 999 1
. 3.661 15 |
400 3.656 6 4 s 1833
4 2 0 3.508 3.509 1 2 2 4 1833 4 g3z 13
0 4 2 3.281 412 2 1.654 1.655 10
3.277 15 L | |
2 2 2 3.2717 8 0 2 1.648 1.648 5
0 8 O s B0 7 7. 2 1.636 1.637 5
4 4 0 . 3.171 |
016 0 1.592 1.591 5
2 6 2 2.649 ~
4 o0 o 2.643 , o 10 8 8.0 1.583 1.583 5
0 8 2 2.447
4 4 2 \2f442.,2.44o.‘.25 .......
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Table 7 X-ray powder diffraction patterns of Rb2W207

. o
(Cu Ko : A=1.5418 A)

h k 1 d,_ d_, 1I/I0 h k 1 d,_ d, I/I0
2°0 0 7.99 7.99 - 3 6 0 0 2.663
2.667 2
0 2 0 6.15 6.15 10 340 2.663
o 0 -2 '6.00 6.01 ' 100 5 3 0 2.516 2.521 2
« 0 0 6 2.001
1 2 0 5.74 5,74 15 .
| 8 0 o 2:001 L goo 15
3 3.0 3,247
L o 1 3.240 .o 25 5 1 1 ©oun 1.946 ;
2 0 6 . 1.941
5 1 0 3.093
s oo 1 3091 L oo 30 8 1 2 U ace 1.873 o
4 5 3 1 1.855
0-0 4 3.002
2.994 100 6 5 0 1.807
5 1 1 2- 2.995 | .
4 6 1 1806 4 g53 10
1 0 4 2.956 2.950 .4 \ |
0 3 3 2.867 2.863 5 ... ..




powder diffraction patterns of Rb
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Table 3 X-r;ay 2W3010
.
(Cu Ko : A=1.5418 A)
k 1 d, ~d.; I/I0 h k 1 d ps d_,, I/10
1 0 11.29 11.29 5 7 4 1 1.9434 1.,9434 15
0 1 8.52 8.54 5 8 1 1 1.9433 ‘
5 3 4 1.8561
0 0 8.00 7.98 3 8 0 2 1.8563 1.8560 5
1 1 5.83 5.83 45 7 5 0 1.8560
2 0 5.65 5.65 2 3 2 5 1.8377
7 2 3 1.8377 1.8375 5
3 0 5.05
o 2 5.05 202 2 3 8 1 1.8375
i 6 2 4 1.7852
21 4.055 4.056 2 4 8 o 1.7889 172022 35
2 2 3.764 v |
S & 3.763 31107 5 Z 2 2 1.7421 i.;sjg 2
5 ) |
1 1 3.616 3.616 10 5 O 5 1.7070
2 0 - 3.570 7 4 3 1.7069
3 2 3369 354 20 g 1 3 1:7066 375509 5
7 6 1 1.7068 .
0 2 3.131 «
3.133 >3- 10 11 6 1.6648
10 3.131 6 4 4 1.6642 1.6647 5
% i 3046 g.gzg 100 9 1 2 1.6646
. 3 1 6 1.5968
3 2  3.018 3.017 5 g g g 15968 i:gggg "
2 2 2.915 2.915 50 lo 0 0 1.5966
0 3 2.845 .
2.845 2° 10 5 4 5 1.5695
5 1 2.845 9 0 3 1.5695 1.5694 2
. 100 1 1 1.5694
b1 onem 3R s
. 6 3 5 1.5400
0 4 2.525 7 6 3 1.5400
2 0 2925 5755, 5 9 2 3 1.5399
1.5382 5.
. . 3 3 6 1.5365
9 2.406 2207 8 2 4 1.5364
32 2.407 7 7 2 1.5363
3 3 2.317 4 2 6 1.5224
0 3 2.316 2.317 5 8 6 2 1.5226 1.5223 5
3.1 2.317 10 0 2 1.5223
1 4 2.258 |
2 2 2.258 5 0 7 1.3148
2 4 2.061 7 6 5 1.3147
1 2 2.061 2.061 2 9 2 5 1.3147 1.3147 5
5 2 : 2.061 10 5 3 1.3146
1 2 3 1.3146
0 0  1.9960 1.9958 2 lgv g 1 1 314e
15 1.9435 0 0 8 1.2624
3 3 1.9434 1.9434 15 12 4 o 1-2624 1°,c55 3




Table § X-ray powder diffraction patterns of Rb2W6019 '

(Cu Ka : A=1.5418 A)

hok 1 o4y d, I/I0 h k1 4y dg, 1/10
0 1 0 25.61 25.63 3 0 2 2.464
2.466 1
0o 2 0 12.79 12.82 3 4 2 2.463
6 3 o 8.54 8.55 3 2 8 2 2.333 2.338 1
o 4 o 6. 41 012 0 14 2.137
s 5 o 641 o . 30 6 6 0 2.136
0 5 0 5.13 5.13 1 012 2 1. 869 1.869. L
' 6 6 2 . 1.868
0 6 0 4.274 4.274 2
8 1 0 1.845
0 0 2 3.840 3.851 2 o 4 4 1,845 1.844 5
2 6 0 3.701 2 2 4 1.844
a 3.702 1 . -
4 0 0 3.700 . 6 10 0 1.778
4 2 0 3.555 3.555 1 ‘s 4 o 1778 . 998 1
0o 4 2 13,301 412 2 " 1.668
2 2 2 3:297 3 .34p 4 g8 0 2 14667 ; ceg 2
0 8 0 3.206 414 0 1.644 1.642 1
3.205 100 o
4 4 0 3.205 016 0 1.603
0 6 2 2.861 g g o 14603 4 5o 15
0 9 0 2.852 2.849 1 1. o 1.480
2 5 2 2.843 016 2 1.479 1.480 1
2 6 2 2.669 8 8 2 1.480
4 0 2 2:668 5 cecm i =

73



Table 2  Crystallographic data for Rb W,0

2 7

orthorhombic

a=15.98(1) A M=650.7
b=12.29 (1) Z2= 12
c=12.007(7) Dx=5.50

23
V=2359(3) A

Table 4 Crystallographic data for Rb, W40,

tetragonal(I4, I4 or I4/m)

]
a=15.966(2) A M=882.5

c=10.099(1) 2= 12
3

3

V=2574.4(8) A Dx=6.83 g cm

Table 6 Crystallographic data for_szwso19

orthorhombic (Pcca)
a=14.800(3) A  M=1578.0
b=25, 645 (3) 7= 8
o= 7.702(2) Dx=7.17 g cm >

23
v=2923.3(11) A

orthorhombic(P222,Pmm2 or Pmm@)
a'=a/2= 7.400 A :
b’=b=25,645

c'=c/2= 3.851

v=730.8 |

74
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Fig. 6 The structure of tungsten oxides.



107

Mog0, 5 (B-phase)

(6-phase)

I o Mol7047 (k~phase) -

Fig. 7 The structure of molybdenum oxides.
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Table 1

X-ray powder diffraction patterns of Na2w04
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2.087

4

(high temp. phase) (Cu Ka : A=1.5418 A) at 600°C
h k 1 dy. d; I/I0 h ko1 a . acal 1/10
1 1 1 5.135 5.130 100 1 1 5 2,052 2.052
0 2 2 4,183 4.171 65 0 6 2 1.994
1 3 1 3,401 3.400 40 2 2 4 1973 1003 30_
0 4 0 3.209 3.210 15 1.3.5 1.869 1.870. - 4
1 1 3 3.100 3.094 90 3 1 3 1.846 1.846 10
5 2 0 2.903 2.902 30 2 6 0 1.788 1.788 25

1 7 0 1.766

2 0 2 2799 278 20 0 1g6 00 1
2 2 2 2.565 | a
L 3 3 2558 , oo 25 3 3 3 1,710 1.710 10
1 5 1 2.335 2.334 10 3 5 1 1.638 1.638 4
2 4 2 2,110 2.109 15 2 06 1,594 1.594° 15
0 4 4 2.085 10
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Table 2 X-ray powder diffraction patterns of Na2W04

[
(intermediate phase) (Cu Ka : A=1.5418 A) at 560°C

dp, 20 ©  1/10 dye 26 1/10
5,155 17.20 85 2,092 43,20 5 i
5.082 17.45 100  2.023 44.75 15
4.495 19.75 5  1.975 45.90 15
H 4,191  21.20 40 1.920 47.30 10
i 3.793  23.45 15 1.911  47.55 15
3.493  25.50 15 1.896 47.95 10
3.290 27.10 55 1.847 49.30 10
3.181 28.05 30 1.812 50.30 10
3,100 28.80 10 1.802 50.60 15
2,908 30.75 10 1,734 52.75 10
2.867 31.20 15 1.559 ' 59,20 5 L
2.349  38.28 5 1.466 63.40 15 *°
2.193  41.13 - 15
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Table 3 Crystallographic data for Na2W04(high temp. phase)

Na2504 typé
a=6.506(2) A
b=12.841(4)
c=10.971(3)

03
v=916.5(5) A
7= 8

| Dx=4.26 g om >

This work

K,50, type

a=7,89(1)
b=10.15(2)
c=5.609(6)
V=449.6(10)
2= 4

Dx=4.34

This work

KZSO4 type

a=7.72

b=10.07
c=5.58

V=433.8
Z= 4

Dx=4,50

Pistorius(l966)
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' Table 4 Axial and volume expansions of Na,WO,

t(°C) a(d)  ax105  gx10%(°c7
20 9.133(3) = - -
110 9.152(1) - 23 69
230 9.172(1) 20 61
300 9.188(1) 22 65
550 9.256(1) 25 76 A
Table 5 Axial and volume expansions of Na,W,0,

t a "b c @, 0y O B
; 20 7.216(1) 11.899(1) 14.716(3) - - - -
235 7.227(2) 11.964(3) 14.73(1) 7.1 25 6 38 :
440 7.236(6) 12.023(7) 14.78(3) 6.6 25 11~ 42
585 7.242(3) 12.091(4) 14.84(2) 6.4 29 15 50
680 7.241(4) 12.157(4) 15.04(2) 5.3 33 34 73
Table 6 Axial and volume expansions of KyW40, 4

Q
o
o
Q‘
Q
w

t a b c B(°)

20 10.958(7) 3.865(2) 31.95(1) 108.45(4) =- = = -
235 10.99(1) 3.869(4) 32.13(3) 108.64(8) 14 5 26 41
415 11.02(2) 3.872(6) 32.31(5) '108.8(1) 14 5 29 42
560 11.00(1) 3.889(3) 32.49(2) 108.95(6) 7 11 31 45
660 11.02(1) 9 11 30 45

3.892(4)

32.57(3) 109.06(8)
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