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Molecular structures of two bis(Zdioxolene) complexes are describgdp©'™MezZn),1-H, (CioeH123.582N12010-

Zny), tetragonal P4ince a = 25.1810(2) Ab = 25.1810(2) Ac = 34.7744(2) Ao = 90°, B = 9C°, y = 90",

Z = 8; (TpCumMezn),1-H (CioiH12082N1206ZNy), triclinic, P1, a = 13.6624(2) Ab = 13.80920(10) Ac =
26.62340(10) Ao = 96.6910(10), 8 = 91.8560(10), ¥ = 109.0190(10), Z = 2. One of the complexes,
(TpCumMezn),1-H,, has two protonated catecholate ligands, while the other comfIg£im™Mezn),1-H, has

one protonated catecholate and one semiquinone ligand. When reacted withaPla®ile S = 1, bis(Z'-
semiquinone) complex is formed in which the two semiquinones are attached to a common carbonyl group.

The major theme in the design of high-sp®X 1) organic R, R
molecules and ligands is covalent attachment of paramagnetic Ayt GJICD . T (:D\@/CD
functional groups to a fragment that promotes ferromagnetic H%H H H

coupling of the spind:3 There are only two readily accessible ,':MM TMM-type  meta-Xylylene meta-Phenylene-type

mr-type functional groups that can act as ferromagnetic couplers, Biradical Biradical

vinylidene andn-phenylene. These couplers are present in the )
prototypical biradicals trimethylenemethane (TMM) and On the other hand, oxallyl, formed conceptually by replacing

xylylene, respectively. Both theory and experiment agree on °ne€ Ch of TMM with an oxygen atom, has not been
the ferromagnetic coupling ability ofrrphenylené~ and synthesized. Computational studies on oxallyl have revealed that

vinylidene8-18 the sjngleHripIet gap is ca. 10-fold less than the corresponding
gap in TMM16:19-21 To the best of our knowledge, the only
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charge/spin delocalization into the coupler (compared to spin Table 1. Crystal Data and Structure Refinement for
delocalization in oxallyl) for a negatively charged spin carrier (TP<“™"¢Zn),1-H, and (Tp©m"eZn),1-H

that should lead to a larger exchange integral and more effective empirical CroeH1235B2N12010ZM2  CroiH120B2N1206Z1;

ferromagnetic coupling? Thus, G=O might prove to be useful formula ((TpCumMezn),1-Hy) ((TpCumMezn),1-H)

for preparing high-spin molecules despite the predictions for @A 25.1810(2) 13.6624(2)

oxallyl itself. To explore this important structur@roperty b/ 25.1810(2) 13.80920(10)

. ) - . A 34.7744(2) 26.62340(10)
lationship, we wished to synthesigEp©imMezn),1. o

re P, Yy 2 a/deg 90 96.6910(10)
Bldeg 90 91.8560(10)
yldeg 90 109.0190(10)
VIA3 22049.8(3) 4703.15(8)

ZnTpCum,Ma TpcumMe_ Z 8 2
/ formula weight 1878.03 1750.45_
0 crystal system, tetragonalP4/ncc triclinic, P1
(TpCumMe zn),1 i space group
T/°C —-115 —-115
MA 0.71073 0.71073
Our synthesis begins with the preparation of bis(catechol) dcadgcnt? 1131 1.236

1-H, as shown below. Bromide,2 is converted to the — wlem* 4.93 5.70

corresponding aldehyde, which is subsequently reacted with final Rindices  R1=0.0693 R1=0.001F

- . . > S . ; [I > 20()]

lithiated 2 to yield a carbinol. Oxidation of the intermediate WR2=0.1762 WR2 = 0.165F

carbinol with pyridinium chlorochromate followed by depro-

— _ b - 2(E 2 2
tection of the methoxymethyl ethers gives the bis(catechol) in 4R = JIFo| — IFll/3IFol. "WR = 1/[0*(Fs?) + (0.0844)% +

64.7100], whereP = (Fo + 2F2)/3. SR = 5 ||Fo| — |Fdl|/S|Fol. “WR

excellent yield. = 1/[o*(F? + (0.038P) + 15.846®], whereP = (F2 + 2F2)/3.
- MOA(/;MOM . MorgMOM 26802 o t-Bu +-Bu on (TpCum,MeZn)zl_H and (Tp(:um,MeZn)2:]__H2 have known pro-

1)2tBuli apec | O O tonated catecholat@s.

2) DMF 3) MeOH, H* HO OH

2 3, 91% 1-Hg, 91% T % T X
, o =Fg, C o) O
- . . TPC"“'M’ZZ\/ZnTpC""'"’ Tp°""-”°z§2nrp°"“v"‘°
However, the reaction df-H, with 2 equiv of TFU™MeZnOH, OH h o

following a standard proceduf&,2” does not yield the desired (TpCu™Me Zn),1-H (TpCU™Me Zn),1-H
complex,(TpCumMezn),1. Evidence in support of this conclu- By tBu
sion includes (1) the lack of fine structure in the 77 K EPR TpmM,ZO\ZnTpmw
spectrum, (2) the appearance of OH stretching in the IR 3 T E/

spectrum (the bis(semiquinone) complex should lack OH
groups), (3) the appearance of a strong IR peak at 1619 cm
(C—0 stretching for a semiquinone is expected at 142430
cm1),28 and (4) a room-temperature magnetic moment that is

less that 1.7ug.2°
2 Tp®mMeznOH
He S
air
Figures 1 and 2, respectively. Important bond lengths and angles
are given in Tables 2 and 3. A diagrammatic comparison of

From the IR, EPR, and magnetic moment data, we considereddioxolene bond lengths is given Figure 3. ,
the formation of either one or all of the complexes below.  1he bond lengths for each complex are in accord with the
Complex(TpCumMezn),1'-H contains a quinonemethide-type ~ Structures fo(TpumMeZn),1-H, and(TpmMeZn),1-H. The
ligand, similar to a ligand we reported recerth?’Complexes ~ diamagnetic complex(Tp©u™"€Zn),1-H,, possesses crystal-
lographic C, symmetry about the carbonyl=€D bond. The
(22) The exchange integral is the electraectron repulsion in the overlap ~ Proton of each protonated catecholate group is situated on the
region shared by the magnetic orbitals. Therefore, increased delocal- less acidic oxygen atom, so that the oxygen para to the carbonyl

ization from the spin carrier into the coupler will increase the exchange group has a1 formal charge. The RO bond lengths also
integral and selectively stabilize the high-spin state. :

(23) Shultz, D. A.; Boal, A. K. Driscoll, D. J.; Farmer, G. T.; Hollomon,  adree with this assessment, efgn)-o(1) < zn@y-o(. Delo-

(TpS4™Me Zn),1-H,

Fortunately, the solid that separates from the reaction mixture
was crystallized by slow evaporation of a methylene chloride
solution giving X-ray quality crystals. Upon inspection of the
crystalline mass, two different crystal types were noted: pale
green cubes and irregularly shaped blue crystals. Each crystal
type was analyzed using X-ray crystallographic techniques, and
crystal data are given in Table 1, while ORTEPs are shown in

M. G.; Kitchin, J. R.; Miller, D. B.; Tew, G. NMol. Cryst. Lig. Cryst. calization of charge into the=€0 group is evident from the
24) %9?7'“/?0?\1 3}:3% - M. Do Yee. G. T Pi e quinoidal bond length pattern, and the short (@)11) bond
ut, M.; Noll, 6. C.; Groner, M. D.; Yee, G. 1.; Plerpont, C.Gorg. : A .
Chem.1997 36, 4860. length (1.475 A) is consistent with the resonance structures
(25) Ruf, M.; Lawrence, A. M.; Noll, B. C.; Pierpont, C. Gorg. Chem. shown below.

1998 37, 1992.

(26) Shultz, D. A.; Bodnar, S. Hnorg. Chem.1999 38, 591. +Bu tBu tBu +Bu Bu Bu

(27) Shultz, D. A.; Bodnar, S. H.; Kumar, R. K.; Kampf, J. \W. Am. e Q - Q o @
Chem. S0c1999 121, 10664. LA QYOS I AT U

(28) Lynch, M. W.; Valentine, M.; Hendrickson, D. N. Am. Chem. Soc. # o0 % f o QH H o %

1982 104, 6982.

(29) The powder EPR spectrum was simulated using WINEPR SimFonia, . . . _
Shareware Version 1.25, Brer Analytische Messtechnik GmbH, The bonding scheme is different for ti®= 1/, complex,
Copyright 1994-1996. (TpCumMezn),1-H. Here the geometric parameters of the
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A) is significantly longer than the corresponding bond lengths
for the protonated catecholate groups. Moreover, the difference
between semiquinone bond lengths(®HCumMezZn),1-H and
reference semiquinone bond lengtheepresented as a structural
deviation parametét S |A;| = 0.099 A, is less than either the
structural deviation parameter for the quinonemethide-semi-
qguinone ligand, below left, or the bis(semiquinone) ligand,
below right3° Therefore, semiquinone-carbonyl delocalization
in (TpCumMezn),1-H appears to be weak.

Figure 1. ORTEP of(Tp©'™Mezn),1-H. Cumenyl groups have been
omitted for clarity.

t-Bu t-Bu t-Bu t-Bu
TIAl=0.279 A ZIAl=0.116 A

Both samples were subjected to Bh@® an EPR tube with
the same results. Prior to exposure of the sample to the oxidant,
a single EPR signal is observed at 77 K apd- 2; this is
Figure 2. ORTEP of(TpSimMezn),1-H,. Cumenyl groups have been consistent with a single unp_aired el_ectro_n. The param_a_gnetic
omitted for clarity. complex,(TpCumMezn),1-H,, is EPR inactive. Upon addition
of the oxidant, fine structure grows in wifl®/hc| = 0.01077
cmt and|E/hc] = 0.0011 cn1?, from spectral simulatiof® as
shown in Figure 4. ThiD-value is similar to those of other
TMM-type bis(semiquinone)s we have reportédIn addition,
a Amg = 2 transition grows in near half-field. Both of these
observations are consistent with the formation of$kve 1 bis-
(semiquinone). Unfortunately, after extended exposure of the

—_— L - N sample to Pbg) these signals disappear; this suggests that the
Protonated Catecholate Ring Semiquinone Ring  Protonated Catecholate Ring S=1 b|S Semi Uinone T C“m'MeZn 1 iS Unstable
(TpCum,Me Zn)zl-HZ (TpCum,Me Zn)zl-H ( q X p )2 ’ .

We conclude, therefore, that despite thd charge on a

Semiquinone Bond Length Deviation, ZIA,| = 0.099 A . i A N R h ..
semiquinone, conjugation with a carbonyl group is minimal,

Figure 3. Comparison of important bond lengths {@ipc'™Mezn),1- and exchange coupling ifTpcm™Mezn),1 might also be
Hz and (Tp®m¥eZn),1-H. minimal. Of course, since we have not isolaf@gcumMezn),1,
Table 2. Important Bond Lengths (&) and Angles (deg) for we cannot judge exchange coupling with confidence. In addition,
(TpCumMezn),1-H,? the bis(semiquinone) appears to be unstable unlike other similar
_ bis(semiquinone)&:
%283_88)) %851,88)) %28;“% gggz% Despite the present results, we feel that the possibility of
Zn(1)-0(2) 2.282(3) O(LyC(1) 1.328(5) preparing a stable oxallyl-type bis(semiquinone) is quite good.
0(2)-C(6) 1.377(5) O(3yrC(11) 1.253(7) Therefore, it remains to be seen whether@ can act as an
C(1)-C(6) 1.421(6) C(1yC(2) 1.423(5) effective exchange coupler. It seems likely that a more electron
ggigig% i:zggggg ggggg)l) i:iggg rich _semiquinone could stapilize the biradical oxidation state
C(5)-C(6) 1.374(6) and interact more strongly with a carbonyl group. Efforts along

O()-Zn(1)-N@) 128.47(13) O(Zn(-N(1) 12068(12)  'hese lines are underway.

N3)-Zn(1)-N(1)  98.22(13) O(1}Zn(1)-N(5) 108.44(12)

N(3)-Zn(1)-N(5) 88.65(13) N(1}Zn(1-N(5) 87.71(13)  CxPerimental Section

O(1)-Zn(1)-0(2)  77.14(11) N(3yZn(1)-O(2)  86.13(12) 3-tert-Butyl-4,5-bis-methoxymethoxy-benzaldehyde (3} 25 mL
N(1)-Zn(1)-0(2) ~ 90.20(12) N(5yZn(1)-O(2) 174.05(12) Schlenk flask containing bromid (0.72 g, 2.15 mmol) in THF (20
C(1)-O(1)-Zn(1) 120.4(2)  C(6yO(2)-Zn(1) 108.8(2) mL) was cooled to-78 °C, andtert-butyllithium (1.5 M, 2.8 mL, 4.3

O(1)-C(1)-C(6) 119.2(3)  O(IYC(1)-C(2)  123.0(4)
C(6)-C(1)-C(2) 117.9(3)  C(3}C(2-C(1) 118.6(4)
C(3)-C(2-C(7) 121.4(4) C(2}C(3)-C(4) 122.6(4)

mmol) was added dropwise. The reaction mixture was stirred for 1 h
at —78 °C, and DMF (1.7 mL, 21.5 mmol) was added. The mixture

o o . was then stirred ol h at—78 °C and for 18 h at room temperature.
gggf%gigfgg)l) ﬁgg((i)) gg?}ggggfgg)l ) ﬁgg((i)) Saturated brine solution was added, and the mixture was extracted three
C(5)-C(6)-0(2)  123.2(4) C(5)-C(6)-C(1) 122.7(4) times with ether and was evaporated to dryness. The crude product
0(2-C(6)-C(1) 114.1(3) O(3¥C(11)-C(4) 120.0(2) was purified by radial chromatography ($i@% ether:petroleum ether)

to give 3 (0.552 g, 91%)!H NMR (CDCl) 6 (ppm): 9.87 (s, 1H),
a_Bond lengths and_ angles for (_:umenyl—methylpyrazole groups are 7 55 (s, 2H), 5.31 (s, 2H), 5.23 (s, 2H), 3.65 (s, 3H), 3.52 (s, 3H), 1.45
omitted. See Supporting Information for a full list of parameters. (s, 9H).2C NMR (CDCk) 6 (ppm): 191.3, 151.8, 150.3, 143.9, 131.4
o 123.7,114.5, 99.3, 95.4, 57.8, 56.5, 35.3, 30.2. IR (film fromClp)
protonated catecholate group are very similar to those of y (cm™%): 1693.1. Anal. Calcd for GH»Os: C, 63.81; H, 7.85.
(TpCumMezn),1-H,, with the exception of the C(3)C(11) bond Found: C, 63.78; H, 7.84.
length (1.445 A), which is significantly shorter than the :
corresponding bond length EFpCumMezn),1-H,. This suggests (30) Shultz, D. A.; Bodnar, S. H.; Kampf, J. WWhem. Communin press.
o . . (31) Shultz, D. A; Boal, A. K.; Lee, H.; Farmer, G. T. Org. Chem.
moderate delocalization into the<© group from the semi- 1998 63, 9462.

quinone group. Indeed, the C(2F(11) bond length (1.515  (32) Shultz, D. A;; Lee, H.; Fico, R. M., JTetrahedronl999 55, 12079.
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Table 3. Bond Lengths (A) and Angles (deg) for
(TpCum,MeZn)zl_Ha

Zn(1)-0(2) 1.929(4) Zn(LyN(1) 2.049(6)
Zn(1)-N(5) 2.068(6) Zn(1¥N(3) 2.175(5)
Zn(1)-0(1) 2.266(5) Zn(2)0(3) 1.977(5)
Zn(2)-N(11) 2.035(6) Zn(2}XN(7) 2.049(6)
Zn(2)-0(4) 2.149(5) Zn(2}N(9) 2.217(6)
O(1)-C(1) 1.387(8) O(2}C(6) 1.323(7)
0(3)-C(14) 1.309(8) O(4)C(15) 1.298(8)
0(5)-C(11) 1.237(8) C(BC(2) 1.372(9)
C(1)-C(6) 1.412(9) C(2}C(3) 1.413(9)
C(3)-C(4) 1.408(9) C(3}C(11) 1.445(9)
C(4)-C(5) 1.390(9) C(5yC(6) 1.431(9)
C(11)-C(12) 1.515(9) C(12)C(13) 1.372(9)
C(12)-C(17) 1.428(9) C(13)C(14) 1.416(9)
C(14)-C(15) 1.462(10) C(15)C(16) 1.441(9)
C(16)-C(17) 1.369(9)

0(2-Zn(1)-N(1) 130.5(22) O(2yZn(1)-N(5) 129.8(2)

N(1)-Zn(1)-N(5B)  95.7(2)  O(2-zZn(1)-N(3) 108.18(19)
N(1)-Zn(1)-N(3)  87.9(2)  N(5%Zn(1)-N(3)  89.4(2)

0(2-zn(1)-0(1)  76.79(17) N(I¥Zn(1)-O(1)  89.2(2)

N()-Zn(1)-O(1)  86.79(19) N(3yZn(1)-O(1) 175.00(19)
0(3)-Zn(2)-N(11) 131.6(2) O@3}zn(2)-N(7) 129.6(2)

N(11)-Zn@2-N(7) 98.2(2)  O(3)Zn(2)-O(4)  79.54(18)
N(11)-Zn(2)-O(4) 93.04(19) N(7AZn(2)-O(4)  91.9(2)

0O(3-Zn(2)-N(9) 100.3(2)  N(11}Zn(2)-N(9) 86.6(2)

N(7)-Zn(2-N(9)  88.7(2)  O(4¥Zn(2)-N(9) 179.3(2)

C(1-0(1)-zn(1) 109.8(4) C(6YO(2)-zn(1) 119.7(4)

C(14y-0(3)-zn(2) 115.4(4)  C(15Y0(4)-Zn(2) 111.0(4)

C(2-C(1)-O(1) = 123.1(6) C(2yC(1)-C(6)  124.3(6)

O(1)-C(1)-C(6)  112.7(6)  C(1}C(2)-C(3)  119.1(6)

C(4)-C(3)-C(2)  117.3(6) C(4-C(3)-C(11) 123.1(6)

C(2-C(3)-C(11) 119.4(6) C(5C(4)-C(3)  124.1(6)

C(4)-C(5)-C(6)  118.1(6)  C(4yC(5)-C(7)  120.7(6)

C(6)-C(5)-C(7) 121.2(6) O(2yC(6)-C(1)  120.4(6)

0O(2)-C(6)-C(5)  122.6(6)  C(1}C(6)-C(5)  117.1(6)

O(5)-C(11)-C(3) 121.3(6)  O(5)C(11)-C(12) 116.0(6)

C(3)-C(11)-C(12) 122.7(6)  C(13)C(12)-C(17) 120.2(6)

C(13)-C(12)-C(11) 124.1(6)
C(12)-C(13)-C(14) 119.5(7)
O(3)-C(14)-C(15) 117.8(6)
O(4)-C(15)-C(16) 123.4(6)
C(16)-C(15)-C(14) 120.6(6)

C(17C(12)-C(11) 115.5(6)
O(3)yC(14)-C(13) 122.9(7)
C(13)C(14)-C(15) 119.3(6)
O(4yC(15)-C(14) 116.0(6)
C(1AC(16)-C(15) 116.0(6)

C(16)-C(17)-C(12) 124.2(7)

a2Bond lengths and angles for cumenyl-methylpyrazole groups are
omitted. See Supporting Information for a full list of parameters.

Di-(3,4-dimethoxymethoxy-5tert-butylphenyl) methanol. A 100
mL Schlenk flask containing bromid2 (1.45 g, 4.36 mmol) in THF
(50 mL) was cooled te-78 °C, andtert-butyllithium (1.5 M, 5.8 mL,
8.7 mmol) was slowly added. The reaction mixture was stirred for 2 h
at —78 °C. A solution of aldehyd@® (1.03 g, 3.63 mmol) in THF (15
mL) was added via cannula, and the mixture was stirredlfd at
—78 °C and for 19 h at room temperature. Saturated brine solution

was added, and the mixture was extracted three times with ether and

Inorganic Chemistry, Vol. 40, No. 3, 200549

L Trrrr 1T

Experimental Spectra Am =2
77K s
THF

1620 1660 1700

Simulated Spectrum
ID/hel = 0.01077 cm’!
[E/het = 0.0011 em’!

3100 3200 3300 3400 3500

Field (Gauss)

Figure 4. Upper line: 77 K EPR spectrum after oxidation of
(TpCumMezn),1-H with PbG. Inset: Ams = 2 transition. Lower line:
spectral simulation withD/hc| = 0.01077 cm* and|E/hc| = 0.0011
cm

by column chromatography (SX20-40% ether/petroleum ether) and
recrystallized from ether/petroleum ether to giv@OM) 4 as a white
solid (1.49 g, 97%)*H NMR (CDCl) ¢ (ppm): 7.51 (s, 4H), 5.31 (s,
4H), 5.21 (s, 4H), 3.66 (s, 6H), 3.50 (s, 6H), 1.43 (s, 18R NMR
(CDCl) 0 (ppm): 194.6, 149.9, 149.5, 142.8, 132.2, 123.5, 116.2, 99.2,
95.3, 57.7, 56.5, 35.4, 30.4. IR (film from GEl,) v (cm™%): 1650.
Anal. Calcd for GgH.0q: C, 65.14; H, 7.91. Found: C, 64.87; H,
7.85.

Di-(3,4-dihydroxy-5-tert-butylphenyl)methanone (1-Hy). A 25 mL
Schlenk flask containind-(MOM) 4 (0.2 g, 0.37 mmol) in methanol
(10 mL) and 4 drops of 12 M HCI was pump-purged 5 times under
nitrogen gas. The reaction mixture was refluxed for 15 h. After removal
of the solvent by rotary evaporation, ether and NaH&@utions were
added, and the mixture was extracted with ether. The combined organic
extracts were dried over NagCiltered, and evaporated. The crude
product was washed with GBI, to give 1-H, as a white solid (0.13
g, 99%).2H NMR (CDsOD) 6 (ppm): 7.24 (d, 2HJ = 1.86 Hz), 7.16
(d, 2H,J = 1.68 Hz), 4.86 (s, 4H), 1.40 (s, 18H}C NMR (CDCk)

o (ppm): 198.4, 150.4, 145.9, 136.3, 129.6, 123.0, 115.2, 35.7, 29.9.
IR (film from CH,Cly) v (cm™): 3495 (br), 3225 (br), 1603. Anal.
Calcd for GiH260s: C, 70.37; H, 7.31. Found: C, 70.20; H, 7.35.

Complex Formation. A 25 mL Schlenk flask containing-H, (0.05
d, 0.14 mmol) andrpmMezZnOH (0.19 g, 0.28 mmol) in a mixture

was evaporated to dryness. The crude product was purified by radial ©f methanol (5 mL) and CiClz (5 mL) was stirred overnight in air.

chromatography (Si©5—20% ether containing 5% GBl./petroleum
ether) to give the alcohol as a colorless oil (1.85 g, 95%)NMR
(CDCls) 6 (ppm): 7.07 (s, 2H), 7.02 (s, 2H), 5.66 (d, 18= 2.79
Hz), 5.18 (s, 4H), 5.13 (s, 4H), 3.63 (s, 6H), 3.47 (s, 4H), 2.59 (d, 1H,
J=3.27 Hz), 1.40 (s, 18H)}3C NMR (CDCk) 6 (ppm): 150.0, 145.2,

The reaction mixture was concentrated to one-third volume by rotary
evaporation, and the green precipitate was collected by filtration. IR
(film from CH,Cl,) v (cm™1): 3352, 1619, 1574, 1550.9, 1520, 1424,
1314, 1186.

(film from CH.Cl,) v (cm™): 3458. Anal. Calcd for @H44O: C,
64.90; H, 8.26. Found: C, 65.04; H, 8.25.
Di-(3,4-dimethoxymethoxy-5tert-butylphenyl)methanone (1-
(MOM) 4). A 100 mL Schlenk flask containing CeJ1.729 g, 17.30
mmol) and pyridine (2.80 mL, 34.6 mmol) in distilled GEl, (50 mL)
was stirred for 15 min. A solution of the carbinol from the previous

Science Foundation (CHE-9910076). D.A.S. thanks the Camille
and Henry Dreyfus Foundation for a Camille Dreyfus Teacher-
Scholar Award, and Professor Frank Tsui (Department of
Physics, UNC-CH) for the use of his SQUID magnetometer.

reaction was added by cannulation, and the reaction mixture was stirred  sypporting Information Available: Two X-ray crystallographic

for 1 h atroom temperature. To work yd M NaOH (10 mL) was

files, in CIF format. This material is available free of charge via the

added, and the organic layer was separated. Saturated brine solutioniarnet at http://pubs.acs.org.

was added, and the organic layer was extracted three times with CH

Cl, and then was evaporated to dryness. The crude product was purified CO00956A





