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Synthesis of new amidophosphite ligand and its application in Ir-catalyzed
asymmetric hydrogenation of heterocyclic compounds
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A new chiral amidophosphite ligand was synthesized and tested in the iridium-catalyzed
hydrogenation of heterocyclic compounds. The enantioselectivity of hydrogenation of 2-methyl-
quinoline considerably increases when piperidine hydrochloride is used as an additive. The
hydrogenation reaction of 8-methyl-2,4,5,6-tetrahydro-1H-pyrazino[3,2,1-jk]carbazole by
metal complex was conducted for the first time to prepare enantiomerically enriched anti-

depressant Pyrazidol.

Key words: asymmetric hydrogenation, amidophosphite, iridium, heterocyclic compounds.

Heterocyclic compound are a leading class of organic
substances in terms of the number of compounds possess-
ing medicinal properties.!:2 Recently, the replacement of
synthetic racemic heterocyclic compounds by optically
active specimenss became an actual problem of medical
chemistry. The latter is a consequence of a possible nega-
tive influence of one of the enantiomers present in the
racemate on the patient s organism.3 One of the attractive
approaches to the preparation of chiral heterocyclic com-
pounds is the catalytic hydrogenation of cyclic prochiral
imines by metal complex. This one-step process uses the
cheapest reducing agent molecular hydrogen and a small
amount of the catalyst.4 Heterocyclic compounds them-
selves are ligands due to the presence of the electron-
donating atoms, such as nitrogen, that can lead to the
saturation of the vacant orbitals of the catalytically active
metal and deactivation of the hydrogenation catalyst. In
addition, many heterocycles are aromatic compounds, and
the aromaticity additionally hinders the formation of the
chiral center because of the transformation of the aromat-
ic ring into the aliphatic.5 In the pioneering studies by
Murata on hydrogenation of heterocyclic compounds in
the presence of metal complexes with the phosphine
ligands, a low enantioselectivity was obtained (2% ee).
Later, successful works were carried out on the use of
chiral phosphines in the hydrogenation of a wide series of
prochiral heterocycles.#® A large-scale preparation of
phosphine ligands is difficult enough, because this multi-
step process requires a modern technique in handling sen-
sitive reagents, such as butyllithium. Little attention was
paid to the use of more available phosphite-type ligands in
this process. So far, only three works on the use of this
group of ligands in the Ir-catalyzed hydrogenation of

heterocyclic compounds have been published.”—? In the
present work, we report the synthesis of a new chiral
amidophosphite ligand and its use in the Ir-catalyzed hy-
drogenation of 2-methylquinoline and 8-methyl-2,4,5,6-
tetrahydro-1H-pyrazino|3,2,1-jk]carbazole.

Results and Discussion

The new amidophosphite ligand L was obtained by
the one-step reaction of phosphorylating agent 1 with
4-benzylpiperidine (Scheme 1).

Scheme 1

At the beginning, the efficiency of amidophosphite L
was studied in the Ir-catalyzed hydrogenation of 2-meth-
ylquinoline (2) (Scheme 2) in various organic solvents at
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20 °C with the in situ formation of the catalysts derived
from [Ir(COD)Cl],.

Scheme 2
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It was found that for the molar ratio Ir/L = 1/2, the
highest conversion and enantioselectivity were observed in
dichloromethane (Table 1, entries /—3). The change in
the molar ratio to Ir/L = 1/1 decreased the conversion
and the enantiomeric excess of the reaction product 3 (see
Table 1, entries 3 and 4). In an attempt to improve
the obtained results, molecular iodine was added to the
catalyst. This resulted in the increase of both the conver-
sion and the enantiomeric excess of the reaction product
in all the solvents studied (see Table 1, entries /—3
and 5—7). The addition of iodine to the catalyst led to the
inversion of the absolute configuration of the product ob-
tained. This effect, most likely, can be explained by the
change in the structure of metal complex caused by the
transformation of the catalytically active species Ir! into
It in the reaction with iodine, a characteristic feature of
similar catalysts containing phosphine ligands.4 Recently,
the enantiomeric excess of the iridium-catalyzed hydro-
genation of heterocyclic compounds involving the phos-
phine and phosphite ligands was also increased in the pres-
ence of amine hydrochlorides as additives.1® We have
chosen piperidine hydrochloride as such additive. In this
case, the enantiomeric excess of the reaction product in
fact was higher as compared to the results obtained with-
out such additives (see Table 1, entries /—3 and §—10),
however, the lost of the catalyst activity was observed. In

order to increase conversion, the temperature of the reac-
tion mixture was increased from 20 to 50 °C, which resulted
in the expected increase of conversion and enantiomeric
excess of the reaction product (see Table 1, entries 1/—13).
The latter interesting fact can be explained by the increase
in the solubility of piperidine hydrochloride, as well as by
the facilitation the reverse transfer of the hydrochlor-
ide protection from piperidine to the nitrogen atom of
2-methylquinoline, that increases the selectivity of hydro-
genation.

The efficiency of amidophosphite ligand L was also
studied in the Ir-catalyzed asymmetric hydrogenation of
8-methyl-2,4,5,6-tetrahydro-1H-pyrazino[3,2,1-jk]carb-
azole (4) to 8-methyl-2,3,3a,4,5,6-hexahydro-1H-pyrazi-
no[3,2,1-jk]carbazole (5, Scheme 3), which is an active
substance of the antidepressant Pyrazidol (Pyrlindole).!1
The in situ formation of the catalyst from [Ir(COD)CI],
resulted in a moderate conversion, whereas enantioselec-
tivity was observed only in dichloromethane (Table 2, en-
tries 7—23). The use of iodine and piperidine hydrochloride
as additives allowed us to increase the activity of the cata-
lyst, however, the enantioselectivity of the process de-
creased (see Table 2, entries 3 and 4, 5). The use of
[Ir(COD),|BARF (BAREF stands for tetrakis[3,5-bis-
(trifluoromethyl)phenyl]borate) as a pre-catalyst allowed
us to reach a complete conversion within 24 h and obtain
22% ee (see Table 2, entries 6 and 7). However, the intro-
duction of the iodine and piperidine hydrochloride addi-

Scheme 3
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Table 1. Asymmetric hydrogenation of 2-methylquinoline (2) (pressure of H, 35 atm, 24 h)

Entry Catalyst Solvent Additive T/°C Conversion (%) ee (%)
1 [I{(COD)Cl],/4L THF — 20 32 2(8)
2 [Ir(COD)Cl],/4L Toluene — 20 37 4(S)
3 [Ir(COD)Cl],/4L CH,Cl, — 20 48 18 ()
4 [Ir(COD)Cl],/2L CH,Cl, — 20 36 5(5)
5 [Ir(COD)Cl],/4L THF I, 20 100 20 (R)
6 [I{(COD)Cl],/4L Toluene I, 20 62 10 (R)
7 [Ir(COD)Cl],/4L CH,Cl, I, 20 100 30 (R)
8 [Ir(COD)Cl],/4L THF * 20 6 4(S)
9 [Ir(COD)Cl],/4L Toluene * 20 25 15(S)
10 [Ir(COD)Cl],/4L CH,Cl, * 20 30 30 (S)
11 [I/(COD)Cl],/4L THF * 50 32 38(S)
12 [I/(COD)Cl],/4L Toluene * 50 49 35(8)
13 [I{(COD)Cl],/4L CH,Cl, * 50 57 51(5)

* Piperidine hydrochloride.
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Table 2. Asymmetric hydrogenation of 4 (pressure of H, 35 atm, 24 h)

Entry Catalyst Solvent Additive T/°C  Conversion (%) ee (%)
1 [Ir(COD)Cl],/4L THF — 20 34 0
2 [Ir(COD)Cl],/4L Toluene — 20 38 0
3 [Ir(COD)Cl],/4L CH,Cl, — 20 49 17
4 [Ir(COD)Cl],/4L CH,Cl, I, 20 62 10
5 [Ir(COD)Cl],/4L CH,Cl, * 20 70 0
6 [Ir(COD),]|BARF/2L CH,Cl, — 20 100 22
7 [Ir(COD),]|BARF/2L Toluene — 20 100 10
8 [Ir(COD),]BARF/2L CH,Cl, I, 20 64 14
9 [Ir(COD),]|BARF/2L CH,Cl, * 20 37 0

* Piperidine hydrochloride.

tives resulted in the decrease of conversion and enantio-
selectivity of the process (see Table 2, entries &, 9).

In conclusion, we synthesized a new amidophosphite
ligand and tested it in the iridium-catalyzed hydrogena-
tion of heterocyclic compounds. In the case of hydroge-
nation of 2-methylquinoline, enantioselectivity consider-
ably increased when piperidine hydrochloride was used as
an additive. We were the first to show a possibility of hy-
drogenation of 8-methyl-2,4,5,6-tetrahydro-1 H-pyrazino-
[3,2,1-jk]carbazole by the metal complex catalysts. De-
spite a low enantioselectivity, in future this approach can
open access to the one-step and enantioselective prepara-
tion of antidepressant Pyrazidol.

Experimental

IH, 13C, 3P NMR spectra were recorded on a Bruker Avance
600 spectrometer (600.15 MHz) relative to Me,Si. The phos-
phorylating agent (S,,)-2-chlorodinaphtho[2,1-d:1",2"-f]-
[1,3,2]dioxaphosphepane (1),12 as well as [Ir(COD),Cl],,13
[Ir(COD),]BARF, 4 8-methyl-2,4,5,6-tetrahydro- 1 H-pyrazino-
[3,2,1-jk]carbazole!® were obtained according to the published
procedures. 4-Benzylpiperidine and 2-methylquinoline are com-
mercially available compounds (Aldrich).

Synthesis of (S,,)-2-[3-(4-benzyl)piperidin-1-yl] (dinaphtho-
[2,1-d:17,27-f]1[1,3,2]dioxaphosphepane (L). 4-Benzylpiperidine
(0.491 g, 2.8 mmol) in C¢gHg (10 mL) was added to a solution of
(S,,)-2-chlorodinaphtho[2,1-d:17,2"-f][1,3,2]dioxaphosphepane
(1) (0.5 g, 1.4 mmol) in CgHg (15 mL). The reaction mixture was
heated to boiling and cooled to room temperature, a precipitate
of 4-benzylpiperidine hydrochloride was filtered off. The solu-
tion obtained was subjected to flash-chromatography on silica
gel (eluent benzene). The solvent was evaporated in vacuo. The
yield was 0.582 g (85%), white powder, m.p. 85—87 °C. Found (%):
C,78.59; H, 5.82; N, 2.79. Cy;H9O,P. Calculated (%): C, 78.51;
H, 5.77; N, 2.86. 3'P{H} NMR (CDCls), 8: 145.6 (s). '"H NMR
(CDCly)), &: 1.06 (m, 1 H, B-H,, piperidine); 1.18 (m, 1 H,
B’-Hy, piperidine); 1.43 (m, 1 H, B-H,, piperidine); 1.62 (m, 1 H,
B°-H,, piperidine); 1.64 (m, 1 H, y-H, piperidine); 2.38 (m, 1 H,
o-Hy, piperidine); 2.54 (m, 1 H, CH,); 2.76 (m, 1 H, o"-Hy,
piperidine); 3.30 (m, 1 H, a-H,, piperidine); 3.51 (m, 1 H,
a’-H,, piperidine); 7.13 (d, 2 H, o-Hpy, Jy y = 7.0 Hz); 7.21
(t, 1 H, p-Hpy, Jy y = 7.3 Hz); 7.29 (m, 4 H, m-Hpy,, H(7), H(7"));

7.37(d, 1 H, H®"), Jy y = 8.5 Hz); 7.40 (d, 1 H, H(3), Jy y =
= 8.4 Hz); 7.44 (m, 3 H, H(6), H(6"), H(8)); 7.56 (d, 1 H,
H@3"), Juu=8.7Hz); 7.92 (d, 1 H, H(4), Jy y = 9.2 Hz); 7.95
(d,2H, H(5), H(5"), Jy y = 9.6 Hz); 8.00 (d, 1 H, H(4"), Jy u =
= 9.2 Hz). BC{H} NMR (CDCls), &: 33.1 (B’-C, piperidine);
33.4 (B-C, piperidine); 38.5 (y-C, piperidine); 43.5 (CH,); 45.1
(a’-C, piperidine); 45.3 (a-C, piperidine); 122.1 (C(37)); 122.2
(C(3)); 122.7 (C(1)); 123.9 (C(17)); 124.6 (C(67)); 124.8 (C(6));
125.9 (p-Cpy); 126.1 (C(7)); 126.1 (C(77)); 127.0 (C(8)); 127.0
(C(87)); 128.2 (m-Cpy,); 128.3 (C(5), C(57)); 128.4 (C(3)); 129.2
(0-Cpp); 129.9 (C(4)); 130.3 (C(47)); 130.7 (C(10)); 131.4
(C(107)); 132.6 (C(9)); 132.8 (C(97)); 140.3 (ipso-Cpy); 149.6
(C(27)); 149.9 (C(2)).

Asymmetric hydrogenation of 2-methylquinoline (2) (general
procedure). The ligand (0.024 or 0.012 mmol, see Table 1) in
CH,Cl, (0.2 mL) was added to [Ir(COD)Cl], (4 mg, 0.006 mmol)
in CH,Cl, (0.2 mL), and the mixture was stirred for 5 min,
followed by the addition of the corresponding additive (0.06 mmol)
and additional stirring for 10 min on a magnetic stirrerina 10-mL
autoclave. The solvent was evaporated in vacuo. 2-Methylquin-
oline (2) (86 mg, 0.6 mmol) in the corresponding solvent (1.5 mL)
(see Table 1) was added to the catalyst obtained. The sealed
autoclave was filled with hydrogen (35 atm), heated to the prop-
er temperature (10 min), and the experiments were carried out
with stirring on a magnetic stirrer. After the hydrogen was re-
leased, the reaction mixture was diluted with CH,Cl, (1 mL)
and purified from the catalyst by passing through a short layer of
silica gel, the solvents were evaporated in vacuo. Conversion of 2
was measured by 'H NMR. The optical yield of 3 was deter-
mined by HPLC on an Agilent HP-1100 chromatograph with
a Chiralcel OJ-H column following the known recommenda-
tions.1® The absolute configuration of enantiomers 3 was found
by comparing the measured optical rotation with the litera-
ture data.l?

Asymmetric hydrogenation of 8-methyl-2,4,5,6-tetrahydro-
1H-pyrazino[3,2,1-jk]carbazole (4) (general procedure). The
ligand (0.0044 or 0.0088 mmol) in CH,Cl, (0.2 mL) was added
to the corresponding (see Table 2) iridium precursor (0.0022 mmol)
in CH,Cl, (0.1 mL), the mixture was stirred for 5 min, followed
by the addition of the corresponding additive (0.22 mmol) and
additional stirring for 10 min on a magnetic stirrer in a 10-mL
autoclave. The solvent was evaporated in vacuo. 8-Methyl-
2,4,5,6-tetrahydro-1H-pyrazino|3,2,1-jk]carbazole (4) (49 mg,
0.22 mmol) in the corresponding solvent (1 mL) was added to
the catalyst obtained. The sealed autoclave was filled with hy-
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drogen (35 atm), heated to the desired temperature (10 min),
and the experiments were carried out with stirring on a magnetic
stirrer. After hydrogen was released, the reaction mixture was
diluted with CH,Cl, (1 mL) and separated from the catalyst by
passing through a short layer of silica gel, the solvents were
evaporated in vacuo. Conversion of 4 was measured by NMR.18
The optical yield of 5 was determined by HPLC on an Agilent
HP-1100 chromatograph with a Chiralcel OD-H column
(250x4.6 mm, UV irradiation, A = 260 nm, a mixture of hex-
ane : isopropanol : diethylamine = 95:5: 0.1, 0.9 mL min™}).
The retention times for enantiomers 6 were 14.5 min ((+)-iso-
mer) and 16.0 min ((—)-isomer), for substrate 4, 10.8 min.

This work was financially supported by the Ministry of
Education and Science of the Russian Federation (Pro-
gram "Scientific and Scientific-Pedagogical Specialists of
the Innovative Russia in 2009—2013", agreement Nos 8435
and 8531).

References

1. M. Sainbury, Heterocyclic Chemistry. The Royal Society of
Chemistry, Bristol, 2001.

2.D. A. Horton, G. T. Bourne, M. L. Smythe, Chem. Rev.,
2003, 103, 893.

3. W. H. Brooks, W.C. Guida, K. G. Daniel, Curr. Top. Med.
Chem., 2011, 11, 760.

4. D.-S. Wang, Q.-A. Chen, S.-M. Lu, Y.-G. Zhou, Chem.
Rev., 2012, 112, 2557.

5. C. W. Bird, Tetrahedron, 1992, 48, 335.

6.S. Murata, T. Sugimoto, S. Matsuura, Heterocycles, 1987,
26, 763.
7.J.-H. Xie, P.-C. Yan, Q.-Q. Zhang, K.-X. Yuan, Q.-L. Zhou,
ACS Catal., 2012, 2, 561.
8. N. Mrsic, T. Jerphagnon, A. J. Minnaard, B. L. Feringa,
J. G. de Vries, Adv. Synth. Catal., 2009, 351, 2549.
9. N. Mrsic, L. Lefort, J. A. F. Boogers, A. J. Minnaard, B. L.
Feringa, J. G. de Vries, Adv. Synth. Catal., 2008, 350, 1081.
10. K. Gao, C.-B. Yu, W. Li, Y.-G. Zhou, X. Zhang, Chem.
Commun., 2011, 47, 7845.
11. P. de Tullio, A. Felikidis, B. Pirotte, J.-F. Liegeois, M. Sta-
chow, J. Delarge, Helv. Chim. Acta, 1998, 81, 539.
12. G. Francio, C. Arena, F. Faraone, C. Graiff, M. Lanfranchi,
A. Tiripicchio, Eur. J. Inorg. Chem., 1999,1219.
13.J. L. Herde, J. C. Lambert, C. V. Senoff, Inorg. Synth., 1974,
15, 18.
14. V. Semeniuchenko, V. Khilya, U. Groth, Synlett, 2009,
20, 271.
15. US Pat. 42558043; Chem. Abstrs, 1980, 92, 128962g.
16. W.-J. Tang, J. Tan, L.-J. Xu, K.-H. Lam, Q.-H. Fan, A. S.
Chan, Adv. Synth. Catal., 2010, 352, 1055.
17. D.-Y. Zhang, D.-S. Wang, M.-C. Wang, C.-B. Yu, K. Gao,
Y.-G. Zhou, Synthesis, 2011, 17, 2796.
18. G. G. Dvoryantseva, V. 1. Polshakov, Yu. N. Sheinker, V. 1.
Shvedov, A. N. Grynev, M. D. Mashkovsky, H. A. Kara-
petyan, Y. T. Struchkov, Eur. J. Med. Chem., 1985, 20, 414.

Received March 19, 2013;
in revised form May 6, 2013




	Synthesis of new amidophosphite ligand and its application in Ir�catalyzedasymmetric hydrogenation of heterocyclic compounds
	Abstract
	Results and Discussion
	Experimental
	References


<<
  /ASCII85EncodePages false
  /AllowTransparency false
  /AutoPositionEPSFiles false
  /AutoRotatePages /PageByPage
  /Binding /Left
  /CalGrayProfile (Gray Gamma 2.2)
  /CalRGBProfile (sRGB IEC61966-2.1)
  /CalCMYKProfile (U.S. Web Coated \050SWOP\051 v2)
  /sRGBProfile (sRGB IEC61966-2.1)
  /CannotEmbedFontPolicy /Warning
  /CompatibilityLevel 1.4
  /CompressObjects /Off
  /CompressPages true
  /ConvertImagesToIndexed true
  /PassThroughJPEGImages true
  /CreateJobTicket false
  /DefaultRenderingIntent /Default
  /DetectBlends true
  /DetectCurves 0.1000
  /ColorConversionStrategy /LeaveColorUnchanged
  /DoThumbnails true
  /EmbedAllFonts true
  /EmbedOpenType false
  /ParseICCProfilesInComments true
  /EmbedJobOptions true
  /DSCReportingLevel 0
  /EmitDSCWarnings false
  /EndPage -1
  /ImageMemory 524288
  /LockDistillerParams true
  /MaxSubsetPct 25
  /Optimize true
  /OPM 1
  /ParseDSCComments true
  /ParseDSCCommentsForDocInfo false
  /PreserveCopyPage true
  /PreserveDICMYKValues true
  /PreserveEPSInfo false
  /PreserveFlatness true
  /PreserveHalftoneInfo false
  /PreserveOPIComments true
  /PreserveOverprintSettings true
  /StartPage 1
  /SubsetFonts false
  /TransferFunctionInfo /Apply
  /UCRandBGInfo /Remove
  /UsePrologue false
  /ColorSettingsFile (Color Management Off)
  /AlwaysEmbed [ true
    /CourierA
    /CourierA-Bold
    /CourierA-BoldOblique
    /CourierA-Oblique
    /MathFont1
    /NewStandardA
    /NewStandardA-Bold
    /NewStandardA-BoldItalic
    /NewStandardA-Italic
    /NewtonC
    /NewtonC-Bold
    /NewtonC-BoldItalic
    /NewtonC-Italic
    /PragmaticaC
    /PragmaticaC-Bold
    /PragmaticaC-BoldOblique
    /PragmaticaC-Oblique
  ]
  /NeverEmbed [ true
  ]
  /AntiAliasColorImages false
  /CropColorImages true
  /ColorImageMinResolution 150
  /ColorImageMinResolutionPolicy /OK
  /DownsampleColorImages true
  /ColorImageDownsampleType /Bicubic
  /ColorImageResolution 202
  /ColorImageDepth -1
  /ColorImageMinDownsampleDepth 1
  /ColorImageDownsampleThreshold 1.50000
  /EncodeColorImages true
  /ColorImageFilter /DCTEncode
  /AutoFilterColorImages true
  /ColorImageAutoFilterStrategy /JPEG
  /ColorACSImageDict <<
    /QFactor 0.40
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /ColorImageDict <<
    /QFactor 0.76
    /HSamples [2 1 1 2] /VSamples [2 1 1 2]
  >>
  /JPEG2000ColorACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 15
  >>
  /JPEG2000ColorImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 15
  >>
  /AntiAliasGrayImages false
  /CropGrayImages true
  /GrayImageMinResolution 150
  /GrayImageMinResolutionPolicy /OK
  /DownsampleGrayImages true
  /GrayImageDownsampleType /Bicubic
  /GrayImageResolution 202
  /GrayImageDepth -1
  /GrayImageMinDownsampleDepth 2
  /GrayImageDownsampleThreshold 1.50000
  /EncodeGrayImages true
  /GrayImageFilter /DCTEncode
  /AutoFilterGrayImages true
  /GrayImageAutoFilterStrategy /JPEG
  /GrayACSImageDict <<
    /QFactor 0.40
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /GrayImageDict <<
    /QFactor 0.76
    /HSamples [2 1 1 2] /VSamples [2 1 1 2]
  >>
  /JPEG2000GrayACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 15
  >>
  /JPEG2000GrayImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 15
  >>
  /AntiAliasMonoImages false
  /CropMonoImages true
  /MonoImageMinResolution 1200
  /MonoImageMinResolutionPolicy /OK
  /DownsampleMonoImages true
  /MonoImageDownsampleType /Bicubic
  /MonoImageResolution 610
  /MonoImageDepth -1
  /MonoImageDownsampleThreshold 1.48689
  /EncodeMonoImages true
  /MonoImageFilter /CCITTFaxEncode
  /MonoImageDict <<
    /K -1
  >>
  /AllowPSXObjects true
  /CheckCompliance [
    /None
  ]
  /PDFX1aCheck false
  /PDFX3Check false
  /PDFXCompliantPDFOnly false
  /PDFXNoTrimBoxError true
  /PDFXTrimBoxToMediaBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXSetBleedBoxToMediaBox true
  /PDFXBleedBoxToTrimBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXOutputIntentProfile (None)
  /PDFXOutputConditionIdentifier ()
  /PDFXOutputCondition ()
  /PDFXRegistryName ()
  /PDFXTrapped /False

  /Description <<
    /RUS ()
  >>
>> setdistillerparams
<<
  /HWResolution [2400 2400]
  /PageSize [595.001 840.999]
>> setpagedevice


