1,90 (4H, c, 4- u 6-CH>); 2,63 (2H, ¢, 2-CH32); 3,25 M. 1. (8H, ¢, 4CH2-S). Haitneno, %: C 48,96;
H 6,90; S 43,59. C12H20S4. Berumcneno, %: C 49,31; H 6,85; S 43,84.
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MPOCTON TPEXKOMITIOHEHTHBINN CHWHTE3
4-ATTA-5-OEHNJI-1- (2-TETEPWAJD) -3-THAPOKCH-
3-IIMPPOJIMH-2-0HOB

Hamu 6puto OGHapyXeHO, YTO OPHE KPATKOBPEMEHHOM HATDEBAHHWHM CMECH
SKBAMOJIIPHBIX KOJHWYECTB METHJIOBOTO 3(hHMpa aIfAInupOBHHOTPANHON KUCIOTEHI,
apoOMAaTHUECKOTO ANBAETAA2 | FETCPUIAMUHA (2-aMIHONMPHINHA YTH 2-aAMIHOTH-
asosa) B JCASHOM YKCYCHOM KHCIOTE C BBICOKHM BHIXOHOM 00pasyrorcs
4-ammn-5-bewn- 1 -(2-rerepwn) -3-ruppoxcn-3-nuppoaua-2-oasr (I—II1). Ta-
KuM 00pa3oM, BIEPBHIE HOJYUEHH 4,5-1u3aMeenHne 3-IuIpOKCHA-3-THPPOTHH-
2-OHBI, COREPXAIHE TeTEPOMUKIMICCKIM 3aMECTATENh B HOOXEHNH 1, naromue
BO3MOXHOCTh (DOPMHPOBATH KOHACHCHPOBAHHEIC TETEPOHUKIAYECKHAC CHCTEMEL,
TPEACTABIMIONIME UHTEPEC B IUIAHE NMOWCKA OWOIOrAUECKY aKTHBHBEIX BEIIECTB.

RCO OH

CH;COOH —
RCOCH,COCOOCH; + PhCHO + HNR! ———

Ph e}
B
_ I-I
IR = Ph; R! = 2-pyridyl; IT R = Me; R! = 2-pyridyl; IIl R = Ph; R! = 2-thiazolyl

Cocnmuerna I—III mpeacrasagror cobol OeCBETHBIE KPHCTALIAYCCKHE
BEIECTBA, OIPAHAYEHHO PACTBOPUMEIE B YKCYCHOM KHCIOTE, JHOKCaHe, 3TaHoJe,
AMCO, IM®@A. OHE #ar0T BUIIHEBOES OKPAIMUBAHUE CO CIIMPTOBBIM DPACTEOPOM
xnopuna xexeza (III). B mx cmexrpax IIMP mpucyrcriryer cmarner mpoToHA
B TIOJIOXEHUH 5 reTeponuk.ia npu 6,36...6,73 M. 4. ¥ MyJIbTUIAET aPOMATHIECKAX
mpoToHOB B 00aacth 7,46...8,2 M. 1. B cuekrpe IIMP coegmuerns I1 mprucyTcTyer
CHHEIJIET METHUIBHOM TPYIIHL AlETHABHOTO 3aMeCTATeNd npu 2,43 M. 1.

4-Benszoni-5-(enni-3-ranpokcu- 1 - 2-mapunmn) -3-nupponuH-2-04 (I). K cmecu 5 MMos Gen-
SANBIETHAZ U 5 MMOJb 2-aMUHOIMPUAVHA B 2 MJI JISASHON YKCYCHOM KUCIOTHI HO0aBASiOT 5 MMOIb
METHIIOBOIO 3hrpa GeH30MIIIMPOBHMHOIPARHOM KUCIOTH. PEaKIMOHEY0 CMECh KUMISTIT 30 MUH, OXIaX-
XaroT. Bemasmue KpucTamsr orduisTposnBant. T 226,5...227,0 °C (CH3COOH, pazn.). Bexox
1,06 r (60%). YK cmekTp (BasenmuoBoe Macio): 3190 (O—H); 1700 (O=C—N); 1690 (C=0);
1640 cm ! (C=C). Criexrp SIMP 'H (IMCO-Ds, TMJIC): 6,36 (LH, ¢, C(sH); 7,28...7,46 m. 1. (14H,
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M, 2Ph, mupemn). Ry 0,56 (Silufol UV-254, Genson—sdup, 1 : 1). Halineno, %: C 74,05; N 7,62;
H 4,65. C21H16N203. Bwaucneno, %: C 74,14; N 7,86; H 4,53.

4- Aneran-5-¢desnn-3-TaApoxcH-1- (2-mupuaun) -3-mappome-2-08 (). Tux 239...239,5 °C
(CH3COOH, paszn.). Bexon 35%. Cnexrp SIMP 'y (IMCO-Ds, TMAC): 6,41 (1H, c, Ci5H);
7,34...7,53 (9H, v, Ph, mupummm); 2,43 M. 1. (3H, ¢, Me). Rr 0,62 (Silufol UV-254, 6enson—sdup,
1:1). Hasinero, %: C 69,18; H 4,67; N 9,43. Boaucaeno, %: C 69,38; H 4,79; N 9,52.

4-Bensonn-5-permr-3-runporcu-1- (2-tnasonmwn) -3-mupposmn-2-oa (). Tor 226...227 °C
(CH3COOH, pasn.). Beixon 43%. Coekrp SIMP i (IMCO-Ds, IMJIC): 6,23 (1H, ¢, Ci5HD);
7,05...7,50 (10H, »m, 2Ph); 7,93...8,27 m. 1. (2H, x, tasoman). Ry 0,38 (Silufol UV-254, Genson—
a¢up, 1 : 1). Haiimeso, %: C 66,08; H 3,52; N 7,93; S 9,13. C20H14N203S. Beraucneno, %: C 66,28;
H3,89;N7,73; S 8,85.
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ACID-CATALYZED N-DEBENZYLATION
OF BENZYLAMINOPYRIDINES

Acid-catalyzed N-debenzylation reaction of 2-benzylaminopyridine and
2- (p-methoxybenzylamino) pyrimidine with 10% HCI gave 2-aminopyridine and
2-aminopyrimidine in 16% and 279, yield, respectively [1]. The highest yields
of the N-debenzylation reaction was observed for pyridazine derivatives, when
the reaction was carried out in concentrated HBr, HCIO4 or H2SO4 [2 ]. Pawlowski
and Gorczyca [3] used 94...989%, H2804 to deprotect 8-benzylaminotheophylline
and its derivatives; they obtained debenzylated 8-aminotheophyllines in very good
yields.

This communication present our results on the acid-catalyzed N-de-
benzylation reaction. We observed that 2-benzylaminopyridine (la) was
deprotected with 959 H2S04 to give 2-aminopyridine (2a) in 859 yield.
Preliminary experiments indicated that 859, H2SQ4 is a minimal concentration
to ensure the effective debenzylation of 2-benzylaminopyridine (la), while the
highest yields were obtained for 959, H2SO4 used as reagent. Under the same
conditions 4-benzylaminopyridine (1b) underwent debenzylation to 4-amino-
pyridine (2b), but 3-benzylaminopyridine (1¢c) and N-benzylaniline (1d) did not
undergo such deprotection in 95% H2SOu4. ’ '

To check the applicability of this method to other amines 2-benzylamino-3-

benzylpyridine (le) and 2-(N-benzyl-N-methyl)aminopyridine (1f) were
chosen. For these compounds the selective N-debenzylation might be expected.
It was found previously [4] that 2-benzylamino-5-benzylpyridine hydrochloride
underwent N-debenzylation to 2-amino-5-benzylpyridine (2e) in 449, yield at
250 °C. We have found that le and 1f undergo N-debenzylaiion also in 95%
H2S04 yielding 2e and 2-aminomethylpyridine 2f) in 80% and 73% yield,
respectively (Table).
- The experimental results indicated that N-debenzylation reaction of
N-benzylaminopyridines occurred only when benzylamino group was at 2 or 4
position (la, 1b, le, 1f). We expected that this method should be useful for
synthesis of a- or y-aminoderivatives of azaaromatic systems. Qur preliminary
results support this assumption. Debenzylation of 2,6-dibenzylaminopyridine
(1g) led to 2,6-diaminopyridine (2g) and debenzylation of 2-benzyl-
aminoquinoline (1h) provided 2-aminoquinoline (2h).
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