oTiL FILE COPY .

—_Ung
SECURIT

AD_A221 561 E’ATION PAGE ot e 188

12, REPUK!E SELUKRITY CLASSIFICATIO N
Unclassified

2a SECURITY CLASSIFICATION AUTHGEERN J 3 DISTRIBUTION/AVAILABILITY OF REPORT
Approved for public release

Distribution unlimited

2b. DECLASSIFICATION / DOWNGRACHRG JHEOULE

4. PERFORMING ORGANIZATION REPORT NUMBER(?D S. MONITORING ORGANIZATION REPORT NUMBER(S)
Technical Report #9°
63. NAME OF PERFORMING ORGANIZATION 6b. OFFICE SYMBOL | 7a. NAME OF MONITORING ORGANIZATION
(i applicable)
Brigham Young University Office of Naval Research
6c. ADDRESS (City, State, and ZIP Code) 7b. ADDRESS (City, State, and ZIP Code)
Department of Chemistry Department of the Navy
Provo, UT 84602 Arlington, VA 22217-5000
8a. NAME OF FUNDING / SPONSORING 8b. OFFICE SYMBOL | 9. PROCUREMENT INSTRUMENT IDENTIFICATION NUMBER
ORGANIZATION (If applicable)
Office of Naval Research ONR NO0O014-88-K-0115
8c. ADDRESS (City, State, and ZIP Code) 10. SOURCE OF FUNDING NUMBERS
] PROGRAM PROJECT TASK WORK UNIT
800 No. Quincy Street ELEMENT NO. NO. NO ACCESSION NO.
Arlington, VA 22217-5000

11. TITLE {Include Security Classification)
Preparation of New Chiral Di-t-Butyl-, Diphenyl- and Dimethyl-substituted Pyridino-
18-Crown-6 Ligands
12. PERSONAL AUTHOR(S)
J.S. Bradshaw, P. Huszthy, C.Y. Zhu and R.M. Izatt
13a. TYPE OF REPORT 13b. TIME COVERED 14. DATE OF REPORT (Year, Month, Day} |15 PAGE COUNT
Interim FROM TO April 18, 1990
16. SUPPLEMENTARY NOTATION

17. COSATI CODES 18. SUBJECT TERMS (Continue on reverse if necessary and identify by block number)
FIELD GROUP SUB-GROUP

19. ABSTRACT (Continue on reverse if necessary and identify by block number)

\Three new chiral pyridino-18-crown-6 ligands containing either two t-
butyl, two phenyl or two methyl substituents have been prepared, (1-3, Figure
1). :~These ligands were prepared by reacting the appropriate chiral
tetraethylene glycol with 2,6-pyridinedimethyl ditosylate/ (Scheme I) to give
1, an oil, [a]p -15.09% (¢ = 0.424, benzene); 2, mp 66-67 °C, [a]p -128.9° (c
= 0.34, benzene); 3, an oil, [&]DI“-ZZ.AS" (c = 1.648, benzene). The starting
chiral tetraethylene glycols (4-6) were prepared as shown in Scheme II. t-
Butylethylene glycol needed to prepare the chiral di-t-butyltetraethylene
glycol (4) was resolved through its hydrogen phthlate ester and using brucine
as the resolving agente - - g

20. OISTRIBUTION / AVAILABILITY OF ABSTRACT 21 ABSTRACT SECURITY CLASSIFICATION
UUNCLl\sSIFIED/UNUMITEO O same As reT 3 otic USERS
22a NAME OF RESPONSIBLE INDIVIDUAL 22b TELEPHONE (Include Area Code) ] 22¢ OFFICE SYMBOL
D, Hareld Cuard - (202) 696-4409
DD Form 1473, JUN 86 Previous editions are obsolete. SECURITY CLASSIFICATION OF THIS PAGE
S/N 0102-LF-014-6603 Unclassified

90 04 97 10




Unclassified
SECURITY CLASSIFICATION OF THIS PAGE

Figure 1. Chiral di-1-butyl, diphenyl, and dimethylpyridino-18-crown-6

(Q ((l ACC;;‘U' ’*V-O—’—” . T T
M» T '\j [Pu—

Gﬂs NTIS CRA&‘
OTiC 14l )
* CH:! Ur‘d"")o'."'td :j
k/o\) k/o\) JUS'IfleU(H. o
1, R = t-butyl 3 e
2, R_= phenyl By __ .
. . Distribution |
Scheme 1. Preparation of chiral pyridino-crowns —
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Scheme Il. Preparation of chiral tetraethylene glycol starting materials
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Complexation of the (R)- and (S)- forms of a-(l-naphthyl)ethylammonium
perchlorate by chiral ligands 2 and 3 have been studied by }H NMR methods in
CD30D Ligand (R,R)-2 exhibited modest chiral recognition for the (8)- form
of the salt over the (R)- form. However, ligand (R,R)-3 exhibited llttle or

no chiral recognition for the enantiomers of the ammonium salte <~ (4 477,
{
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